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Preface
The present book originates from a course o f lectures I have been 
giving for the last 17 years at the University o f Frankfurt (Main). 
The purpose o f this book is to explain, in a concentrated form 
appropriate to present-day needs, the formal structure o f thermo­
dynamics and the technique of handling the subject. The reader 
should then be capable o f applying the theory by himself. The 
basic plan has been developed from my work in this field over many 
years and my experience in teaching the subject. This basic plan 
consists o f the purely mathematical derivation o f the whole o f the 
structure o f thermodynamics from three relationships: the funda­
mental equation, the equilibrium condition, and the stability 
condition. These relationships thus play a role similar to that of 
Maxwell’s equations in electrodynamics. This presentation is 
undoubtedly associated with a certain lack o f clarity in the con­
ventional sense; the lack o f clarity is, however, amply compensated 
by a greater depth of understanding and by an enhanced simplicity 
and confidence in the application of the theory to concrete problems.

The basic plan determines the structure o f the book. We start by 
showing how simple facts o f experience lead to the three basic 
relationships mentioned above (Chapter I). The purpose o f this 
chapter is not (as was erroneously assumed in a review of the 
German edition) to serve as an introduction to the axioms of thermo­
dynamics in a modern context. Such an introduction would be out 
o f place within the framework of this book and new developments 
in this field have been largely ignored. Chapter I is designed to lead 
to a physical understanding o f the mathematical formulations 
which constitute the basis o f thermodynamics. Caratheodory’s 
theory has likewise been treated in this way whereas its significance 
as the basis o f modern thermodynamic axiomatics is mentioned only 
briefly without any detailed discussion.

Chapters II and III comprise an explanation o f basic relationships 
and an investigation o f these relationships in terms o f their formal



properties. Chapter IV (stability conditions) may be regarded as 
falling within the same field of systematics. The separation o f this 
chapter from the other two is based on certain didactic considerations.

The remaining chapters serve to apply the basic relationships to 
a number of general problems (heterogeneous equilibria, chemical 
equilibria, critical phases and higher-order transitions, solids, 
systems in electric and magnetic fields, electrochemical systems, 
gravitational and centrifugal fields). This choice o f subjects is based 
not only on their physical relevance but also on the desire to 
illustrate the power o f thermodynamic formalism in as many ways 
as possible and, furthermore, to show by means o f a few examples its 
usefulness (sometimes underestimated) in problems of practical 
research.

The design of the book excludes a systematic treatment o f various 
classes of substances (gases, liquids, etc.); it also excludes any 
discussion o f empirically or statistically based formulae for thermo­
dynamic functions as well as numerical calculations. Exceptions to 
these rules are exemplified by classes of substances whose treatment 
is connected with the development o f particular aspects of thermo­
dynamic formalism (solids, electrochemical systems) and by the 
definition of molecular weight whose most convenient introduction 
into thermodynamics is by way of statistical mechanics. I have tried, 
however, to help the reader to understand the subject by means o f 
numerous examples (often in the form of diagrammatic figures) ; 
these examples should also serve to indicate the way in which 
particular problems may be treated. In this connexion, special care 
has been taken in the treatment o f certain problems which are known 
to cause particular difficulties to the beginner when he tries to apply 
the theory to such problems (e.g. the concept of internal parameters, 
particularly the progress variable; normalization of thermodynamic 
functions; single electrode potentials). The Nernst heat theorem is 
discussed at length for the same reason.

The book assumes a knowledge of chemistry, physical chemistry, 
and physics o f about the standard of introductory courses in these 
subjects. The general mathematical background necessary comprises 
the basic operations o f the differential and integral calculus, 
particularly partial differentiation of functions o f several variables. 
Some further mathematical aids are developed briefly in the book. 
Vector and tensor algebra is used in Chapters VIII, IX , and X .

The collection of problems at the end of the book should not 
be regarded as mere exercises but as a significant supplementation
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List of the more important symbols

A Affinity 
В Magnetic induction 

Cv Molar heat capacity at constant volume 
Molar heat capacity at constant pressure 
Dielectric displacement (electric induction)
Electric field strength 
Helmholtz free energy 
Faraday constant 
Enthalpy
Magnetic field strength 

il/t Molecular weight of component i 
M  Total magnetization 
P  Pressure 
P{ Intensive parameter 
P Total electric polarization 
Q Heat introduced into the system 
R Gas constant 
S  Entropy 
S Strain tensor
Sj Components o f the strain tensor represented as the six-dimensional 

vector S
T Absolute temperature 
T Stress tensor
Ts Components of the stress tensor represented as a six-dimensional 

vector T
U Internal energy 
V Volume
W Work done on the system 

Extensive parameter 
Yj Work coefficient, generalized force 
Z  Function of state 
o t Activity of component г 

=  п{/У  Concentration of component i in mol cm-3 
cif Isothermal elastic stiffness coefficient 
f i  Activity coefficient o f component i 
g Osmotic coefficient (§70) 
g Acceleration due to gravity (§ 73)



ht Partial molar enthalpy of component i 
m Number o f components 
m Mass
m Magnetic moment per unit volume (magnetization density) 
nt Number of moles (mole number) of component i 
p  Electric polarization per unit volume (polarization density)
Pi Partial pressure o f component i 
Si Partial molar entropy of component г 
Vi Partial molar volume of component i 
x{ Mole fraction of component i 

Work co-ordinate 
Zi Valence of ionic species i 
П Osmotic pressure 
Ф Electromotive force (e.m.f)

Massieu-Planck function dependent on к intensive parameters 
T* Thermodynamic potential dependent on к intensive parameters 

a Coefficient of thermal expansion 
ol Degree of dissociation 

у Piezoelectric coefficient 
e Dielectric constant 
к Isothermal compressibility 

k, Isentropic compressibility 
Кц Isothermal elastic compliance coefficient 
/x Magnetic permeability 

fii Chemical potential of component i 
jli Electrochemical potential of component i 
Vi Stoichiometric coefficient 
f  Progress variable 
p Density
or Number of co-existing phases 
ф Electric potential
у Electric susceptibility (Chapter I X ) ; magnetic susceptibility 

(Chapter X)

Molar quantities of pure substances are denoted by small letters (e.g. и, s) 
or by capital letters with an asterisk (e.g. U*t S*).
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Introduction

As a part of theoretical physics thermodynamics is one of the group 
of phenomenological theories, together with hydrodynamics and 
electrodynamics. All these theories have the following properties in 
common:

(a) The atomic structure of matter is ignored.
(b) Accordingly, only measurable quantities defined for macro­

scopic systems are taken into consideration.
(c) The laws of the theory are derived from experience of macro­

scopic phenomena. These laws are expressed in suitable mathe­
matical form (Navier-Stokes equations, Maxwell’s equations).

(d) Characteristic properties of substances appear as characteristic 
parameters (viscosity, dielectric constant).

The subject of thermodynamics may be defined, for the time being 
and using conventional terminology, as being concerned with those 
physical phenomena which involve heat and temperature. Thermo­
dynamics actually deals with only some of these phenomena. It con­
fines itself to the considerations of equilibrium states and to those 
changes of state which may be represented by a continuous series of 
equilibrium states (quasi-static changes of state). Such changes of 
state can, strictly speaking, only be imagined as being infinitely slow. 
They can, therefore, not be represented as a function of time. Non­
static changes of state must sometimes be taken into account but 
they are not a true part of the theory. The name ‘thermostatics’ has 
therefore been thought to be more representative of the subject but 
has never been generally accepted. In recent times, the thermo­
dynamics of irreversible processes has been developed. Although it is 
related to classical thermodynamics it has a completely different 
structure and will not be considered in this book.

It should be clear from what has been said so far that the structure 
of thermodynamics differs significantly from that of other phenomeno­
logical theories. Firstly, time is never a factor in thermodynamic
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considerations. Secondly, spatial co-ordinates do not, in general, 
appear since the quantities measured at equilibrium are not functions 
of spatial co-ordinates. Although the systems considered by thermo­
dynamics are not necessarily homogeneous (e.g. the system liquid- 
vapour), the spatial distribution of the homogeneous regions is not 
significant. The situation is somewhat different when external fields 
(gravitational, electric, and magnetic) or boundaries need to be con­
sidered. We shall deal with such cases in Chapters IX , X  and X II. 
Here it is sufficient to say that the basic structure of thermodynamics 
is not affected by them.

The structure of thermodynamics can be defined, in a negative 
way, by saying that, unlike hydrodynamics and electrodynamics, it 
is not a field theory and its geometrical representations are confined 
to abstract phase space. These considerations determine which aspects 
of thermodynamics are easy and which are difficult.

It follows from what has just been said that the typical partial 
differential equations of mathematical physics containing derivatives 
of time and co-ordinates do not appear in thermodynamics. The 
mathematics of thermodynamics is, in fact, extremely simple, apart 
from a few special cases, and consists mainly of the methods of partial 
differentiation and of ordinary differential equations of simple form. 
The conceptual aspect of thermodynamics is, in contrast, extraordi­
narily abstract and it is here that the real difficulties arise. It has 
long been customary to try to avoid these difficulties by means of 
spurious analogies. It has, however, become clear that this method 
makes a deeper understanding leading to mastery of the subject more 
difficult. The characteristic properties of this field must be accepted 
and, on the one hand, basic concepts must be developed from concrete 
experience while, on the other, the mathematical structure must be 
analysed. These considerations determine the way in which this book 
is written. Chapter I analyses the basic concepts while subsequent 
chapters develop the formal structure. Examples of applications are 
given but the various kinds of substance are not treated systemati­
cally. This is justified by the fact that thermodynamic relationships 
are independent of specific properties which always have to be deter­
mined experimentally. The theoretical study of specific properties is 
the subject of statistical thermodynamics, a complementary part of 
theoretical physics.

Statistical thermodynamics starts explicitly with the atomic struc­
ture of matter and makes possible a deductive foundation for the laws 
which are introduced into thermodynamics on the basis of experience.



The historical beginnings of thermodynamics lie in the study of the
efficiency of heat engines. This explains the name ‘thermodynamics’ .
1824 Publication of Carnot’s thesis ‘Reflexions sur la puissance 

motrice du feu’ which includes the theorem which states that 
the efficiency of a heat engine depends only on the temperature 
difference and not on the working substance.

1834 Carnot’s notes, examined after his death, clearly state the 
energy principle, i.e. the equivalence of heat and mechanical 
energy.

1834 Clapeyron applies Carnot’s results to vapour-liquid equilibria 
and arrives at the relationship now called the Clausius- 
Clapeyron equation which contains an unknown temperature 
function later identified as the absolute temperature scale by 
Clausius.

1840-45 Experimental demonstration of the equivalence of heat 
and work by Joule, published in 1845.

1842 Formulation of the energy principle by Robert Mayer.
1848 W. Thomson (Lord Kelvin) defines an absolute temperature 

scale (i.e. independent of the thermometric substance) based 
on Carnot’s work.

1850 Clausius publishes the thesis ‘t)ber die bewegende Kraft der 
Warme und die Gesetze, welche sich daraus fur die Warmelehre 
selbst ableiten lassen’ . (Concerning the motive force of heat 
and the thermodynamic laws which can be derived from it.) 
This, in essence, combines Carnot’s theory with the energy 
principle and thus contains the basis of the Second Law of 
thermodynamics.

According to Willard Gibbs, the greatest exponent of 
thermodynamics of a later period, this thesis marks an epoch 
in the history of physics and the beginning of thermodynamics 
as a science (Gibbs, Collected Works, vol. II, p. 262).

1851 W. Thomson formulates explicitly the two laws of thermo­
dynamics based on the work of Carnot, Joule, and Clausius.

1854 Clausius introduces the concept of entropy leading to a new 
formulation of the Second Law.

1865 Clausius introduces the term ‘entropy’. This work contains the 
famous quotation: ‘The energy of the universe is constant. 
The entropy of the universe tends towards a maximum.’

1869 Massieu introduces the first ‘characteristic functions’ from 
which all thermodynamic quantities can be derived by 
differentiation.



1873 Horstmann calculates, for the first time, chemical equilibria 
(dissociation o f CaC03 and PC15).

1875 Gibbs publishes his thesis ‘On the equilibrium of heterogeneous 
substances’ . Extension o f thermodynamics in a general form 
to heterogeneous systems and chemical reactions. Derivation 
o f equilibrium conditions for various special cases from a com­
pletely general formulation. Introduction o f characteristic 
functions. The motto o f Gibbs’ thesis is the above quotation 
from Clausius.

1882 Helmholtz, independently o f Gibbs, introduces free energy and 
derives the relationship now known as the Gibbs-Helmholtz 
equation.

1886 Duhem derives the Gibbs-Duhem equation.
1887 Planck divides changes of state into two classes, reversible and 

irreversible processes.
1906 Nemst publishes his new heat theorem.
1909 Caratheodory publishes a new axiomatic basis o f thermo­

dynamics.
Later work deals with axiomatic problems, extension of the formal

framework, and application to special problems.



The Laws of thermodynamics

§ 2 Definitions

The so-called Laws of thermodynamics constitute, as has already 
been explained, its axioms. Starting with certain observed facts they 
serve to develop the concepts used to build up the formal apparatus 
o f the subject. The formulation of the Laws is, however, the result of 
a historical process. They do not constitute a complete system of 
axioms and it must be remembered that thermodynamics uses 
observed facts which are not contained in the Laws. We shall return 
to these considerations in due course.

Let us start with some definitions.
A system is a part of the physical world, defined in some way by 

boundaries, which is the subject o f an investigation. Usually the 
system is the sample of material under investigation in the laboratory. 
It may also be a much more complicated structure (heat engine, 
electrical network).

The state of a system is determined by a set o f measurable quantities 
such that the result of any further measurement applied to the system 
can be calculated. This formal definition is inherently not particularly 
useful. Experience shows, however, that the complete set of quanti­
ties can be divided into sub-sets which give an approximately complete 
picture in the above sense, i.e. within each sub-set all other quantities 
can be calculated from a limited number o f measurable quantities. 
Thus, this limited number o f quantities necessary to calculate all 
others within the sub-set may be taken as the definition o f a state. 
This idealized division corresponds to other branches o f theoretical 
physics: the mechanical state of a chemical system is defined by a set 
o f general co-ordinates and momenta or velocities; the state of a 
quantum mechanical system is defined by the wave function or 
Dirac’s ket vector; an electromagnetic state is defined by the depen­
dence o f electric or magnetic field strength on spatial co-ordinates. A



complete division is possible only for ideal systems (incompressible 
liquid, vacuum). Coupling can be taken into account to a certain 
extent by the introduction o f suitable parameters. Further develop­
ment leads to the fusion o f separate subjects into more comprehensive 
theories (irreversible thermodynamics). These are, however, usually 
only of interest when applied to certain problems.

Thermodynamics is a phenomenological theory and therefore deals 
only with macroscopic measurable quantities, i.e. with quantities 
which can be defined for a macroscopic system. Such quantities can 
be defined only for a macroscopic system (a point mass has no 
temperature) or, at least, the structure o f matter does not enter 
into the definition (in this sense the lattice constant o f a crystal is 
not a macroscopic quantity). The measurable quantities o f thermo­
dynamics are defined partly in mechanics,! partly in the Laws of 
thermodynamics.

A considerable simplification is caused by thermodynamics being 
limited to equilibrium states and quasi-static processes. Since the 
existence and properties of equilibrium are closely connected with the 
Second Law, we can, at the moment, define equilibrium merely as 
that state towards which a system tends spontaneously; alternatively, 
equilibrium may be defined as that state in which the thermodynamic 
quantities of the system are no longer time dependent. Experience 
shows that the number o f quantities necessary to describe such a 
state is smaller than that for any non-equilibrium state. For a given 
mass o f ideal gas, for example, the equilibrium state can be com­
pletely described by any two o f the three variables— pressure, volume, 
and temperature—while non-equilibrium states additionally need 
temperature and density gradients for a complete description.

We shall, from now on, denote as a (thermodynamic) variable of 
state a set o f variables which defines the thermodynamic state at 
equilibrium. We simply call this a (thermodynamic) state. The system 
which has thus been completely described is called a (thermodynamic) 
system. A quantity whose differential is a complete differential o f the 
variables of state is called a function of state. The abstract space 
which corresponds to variables o f state is called co-ordinate (or phase) 
space. Each thermodynamic equilibrium state o f the system thus 
corresponds uniquely to a point in co-ordinate space and vice versa.

A system is called closed when it can exchange energy with its 
surroundings but cannot exchange matter (a liquid under its own

t  Certain quantities of thermodynamics are defined by electrodynamics (see 
Chapters IX -X I).



vapour is an open system). An isolated system can exchange neither 
matter nor energy with its surroundings. A substance is called 
homogeneous when temperature, pressure, concentration, and, con­
sequently, all other macroscopic physical properties (crystal structure, 
refractive index, etc.) within it are independent o f location. It should 
be obvious that this definition makes sense only on a macroscopic 
scale. I f  the size and shape of the substance are ignored, we speak of 
a phase (vapour, liquid, crystal). A homogeneous system contains 
only a single phase. Two co-existent phases can occur together 
separated by a smooth boundary and in an equilibrium which is not 
determined by ‘barriers’ (e.g. two different crystals at room tempera­
ture pressed against each other are separated by a ‘barrier’). A 
heterogeneous system contains two or more co-existent phases. The 
number (m) of (independent) components o f a system in the thermo­
dynamic sense is equal to the number (c) of substances (or particle 
species) in the chemical sense less the sum o f the number (r) of 
reaction equations and the number (6) o f conditional equations 
connecting them, i.e.

m = c — r — b. (2.1)

Example. An aqueous solution o f common salt contains the 
substances H20 , NaCl, Na+, Cl- . There is one reaction equation

Na+ + Cl- ^N aC l (2.2)

and, if nA is the mole number of substance A, the conditional 
equation is

% a +  =  n C\~' (2*3)

According to (2.1), therefore, the system has two (independent) 
components in the thermodynamic sense (binary system). It is 
assumed that the reactions corresponding to the reaction equations 
really occur under the experimental conditions.

Example. The system H2, 0 2, H20  generally has two components 
because of the reaction equation

2H2 + 0 2^ 2 H 20. (2.4)

At room temperature and atmospheric pressure, however, this 
reaction does not take place in the absence of a catalyst. Under 
these conditions the system is, therefore, a three-component system 
(ternary system).

The above definitions are important. Insufficient attention to them 
leads to much misunderstanding and many mistakes.



The following discussion will be restricted to a certain class of 
systems called simple systems. They are characterized by each phase 
having constant mass and composition and their state is defined by 
two independent variables of state. We shall see later that at least 
two variables of state are required for the definition o f the thermo­
dynamic state; we shall, therefore, for the time being neglect solid 
substances, external fields, boundary phenomena, etc. It follows 
further from the definition that exchange of matter takes place 
neither between the phases nor with the surroundings. The whole 
system and each separate phase on its own therefore constitutes a 
closed system. Finally, the definition also excludes chemical reactions. 
We shall return to these questions in Part C of this chapter.

A. CLASSICAL FORMULATION OF THE LAWS 

§ 3 The First Law. Internal energy
The classical formulation of the Laws takes the concepts of 

temperature and heat from the immediate experience of the senses 
and does not analyse them further. Their measurability is accepted as 
innate. We shall therefore defer a detailed discussion of these concepts 
to Part В of this chapter.

The empirical foundations of the First Law were laid by Joule’s 
experiments (1840-45). He showed that the amount of mechanical 
work necessary to raise the temperature of a certain amount of water 
by 1° was always the same. This so-called equivalence principle was 
formulated by Thomson as follows:

When equal amounts of mechanical work are produced from 
thermal sources or disappear in thermal effects, equivalent amounts 
of heat disappear or appear.

This theorem can also be put in the form : It is impossible to 
construct a machine which does mechanical work without consuming 
an equivalent amount of heat. (Principle of the impossibility of 
perpetual motion of the first kind.)

Let Q be the heat absorbed by the system and W the work done 
on the system. If we consider a process which starts from a definite 
state and returns to the same state via a series of (positive or 
negative) heat absorptions, AQ, and a series of (positive or negative) 
work performances, AW (cyclic process), then according to the 
equivalence principle



If we now define a quantity
At/ = AQ + ATF (3.2)

we have from (3.1), for the limiting case,

j>dU = 0 (3.3)

where the integration is to be performed over a closed curve in 
co-ordinate space. It follows that

dU = d'Q + d'W  (3.4)
is a complete differential and that U is a function of state. These 
considerations constitute the appropriate mathematical formulation 
of the First Law within the framework of the classical theory. Follow­
ing Clausius, U is called the internal energy of the system. According 
to its definition, U is defined except for an additive constant.

It should be noted that d'Q and d'W  are not, in general, exact 
Г2 r 2

differentials. The values of I d'Q and I d'W  depend on the path in

co-ordinate space over which the integration is performed. This can 
easily be confirmed by means of simple examples.

For a homogeneous simple system, we have for a quasi-static 
process

dW = - P d V  (3.5)

where V is the volume and P the pressure. The internal energy is, 
therefore, in this case

dU = d 'Q -P d V .  (3.6)

For a closed system, therefore, the internal energy is constant.

§4 The Second Law. Entropy and absolute temperature
According to Clausius the empirical basis o f the Second Law is 

formulated as follows:
It is impossible for heat to flow spontaneously (i.e. in an isolated 

system) from a colder to a hotter body.
The formulation used by Thomson and later by Planck is:
It is impossible to construct a cyclic engine which performs 

mechanical work by merely cooling a heat reservoir. (Principle of the 
impossibility of perpetual motion of the second kind.)

These two formulations, which at first sight seem to have little 
connexion, are in fact equivalent.



Proof, (a) Let Thomson’s principle be true but not that of Clausius. 
Part of the heat contained in a heat reservoir R  could then be brought 
to a higher temperature and thus a heat reservoir R ' at a higher 
temperature could be produced. A part of the heat in R ' could then 
be changed into work, the rest brought to the temperature of R and 
returned to R. R ' would then have disappeared and the net effect 
would be that work had been obtained from the heat contained in R. 
This process could be repeated indefinitely and would thus constitute 
perpetual motion of the second kind. This is in conflict with Thomson’s 
principle and, if Thomson’s principle is true, Clausius’ principle is 
likewise true.

(b) Let Clausius’ principle be true but not that of Thomson. A 
perpetual motion machine of the second kind could then be con­
structed. A certain amount of heat could be abstracted from a heat 
reservoir and this heat could be changed into work. This work can 
freely be changed into heat at a higher temperature. The heat in 
question would thus without compensation be brought from a lower 
to a higher temperature. This denies Clausius’ principle and, there­
fore, if Clausius’ principle is true, Thomson’s principle is likewise true.

An immediate consequence of Thomson’s principle is that a 
continuously working engine which converts heat into work (heat 
engine) is possible only if a working substance (e.g. steam) undergoes 
a cyclic process between two heat reservoirs at different temperatures. 
The working substance accepts an amount of heat Q1 (all amounts of 
heat are expressed as absolute values) from the hotter reservoir 
and rejects an amount of heat Q2 into the colder reservoir. The 
difference Qx — Q2 is converted into work. The efficiency of such a 
cyclic process is defined by the equation

V = Ql~Q2
Qi

(4.1)

Clausius’ principle then leads to the following theorem:
The efficiency of a completely reversible cyclic process К  cannot be 

exceeded by any other cyclic process which uses the same working 
substance between the same two temperatures.

Proof. I f we assume the theorem to be wrong, there exists a cyclic 
process K ' between the same two temperatures for which

W ' = W ,  V >77, Qi<Qv (4*2)
K ' and К  can then be coupled so that К  occurs in the reverse direc­
tion. According to (4.2) the resulting work would be zero. Since



Q[<Q1, however, heat would be added to the hotter reservoir which 
contradicts Clausius’ principle.

An analogous argument is used to prove Carnot’s theorem:
The efficiency of a reversible cyclic process depends only on the 

temperature of the two heat reservoirs and is independent of the 
nature of the working substance.

Thomson showed that Carnot’s theorem can be used to define 
thermodynamic or absolute temperature.

According to (4.1)

(4.3)

From Carnot’s theorem and (4.3) we have

^  = f (M 2) (4.4)

where tx and t2 are the temperatures of the two reservoirs on an 
arbitrary empirical scale. We now imagine a third heat reservoir at a 
temperature t3 such that tx > t3 > t2; we also have two reversible cyclic 
processes К  and K ' such that К  occurs between tx and t3 while K ' 
occurs between t3 and t2. They are coupled so that К  rejects into t3 
the same amount of heat which is absorbed from t3 by K'. From the 
above theorem we then have that the resultant efficiency of the 
coupled processes is the same as the efficiency of a simple cyclic 
process between tx and t2. In both cases, an amount of heat Q2 is 
rejected into the coldest reservoir. But v

From (4.4)-(4.6) we have

_  Q2IQ1 _  ^
Qz Q3IQ1

and, therefore,

f(f t ) -  Wi’ 1,
(зЛ ) ~ f(iv t

However, according to the above theorems the efficiency of a cyclic 
process between the temperatures t3 and t2 must be independent of

have

(4.5)

(4.6)

(4.7)

(4.8)

1Л )
1>̂ з)
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the temperature tv Equations (4.7) and (4.8), therefore, give

ъ
Q*

ФУ 2)
з)

(4.9)

where ф is a new function. The absolute temperature T  is then defined 
by the equation

фУ) = СТ (4.10)
where C is a universal proportionality factor. According to (4.9) we 
then have

62 _  ^2
Qi Ti

(4.11)

Equations (4.10) and (4.11) constitute Thomson’s definition of 
absolute temperature. A reversible cyclic process between the ice 
point and the boiling point o f water at standard pressure (1 atm) 
gives the absolute temperature scale when taken together with the 
statement that, over this range, T increases by 100 units. We then 
have that

Qx _  x+  100
Q2 ~  x

(4.12)

and measurements show that
я = 273 15K. (4.13)

This defines the absolute or Kelvin scale o f temperature.
We now introduce two new definitions. A process which occurs 

under the condition T =  const is called an isothermal process. A 
process which occurs such that d'Q = 0 is called an adiabatic process. 
For an adiabatic process, therefore, the system must be thermally 
insulated against the surroundings. Let us consider a homogeneous 
system and a reversible cyclic process consisting o f two adiabatic and 
two isothermal processes (Carnot cycle).

Fig. 1. Carnot cycle



I f  we again write heats algebraically, (4.11) gives for the Carnot 
cycle

Q' Q"^7 +  ̂  =  0. (4.14)

It can be shown that any reversible cyclic process in the PF-plane 
may be represented as the sum o f infinitesimal Carnot cycles.

Fig. 2. Arbitrary cyclic process

It must then be generally true that

j ) ^  = 0. (4.15)

I f  we now define a quantity

d S =  (4-16)

(4.15) shows that dS is a complete differential and S is therefore a 
function o f state. Clausius (1865) called this function the entropy o f 
the system. The reciprocal o f the absolute temperature is, therefore, 
an integrating factor for the incomplete differential d'Q.| These 
considerations constitute the mathematical formulation o f the Second 
Law for reversible processes. According to the definition, entropy is 
defined except for an additive constant.

From (4.16) we have that for an adiabatic reversible process the 
entropy remains constant. Such processes are therefore called 
isentropic processes.

From (4.16) and (3.6) we have
TdS = dU + P d F . (4.17)

Let us now consider a heterogeneous system whose phases are 
distinguished by the index a. The definition o f a simple system 
excludes exchange o f material with the surroundings or between

t  In order to simplify equations we shall, from now on, no longer distinguish 
incomplete differentials by primes, but write simply dQ and d W.



The Second Law. Entropy and absolute power [§ 4] 

phases. I f  there is no heat exchange between phases we have
= S  d/Sr<“>. (4.18)

at

The total entropy change o f the system is thus equal to the sum of 
the entropy changes in the parts o f the system and dS is again given 
by (4.16). I f  the barriers between the phases allow heat to pass and 
if we suppose all parts o f the system to have the same temperature 
the same applies. This will be shown in detail in Part B.

We still have to consider the case where the parts o f the system 
have different temperatures. For simplicity we shall consider an 
adiabatic isolated system consisting o f two parts, oc and which are 
separated by an adiabatic barrier and which have temperatures T (a) 
and TW such that

Т«х)> Т (р)̂  (4Л9)

The entropy is a function o f state and has, in this state (denoted by A) 
a definite value given by (4.18) as

SA = S p  + S</>. (4.20)

I f  the barrier is now made heat conducting, a temperature equili­
brium will result. According to Clausius’ principle, heat will flow 
from a to In the final state B, the entropy again has a definite 
value given by

SB = S P  + S&. (4.21)

Since the process is adiabatic and irreversible, SA Ф SB according to 
the Second Law. Since, however, the whole system is closed, we have 
d'Q = 0. Equation (4.16) is, therefore, not applicable to this case. 
This result was to be expected since we included an irreversible 
process. This gap in the theory may be filled, on the basis o f Clausius’ 
principle, as follows:

Let us suppose that heat exchange between the phases is much 
slower than heat equilibration within a phase. During the irreversible 
process each phase is thus in internal equilibrium, i.e. in a thermo­
dynamic state. The two phases, however, are not in equilibrium with 
each other. During the process, therefore, we have functions o f state 
U and S for each phase. The entropy change for the whole system can 
then be defined, after the introduction o f an adiabatic barrier 
between the parts o f the system, by eq. (3.18). We now consider an 
infinitesimal step of the process during which an amount o f heat

- d $ a> = dQ<*> = dgt. (4.22)



flows from a to ft. The temperatures of the two parts of the system 
may be regarded as constant during this process. I f  no external work 
is done (dF = 0) the entropy changes associated with the process are 
given by the above and eq. (4.17) as

Т«х) d£<01) = dC7(a>, TW d sw  =  duw. 
Introduction o f the general eq. (3.4) (for d'W  =  0) gives

dS(a) = d QP
OC) » dSW = d Q?>

TW '

(4.23)

(4.24)

This shows that (4.16) applies as long as the phase under considera­
tion is in internal equilibrium, i.e. in a thermodynamic state; it is 
not, however, necessary for the heat flow to be a reversible process. 
The total entropy change due to the irreversible process is then

d S ^ d S ^  + dSW (4.25)
or, with (4.22) and (4.24),

^  = <4-26)

Clausius’ principle then, because o f (4.19), gives the fundamental 
result

d/S^O. (4.27)
The entropy change caused by the irreversible process of heat 
conduction can only be positive or, in the limiting case, zero.

The preceding argument may be generalized for other exchange 
processes (exchange of matter, chemical reaction). The equations will, 
o f course, become more complicated. I f  the whole system is not 
closed towards the surroundings, dissipative processes may also occur 
(irreversible change o f work into heat, e.g. by friction or an electric 
current). Even continuous processes may be considered by reducing 
phases to volume elements such that the differences between adjacent 
volume elements are infinitesimal. Equation (4.27) is thus shown to 
be valid for all irreversible processes. For simplicity’s sake we shall 
only consider the case discussed above. The main results are, how­
ever, generally valid.

In order to obtain the total entropy change, we still have to 
consider the exchange of heat with the surroundings, bearing in 
mind that the two phases have, by definition, different temperatures. 
The total heat absorbed from the surroundings must, therefore, be 
divided according to the equation

(4.28)



If the increase in entropy due to absorption o f heat from the 
surroundings is dS&, we have

d S = dS  ̂+ dSi (4.29)

or, introducing (4.16) and (4.26),

dQ<“> dQW /  1 1\
p«x) 1 р ф  ' p«x)j' (4.30)

For simplicity’s sake we shall suppose that dQ(a) = dQ(P] 
introduce an ‘effective temperature’

=  |dQ and

2 T<a) + T (/?)
P ”  p{а) рф  ‘ (4.31)

If we now define dQ' by
p(0i) _  рф

dQ -  2dQ* y (a) + rp(fi) (4.32)

then (4.30) becomes

(4.33)

This formulation, due to Clausius, is again completely general. I f the 
temperature o f the system is uniform (i.e. irreversible processes are 
confined to transport of matter, chemical reactions and dissipative 
processes), the effective temperature becomes the same as the actual 
temperature. The quantity dQ' is defined, according to Clausius, as 
‘uncompensated heat’ . Its significance for the theory of irreversible 
processes appears to have been recognized first by Duhem (1911). 
Comparison of (4.33) with (4.29) shows, together with (4.27), that 
quite generally

dQf > 0 (4.34)

must be true. It must be remembered that (4.33) is simply a symbolic 
way of writing eq. (4.30) for the case of heat conduction. We shall 
retain this symbolic form to the end of this section in order to obtain 
a simple formulation. Explicit calculations must, however, obviously 
be based on (4.30).

From (4.33) and (4.34) we get the completely general relationship

dQ ^TdS . (4.35)

This important relationship is called Clausius’ inequality. In the 
absence of irreversible processes, it reduces to eq. (4.16).



Let us now consider an adiabatic isolated system. According to 
(4.29) dS = d&£ and we have from (4.27)

d$ ̂  0 (adiabatic isolated system). (4.36)
The entropy of an isolated system can thus never decrease. In the 
limiting case when only reversible processes take place, the entropy 
remains constant. It follows that the entropy of an isolated system in 
thermodynamic equilibrium (i.e. all possible irreversible processes in 
the system have gone to completion) has the maximum value com­
patible with the given conditions. This value is usually, but not 
necessarily, a stationary value in the mathematical sense.

The preceding considerations amplify the Second Law and consti­
tute the basis for the formulation of the equilibrium conditions 
(Chapter II). If the universe is regarded as a closed system the 
theorem of Clausius mentioned in § 1 follows.

§ 5 Refrigerators and heat pumps
The classical development of the Second Law stems from a 

particular technical problem and can, therefore, serve as a convenient 
model for the investigation of related problems. We shall look briefly 
at two such applications. As in § 4, we shall confine our discussion to 
the idealized case of completely reversible cyclic processes.

The cyclic process considered at the beginning of § 4 constitutes the 
basic principle of all heat engines and yields the maximum efficiency 
7), i.e. the greatest efficiency allowed by the Second Law. This 
maximum efficiency can be reached only in the limiting case of 
complete reversibility of the process. The equation for the efficiency 
can be written according to (4.3) and (4.11) as

V = '
Тг- Т 2 

Тг '
(5.1)

Since T2 is in practice usually fixed (temperature of the surroundings), 
a direct consequence is that the efficiency of a heat engine is increased 
by increasing the working temperature (use of superheated steam, 
internal combustion engines).

The process under consideration can also be used in the reverse 
direction in such a way that an amount of heat Q2 is taken from the 
colder reservoir, work W is done on the working substance and heat 
Ql is finally given up to the hotter reservoir. Such an arrangement is 
called a refrigerator when the technical interest is centred on the 
cooling of the colder reservoir. When the heating of the hotter



reservoir is the desired result, the arrangement is called a heat pump. 
Both machines are, therefore, based on the same principle and differ 
only from a technical point o f view.

The simplest example o f a refrigerator is the ordinary domestic 
type. The inside o f the ‘fridge’ constitutes the colder reservoir 
(temperature T2) while the surroundings represent the hotter reser­
voir (temperature Tfj. The work is done by the electric current. The 
definition o f the efficiency is naturally based on the technological 
point o f view. For refrigerators, it is therefore defined as the ratio 
o f cooling (i.e. the heat Q2 extracted from the colder reservoir) to the 
work done, i.e.

Ог
W'

(5.2)

Since we have assumed a reversible cyclic process, we again have 
from (4.11) (if the heats are written as algebraic quantities)

| + |  = °- (5-3)

Now, according to the First Law,
W +Q2 + Qx = 0 (5.4)

and, therefore,

Q2 $ 2+ ^ = 0. (5.5)
T2 21

We then get the efficiency o f the refrigerator from (5.2) and (5.5) to be

sc
T2

Ti~T2
(5.6)

This shows that the efficiency of a refrigerator becomes greater when 
the temperature difference Tx — T2 becomes smaller (the ‘fridge’ uses 
more current during the heat o f summer). On the other hand, the 
efficiency is lower (at given Tx) when T2 is lower. This is one o f the 
reasons why it is difficult to attain very low temperatures.

The heat pump is based on the same principle. In practice the hot 
reservoir may be represented by the inside o f a house while the cold 
reservoir is represented by the open air. The work is again done by 
an electric current. According to the technological standpoint the 
efficiency is here defined as

% -  w - (5.7)



Ti (5.8)

The efficiency is therefore less at large temperature differences 
Tx — T2. I f  Тг — Т2 is fixed the efficiency increases with increasing 
temperature Tx o f the hot reservoir.

Such an arrangement can be realized in principle by placing an 
open ‘fridge’ by an open window, although the effect is very small. 
Heat pumps are o f considerable technical interest for heating pur­
poses because of their enormous efficiency. We can see, for instance, 
from eq. (5.8) that for Tx — 16°C and T2 = 0 °C more than 16 times 
the electric energy used appears as heat energy (in the ideal case). 
The heat pump is thus greatly superior to direct electric heating. 
Practical applications have been almost absent so far owing to the 
excessive investment and maintenance costs, but now seem promis­
ing for smaller installations. The use o f the Peltier effect in semi­
conductors is o f special interest in this connexion.

§ 6 Definitions

The classical development o f the Laws is particularly suitable for 
an introduction to the basic concepts of thermodynamics. Certain 
aspects are, however, not satisfactory from a logical standpoint 
(uncritical introduction of the concepts of temperature and heat, no 
clear differentiation between purely physical facts of experience and 
purely mathematical aspects). We shall now develop the Laws, 
according to Caratheodory (1909), in a strictly systematic way.

We shall first summarize, even though this involves repetition, the 
most important definitions which we shall need. We shall accept as 
given only those concepts which are defined in mechanics (mass, 
volume, pressure, work, etc.). Let us consider a homogeneous isotropic 
substance in equilibrium in the absence o f external fields. According 
to hydrostatics the volume V is then uniquely determined by the 
pressure P. We now introduce the first fact o f experience which also 
serves to define a concept.

Theorem based on experience; definition. Processes exist which lead 
to a change in V even though P  is constant. These are called thermal 
processes.

B. CARATHEODORY’S AXIOMS



Heating and cooling are therefore thermal processes. The theorem 
shows immediately that, in thermodynamics, the system we are con­
sidering needs two independent variables to define its state. We shall 
choose, for the time being, the quantities P  and F as variables of 
state. They are defined in mechanics. Each equilibrium state o f the 
substance then corresponds to a point in the P-F-plane.

A wall surrounding the substance is called adiabatic when the state 
of the substance can be changed only by non-thermal (i.e. mechanical, 
electrical, etc.) processes (movement o f parts o f the wall, switching 
on o f the current, etc.). Any non-thermal wall is called diathermic or 
heat conducting.

A change o f state is called quasi-static when it occurs via a 
continuous series o f equilibrium states. It must, therefore, occur 
infinitely slowly and is not a function o f time (see § 1 ). Example: 
Expansion o f a gas in a cylinder by slow withdrawal o f the piston.

Any other change o f state is called non-static. Intermediate states 
in non-static processes need additional variables for their description. 
Their discussion, apart from certain general considerations, lies 
beyond the scope o f classical thermodynamics. We shall confine our 
discussion, for the time being, to quasi-static processes.

It should be noted that the concept of quasi-static change o f state 
is pragmatically the same as that o f reversible change o f state, but 
the two are different from the point of view of logic. The concepts of 
reversibility and irreversibility will be introduced much later in con­
nexion with the Second Law.

§ 7 Empirical temperature

Let us consider a homogeneous adiabatic closed substance in the 
state P»,F0. Let there be a quasi-static change o f state resulting in the 
state P, F. Since thermal processes are by definition excluded, all 
states which are attainable in a quasi-static adiabatic way, starting 
from the initial state P0, V0, must lie on a curve in the P - F-plane. This 
curve is called the adiabatic o f the body through P0, V0. All the 
adiabatics o f the body constitute a single-parameter family o f curves 
on the P-F-plane. This family o f curves completely covers a region 
o f the plane. One, and only one, adiabatic therefore passes through 
each point in the P-F-plane.

The equation o f the adiabatics may be written as

*(P, V) =  5
where s denotes the parameter.

(7.1)



Example. The equation of the adiabatic for an ideal gas is
P V K = s (7.2)

where к is a constant characteristic of the substance, and
* = P0 Fg. (7.3)

Let us now consider a system which is adiabatically isolated from 
the surroundings and which consists o f the phases ' and ". The 
corresponding families o f adiabatics are given by

s'(P ', V ) = 5', s '(P '9 V") =  s '. (7.4)
I f  the two phases are separated by an adiabatic wall, there will be a 
relationship between P ' and V' on the one hand, and one between 
P" and F" on the other. Arbitrary pairs of values can exist separately 
in equilibrium. If, however, the separating wall is diathermic, experi­
ence shows that this is no longer true.

Theorem of experience, and definition. Where two bodies are 
separated by a diathermic wall and are isolated adiabatically 
from the surroundings, they are in equilibrium with each other only 
if one equation of the form

F(P', V' ; P", F") =  0 (7.5)
is obeyed. Such an equilibrium is called a thermal equilibrium since, 
by definition, it can be attained only by means o f a thermal process.

This theorem does not tell us whether eq. (7.5) is obeyed because 
o f any special properties o f the substances concerned or whether it is 
obeyed because o f a general property possessed, in principle, by all 
substances. The following example explains what we mean. Let us 
introduce into our system a third, unprimed, phase in such a way 
that it can be brought into thermal contact with ' and with " (by 
changing the adiabatic wall into a diathermic wall). We shall suppose 
that thermal equilibrium exists between the unprimed phase and ' 
and also between the unprimed phase and ". The equations

F(P, V ; P ', V') =  0, F(P, F ; P", F") = 0 (7.6)

Fig. 3. Definition of empirical temperature



are therefore obeyed. The theorem still does not tell us whether 
thermal equilibrium exists between ' and ". A new fact o f experience 
is therefore required.

Theorem of experience, and definition. If, in a three-phase system, 
' and " are in thermal equilibrium with a third phase, ' and " are also 
in thermal equilibrium with each other. Each phase has, therefore, a 
measurable property t(Py V) such that t* — tn follows from t = t', 
t =  t".

This property is called the empirical temperature. The theorem so 
far allows us merely to state whether the temperatures o f two bodies 
are the same or different. In order to get a temperature scale which 
permits comparison of different temperatures, the function

t(P, V) =  t (7.7)
must be defined. This is done by defining two easily reproducible 
temperatures (thermometric fixed points, e.g. ice point and boiling 
point o f water at standard pressure) and measuring, over this interval, 
the change in a suitable property o f a convenient ‘thermometric 
substance’ (e.g. change of volume o f mercury or ethanol). I f  numerical 
values are assigned to the temperatures o f the fixed points (0° and 
100° on the Celsius scale), the temperature scale is defined. The most 
convenient thermometric substance from a theoretical point o f view 
is the ideal gas, i.e. the measurement o f P V  extrapolated to P F ->  0 
for a gas with the lowest possible condensation temperature (H2 or 
He). For this case, the function t(Pf V) is known, apart from scale 
conversion constants, and only one fixed point is required. The true 
gas thermometer scale is the one which agrees most accurately with 
the thermodynamic scale (§ 4).

Equation (7.7) is called the thermal equation of state o f the body 
under consideration. For an ideal gas it has the simple form

P V  = i(t) (7.8)
where i(t) depends only on the empirical temperature. On the gas 
thermometer scale f(t) is identical with the temperature except for a 
constant factor. One puts

T* =  273-15° (7.9)
for the ice point. Equation (7.8) then becomes (for one mole)

P V  = PT*
where R is the gas constant and T* is numerically equal to the 
temperature on the Kelvin scale (§ 4).



Equation (7.7) represents a further family o f single-parameter 
curves in the P-F-plane, called the isothermals o f the substance.

§ 8 The First Law
Caratheodory’s theory formulates the First Law from a viewpoint 

different from that o f the classical theory. Internal energy is intro­
duced by means o f purely mechanical concepts and a basic fact o f 
experience is used to define the concept o f heat.

Theorem of experience, and definition. The same amount o f 
mechanical (or electrical, etc.) work is always necessary to change 
a homogeneous or heterogeneous system from an initial state 1 to 
a final state 2 by an adiabatic process. This amount of work is 
independent o f the equilibrium or non-equilibrium states traversed 
during the process. The work done on the system during such a 
process is called the increase in internal energy o f the system. The 
equation

therefore applies.
According to this definition, the internal energy is a function o f 

state and is defined except for an additive constant.
The usefulness o f this definition (which is also a way of measure­

ment) obviously depends on whether the process is practicable 
for all pairs o f states 1 , 2 . A somewhat unsatisfactory aspect of 
Caratl^odory’s theory is that a consequence of the Second Law 
must be considered at this point, i.e. that it is not always possible to 
reach any state 2 from any other state 1 by means of an adiabatic 
process. For instance, it is impossible to change a homogeneous 
system at constant volume adiabatically to a state o f lower internal 
energy since such a process would be the reverse o f a dissipative 
process (e.g. production o f heat by friction). In such cases, it is, 
however, always possible to realize the reverse o f the desired process 
adiabatically. This assures the general validity o f the definition (8.1 ).

I f  the process 1 2 occurs along an arbitrary (non-adiabatic) path,
the work done depends on the path, i.e. on the intermediate states 
passed through by the system. The change in internal energy must, 
however, be the same as that for the adiabatic case since it depends 
only on the initial and final states.

Definition. For any process l - > 2 , the difference between the 
increase in internal energy and the work done on the system is called

(adiabatic) (8. 1)



the heat absorbed:

|* &'Q =  (C/2- D i ) -  J d'W  (any change o f state) (8.2) 

or, in differential form,
d?7 =  d'(> + d'TF. (8.3)

This definition and eqs. (8.1)-(8.3) together constitute the First Law 
in the Caratl^odory formulation.

We shall consider briefly a few special cases: for homogeneous 
systems we have for a quasi-static process

dW = -P d V  (8.4)
and, therefore,

dU = d Q -P d V ; (8.5)
for an adiabatic process

dQ = Of dU = dW, (8.6)

and for a quasi-static adiabatic process

d0 = 0, dU = — P d F . (8.7)

These equations can easily be generalized for heterogeneous systems 
since the quantities of eq. (8.3) are obtained by adding together the 
contributions o f the individual phases. For the sake o f simplicity, we 
shall confine ourselves to two phases ' and ".

We then have for a quasi-static process

dU' + dU" =  dQ' + d Q " -P 'd F '-P " d F " , (8.8)

and for a quasi-static adiabatic process

dQ' + dQ" = 0 , d t/' + dt/" = - P 'd F ' - P W " .  (8.9)

I f  we choose t and V as variables o f state, the First Law gives for a 
homogeneous system

dU = (8. 10)

Combination o f (8.7) and (8.10 ) gives for a quasi-static adiabatic 
process

Мж)/'-0- (8.11)



Accordingly we have for a two-phase system whose phases are in 
thermal equilibrium

d F ' +

dt =  0. (8. 12)

The derivative o f internal energy with respect to temperature, 
which occurs in these equations, is called the heat capacity at constant 
volume. I f  it refers to one mole of a uniform substance, it is called the 
molar heat capacity at constant volume, Cv.

§ 9 Interlude: Pfaff differentials

This section summarizes some mathematical aids necessary for 
Caratheodory’s theory. As was seen in §8 the First Law leads to 
equations of the form

d Q =  £x ,d*, (9.1)i=1

where the quantities X+ are functions of some or all of the independent 
variables. Such expressions are called Pfaff differentials. Equation 
(9.1) can be integrated along a path in n-dimensional space but the 
value of the integral will, in general, depend on the chosen path. The 
integral can, therefore, not be expressed in the form Q(2)—Q(l) where 
1 and 2 denote the integration limits. dQ is called an incomplete 
differential in such a case. We now pose two questions:

(a) Under what conditions is dQ a complete differential ?
(b) Under what conditions is there an integrating factor 1/r such 

that dQ/т is a complete differential ?
(a) Condition for dQ to be a complete differential. The condition for 

dQ to be a complete differential can always be written

de = df(*!,...,*n) (9.2)

where df (xl t ..., xn) is the differential o f a function f(xv ..., xn). It then 
follows that

J*de =  f(2 )-f(l) . (9.3)

n df
d f=

By definition,
(9.4)



and thus, because o f (9.1),

We have, therefore, that

(9.5)

г х ,  =  дч щ  =  дч
dxj dxt dxj9 dxt dxj dxt '

The necessary and sufficient condition for dQ to be a complete 
differential is, therefore,

dXt dXj
(,J = 1..... ” >■

Equation (9.1) in vectorial notation becomes
dQ = R .dr.

(9.7)

(9.8)
Condition (9.7) for n — 3 can, therefore, be written in the simple 
form f

TotR = 0. (9.9)
The necessary and sufficient condition for the line integral o f R to 
vanish along a closed curve is that R is expressible as the gradient 
o f a scalar function.

(b) Condition for the existence of an integrating factor. Let us suppose 
that dQ is not a complete differential and ask the question: What 
condition determines whether there is an integrating factor 1 /r  such 
that dQ/т is a complete differential. I f  we call

dQ =  0 or £Х*<1^ =  0 (9.10)
the Pfaff differential equation for dQ, we have

Theorem 1 . An integrating factor 1 /r exists for the Pfaff differential 
form o f dQ when, and only when, there is a solution o f the form

a{xv ...,a?n) = о- (9.11)
to the Pfaff differential equation for dQ.

Fig . 4. Existence of an integrating factor 
t  For n >  3 an analogous form in tensor notation is possible.



Proof. The simplest proof is geometric. The solution (9.11) defines 
a single parameter family o f hypersurfaces in n-dimensional space. 
Let us consider two adjacent infinitesimal surfaces a and <7 + da. Let 
us now go from A to C, first via Вг and then via B2. By definition, 
dQ = 0 and da = 0 on both surfaces. However, we have assumed that 
the change in dQ depends on the path taken. Since dQ is zero on both 
surfaces the change in dQ can depend only on the crossing point B. 
We have, therefore, that

d £ = r (B )d a . (9.12)

Since, however, da is by definition a complete differential, we have

da = d Q
r(x i,.. .fxn) (9.13)

which proves the existence o f the integrating factor.
Theorem 2 . I f  an integrating factor exists for a Pfaff differential, 

then an infinite number o f integrating factors exists for the differential. 
Proof. I f  S(o) is a single-single valued function of a, (9.11) becomes

Using (9.13), we get 

I f  we now put 

we get, from (9.15),

•••>*»)] =  £•

d ^ d ^ j i e
da da r

T(xv ..., xn) — т(х1У..., xn)

d S(xv ...,x n) d Q
Т(хг, . . . ,х пУ

(9.14)

(9.15)

(9.16)

(9.17)

The reciprocal of T(xlf - .-,xn) is, therefore, also an integrating factor, 
which proves the theorem.

Theorem 3 (Caratl^odory’s first theorem). I f  a Pfaff differential 
expression has an integrating factor, then there are points Px 
(a?ll? ...,# ni) in the vicinity o f P0 (xu, ...,#Лв), and as near as we 
please to it, which are not accessible by a route which starts at P0 
and traverses only paths characterized by dQ = 0.

Proof. According to Theorem 1, the existence of an integrating 
factor depends on the existence o f the family o f surfaces (9.11). 
According to (9.10) and (9.11), da = 0 and dQ = 0 in each surface. 
Let P0 be a point in such a surface. Then paths dQ = 0 will lead only 
to points on the same surface, which proves the theorem.



I f  no integrating factor exists, any point Px can be reached from a 
point P0 on paths such that dQ =  0. This can easily be verified by 
means of examples.

Theorem 4. (Caratheodory’s second theorem). I f  a Pfaff differential 
dQ has the property that as near as we please to P0 there are other 
points Px which are not accessible from P0 via paths dQ =  0 , then an 
integrating factor exists for dQ.

This theorem is the converse o f Theorem 3. Its proof is, however, 
much more complicated and we shall have to omit it here.

Theorem 5. For the existence o f a solution (9.11) to a Pfaff 
differential equation it is necessary and sufficient for the equation

Щ
8xt dxk d x j  г\

8Xk
dxj

гх л = 0 (9.18)

to be obeyed for all triple sets o f values i, k,j.
Proof. We shall only show that the condition is necessary and shall 

suppose, therefore, that the solution in the form (9.11) exists. I f  we 
simplify by letting it follows from (9.13) together with (9.1)
that

Ф  1,...,x n)X i = ^ - .  (9.19)

This gives, since do- is a complete differential,

d(ux}) djuXt) 
dxt 8x} (9.20)

If we carry out the differentiation, we get

I f  the first o f the eqs. (9.21) is multiplied by Xjc> the second by Xj 
and the third by Xi and the resulting equations are added together, 
eq. (9.18) is obtained. This shows that the condition (9.18) is neces­
sary. It can also be proved to be sufficient.



For three independent variables, (9.18) can be written in the 
vectorial form

R.rotR  =  0 (three variables). (9.22)
We shall now consider explicitly the special cases involving two or 

three independent variables since these two cases are o f particular 
importance.

(a) Two independent variables. Theorem 6. There is an integrating 
factor for any Pfaff differential of two independent variables.

Proof. I f  we put, for instance, к =  j  in eq. (9.18) it becomes obvious 
that the condition is always fulfilled for two independent variables. 
Combination with Theorem 1 then gives the proposition.

Let us consider the Pfaff differential equation
dQ = X d x + Y d y  =  0. (9.23)

According to Theorem 6, there is a solution
a(x,y) = a (9.24)

which represents a family o f single parameter curves in the 
x, y-plane.

Along each curve

and
d<3 = o (9.25)

, да da j  da =  - d x  + -^dy = 0. dx dy (9.26)

From (9.26) we get
dy da/dx 
dx da\dy (9.27)

and from (9.23)

и (9.28)

From (9.27) and (9.28) we get

do fix dofiy r(x,y) (9.29)

where r(x,y) is a function dependent on x and y. But from (9.1) and 
(9.13) we get

da =  = ~ d x  + - d y .  (9.30)Х л Y *-  =  —dx + — dy. 
т(х, у) т т

The reciprocal, r(x, y), o f the integrating factor is therefore given by 
eq. (9.29).



(p) Three independent variables. Let us consider the Pfaff differential 
equation

dQ =  X d x + Y  d y+ Z d z  =  0. (9.31)

In this case, condition (9.18) is not necessarily fulfilled. This can be 
verified easily by means o f examples. Equation (9.31) therefore does 
not necessarily have a solution of the form

<j(x)y,z) = <j (9.32)

and there is thus not necessarily an integrating factor for dQ.
Let us now suppose that the solution (9.32) exists. It defines a 

family o f single-parameter surfaces in three-dimensional space. In 
these surfaces, we have that

, da A да , da
da = 8 i dx + W / V + Tzdz-

dajdx dz dajdx dz
г dajdy’ dx у dajdz ’ dy

From this we get

dy 
dx

But from (9.31) we get 

dx

From (9.34) and (9.35) we get 

X  Y

dajdy
dajdz

X dz X dz
Г  r dx y ~ ~ Z ’ dy

Y 
Z *

Z
dajdx dajdy dajdz = T(x,yfz)

(9.33)

(9.34)

(9.35)

(9.36)

and we can show, as above, that r(x,y,z) is the reciprocal o f the 
integrating factor o f the incomplete differential dQ.

This derivation can be generalized quite simply for more than three 
independent variables.

§ 10 The Second Law applied to quasi-static processes

The facts of experience on which the Second Law is based are 
introduced by Caratheodory in a form essentially similar to the one 
we used in the discussion of the First Law (§ 8).

Theorem of experience (CaratModory*s principle). As near as we 
please to any state o f a (homogeneous or heterogeneous) system there 
are neighbouring states which are not accessible via an adiabatic path 
starting at the original state.



An example has already been mentioned in § 8. We shall confine 
ourselves, in the present section, to quasi-static processes. It must 
then be true that the above theorem applies to this special class o f 
changes o f state. An example is the adiabatic compression or expan­
sion of an ideal gas which can only occur for values o f the P, V pairs 
which obey eq. (7.2).

Let us now consider the relationship of Caratheodory’s principle to 
Clausius’ (or Thomson’s) principle (§4). We can see clearly that 
Caratheodory’s principle is derived directly from Clausius’ principle. 
The converse is, however, not true: Caratheodory’s principle confines 
itself to the statement that there are adiabatic processes which cannot 
be carried out, while Clausius’ principle states which adiabatic pro­
cesses are impossible.

Caratheodory’s principle would, therefore, be preferable if all the 
consequences of the Second Law could be derived from it. We shall 
see that this is not the case and that a further theorem o f experience 
is required (§ 13).

Let us now return to our consideration of quasi-static processes. 
For a homogeneous system the Pfaff differential dQ depends on only 
two independent variables. The existence of an integrating factor 
and thus o f entropy is then, according to Theorem 6 o f § 9, a purely 
mathematical consequence; no further fact of experience is necessary. 
From this point o f view, therefore, the case of three independent 
variables is the first one of interest. Furthermore, the identification 
o f the integrating factor with reciprocal temperature requires the 
introduction o f a thermal equilibrium; this is impossible if the 
argument is confined to two independent variables. For this reason 
we shall start with the analysis o f a system consisting of two phases 
' and n which are separated by a diathermic wall and in thermal 
equilibrium. We shall choose F', V" and t as independent variables.

Caratl^odory’s principle together with Theorem 4 of §9 leads 
directly to the existence of an integrating factor for dQ.

We have, therefore, that

dQ = dQ' + dQ" = r (F ,  V \t)da(V ,) F ",t). (10.1)

For the two phases, we have

d Q' = r (F ',f )d a '(F ',0 , d Qn = t”(V" ,t)d<j"(V” ,t). (10.2)

Equations (10.1) and (10.2) give



We now choose a', a”, and t as independent variables. Since da is а 
complete differential, (10.3) gives

до т do t” do (10.4)do' т 9 do" r  ’ d t = °'
The function о is, therefore, independent o f t and we have

/ / nо — a(a , a )• (10.5)
Therefore, because o f (10.4), we also have

d /т\ d ItII о a?
i( ( 10 .6)

Differentiation then leads to
1 dr 1 dr" 1 dr (10.7)т dt'

Now т depends only on t and a', t" only on t and o". The first equality
sign can, therefore, only be valid when the logarithmic derivatives of 
т and r" with respect to t depend on neither a nor a" but only on t. 
It follows thus that

ainr' ainr" ainr g(t) (10.8)
dt dt dt

where g(t) is a function o f the empirical temperature independent of 
all special properties o f the phases and the same for all phases in 
thermal equilibrium. Integration o f ( 10 .8) for the whole system or for 
the two phases gives

lnr = j g(t)dt + \n<l>{a', a"), 

lnr' = j  g(t)dt + \n<f>'(o' ), 

ln r ' = jg (t)d t + ]n<f>"(a")
/

T = exp [J (̂<) d<j .ф(а\а"),

T ’ = exp[J?(<)d<] -̂ V). T" = exp[JW)d<] -fV')-

(10.9)

( 10. 10)

Thus, for a system whose phases are in thermal equilibrium, r the 
reciprocal o f the integrating factor for the whole system and for each



of the phases is made up of two factors; one depends only on the 
common empirical temperature t, the other is a function o f the 
individual variables o f state [o' and o" for the system, o' for ' and 
a" for ').

The absolute temperature is now defined by the equation

T = C . exp [JW)d<] (10 .1 1 )

where C is an arbitrary constant which is fixed by the definition of 
the temperature scale. In other words, T is made to differ by a certain 
amount (100°) between two fixed points (ice point and normal boiling 
point of water). Equation (10 .1 1 ), however, no longer contains an 
arbitrary constant. The zero point o f T is, therefore, defined on a 
physical basis. Combination of (10 .1 1 ) with ( 10 .1 ), (10 .2 ) and ( 10 .10 ) 
gives

dQ =  r d a =  T^d<7, (10.12)c

dQ' =T 'da ' =  T ^ d a ,  dQ" =  r d a ' =  T ^ d c r '.  (10.13)c  c
Let us now consider a single phase (say ') and define the entropy of 

the phase by the equation

S' = ^j<f>'(o')do' + const. (10.14)

Entropy, like internal energy, is thus defined except for an arbitrary 
additive constant. Combination o f (10.13) with (10.14) gives

dQ' =  T dS ', dQ" = TdS". (10.15)

We have thus proved the existence o f entropy as a function o f state 
for each phase, at least for quasi-static processes, and have also 
derived the fundamental equation (4.16). Let us now consider the 
complete system. Equation (10 .1 2 ) together with (10.3) and (10.10) 
gives

<f>do = (f>'do'+ ф" do". (10.16)

We want to show that ф can be written in the form

ф = ф(о) (10.17)

i.e. that ф depends only on о and thus on o' and o". Differentiation



o f (10.17) gives ц _ Ц д а _  дф = дфд^ 
до' додоп до" до до"

Elimination of дф/до gives
дф до дф до __ 
до' до" до" до1

(10.18)

(10.19)

or, in the notation usual for Jacobi determinants,
a)

d(o\ o") = J {ф} a) =  0. ( 10.20)

The function ф, therefore, depends explicitly only on о if the Jacobi 
determinant J(</>, o) vanishes. This condition is fulfilled since we get 
from (10.16) that я *

do"
By definition ф' depends only on o', ф" only on o". Differentiation of 
(10 .2 1 ) with respect to o" and o' respectively, therefore, gives

дф do , д2 о __
д ? м + ф д ? д ? = '

(10.22)
дф do j д2 о

Equation ( 10 .20) is a direct consequence o f this, and (10.17) is thus 
proved. The entropy o f the complete system can, therefore, be 
defined by the equation

(7 +  const. (10.23)

From (10 .1 2 ), therefore, we have again, for the complete system,
d Q = TdS. (10.24)

I f  the First Law in the form o f eq. (8.8) is introduced into eq. (10.15) 
and the condition o f thermal equilibrium, which is used only to 
define absolute temperature, is ignored we have for each phase that

T 'dS ' =  dC/' +  P 'd F ' (10.25)
and for the complete system

dS = d# ' +  d$\ (10.26)
With limitation to quasi-static processes we have deduced the 
existence o f absolute temperature. We have also derived entropy as 
a function of state defined by (10.15) for each phase and we have



shown that the entropy o f the complete system is derived additively 
from the entropies o f the separate phases.

One of the important consequences o f the Second Law is still 
missing, i.e. the property of entropy increase which is fundamental 
for the formulation o f equilibrium conditions. We shall return to this 
subject in § 13.

It should be noted that, recently, cr and S have been called 
empirical and metrical entropy respectively. In this connexion it 
should be noted that an empirical variable is defined apart from 
arbitrary continuous and strictly increasing scale transformations; 
a metrical variable is defined apart from increasing linear scale trans­
formations (expansion o f the scale, change of origin). The existence 
o f empirical entropy depends, in the above argument, on Theorem 6 
of § 9 and on Caratheodory’s principle. The introduction o f thermal 
coupling is used to deduce metrical entropy and to choose one o f the 
possible pairs o f variables, <т, т (cf. Theorem 2 o f § 9).

§11 Empirical definition o f U, S, and T
The derivation given in § 10 may be regarded essentially as a proof 

o f existence. Since the functions g(t) and ф(а) are unknown, T  and S 
cannot be derived directly from empirical data.

Let us consider a closed homogeneous system having adiabatics
s(P, V) =  * (1 1 .1 )

and isothermals
t(P, V) = t. ( 1 1 .2 )

We choose s and t as independent variables o f state which are
measured on arbitrary empirical scales.

We have, therefore, that
dV dV

dF  = W d s + aTd< (11.3)

and that
dU dU (11.4)

Furthermore,
dU =  T (t)d S (s )-P d V . (11.5)

It follows that

dU = (1 1 .6)



Since U is a function of state, (11.5) and (1 1 .6) give

a \ m dS{s) p 8Vat 1 ds 8s

и (11.7)

and on differentiating we get

dS(s)dT(t) 8V8P dVdP _d (V ,P ) (1 1 .8)ds d£ ds dt dt ds 8(s,t)
The Jacobian J( F, P) is thus always the product o f two functions one 
of which depends only on s, the other only on t. We can write, 
therefore,

J (V,P) = *(8)P(t) (11.9)

where the quantities a(s) and j3(t) can be regarded as empirically 
known. Equation (1 1 .8) is thus divided into two separate equations 
which, by integration, give

а д  = ^ | ф )< к + я 0, ( 1 1 .10)

T(t) = cjp (t)d t+ T 0 (1 1 .1 1 )

and finally, from (1 1 .6),
U(s,t) = j(s ,t )  + U0 (1 1 .12 )

where <7, 80> T0f and U0 are constants. As has been shown, S0 and U0 
may be chosen arbitrarily (i.e. they have no physical significance) 
while C is fixed by the choice o f temperature scale [cf. eq. (10 .1 1 )]. 
The zero point o f T, however, is physically fixed, and the constant T0 
is thus not adjustable but must be found by experiment. Equation 
(1 1 .1 1 ) shows this to be impossible on the basis o f quasi-static 
processes which lead to eqs. (11.1) and (1 1 .2 ). At this point, therefore, 
non-static processes must be introduced. Since, however, the absolute 
temperature is universal, a single experiment on any substance (e.g. 
Gay-Lussac’s streaming experiment using an ideal gas) is sufficient 
to fix T0 once and for all.

It can be shown that the values o f S, T , and U are independent of 
the choice o f the empirical scales for s and t.

The above argument obviously constitutes the explicit definition 
o f the metrical entropy S using the empirical entropy s. This process 
assumes the existence o f metrical entropy and introduces thermal 
coupling implicitly by using isotherms (cf. §7). It should be noted



that the existence can be proved using only quasi-static processes 
but that the explicit definition necessarily requires a non-static 
experiment.

An example which makes use of these arguments is the ideal gas, 
for which the equation for the isotherms (cf. § 7) is

P V  = t (11.13)
and the equation for the adiabatics is

PF* 5= P F ^  =  s (11.14)
where к and у are constants. Logarithmic differentiation gives

1 1 + y  1 as 1
s d v ~  v  ’ s d P ~ P ' (11.15)

1 dt 1 1 8t 1
T W  ~ v ’ t d ? ~ p (11.16)

which lead to
d(s,t) ds dt ds dt 

8 ( V , P ) ~ 8 V 8 P  8 P 8 V ~ yS‘ (11.17)

Quite generally
8(x,y) 8(z,w) 8(x,y) 
d(z, w) d(u, v) d(u, v) (11.18)

and thus (11.17) becomes
a (F ,p > _  i
8(s,t) ys' (11.19)

Equation (11.9), therefore, defines the functions

'oT II
\

\
~ 11 (1 1 .20)

From (1 1 .10 ), (11.11) and (1 1 .20) we get

S(s) =  ^ l n s  +  S0, (1 1 .2 1 )

T(t) = Ct + T0 (1 1 .22)
and substitution o f these into eq. (11.5) gives

d U = (Ci+ P0)--| -d ln s -P d Fby (11.23)



or, using (11.13) and (11.14),

dU =  dins + -d in  (sV~r)Су у

T 1= -p^-dlns + -d t. Су у
(11.24)

On integration, (11.24) gives

U = ^ l n s  + -  + U0 Су у
(11.25)

or, again using (11.13) and (11.14),

U =  ^-ln(<Fr) + -  +  E/0. Су у
(11.26)

In order to determine T0 a very dilute gas is allowed to expand into 
a vacuum (Gay-Lussac’s streaming experiment). We find that

оII (11.27)

According to (11.26) this is possible only if T0 =  
fore, that

0. We have, there-

8  =  ^ l n s  + S0, (11.28)

T = ct, (11.29)

+1 ^ 
II (11.30)

Equation (11.29) shows that absolute temperature and temperature 
on the ideal gas scale differ only by a factor which may be chosen 
arbitrarily. They can, therefore, be taken to be identical, which is 
usual. I f  we now write (11.13) in the form of (7.10) we have

t =  RT* (11.31)
and, with С =  1 /R, this becomes

T =  T*. (11.32)
For monatomic gases у — § and (11.28) with (11.13), (11.14), (11.31),
and (11.32) gives the well-known relationships

S = %R]nT + R ]nV  + S'0 (11.33)
(where S'0 is a new constant) and



§ 12 Measurement o f very low temperatures
In principle the most important processes for the definition o f the 

absolute temperature scale are, as has been shown, reversible cyclic 
processes between fixed points (§4) and the ideal gas thermometer 
(§ 1 1 ). At extremely low temperatures (i.e. T ^ 1 K) both o f these 
become impracticable. The heat changes in cyclic processes become 
so small as to be no longer accurately measurable while the gas 
thermometer becomes useless because all gases condense. The only 
available scale in this region is, therefore, empirical and the problem 
o f correlating this scale with the absolute scale becomes important 
for low temperature physics. The solution o f this problem arises 
naturally from the considerations o f § 1 1 . We shall follow it through 
explicitly since the argument differs slightly from the general con­
siderations o f § 1 1 .

Let us assume that the absolute scale is known as far down as a 
temperature T0. Below T0, let the temperature be proportional to the 
volume of a thermometric fluid. Let us choose the proportionality 
factor such that this empirical scale T* becomes identical with the 
absolute scale at T0, i.e. TJ =  T0. We shall choose T (or T*) and P  as 
independent variables o f state and investigate the relationship 
between T  and T* along the straight line P  =  0.

(a) The first step is to prove that independent entropy values can 
be determined for all points (T*, 0) o f the empirical scale. We 
shall assume that the entropy in the usual units is known for 
the point (T0, 0) and denote it by S0. An isothermal compression 
to a pressure P2 leads to the entropy at the point (TQ1P2),

p --------►
F ig. 5. Measurement of very low temperatures

(12. 1)



We shall show later (§ 24) that

( 12.2)

Introduction of ( 1 2 .2 ) and of the coefficient o f thermal 
expansion

Sx can thus be calculated if the volume and the coefficient of 
thermal expansion at T0 in the pressure region 0 -> P2 are known.

Starting from the point (P0,P2) let us now carry out a 
quasi-static adiabatic expansion which changes the empirical 
temperature of the substance to T f . For this process dJS = 0, 
i.e. the entropy has the same value as that at the point 
(P0,P2). This shows that, along the straight line P  =  0, we can 
determine an entropy scale independent o f the empirical 
scale T*.

(b) The second step is to show that the entropy scale determined 
along the straight line P  =  0 can be used to calculate the 
absolute temperature T corresponding to T* along the same 
straight line.

Let us start with the equation

(12.3)

into ( 1 2 .1 ) gives

Voc&P. (12.4)

dt/ = T d £  —P d F (12.5)

which, for P  = 0, reduces to

dU = dQ = T dS ( 12.6)

from which follows that

(12.7)

The quantity (dQ/dT*)P=0 is the heat capacity at constant 
pressure on the empirical scale (for simplicity we shall take it 
to refer to 1 mole and denote it by (7j£), which is experimentally
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accessible and we can write

( 12.8)

Since the variation of 8  with T* is known we can calculate T 
for any T*.

In practice we use certain paramagnetic salts as thermo - 
metric substances. The adiabatic process used is adiabatic 
demagnetization (discussed in § 66) and, therefore, the magnetic 
field strength H = 0 corresponds to the pressure P — 0. The 
empirical scale is defined with the aid of susceptibility 
measurements.

§ 13 The Second Law applied to non-static processes

It has already been mentioned (§ 10 ) that the increase o f entropy 
under conditions o f adiabatic isolation (4.36) cannot be deduced from 
Caratheodory’s principle. This fact was emphasized particularly by 
Planck (1926). A further fact o f experience must, therefore, be used 
in order to obtain all the consequences o f the Second Law formulated 
in Part A.

As our first step we shall formulate
Theorem 1 . Each adiabatic surface s divides the volume of state in 

co-ordinate space into two half-volumes in such a way that all states 
z which can be attained adiabatically from a state z0 lying in the 
surface are within the same half-volume.

Proof. The theorem follows directly from Caratheodory’s principle. 
Let us suppose that the inaccessible states z' lie on both sides of s. 
According to Caratheodory’s principle these states z' can be as near 
as we please to z0 which leads to the conclusion that there is no way 
of leaving s along an adiabatic path, since accessibility o f z' contains 
implicitly accessibility of all states lying on the adiabatic surface s' 
through z'. This conclusion, however, contradicts the principle and 
the theorem is thus proved.

Conditions for an ideal gas are shown diagrammatically in 
Fig. 6. For simplicity we shall initially confine our discussion to 
homogeneous systems with two independent variables o f state. 
Carath£odory now introduces, as a definition,

Theorem 2 . Adiabatic changes which start from z0 and end at 
V — V' cover that half of the F'-line which lies on one side o f s.



Since V  can be varied arbitrarily, we immediately get 
Theorem 3 . The totality of all states adiabatically accessible from s 

is represented by one of the half-volumes generated by s.

Fig. 6. Non-static processes for an ideal gas

Finally, we have
Theorem 4. An adiabatic sn lying between s and s' cannot be 

reached adiabatically from both s and s'.
Proof. The theorem again follows directly from Caratheodory’s 

principle. This is illustrated by Fig. 7 in which two further adiabatics 
sx and s2 are drawn, one on each side of s".

If s" is adiabatically accessible from s, Theorem 3 tells us that s2 
is similarly accessible. This means that s2 will be adiabatically 
accessible from s". I f  s” is adiabatically accessible from s', Theorem 3 
tells us that sx is similarly accessible; slt therefore, would also be 
adiabatically accessible from s". This means that there would be no 
states as near as we please to a state z" lying on s" which would



be adiabatically inaccessible from z". This directly contradicts 
Caratl^odory’s principle; s" can, therefore, be reached adiabatically 
either from s or from s" but not from both.

Theorem 4 states clearly that the adiabatically accessible half­
volumes always lie on the same side of the adiabatic generating the 
half-volumes.

It follows quite generally from the preceding theorems that 
irreversible adiabatic processes exist. If, therefore, the adiabatic 
process 1 -> 2 is impossible, the adiabatic process 2 -> 1 must be 
possible, a conclusion which we have already used in § 8. It follows 
further that the empirical entropy defined by the family o f adiabatics 
[eqs. ( 10 .1 ) and ( 10 .2)] can under conditions o f adiabatic isolation 
either only increase or only decrease. Physical experience cannot 
distinguish between these two possibilities since the direction of 
increase o f the empirical entropy may be chosen arbitrarily. We may 
say alternatively that the two half-volumes generated by an adiabatic 
are not labelled physically by the empirical entropy (i.e. are not 
made distinguishable). The decision between the two possibilities is, 
therefore, simply conventional and is given by the definition:

Under conditions o f adiabatic isolation the empirical entropy can 
never decrease.

We must emphasize again that this definition cannot be verified 
by experiment and that it could, in principle, be replaced by its 
opposite.

The characteristic increase in entropy under conditions of adiabatic 
isolation discussed in § 4 cannot, therefore, be formulated on the basis 
of empirical entropy. We shall, therefore, have to use metrical 
entropy and we have from eq. (10.23)

dS =  ^ф(а) da. (13.1)C
On the right-hand side of this equation C must, by convention, be a 
positive constant since it depends on the definitions o f absolute 
temperature [eqs. (10 .1 1 ) and (1 1 .1 1 )]. According to the above 
definition dcr is also a positive quantity while, according to 
eq. (10 .10 ), the sign o f <f>(a) is the same as the sign o f the integrating 
factor t -1 . The derivation o f statement (4.36) thus requires, as far 
as the present argument is concerned, answers to the following 
questions:

(a) Can the half-volumes generated by an adiabatic be physically 
distinguished ?



(b) If they can be distinguished, do we have a choice o f sign for the 
integrating factor t -1  ?

(c) What fact o f experience fixes the sign o f т ?
Question (a) is answered by
Theorem 5. The half-volumes generated by an adiabatic are 

physically distinguished in that the internal energy changes 
monotonically along any line V = V'.

Proof. Since U, V is a complete set o f variables o f state for a simple 
homogeneous system, U cannot twice take the same value along a 
line V = V . I f  it could, Fig. 6 shows that there would be two states 
having the same value of U and V but different values o f P. This 
contradicts the supposition that U, V is a complete set o f variables 
o f state. U must, therefore change monotonically along any line 
V =  V . Any adiabatic process starting from one adiabatic s and 
proceeding along a line V = V  is, therefore, associated with an 
increase in internal energy for one half-volume and with a decrease 
for the other.f The two half-volumes generated by s are thus 
physically distinguished and the theorem is proved.

For question (b) we have to prove
Theorem 6. I f  do- is defined as positive (see above) for all possible 

adiabatic processes, then t , the reciprocal of the integrating factor, is 
positive when the adiabatic processes possible along the line V = V' 
are associated with an increase in internal energy. I f  they are 
associated with a decrease in internal energy, then r is negative.

Proof. According to § 10 the empirical entropy a is a function of 
state; therefore a, V constitutes a complete set o f variables o f state. 
U,V-><t, V  must, therefore, be a one-one transformation. It follows 
that, for all states, either (dU/da)v > 0 or (dUlda)v < 0.

But, according to eq. (10.1)

The integrating factor r_1 can, therefore, be either only positive or 
only negative for all states. The left-hand side represents the change 
in internal energy during an adiabatic process occurring along 
V = V', and the change in empirical entropy for a possible process 
is positive by definition; the original statements, therefore, follow 
directly.

t  It can easily be shown for Fig. 6 that processes which lead into the upper 
half-volume are associated with an increase in internal energy. This, however, 
has no significance for the argument which follows.



We have now reduced the problem to the question: Are adiabatic 
processes occurring along a line V =  V' associated with an increase 
or a decrease in internal energy ? The reason why a discussion o f such 
special processes leads to a generally valid result is based on 
Theorems 1 and 3 which maintain that all states accessible from a 
given adiabatic lie within the same half-volume. As was mentioned 
in § 10, the question cannot be answered by using Caratheodory’s 
principle since this does not tell us which o f the two half-volumes is 
adiabatically inaccessible.

We therefore introduce the following new theorem of experience:
An adiabatic process which occurs along a line V =  V' is always 

associated with an increase in internal energy.
Examples o f such processes are the production o f frictional heat 

by mechanical work or the production o f heat by an electric current. 
It is obvious that, in both these cases, the reverse process is impos­
sible since it would contradict Thomson’s principle and, therefore, 
Clausius’ principle (§4). The present theorem o f experience consti­
tutes simply a new formulation of the older principles in a way more 
convenient for our present purposes. Furthermore, like the older 
principles, it implies Caratheodory’s principle. For purely logical 
reasons, therefore, this theorem of experience (or an equivalent 
statement) should serve as the empirical basis o f Caratheodory’s 
theory. Despite this, we have chosen a somewhat different way 
(which, on the whole, follows the historical development) since it 
more clearly emphasizes certain aspects.

The consequences o f our theorem of experience can now be 
developed quite simply. The definition and Theorem 6 show imme­
diately that the integrating factor r_1 is always positive. Equation 
(10 .10 ) then gives

ф'(а') > 0, f V " ) >  0, ф(а)> 0 (13.3)
which, with (13.1) gives for an adiabatic isolated system completely 
generally cLS^O (adiabatic isolated system). (13.4)
We have now deduced all the results o f Part A  on the basis of 
Caratheodory’s theory.

C. GENERALIZATION OF THE SECOND LAW FOR 
OPEN SYSTEMS AND CHEMICAL REACTIONS

§ 14 The problem
We have, so far, confined our discussion to the simple systems 

defined in §2. We now have to decide how these limitations can be



removed and how the Laws can be formulated in a generally useful 
way.

The only ‘work co-ordinates’ we have used so far are the volumes 
o f the phases. It is, however, quite simple to take into account the 
properties o f solids, the action o f external fields, surface effects, etc. 
by the introduction o f additional work co-ordinates. These are usually 
defined so that the differential d o f  the work co-ordinate when 
multiplied by a ‘work coefficient’ or a ‘generalized force’ Yj gives the 
work done in a closed phase during a quasi-static change o f state. 
These work co-ordinates are, like the volume, adiabatically freely 
adjustable. Their introduction causes no change in the structure of 
the theory developed in Part B, it merely leads to an increase in 
the number o f dimensions o f the appropriate co-ordinate space. 
Equation (8.4) is now replaced, for quasi-static changes o f state, by

dW = — P dV  +  £ r ,d  y, =  S ^ d  Vi. (14.1)
j=2 1

The situation is, however, quite different when we try to include 
open systems and chemical reactions in the discussion. We note 
immediately that the definition o f the fundamental concepts o f work 
and heat run into difficulties. A more detailed analysis goes beyond 
the scope of this book and we shall confine our discussion to two 
simple examples.

(a) Let one phase be surrounded by a semi-permeable membrane 
and let all work co-ordinates уj be fixed. Now let some material 
be forced through the semi-permeable membrane into the 
phase. Work is obviously done due to compression but the 
volume remains constant. It is, therefore, not generally possible 
to define clearly the ‘volume work’ done on an open phase. This 
removes, at the same time, the basis for the definition, accord­
ing to § 8, o f the heat absorbed. This state o f affairs may be 
expressed somewhat more precisely by saying that adiabatic 
work as required by § 8 cannot, by definition, be done on an 
open phase.

(b) Let us consider a chemical reaction occurring within a closed 
phase. The reaction may be symbolized by the equation

5>*Х* = 0. (14.2)

Vi is called the stoichiometric coefficient o f substance i. Equation (14.2) 
shows that the changes in mole number o f all substances taking part 
in the reaction are completely determined by a single mole number Щ.



The course o f the reaction can, therefore, be described in the form

where £ is called the progress variable.
The quantity £ is not, however, a variable o f state. Its equilibrium 

value is completely determined by the two variables o f state (e.g. 
T  and V) o f the system; £ is an ‘internal parameter* (cf. § 16) which 
becomes significant only with departure from equilibrium. The 
formal treatment o f Part B, therefore, allows chemical reactions 
to occur within any (closed) phase since such reactions do not appear 
explicitly in the treatment. However, it is intrinsically impossible to 
obtain any information about chemical equilibrium in this way.

We might consider using £ as a quasi-static adiabatic freely 
adjustable work co-ordinate by using a (positive or negative) 
catalyst to inhibit and uninhibit the reaction at will. Let us, in this 
connexion, consider the following process :f

Let (Tl9 Vv £j) be the initial state in which the reaction is inhibited.
(i) By a quasi-static change in T  and V at constant the system 

is brought to the equilibrium state corresponding to
(ii) The reaction is uninhibited and occurs quasi-statically as far 

as a value f 2. This is possible only if T  and V also change 
quasi-statically.

(iii) The reaction is inhibited at the value £2 an(  ̂ the system 
brought to the final state (T2, V2, £2) by quasi-static changes in 
T and V at constant f 2.

There is, however, a difficulty here: the work done during the 
quasi-static process does not generally reduce to an infinitesimal 
expression, even when 1 and 2 are as near to each other as we please. 
We return, in fact, to the previous result when we construct the

d n.t = Vi d£ (14.3)

Equilibrium curve 4  =  0

V-------- ►
Fig. 8. Quasi-static performance of a chemical reaction



where A is called the affinity. We shall discuss affinity in § 34. All we 
need here is that at chemical equilibrium A =  0. All states connected 
by quasi-static adiabatic processes then lie on a surface given by the 
solution o f the Pfaff differential equation

This example shows, however, that in any partial process either 
A =  0 or d f  = 0 so that the last term vanishes for all quasi-static 
adiabatic processes and £ does not, therefore, constitute a work 
co-ordinate.

§ 15 General formulation o f the Second Law
The difficulties outlined in § 14 have their real basis in the fact 

that we have, so far, neglected to introduce as quantities o f state the 
masses (or mole numbers) o f the components. This omission leads to 
difficulties in the context of Caratheodory’s theory since mass is an 
adiabatically inhibited variable (i.e. it is not adiabatically freely 
adjustable; the difference can be illustrated by comparing mass and 
volume). It is, therefore, impossible to show, by the method used in 
Part B, that entropy exists as a function of mass.

We can now see that we are dealing with a real extension o f the 
theory. This extension, and its consequences, constitute the main 
part of Gibbs’ thermodynamics. It is an innate property o f pheno­
menological theory that such an extension requires new empirical 
bases. The problem may be approached in two ways. One possibility 
is to build the system of axioms in such a way as to be able to 
include from the start masses as variables o f state. This has been 
attempted recently by Falk and Jung. The more usual method is to 
generalize the results obtained so far by means of analogies, and to 
regard the sum total of the experimentally verifiable consequences of 
such a procedure a posteriori as the empirical foundation.

We shall choose a middle way. We shall refrain from a rigorous 
deduction from empirical axioms, but we shall try to make plausible 
our choice o f the particular fact of experience necessary for the 
extension of the theory and its validity.

Our investigations so far have shown that for any closed phase 
there is a function o f state, entropy, for which we can write (with 
limitation to one work co-ordinate)

dU + P dV  + Ad£  =  0. (14.5)



Each of the quantities of state U and V on the right is related to the 
attainment of a contact equilibrium. For U it is thermal equilibrium 
made possible by means o f a diathermic wall. For V it is pressure 
equilibrium (mechanical equilibrium) attainable by means o f a 
frictionless movable piston. We again denote the part systems 
between which contact equilibrium is to be attained by ' and ". The 
variables U and V are summarized as extensive parameters Xt. We 
can now formulate the following important properties o f contact 
equilibria:

(a) Within an adiabatically isolated total system any contact 
equilibrium can be reached and maintained.

(b) The extensive parameters under consideration obey a 
conservation law

Х\ + Х\ = const. (15.2)

(c) The processes leading to equilibrium are adiabatically 
irreversible.

For given values X'jf XJ, therefore, the entropy of the total 
system as a function of X\ is a maximum at equilibrium.

(d) Each contact equilibrium defines an intensive parameter P * 
such that at equilibrium

Р Г  = Р Г (15.3)
and

dS
~ d x r (15.4)

From equation (15.1) we have

P* = 1 IT, P* = P /T. (15.5)

The above formulation is descriptive. We shall not investigate 
whether the statements are independent of each other.

Our results so far show entropy to be a function o f state. We have, 
however, only used certain types o f variables o f state. I f  the above 
conclusions are regarded as necessary and sufficient conditions for the 
existence of a variable of state X i we can formulate the following 
theorem of experience as the basis for the extension o f the theory.

Theorem of experience. A contact equilibrium having the properties
(a)-(d) above exists for the mass mk (or the mole number nk) of every 
component. Any equilibrium between open phases will serve as an 
example for this.



We now have directly the general formulation of the Second Law:
For every phase a containing m components, there exists a function 

o f state
£<*) =  V '*\ y£\ ...yy'«\n[*\...,<«>) (15.6)

called the entropy o f the phase having the following properties:
(a) The differential o f the entropy is given by

Г(“ , <!£«*> =  dTJ™ +P<a) d F (a) -  £  Yja) dyja) -  S  /4a) <Ka>.
j=2 i—1

(b) The entropy o f the total system is given by
S =  ££<“>.

a
(c) When the system is adiabatically isolated we have

dS^O (adiabatic isolated system). (15.9)
(d) The quantity T i0L) is a universal function o f the empirical 

temperature o f the phase.
Equation (15.7) is called Gibbs' fundamental equation. The quantity

<1510)

introduced by Gibbs is known as the chemical potential o f substance 
i in phase a. It is expressed in terms of the mole as is usual nowadays 
in phenomenological thermodynamics. In principle it can also be 
expressed in terms of unit mass (Gibbs) or in terms o f the molecule 
(statistical mechanics). Equation (15.7) is applicable not only to 
reversible processes although we shall mostly be concerned with such 
processes. We have here similar considerations to those laid down in 
connexion with eq. (4.24). The criterion for applicability is that the 
internal state o f the phase at each stage o f a change o f state is com­
pletely described by the indicated variables. Even though this may 
not be the case, the integrated form o f eq. (15.7) is still valid as long 
as the initial and final states o f the process are described by these 
variables.

We still have to decide how to formulate the First Law within the 
above extension o f the theory. As explained in § 14 the classical point 
o f view (equivalence o f heat and work) as well as Caratheodory’s 
point o f view (definition o f heat) are meaningless for open systems. 
The usual formulation can be saved by an independent and arbitrary 
new definition o f the heat absorbed. This device is o f no interest in

(15.7)

(15.8)



connexion with the present discussion. We are thus left with the 
statement that the internal energy o f a phase is a function o f state. 
The simple method of measurement o f §8 is naturally no longer 
useful and we have to investigate more closely the question of 
experimental determination.

We consider an adiabatic isolated system consisting o f two 
part-systems ' and ". I f we define reference values, the internal 
energies U> U', and U" can be determined by the method of § 8. I f  
we now remove the adiabatic wall between ' and " while maintaining 
the adiabatic isolation o f the whole system and exclude the per­
formance o f external work, the part-systems ' and " will mix, 
temperatures and pressures will change but the total energy will 
remain constant. This process may be regarded as a change o f state 
of the open phase ' for which the change in internal energy is

Д U' = U -U '.  (15.11)
Since all quantities on the right-hand side are measurable the change 
in internal energy o f an open phase is, in principle, a measurable 
quantity.



CHAPTER II

General conditions for equilibrium 
and stability

§ 16 Discussion of the equilibrium concept. Internal parameters

We have already discussed the concept o f thermodynamic equilibrium 
in a preliminary form in §2. We shall now give this concept a precise 
form by means of the definition:

An isolated system is in thermodynamic equilibrium when, in the 
system, no changes o f state are occurring at a measurable rate.

The existence o f equilibrium follows directly from Clausius’ 
principle and its generalization for other balancing processes. Accord­
ing to this, changes of state occurring in an isolated system are irrever­
sible, i.e. they can proceed in only one direction in the isolated system 
(which is not subject to any external influences). It follows, therefore, 
that such processes must approach a final state asymptotically. This 
conclusion is reached with even greater clarity if we consider the fact, 
implicit in Clausius’ principle, that these processes are balancing 
processes whose ‘driving force’ is the difference in intensive para­
meters which tends to zero during the process (cf. § 15).

The proviso ‘at a measurable rate’ implies that we can consider an 
equilibrium only with respect to specified processes and defined 
experimental conditions.

Example 1. A certain volume V contains H2, 0 2, and H 20  (vapour), 
the distribution of both matter and temperature being inhomo­
geneous. At room temperature and in the absence o f a catalyst, the 
processes of heat conduction and diffusion occur at a measurable rate 
while the chemical reaction occurs at an immeasurably slow rate. 
After both temperature and concentration have become uniform, 
therefore, the system is in thermodynamic equilibrium for any mass 
ratio of the three substances. In the presence of a catalyst or at a 
sufficiently high temperature the reaction between oxygen and hydro­
gen occurs at a measurable rate. The system is now, therefore, 
in equilibrium only when chemical equilibrium has been established.



Example 2. It is known that the distribution of nucleons in atomic 
nuclei does not constitute a thermodynamic equilibrium. This can, 
however, be completely ignored since thermonuclear processes do not 
occur at a measurable rate under conditions usually considered in 
thermodynamics.

The concept ‘absolute equilibrium’ or ‘equilibrium with respect to 
all imaginable processes’ has, therefore, no physical significance.

A particular difficulty is encountered in the case of certain solids, 
e.g. alloys and glasses. Changes of state under the usual experimental 
conditions occur immeasurably slowly but the properties o f the 
system depend on its previous history. A more thorough investiga­
tion into the applicability of thermodynamics then becomes neces­
sary. We shall not discuss such problems here.

The description o f equilibrium and non-equilibrium states involving 
several phases is made possible by the considerations developed in § 15. 
However, we are still faced with the problem of how to describe the 
attainment o f thermodynamic equilibrium in a liquid one-component 
system. I f such a system is not in thermodynamic equilibrium (apart 
from any effects due to external fields), it generally contains local 
inhomogeneities and is, therefore, not a phase according to the general 
definition o f §2. The conclusions of § 15 must then be applied to the 
limits of infinitesimally small volume elements regarded as being 
homogeneous. The quantities o f state o f § 15 then become field 
quantities and this takes us into the methods of the thermodynamics 
of irreversible processes. These methods are not used explicitly in 
ordinary thermodynamics and we shall, therefore, assume all 
phases to be macroscopic. Certain possibilities of departure from 
thermodynamic equilibrium still remain and these are described by 
means of ‘internal parameters’ independent of position within the 
phase.

The most important example o f an internal parameter is the 
progress variable £ introduced in § 14. The properties o f internal 
parameters important in the present context are:

(a) Internal parameters are not variables o f state in the sense o f 
the definition of § 2.

(b) Any internal parameter may be expressed as a combination of 
the variables appearing in the fundamental equation (15.7) 
together with certain secondary conditions.

Statement (a) arises directly from a property of the progress 
variable described in §14: at equilibrium the intensive parameter 
conjugate to £ according to eq. (15.4), i.e. the affinity A , vanishes.



Statement (b) arises directly from eqs. (14.2) and (14.3) for the 
progress variable. Most internal parameters may be related directly 
to ‘generalized chemical reactions’ , i.e. they may be introduced by 
means o f equations formally identical with (14.2) and (14.3). In such 
cases, therefore, internal parameters may again be expressed in terms 
of mole numbers and suitable secondary conditions. It is also possible 
to express an internal parameter by means o f other variables occur­
ring in eq. (15.7) together with corresponding secondary conditions. 
An example of this can be seen in § 60.

According to (a), therefore, internal parameters are independent 
variables only as long as there is no equilibrium. This simply corre­
sponds to the statement in § 2 that the number o f measurable quanti­
ties necessary completely to describe a state is smaller at equilibrium 
than in any non-equilibrium state. According to (b) the set of 
variables of the fundamental equation (15.7) may be retained here 
as long as secondary conditions may be included. Since, however, we 
have defined entropy as a function in co-ordinate space, i.e. with the 
assumption of internal equilibrium, we still have to consider whether 
entropy is definable in cases o f departure from equilibrium as 
described above.

Let us illustrate the problem by means o f a simple example such 
as a homogeneous dissociation reaction

A -> B  + C. (16.1)
The system contains only the components A, В and C, is adiabatically 
isolated and the volume is chosen as the only work co-ordinate. Let 
us suppose that reaction (16.1) is inhibited by a negative catalyst. 
Entropy will then certainly exist in the form

s  = S(U, V,nA,nBinc). (16.2)
Now let the inhibitor be removed for a short time so that an 
infinitesimal amount of reaction can take place. The inhibitor is 
then rapidly reintroduced. According to the Second Law the entropy 
will increase during the reaction. After the inhibitor has been replaced 
the system is again in internal equilibrium. The increase in entropy 
is, therefore, according to (15.7) and (16.1),

TdS = fMAdnA — fjLBdnB —/xc dnc (U =  const, V =  const). (16.3)

I f  we now introduce the progress variable £ and the affinity A, as in 
§ 14, eq. (16.3) becomes

T <LSf =  A d£ (U = const, V =  const). (16.4)



We have thus defined changes in entropy for a homogeneous system 
for conditions other than those o f chemical equilibrium.

These considerations may be extended quite simply to other 
internal parameters. The considerations are based on the fact that 
equilibrium is expressible only with respect to definite processes and, 
furthermore, that the introduction of an inhibitor increases the 
number o f variables o f state.

It is, o f course, absurd to suppose that, in the foregoing considera­
tions, entropy is ‘created’ by the introduction of the inhibitor. The 
introduction o f an inhibitor is simply an intellectual aid which makes 
possible the definition o f entropy at non-equilibrium using our 
previous conclusions. The concept is similar to the drawing of a 
tangent to the distance-time curve in the definition of non- 
uniform velocity. The question as to whether suitable inhibitors 
are actually available in any particular case is, therefore, o f no 
significance.

The introduction of internal parameters is not confined to 
considerations of homogeneous phases. It is easy to see that the 
concept of a progress variable is similarly applicable to heterogeneous 
reactions; but one or more internal parameters may also be introduced 
into the discussion o f other heterogeneous systems when changes in 
variables o f state are limited by secondary conditions. A simple 
example is discussed in § 17.

We have now also defined entropy for all non-equilibrium states 
which we have to consider. We can thus use the principle o f entropy 
increase to formulate conditions for thermodynamic equilibrium. 
This problem will be discussed in the following section.

§ 17 Gibbs’ equilibrium conditions

One o f the main problems o f thermodynamics is the explicit 
formulation o f conditions for thermodynamic equilibrium for various 
special cases (e.g. vapour pressure, osmotic and chemical equilibria). 
The older method of solving this problem (used in Europe fairly 
generally until about 1930) was to construct a reversible cyclic 
process for every special case.

This procedure has yielded important results. It is, however, not 
only complicated but also apt to errors. Nowadays, therefore, the 
method in general use is that due to Gibbs. This starts by formulating 
completely general conditions for equilibrium and deduces all special 
cases from these by purely mathematical considerations.



From a purely formal point o f view Gibbs’ formulation o f the equi­
librium conditions is analogous to the use o f extrema in mechanics. 
It can, therefore, like the latter, be considered from an axiomatic 
standpoint. We shall not, however, concern ourselves further with 
this standpoint although it explains why we shall deduce from Gibbs’ 
formulation several points which were introduced as facts o f ex­
perience in Chapter I. We shall first deal with the mathematical 
formulation, followed by some explanations and proofs in so far as 
they are not already given in Chapter I.

Gibbs’ equilibrium conditions are:
For a closed system, whose work co-ordinates are fixed, to be in 

equilibrium it is necessary and sufficient that either
(SS)u^O (17.1)

or
(bU)8 > 0. (17.2)

Explanations.
(a) The symbol 8 denotes a virtual displacement in the sense used 

in analytical mechanics. It thus represents an imaginary change 
o f state which is infinitesimally o f the first order and obeys the 
following conditions:
(a) The change of state must be possible, i.e. consonant with the 

general conditions governing the system [cf. (b)].
(ft) The change o f state is not a function o f time.
(y) The entropy is defined for the changed state as well as for 

the initial state.
(b) The conditions governing the system are initially given by the 

definition ‘closed system with fixed work co-ordinates’ . Further­
more, the subscript U means that the internal energy remains 
constant for the change. This implies that condition (17.1) for 
the entropy is applied to an isolated system. Condition (a a), 
furthermore, excludes in particular
(a) changes of state prevented by some inhibition such as the 

oxygen-hydrogen reaction at room temperature in the 
absence o f a catalyst,

Ф) changes of state for which the entropy o f adiabatically 
isolated part systems decreases.

I f the equilibrium condition is (17.2), however, the system is not 
isolated since the secondary condition demands constant entropy and 
this does not imply adiabatic isolation. In any case, (17.2) would not 
make sense for an isolated system for which variation o f internal 
energy is impossible.



(c) The equality sign in (17.1) means that entropy as a function of 
the variables under consideration possesses a stationary value 
at equilibrium. Since (17.1) contains only the first derivative, it 
does not state whether the stationary value is a maximum or a 
minimum. We shall return to this problem in § 18.

The inequality sign (which is frequently misunderstood) refers to a 
state o f affairs when virtual displacements are possible in only one 
direction. It is, therefore, impossible to decide whether the equili­
brium value o f the entropy is a stationary point in the mathematical 
sense.

Let us illustrate the above by means o f an examplef and consider 
the distribution o f a substance i between two phases ' and ". A 
particular case would be the distribution o f a solute between two 
immiscible solvents (e.g. benzene and water would constitute a good 
approximation). The distribution may be described by the parameter

We must distinguish between two cases:
(a) The substance i at equilibrium occurs in both phases. The 

equilibrium value £eq is then positive and finite (e.g. the 
distribution o f benzoic acid between water and benzene). The 
function S(£) is, therefore, physically meaningful for both 
f  < f eq and £> f eq. Virtual displacements are thus possible on 
both sides o f £eq. Statement (17.1) shows that, for this case, 
£eq is a stationary point o f the function S(£). (Fig. 9.)

(17.3)

e-------►
Fio. 9. Illustration of the equilibrium condition

For a stationary point we have

(17.4)

t R. Haase, Thermodynamik der Miechphaeen, Berlin, 1956.



The first-order variation is, therefore, with all other variables 
constant,

“■(IL8f-°- (i,-5)
(j8) Substance i at equilibrium occurs in only one phase, say ". The 

equilibrium value f eq is zero (e.g. approximately for the 
distribution of naphthalene between water and benzene). The 
S(£) curve becomes physically meaningless for £ < £ eq and 
virtual displacements are possible only for > 0. (Fig. 10.)

Fig. 10. Illustration of the equilibrium condition

Equation (17.1) now states that S8 is zero or negative for a 
virtual displacement. Figure 10 shows that the derivative at 
the point £eq may be zero or negative. It is therefore possible, 
but not necessary, for f eq to be a stationary point.

We have, therefore,

(17.6)

and thus

S8 = (D.«- (17.7)

The quantity used here is an internal parameter, as described 
in § 16, for the complete system. This simple example shows 
clearly how this internal parameter is related to the variables 
o f state of §15. We therefore choose as variables the mole 
numbers n\ and n\. Since the system is closed the secondary



condition that the sum n\ + n\ must remain constant applies to 
all virtual changes. Case (a) thus now becomes

“ -ss'+ss'-(§).,s”;+(5 Ls< (,7-8)
together with the secondary condition

bn\ +  bn\ =  0. (17.9)

For case (/?) we have, in this notation,

bS = bS' + bS• = I (17.10)

with secondary conditions

8nJ + 8n ;=  0, Sn'i > 0, Sn'l < 0. (17.11)

These formulations show explicitly that the general equilibrium 
condition is in the form of an extremum expression with secondary 
conditions.

We chose as our example the problem of the distribution of a 
substance between phases because of its simplicity. Case (j9) can in 
practice be ignored in this connexion. We shall generally not consider 
it for explicit calculations although it was discussed in detail by 
Gibbs. It is, however, o f interest in connexion with chemical reactions 
(§36) and also occurs with certain internal parameters which are 
introduced in statistical thermodynamics, e.g. long-range order in 
binary mixed crystals.! Its discussion is, therefore, justified not only 
on historical grounds.

Proofs. The equilibrium condition (17.1) follows directly from the 
Second Law, statement (15.9), and the definition o f equilibrium in 
§ 16. We can, therefore, here dispense with a repeated proof o f the 
necessity and sufficiency o f the condition. We must, however, 
remember that, in the case o f the equality sign, (17.1) contains only 
a part of the statement (15.9) since (17.1) simply states that the 
entropy must have a stationary value at equilibrium. The possibility 
o f such a division (first carried out by Gibbs) is based on the formula­
tion in terms of the extremum principle. It has proved extraordinarily 
fruitful for thermodynamics.

t  Cf. § 49.



However, the equilibrium condition (17.2) does not follow directly 
from (15.9). We shall prove, therefore, that it constitutes a formula­
tion equivalent to the condition (17.1). The proof rests on the 
following two facts:

(a) The system is, by definition, not isolated. When [as in the 
formulation (17.1)] no additional conditions are imposed heat 
may be gained or lost by the system without restriction.

Ф) According to (a) it is always possible to increase or decrease the 
energy and entropy of the system concurrently by the intro­
duction or abstraction o f heat.

Proof of the equivalence of (17.1) and (17.2).
(a) Suppose that the condition (17.1) is not valid. There must then 

be a virtual change for which
88 > 0 , 8U = 0. (17.12)

Starting from this changed state II a state III can be attained 
by a simultaneous decrease of the energy and the entropy. If 
state III is regarded as a change from the initial state I, then

8S = 0, 8U< 0. (17.13)
This, however, also contradicts the condition (17.2) (Fig. 11a). 

(b) Suppose that the condition (17.2) is not valid. A change must 
then be possible for which

8U <0, 8S =  0. (17.14)
Starting from this changed state II, a state III will be accessible 
by a simultaneous increase of the energy and the entropy. If 
state III is regarded as a change from the initial state I, then 

817 = 0, 8S> 0. (17.15)
The condition (17.1) is, therefore, likewise contradicted 
(Fig. lib ). The equivalence of (17.1) and (17.2) is, therefore, 
established.

to

Addition 
of heotv У

ъи <0,В 5 = 0

ш
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и
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Fig. 11. Proof of the equivalence of (17.1) and (17.2)



The fact that consequences of the Second Law can also be 
represented on the basis of internal energy if entropy is chosen as an 
independent variable of state was discovered by Gibbs. It shows the 
division into the First and Second Law to be fundamentally arbitrary 
and is to be understood merely on historical grounds (cf. the discus­
sion of the First Law in § 8). The use of internal energy as a function 
of state and of entropy as an independent variable of state further­
more leads to a simplification o f the formal representation; this will 
become apparent in Chapter III.

§ 18 The stability conditions

We have already mentioned several times that the equilibrium 
conditions (17.1) and (17.2) (for the case of the equality sign) merely 
contain the statement that, at equilibrium, under the given condi­
tions, the entropy or, as the case may be, the internal energy has a 
stationary value. This situation is entirely analogous to the state of 
affairs in mechanics where the definition of equilibrium leaves open 
the question whether the equilibrium is stable, unstable, neutral, or 
metastable.

This limitation derives formally from the fact that (17.1) and (17.2) 
contain only first-order differentials, i.e. that the Taylor series 
expansions (17.5) and (17.8) end with the linear term. Higher-order 
differentials must, therefore, be considered if all the consequences of 
the Second Law are to be used for the formulation of equilibrium 
conditions. We find that no differentials o f order greater than two are 
significant in thermodynamics; this will become apparent later, in 
Chapter IV. We shall ignore this for the time being and shall use the 
symbol Д to denote virtual displacements defined by including 
higher-order differentials.

As in mechanics we then distinguish between the following cases:
(a) Stable equilibrium. For all virtual displacements, we have

(M )u < 0  (18.1)
or

(AU)s > 0. (18.2)

At stable equilibrium under given conditions, therefore, the entropy 
is a maximum (highest possible value) or the internal energy a 
minimum (lowest possible value). This statement is derived from the 
Second Law.
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(b) Unstable equilibrium. There are virtual displacements for 
which

( M ) v >0  (18.3)
or

(A£7)s<0. (18.4)
In this case the stationary value of the entropy is a minimum, and 
that of the internal energy a maximum.

Unstable equilibria are not physically realizable. This statement 
which has occasionally been challenged on the basis o f phenomeno­
logical arguments can be proved within the framework o f statistical 
thermodynamics.

(c) Neutral equilibrium. There are virtual displacements for which

(Щ и  = 0 (18.5)
or

(A V)s =  0. (18.6)
This case is possible in principle but will not be discussed until 
Chapter VI.

(d) Metastable equilibrium. We understand by this the case where 
an equilibrium is stable with respect to infinitesimally near neigh­
bouring states but is unstable with respect to states with finite 
differences. A well-known example is a supercooled liquid. Within 
the framework of thermodynamics this case has no innate signifi­
cance. The basic state of affairs can best be represented by means of 
the concept of inhibition.



Thermodynamic potentials and 
Massieu—Planck functions

§ 19 Interlude: Legendre transformations. Homogeneous functions 
and Euler’s theorem

We shall need some further mathematical aids to build the formal 
framework of thermodynamics. We shall develop these aids in the 
present section.

(a) Legendre transformations. Consider the following problem: Let 
there be a function

are introduced as independent variables;
(P) it is a one-one transformation.
Requirement ((}) means that, starting with the transformed 

function, the original function (19.1) must be capable o f unique 
reconstruction. In other words, it is essential that the transformation 
conserves the mathematical content (or the corresponding physical 
information) o f (19.1).

Let us illustrate the problem and its solution by using the example 
of the single variable. Our original function is now

This equation represents a curve in the x, ̂ /-plane. The gradient for 
each ж-value is given by

У = У(х .......... *»)• (19.1)

We now look for a transformation such that 
( a )  one or more of the differentials

(19.2)

У =  y{x). (19.3)

(19.4)

63



It might be thought best to solve the problem by eliminating x from 
eqs. (19.3) and (19.4); у is indeed obtained as a function o f p, viz.

У =  У(Р)- (19.5)

If, however, we attempt to reconstruct the original function (19.3) 
from (19.5), we find that no unique solution is obtainable and that 
condition (/?) is thus not satisfied.

The formal reason for this is simply that (19.5) is a first-order 
differential equation whose solution represents a family o f curves in 
the x,y-plane. The change from (19.3) to (19.5) therefore involves the 
loss o f part of the mathematical content of (19.3). The solution of the 
problem which satisfies the two conditions (a) and (ft) is based on 
the fact that a curve in the x , y-plane may be regarded either as the 
geometrical locus of the points (x,y) which obey equation (19.3), or 
as the envelope of the family of tangents to (19.3) (Fig. 12).

Fig. 12. A curve as the envelope of its family of tangents

An equation which defines the family o f tangents is thus 
mathematically equivalent to eq. (19.3). If, therefore, we denote 
by p the gradient of the tangent and by ф its intercept on the 
ordinate, the equation

Ф =  Ф ( р ) ,  (19-6)
which assigns a value of ф to each value of p, constitutes the formal 
solution of the problem. Since (19.6) represents the family o f tangents 
to the curve (19.3), p is defined by eq. (19.4) and (a) is satisfied. 
Furthermore, the representations (19.3) and (19.6) bear a unique and 
reversible relation each to the other and thus (j9) is also satisfied. We 
still have to calculate explicitly the function (19.6) from (19.3). For 
this purpose we consider a tangent to the curve (19.3) at the point 
(x,y). This tangent has a gradient p  and an intercept ф on the
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ordinate. By definition we then have
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l

(19.7)

or
Ф = y -p x . (19.8)

I f the quantities x and у are now eliminated from eqs. (19.3), (19.4), 
and (19.8), the required relation between ф and p is obtained. It is 
easy to see that the process can be reversed to recover (19.3) from 
(19.6). By differentiating (19.8) and introducing (19.4) we get

d ф = — p dx  — xdp + dy = — xdp 
or

(19.9)

dф
dp' (19.10)

If the variables ф and p are eliminated from eqs. (19.6), (19.8), and
(19.10), then (19.3) is recovered. The elimination of the variables is 
possible only if p is a function o f x. I f  (19.4) is expanded into a 
Taylor series according to

+<1II (19.11)

the sufficient condition

d# (19.12)

° r ^ # 0  ^ # 0  da;2 ^  ’ dp2 * (19.13)

is obtained. These conditions are adequate for most applications. The 
few special cases in which they are not satisfied require separate 
discussion.

Let us now represent the above procedure once more, this time 
schematically:

У = У(х),

P =
dy
da;’

Ф = - px + y ,

— x = (19.14)

Elimination o f x and у gives ф = ф(]))- 
Elimination o f p  and ф gives у = y(x).



The transformation y(x)  ^  ф(р) defined by the above equations is 
called a Legendre transformation; ф (р)  is called the Legendre 
transform of y(x). The Legendre transformation is a special case of a 
contact transformation. It occurs in classical mechanics on changing 
from a Lagrangian to a Hamiltonian formulation. The property 
which is important for our purposes is as follows:

The Legendre transformation does not result in assigning to each 
point in the x ,y -plane a corresponding point in the ^f,p-plane. It 
does, however, assign reversibly and uniquely a point on the curve 
ф(р) to each point on the curve y(x).

These considerations can be generalized for the function (19.1) 
with n independent variables by substituting (n+  l)-dimensional 
space for the plane. This causes no difficulty at all. We shall, there­
fore, not carry out the process in detail but simply quote the neces­
sary formulae. We shall also consider the important possibility that 
only a sub-group (xv  . . . ,x k) of the complete group (xv  . . . , x n) needs 
to be transformed. In geometric terms this means that the trans­
formation is performed into a (&+1)-dimensional sub-space of the 
(n+ 1 )-dimensional space. The sub-space must obviously contain the 
2/-co-ordinate. The variables xk+1, . . . ,x n are to be regarded as para­
meters for the &-fold Legendre transformation. We then have the 
following scheme analogous to (19.14):

У = у(хг, . . . , х к, . . . ,х „ ) , rH+£ft,II

dy
~Xl = Wi ( i^ k)’

n
dy = 'LPi dxit1=1

A|съII4̂

к
Фк = У ~ Ъ р ^ ,г=1

d</< =  — 2> id p f + ^  p } dxp
i—1 j=k+1

к
у = Ф + ’£ ,ъ р 1-i= 1

(19.15)

Elimination o f у  and х г , . . . ,  xk gives

Ф =  Ф (Р 1 ,...,Р к,Хк+1, . . . ,Х п).

Elimination o f ф and p l t . . . ,p k gives у  =  y (x x, . . . , x k, . . . , x n).



For this general case the sufficient condition for the existence o f 
the transformation is

S(p1, . . . ,p k)
d(xv ...,xk)

d2y
dx; dx4 Ф 0 (i>j^k)j (19.16)

i.e. the Jacobi determinant for the p { and must differ from zero.
(b) Homogeneous functions and Euler's theorem.
Definition. If a function

ф = ф(х1у...ухп) (19.17)
obeys the equation

ф(осХ1У...,осХп) =  о/ф(х19 ...,я те) (19.18)
where l is a positive integer, it is said to be a homogeneous function 
of the Ith degree.

Euler's theorem. For homogeneous functions of the Zth degree it is 
true that

n дфЩхх, ...,x„) = 2  ̂7^x{. (19.19)

Proof. I f  the eq. (19.18) in the definition is differentiated with 
respect to a ,  we have

™ doc d(ocxf) 
<=i 8(лх{) да 1а1- 1ф(х1,...,х п). (19.20)

This relationship must be true for all values of a .  If we put a  equal to 
unity, eq. (19.19) follows directly.

As far as thermodynamics is concerned, homogeneous functions of 
the first degree ( 1 = 1 )  are the only ones required.

§ 20 The fundamental equation. Extensive and intensive
parameters. Equations of state. The Gibbs-Duhem equation

We shall now discuss Gibbs’ fundamental equation (19.7) in 
somewhat greater detail. For simplicity’s sake we shall confine our­
selves to a consideration o f volume as the only work co-ordinate. We 
shall discontinue using the phase index which is o f no significance 
for our present purpose. We therefore write the fundamental equation 
in the form

d S - f d U  + f d V - Z & d n t  (20. 1)

or, by integration,



In §§17 and 18 we have already shown that, for the equilibrium 
and stability conditions, an equivalent representation is possible by 
considering the internal energy. Let us, therefore, change the 
fundamental equation into the corresponding form.

Since, by definition (§10),

m
\<W )  v,nb...,nm

> 0 (20.3)

the entropy constitutes an unique, continuous, and differentiable 
function o f the internal energy if all other quantities o f state are 
constant. Equation (20.2), therefore, can be solved uniquely for U 
and we obtain

U =  U ( S , V 9nv . . . ,nm) (20.4)

or, in differential form,
m

d U = T d S - P d V +  Z/^dn*. (20.5)
i=i

This equation, too, is called Gibbs’ fundamental equation. Equation 
(20.1) is called the entropy representation; eq. (20.5) is the energy 
representation. In thermodynamics the energy representation is 
nowadays used almost exclusively; the entropy representation is of 
significance mainly for the thermodynamics o f irreversible processes 
and for statistical mechanics. We shall, therefore, from now on 
mention the entropy representation only in connexion with a few 
general considerations. The variables of state which occur in the 
fundamental equation fall into two classes according to their 
properties. The variables o f the first class have the property that, 
when two part systems ' and " are combined into an (unprimed) 
total system, the relationship

+  (20.6)

applies. These variables of state are called extensive parameters. 
Volume and mole numbers obviously belong to this class.

Variables o f the second class are defined by means o f contact 
equilibria in such a way that, at equilibrium,

= P\. (20.7)
This was discussed in greater detail in §15. Such variables, e.g. 
temperature, pressure, and chemical potential, are called intensive 
parameters. If we now consider the Laws [cf. eqs. (8.8) and (10.26)], 
it follows that internal energy and entropy are extensive parameters.



We are now in a position to formulate the next important properties 
of the fundamental equation. We shall first give a summary of these 
properties, followed by some explanations.

Properties of the fundamental equation.
(a) The fundamental equation is, in both the entropy and the 

energy representation, a function which depends only on 
extensive parameters.

(b) The fundamental equation is, in both the entropy and the 
energy representation, a homogeneous function o f the first 
degree in all independent variables.

(c) The fundamental equation is, in both the entropy and the 
energy representation, a characteristic function, i.e. one which 
contains every statement that thermodynamics can make 
about the system.

(d) The definition o f intensive parameters is, in the entropy 
representation,

OQ j^f
^

 Ic3 
II*4*Oh (20.8)

and in the energy representation
_  dup
1 “  8ХГ

(20.9)

(e) Any intensive parameter can be represented as a function of 
the same independent variables which occur in the correspond­
ing form of the fundamental equation. Such equations which 
have the general form

р, = а д , . . . , х г) (2o.io)
are called equations of state. The functions (20.10) are homo­
geneous and of the zeroth degree.

(f) The equations of state are not independent o f each other since 
there is an additional relationship between these intensive 
parameters. This relationship in the differential form is called 
the Gibbs-Duhem equation. It is, in the entropy representation,

Dd(?)+Fd(fh f ,”‘d(r ) -°  <20U>
and in the energy representation

m
S d T -  VcLP-b Z^d/x* = 0.

i=l
(20. 12)



Explanations and proofs.
Re (a): This statement follows from eqs. (20.1) and (20.5) together 

with the Laws and the definition o f extensive parameters.
Re (b ): I f  we assume that the part systems ' and * in eq. (20.6) are 

equal, the statement follows from (a) and the definition (19.18).
Re (c): This statement summarizes the following properties:
(a) I f  the fundamental equation is known for all homogeneous 

regions o f a system, the thermodynamic equilibrium o f the 
total system can be calculated explicitly by substitution into 
(17.1) or (17.2).

Ф) Every statement concerning the stability o f the equilibrium is 
deducible from (18.1) to (18.6).

(y) The partial first derivatives o f the fundamental equation give 
the intensive parameters. In the energy representation we have 
in particular that

w ) .

1 = T, (20.13)
Vtnb.,nm

1 =  - л (20.14)

m
zr) (20.15)

(8) The partial second derivatives yield other measurable 
quantities. On the basis of the general relationship

дч 34
дх ду ду дх (20.16)

for a complete differential df, equations which interconnect 
these measurable quantities are also obtained. We shall give 
only one example for the energy representation since we shall 
discuss the second derivatives in detail in §§ 24 and 25. Accord­
ing to (20.5) and (20.13) we have

д2и  d /du\ /дт\
dVdS~ dV\ds) -

(20.17)

This quantity represents the temperature increase per unit 
volume for a quasi-static adiabatic expansion. From (20.5) and 
(20.14) we have that

B2U d_lSU\ _ / 8P\
dSdv~ ds \dv) ~~\ds)Vtn



The quantity on the right may also be written in the form 
T(dPjdQ)v . It therefore denotes the increase in pressure when 
one unit o f heat is introduced at constant volume. From (20.16) 
we get

(20.19)

Relationships of this type are known as Maxwell relations. It is 
important to remember that the properties o f characteristic 
functions do not belong to the entropy or internal energy as 
such; these properties depend entirely on the set o f variables 
chosen for the fundamental equation. This can be shown easily 
by means o f a counter-example. The internal energy may be 
represented as a function o f the variables T, F, n (for a one- 
component system). We then have

dU = (20.20)

This equation is perfectly correct and, according to the First 
Law, dU  is a complete differential in this representation as 
well. The function

U = U(T, V,n) (20.21)
is, however, not a characteristic function. It can neither be used 
to calculate thermodynamic equilibrium nor can the intensive 
parameters P  and p  be obtained from it by differentiation. The 
reason is that the entropy is not uniquely defined in eq. (20.21). 
Comparison with eq. (20.13) shows that (20.21), when con­
sidered from the point of view of the fundamental equation, 
represents a partial differential equation of the first order whose 
solution includes arbitrary functions. Equation (20.21) can, 
therefore, be obtained from the fundamental equation (20.4) 
but the reverse process is not possible. In other words, the 
representations (20.4) and (20.21) are not equivalent and (20.21) 
contains less information than (20.4). The representation 
(20.20) is, in principle, already known from § 8. We shall see 
that (20.20) is o f considerable importance and that it leads 
directly to the definition o f the molar heat capacity at constant 
volume, Cv. For и — Ujn, we have that



Re (d): Extensive parameters are the same whether the representa­
tion is in the entropy or energy form. Entropy and energy simply 
exchange roles. The explicit definition o f intensive parameters is, 
however, different in the two representations as can be seen by 
comparing (20.1) and (20.5). The great advantage o f the energy 
representation is that it uses the directly measurable intensive para­
meters (T , -Р ,/х г) while the intensive parameters (1 jTyPjT, -fiJT ) 
of the entropy representation are not directly measurable.

Re (e): The equations of state (for a one-component system) are, 
in the entropy representation, expressed explicitly as

i  =  i (C / ,  V,n), (20.22)

P  PJ  = J(E7, V,n), (20.23)

$  = $ & >  Г .» ) , (20.24)

and in the energy representation as

T  = T(S, V,n), (20.25)

P  = P(S, V,n), (20.26)

fi = p(S, V,n). (20.27)

An older terminology which is, however, still used quite frequently 
refers to the equation

P  =  P ( T t V,n) (20.28)

as the thermal equation of state, while the equation

U = Щ Т, V,n) (20.29)

is called the caloric equation of state. Comparison with (20.22) and 
(20.23) shows that (20.28) and (20.29) are part o f the entropy 
representation and simply represent a transformation o f the clearer 
expressions (20.22) and (20.23). The thermal equation o f state is 
identical with eq. (7.7) introduced in §7 as the equation for the 
isotherms. In eq. (20.28) the empirical temperature has simply been 
replaced by the absolute temperature.

That the equations o f state are homogeneous functions o f the 
zeroth degree follows from (b) together with the definitions (19.18)
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and (20.8) or (20.9). According to these we have that

и

^
 ISII

Л
 a (20.30)

or
8(<xU) 8U 
d(<xXt) ~ dXt ~ *' (20.31)

Therefore,
........................................x r). (20.32)

The system is thermodynamically not completely defined by a 
single equation of state. Knowledge of all the equations o f state is, on 
the other hand, equivalent to knowledge of the fundamental equation. 
The property (b) shows, however, that (for a one-component system) 
a knowledge of two equations of state is enough to define the thermo­
dynamic system completely. If, in eq. (20.32) (with r = 3), we put 
a = X z l, we obtain three equations of state of the form

p<=PiS,J’1)' (20-33)
The variables Х г/ Х 3 and X 2/ X z can be eliminated from these three 
equations. We then get an equation involving the three intensive 
parameters Pt. If, therefore, we know two equations of state, we can 
calculate the third intensive parameter from them.

The variables which appear in (20.33) are, in the entropy 
representation, the molar quantities

U V
*  = ”  = -  (20.34)n n

or the densities

U n
V ’ p ~ r

(20.35)

In the energy representation we have the molar quantities

or the densities

s
S V- ,  v = — 
n n

S n
V ’ p =  V'

(20.36)



Molar quantities and densities are independent of the size of the 
system, i.e. they do not possess the properties o f extensive para­
meters defined by eq. (20.6). They are, therefore, often called inten­
sive variables of state in the literature. This terminology is misleading 
and should be avoided. Molar quantities and densities do not possess 
the fundamental property of intensive parameters as given by 
eq. (20.7). This is obvious from the simple example of the molar 
density for e.g. a liquid-vapour equilibrium.

These ideas may be looked at in a slightly different way. According 
to (b) and (19.18) we have for the fundamental equation (20.4) (for 
one-component systems)

olU = U((xS,(xV,(xn). (20.38)
If we again let a = l/n and use the definitions (20.36), we have that

и = u(s,v> 1) (20.39)
or, in differential form,

dtt = ds +  ̂  dv. (20.40)ds dv
According to (20.31), however, we have that

d u _ d U _  
ds ~ ds ~ 1 ' dv “  dv  ~

Equation (20.40) thus becomes
du =  Tds — P  dv.

(20.41)

(20.42)
Equations (20.39) and (20.42) are referred to as the fundamental 
equation per mole. I f the equations of state for T  and P  are given, 
the explicit fundamental equation per mole is obtained by substitu­
tion into (20.42) and integration. Corresponding considerations apply 
to the entropy representation.

Re (f): The additional relationship between the intensive para­
meters which can be deduced from (b) may be expressed explicitly 
in differential form. From (b) together with Euler’s theorem and 
eqs. (20.13)-(20.15) we find that the fundamental equation (20.4) 
may be written as

i = 1

This gives on differentiation

(20.43)

d V  = T d S + S d T - P d V - F d P +  f ^ d n ^  EM M *- (20-44)
г= 1 г= 1
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Comparison o f (20.44) with (20.5) gives
m

S d T -V d P -h  = 0. (20.45)
г=1

This extremely important relationship is called the Gibbs-Duhem 
equation.

The Gibbs-Duhem equation in the entropy representation is

(7d (I) + y d( J ) - | i, (d ( f i ) . « .  (20.46)

The Gibbs-Duhem equation may be used in place of the method 
described under re (e) to obtain the fundamental equation from two 
equations of state. The various methods may easily be carried out 
explicitly by using, for example, the case of an ideal gas.

§21 Thermodynamic potentials
We have shown that the fundamental equation in either the 

entropy or the energy representation contains the maximum possible 
amount o f information about a system. The explicit development of 
this information within the formal framework discussed in §20, 
however, often encounters extraordinarily great difficulties. The 
basic reason for these difficulties lies in the fact that only extensive 
parameters occur as independent variables in the fundamental 
equation. Extensive parameters are, however, usually measurable or 
controllable only with difficulty, or not at all. To give only two 
examples: there is no instrument which measures entropy directly 
nor is there any device to keep the entropy constant; it is practically 
impossible to keep the volume of a condensed phase constant. On 
the other hand, as has been previously mentioned, the intensive 
parameters in the energy representation are directly measurable and 
experimentally easily controlled. This is the natural consequence of 
the definition of intensive parameters by means o f contact equilibria. 
We are, therefore, now faced with the problem of extending the 
formal apparatus o f thermodynamics. The problem may be formu­
lated as follows:

The fundamental equation is to be transformed by the introduction 
of one or more intensive parameters as independent variables while 
the complete information contained in the fundamental equation is 
preserved.

The latter requirement merely states that the transformed function 
must retain the properties of a characteristic function. We are now



obviously faced with the same question from which we formally 
started in §19. The problem is, therefore, solved by a Legendre 
transformation o f the fundamental equation.

In order to make the formal development as clear as possible we 
shall now make considerable use of the previously used ‘generalized 
quantities of state’ Xi and Pt. The advantage o f this notation derives 
from the fact that the only relevant factor for many thermodynamic 
relationships is the difference between extensive and intensive para­
meters. Many similar relationships can, therefore, be summarized by 
means o f a single equation in this way. We must, however, bear in 
mind that energy and entropy possess, apart from the general 
properties of extensive parameters, additional individual properties 
derived from the Laws of thermodynamics. Whenever convenient we 
shall, therefore, introduce energy in the entropy representation and 
entropy in the energy representation by means o f explicit notation.

Analogously, chemical potential occupies a special position among 
intensive parameters as can be seen from the way in which chemical 
potential was introduced (§15). The definition o f neither T  nor P 
contains an arbitrary constant. An examination o f (21.40), however, 
shows immediately that chemical potential is defined apart from a 
term a + bT where a and b are arbitrary constants.

The Legendre transformation may be applied to both the entropy 
and the energy representation leading to two series o f characteristic 
functions. We shall limit the discussion in this section to the energy 
representation which has by far the greater significance in 
thermodynamics.

The fundamental equation in terms of generalized quantities of 
state is

U = U(Xt,.. . ,X T) (r^m  + 2). (21.1)
The intensive parameters are given by

Pi = { d x ) Xl ■ (2L2)

The quantities Xt and Pi as related by eq. (21.2) are called conjugate 
parameters. The fundamental equation in differential form now 
becomes

d U = i lPi dX i. (21.3)
i=i

The Legendre transforms of the fundamental equation in the energy 
representation are called thermodynamic potentials. The general



definition o f thermodynamic potentials is, therefore,

'¥u - V - ' Z P tXi.
г-1

(21.4)

The sufficient condition for the existence of these transformations is

(21.5)\ U  \ =  ф  q

Differentiation o f (21.4) and introduction o f (21.3) gives

<TF* = -  S X ,d P ,+  S  (21.6)
г= 1  j= k + 1

For &<r all thermodynamic potentials are, by definition, charac­
teristic functions. Furthermore, they are homogeneous first-order 
functions o f the extensive parameters. Equation (20.43) in terms of 
generalized quantities of state is

U

Substitution into (21.4) gives

2  pi x i-
г= 1

Tfc= S P} x ,
j= k + l

(21.7)

(21.8)

which, with Euler’s theorem, proves the proposition. The partial 
derivatives of a thermodynamic potential with respect to the inten­
sive parameters Pi give (with a negative sign) the conjugate extensive 
parameters X {. We have, therefore, that

a n  =  _ x
dPi Xi~ (21.9)

Partial derivatives with respect to extensive parameters Xj give, as 
in the fundamental equation, the conjugate intensive parameter Pim 
We have, therefore, that

(21.10)= PdXj r
If к = r, we have a special case, for which eqs. (21.4) and (21.7) give

T r = = 0 (21.11)
i = 1 г - 1

and, therefore, according to (21.6)

dY r = Yi Xi dPi = 0.
г= 1

(21. 12)



This is simply the Gibbs-Duhem equation in terms of generalized 
quantities of state. The initially surprising fact that the complete 
(r-fold) Legendre transform o f the fundamental equation, i.e. the 
thermodynamic potential, is identically equal to zero is mathe­
matically based, as shown by the derivation, on the fundamental 
equation being a homogeneous function o f the first degree. Physically 
it is explained by the need to have at least one extensive parameter 
for the definition of the system.

Let us now consider those special cases o f eq. (21.4) that are 
important in thermodynamics. We shall use the explicit notation for 
quantities o f state.*)* The thermodynamic potential

U = U(S, V,nv ...,n m) (21.13)

is merely the fundamental equation in the energy representation 
which has already been discussed in detail in § 20. We shall use the 
function again in the course o f certain general considerations. It is, 
however, inconvenient for the treatment o f particular problems for 
the reasons given at the beginning of this section.

The thermodynamic potential

H = H (S,P9nl9...9nm) (21.14)

is called the enthalpy or heat content.
Equation (21.4) in this connexion becomes

H = U + PV  (21.15)
and eq. (21.6) becomes

d #  = T dS +  F d P +
t=i

The partial derivatives are, therefore,

(21.16)

(21.17)

Let us now discuss briefly the physical significance o f enthalpy. Any 
concrete physical interpretation inherently seizes on only one aspect 
and can, therefore, never represent the total nature o f a thermo­
dynamic potential. Any such interpretation must, therefore, never 
be identified with the function itself.

t  The symbols for entropy and the important thermodynamic potentials are 
fixed by international convention.



Let us now recall two results which were discussed in detail in 
Chapter I. I f the reversible work done by a system is denoted by 
W* = — W, we have

— (dt/)s,n =  dTT*. (21.18)
The work done by a closed system at constant entropy, i.e. under 
quasi-static adiabatic conditions, is equal to the decrease in internal 
energy. Also,

(dU)Vtn = TdS = dQ. (21.19)
The heat introduced into a closed system at constant volume is equal 
to the increase in internal energy.

In order to arrive at an analogous result for the enthalpy, we 
imagine the system to be coupled to a reservoir which maintains the 
pressure in the system constant. These conditions allow work due to 
volume changes to be done, but this work cannot appear as useful 
work since it is done only in order to keep the pressure constant. If, 
therefore, a result analogous to (21.18) is wanted at least one further 
work co-ordinate must be introduced. We shall now introduce the 
extra work co-ordinate; for the sake o f simplicity, however, we shall 
not introduce the extra co-ordinate generally and shall suppose the 
system and reservoir to be adiabatically isolated. The reservoir will 
be denoted by the subscript R. The reversible work done by the 
system and reservoir is then, according to (21.18),

dW* = —d(U + £7r ). (21.20)
Since the system and the reservoir are in equilibrium with respect to 
pressure and, furthermore, P  = const, we have

-dU K = PdVn = -P d V  = -d (P V ). (21.21)
We now get from (21.15), (21.20), and (21.21)

-(d H )S'Ptn = dW*. (21.22)
Thus, the reversible work done by a closed system at constant 
entropy and constant pressure is equal to the decrease in its enthalpy. 
Analogously to (21.19) we have

(d Я )Р#Л = d Q, (21.23)
i.e. the heat introduced into a closed system at constant pressure is 
equal to the increase in enthalpy. Since the heats o f various processes 
(mixing, chemical reactions) are usually measured at constant pres­
sure, (21.23) gives directly the significance o f enthalpy for the 
theoretical interpretation of such measurements.



An important application o f enthalpy is found in the theory of the 
Joule-Thomson effect since this effect occurs at constant enthalpy. 
Theoretical consideration o f the Joule-Thomson effect will have to 
be deferred to § 24 since certain formal aids must be developed first.

The use of enthalpy as a thermodynamic potential is difficult since 
enthalpy contains entropy as an independent variable. Enthalpy can 
be represented as a function o f state by expressing it as a function of 
any complete set o f variables of state; enthalpy is then, however, no 
longer a thermodynamic potential. The representation

H = Я (Т ,Р ,п 1, ...,n m) (21.24)

which is analogous to (20.20) and (20.21) and where

dtf =
m

d P + S
<=i

(21.25)

is o f particular importance. The reason for the special significance of 
this representation will be explained in §24. It is sufficient to note 
here that (21.25) directly yields the definition o f the molar heat at 
constant pressure, Cp. Putting h =  Hjn (for one-component systems) 
we have, because o f (21.23), that

°p =  ( a r ) P n ;  ( 2 1 - 2 6 )

The derivative ( d H is, however, not a chemical potential. 
The thermodynamic potential

P  =  P (T ,F ,7 i1,. . . ,n m) (21.27)

is called the Helmholtz free energy. Equation (21.4) now becomes

and eq. (21.6) becomes
F = XJ—TS (21.28)

dF = -S A T —PdV  +  S/^idnj.
i=1

(21.29)

The partial derivatives are, therefore,

CQ1II

C
5

I3 (21.30)

Under certain conditions the Helmholtz free energy can acquire a real 
interpretation. Let us consider a system in thermal equilibrium with 
a reservoir (thermostat) which keeps the temperature constant. Let 
the system and the reservoir together be adiabatically isolated. The



diathermal wall between system and reservoir is assumed to be rigid 
so that the reservoir cannot do work. The reversible work done by 
the system is, therefore, according to (21.18),

d W* = —d(U +  £7r ). (21.31)
Since the reservoir does no work, the decrease in its internal energy 
is determined solely by the transfer o f heat to the system necessary 
to keep the temperature constant. Since T = const we have

-d U R =  -d Q R = dQ = TdS  = d(TS). (21.32)
From (21.28), (21.31), and (21.32) we get

- (d F )Ttn = dW*. (21.33)
The isothermal reversible work done by a closed system is equal to 
the decrease in Helmholtz free energy. This is the basis o f the mis­
leading terms ‘work function* and ‘maximum work* (for — F) and the 
symbol A which is still frequently used in the American literature.*)*

The Helmholtz free energy is a useful thermodynamic potential 
when the volume can be kept constant without undue difficulty, i.e. 
particularly for gaseous phases. In this connexion, it is o f interest to 
note that the second one o f eq. (21.30) represents the previously 
mentioned thermal equation of state (20.28). In the earlier literature, 
the Helmholtz free energy is frequently used in problems involving 
condensed phases since these problems were primarily concerned with 
temperature dependence; the volume changed very little with change 
in pressure within the usually accessible pressure ranges and the 
difference between constant volume and constant pressure was 
neglected. The present-day significance of the Helmholtz free energy 
is due to the fact that this thermodynamic potential can be most 
conveniently calculated explicitly by the methods of statistical 
thermodynamics.

The thermodynamic potential
G = G(T,P,nv ...)nm) (21.34)

is called the Gibbs free energy. Equation (21.4) now appears as
G = U -T S  + PV = H -T S  = F  + PV  (21.35)

and eq. (21.6) as
m

d G = -S d T  + V dP+  S/XidfV (21.36)i=l
t  A is now the internationally recommended symbol for the Helmholtz free 

energy. (Translator.)
4



The corresponding partial derivatives are, therefore,

3G\
foil T,P,Vj

(21.37)

A real interpretation can be given in a way analogous to that used in 
the previous discussion. We consider a system coupled with two 
reservoirs R  and R '. One is a constant-temperature reservoir 
(thermostat), the other a constant-pressure reservoir (manostat). 
We shall have to introduce an additional work co-ordinate as we did 
in the case o f enthalpy. The reversible work done by the system is 
then

dlV* = —d(U + UR + Un,). (21.38)

dt/R is given by eq. (21.32), dUR> by eq. (21.21). Using (21.35) we 
therefore get

-(dG)Ttp>n = dW*. (21.39)

The isothermal-isobaric reversible work done by a system is equal to 
the decrease in Gibbs free energy.

The Gibbs free energy is the most useful of all the thermodynamic 
potentials. This special importance is due to the fact that mole 
numbers are here the only extensive parameters and are easily 
measurable and controllable. Furthermore, the Gibbs free energy can 
thus be computed completely from the mole numbers and the 
similarly easily measurable chemical potentials, since eq. (21.8) now 
becomes

m
G =  (21.40)

i= l

This equation also shows that, for one-component systems, the 
chemical potential is identical with the molar Gibbs free energy. This 
coincidence, however, must not be allowed to obscure the fact that 
chemical potential has a much more general significance.

The thermodynamic potential

Q =  Q (T ,F ,Ml, . . . ,^ J  (21.41)

has occasionally been called the grand potential. However, neither the 
name nor the symbol is universally accepted. Equation (21.4) here 
appears as

m
Sl = U - T S - Y n i ni

i= l
(21.42)
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and eq. (21.6) as
m

dQ = — S dT — P  d F — d ^ .
i = l

The partial derivatives are

Equations (21.28), (21.35), (21.40), and (21.42) give

Q = - P F .

(21.43)

ny. (21.44)

(21.45)

The quantity P V  is, therefore, often used instead of the grand 
potential.

The grand potential is hardly ever used within the framework of 
thermodynamics, but has outstanding significance for statistical 
thermodynamics since it is readily amenable to explicit calculations 
in connexion with the grand canonical ensemble. The name grand 
potential is explained by this connexion.

§22 Massieu-Planck functions

We shall now briefly look at the characteristic functions derived 
from the entropy representation of the fundamental equation. The 
fundamental equation in terms of generalized quantities o f state is

S = S(Xv ...9Xr) (r^m + 2). (22.1)

The intensive parameters are now

(22.2)

The differential form of the fundamental equation is, therefore,

d S =  £ p *  dJQ. (22.3)
i=i

The Legendre transforms o f the entropy representation o f the 
fundamental equation are called Massieu-Planck functions. The 
general definition of Massieu-Planck functions is, therefore, given by

Ф ̂ S - Z P f X t
i=i

(22.4)



and the sufficient condition for the existence o f these transforms is

|£..| =  d(-Pf......p k) ф Q
1 1,1 b { X x, . . . , X k )

Equation. (22.4) with (22.3) gives

d<Dfc =  -  2  Xt dP* +  S  P f
i=1 j=k+1

(22.5)

(22.6)

The general formal properties of Massieu-Planck functions are 
completely analogous to those o f thermodynamic potentials. The 
reader is, therefore, referred to the discussion in §21. We shall here 
deal only with explicit formulae for two special cases which are of 
interest in thermodynamics.

The Massieu-Planck function

(22.7)

obviously corresponds directly to the Helmholtz free energy. 
Guggenheim proposes the name Massieu function for it. Equation
(22.4) here becomes

<*>1 =  (22.8)

and eq. (22.6)

d®! = -  C /d (i )  + J d F - S ^ d n i. (22.9)

The partial derivatives are, therefore,

Similarly, the Massieu-Planck function

9 -  (22.10)

Ф2 =  Ф2( 1  (22.11)

corresponds to the Gibbs free energy. Guggenheim calls this the 
Planck function.

Equation (22.4) now becomes
1 rr P



and eq. (22.6)

аф2 = -  F d (J )  -  S  § d » ,  (22.13)

The partial derivatives are, therefore,

\ = _ [ /  = _ F ( ^ \  = _ Л
’ \Э(Р/Т)/1/грП ’ \ /1/ T, PI T ,7 ij  T

(22.14)
These two functions are o f interest on historical grounds since they 
were the first characteristic functions introduced into thermo­
dynamics (Massieu, 1865) and also because Planck frequently used 
the function Ф2 in his investigations. Their present practical signifi­
cance relates to two peculiarities: firstly, the calorific quantities U 
and H appear explicitly as variables in this representation (we shall 
discuss this in detail in § 24) and, secondly, Фх and Ф2 are connected 
very simply with the corresponding thermodynamic potentials 
(which is not generally true for Massieu-Planck functions). Com­
parison of (22.8) with (21.28) and of (22.12) with (21.35) shows that

Ф1 = - ^ ( Ф2 = - | .  (22.15)

It is, therefore, simple to change from thermodynamic potentials to 
Massieu-Planck functions without introducing the latter explicitly. 
The advantages o f both representations are thus readily available. We 
shall discuss this further in § 24.

As has been mentioned earlier, the Massieu-Planck functions have 
a very general significance in connexion with the thermodynamics of 
irreversible processes and with statistical thermodynamics. Discus­
sion of this is outside the scope o f this book.

§ 23 Transformation of the equilibrium and stability conditions
As we have seen already, physical information is completely 

conserved in the Legendre transformation. It must, therefore, be 
possible to formulate the general equilibrium and stability conditions 
by means o f the Legendre transform of the fundamental equation as 
well as by means of the fundamental equation itself, i.e. either by 
thermodynamic potentials or by Massieu-Planck functions. We shall 
now perform this transformation for the thermodynamic potentials 
but we shall give only the result for the Massieu-Planck functions 
since the proof is obtained by a completely analogous method.



(a) Equilibrium conditions. In the formulation (17.2) the secondary 
conditions belonging to the extremum principle are expressed by 
means of extensive parameters of the whole system; these extensive 
parameters are part of the energy representation. It is therefore to be 
expected that one or more secondary conditions will, in the formula­
tion o f the equilibrium condition by means o f the Legendre trans­
form of the internal energy, be expressed by means o f intensive 
parameters of the whole system. This expectation (which will be 
proved to be correct) shows immediately the nature o f the problem 
which we meet here: for a heterogeneous system each extensive 
parameter is equal to the sum of the extensive parameters o f the 
individual phases; according to §15, however, intensive parameters 
have so far been defined only for each phase, not for the whole system. 
The definition of extensive parameters for the whole system is based 
on the fundamental property (20.6). Analogously, the definition of 
intensive parameters is based on the fundamental property (20.7) 
and thus implicitly contains the assumption that the intensive para­
meter has the same value for all co-existing phases. Any formulation 
of the equilibrium condition writh the aid of the thermodynamic 
potential T*. must, therefore, assume that each one of the к intensive 
parameters which are independent variables for xYk has the same 
value for all phases of the system, e.g. the use of the Helmholtz free 
energy assumes that all phases are at the same temperature, i.e. in 
thermal equilibrium. Any formulation of the equilibrium condition 
by means of the Legendre transform of the fundamental equation 
thus already assumes certain assertions concerning the equilibrium. 
We shall be returning later to this problem.

The derivation of the transformed equilibrium condition consists 
of two steps. The condition (17.2) is first put into an equivalent form 
which no longer explicitly contains the secondary conditions but 
includes them in the extremum formulation. In the second step the 
equilibrium conditions for the thermodynamic potentials are derived 
from this formulation by means of the Legendre transformation
(21.4). We shall, for the present, assume that no additional relation­
ships exist between the parameters Xj ( j  > k).

Theorem 1. For a system, in which the intensive parameters 
Pv ...,Pk are fixed and constant throughout the system, to be at 
equilibrium it is necessary and sufficient that



Proof. For the case of the equality sign, (23.1) is a direct 
consequence of the fundamental equation. The general proof is 
obtained by showing the equivalence of (17.2) and (23.1) for the 
assumptions made. For this we can use the fact, derived from the 
fundamental equation, that changes of state for which

SU — 2  Pi = 0 (Xj = const for j  > k) (23.2)
i = 1

can always be brought about. For the sake of simplicity we shall 
confine ourselves to the case к = 1 and Xx = S. Equation (23.2) 
shows that changes of state for which

SU — TSS =  0 (V,n = const) (23.3)
can always be made to occur (by introduction or abstraction of heat). 
We shall use this fact to show that the condition

SU-TSS^O  (23.4)
is equivalent to (17.2) for systems of uniform temperature. We 
distinguish between the following cases:

(a) SS =  0.
Equation (23.4) transforms directly into (17.2).

Ф) SU = 0.
Equation (23.4) transforms into (17.1) whose equivalence to
(17.2) was proved in § 17.

(y) SU > 0, SS > 0.
According to (23.4) we now have SU ^ TSS. We can, therefore, 
always abstract heat and attain a state which may be regarded 
as a variation of the initial state with SU ^ 0 , SS =  0 . Condition
(17.2) is thus satisfied.

(S) SU < 0, SS< 0.
Equation (23.4) tells us that now j8C7|^|T&S|. We can, 
therefore, always introduce heat and attain a state which may 
be regarded as a variation of the initial state with SU = 0, 
SS^O. Equation (17.1) is thus satisfied and, therefore, also
(17.2) .

(e) SU > 0, SS < 0.
Heat may be abstracted and a state reached for which, if it is 
regarded as a variation of the initial state, we have SU = 0, 
SS < 0. Condition (17.1) is satisfied and, therefore, also (17.2).

(0  SU<0,SS>0.
In this case (23.4) cannot be satisfied. A state can always be 
reached by abstraction of heat for which SU < 0, SS = 0 when



this state is regarded as a variation o f the initial state. In this 
case, therefore, (17.2) is likewise not satisfied.

In an analogous way it can be shown that the possibility o f a 
variation which contradicts (23.4) necessarily implies the possibility 
of a variation which contradicts (17.2). The equivalence o f (17.2) and
(23.4) is thus completely proved. The proof for the general case of 
the condition (23.1) is obtained in an analogous manner.

Although the condition (17.2) is formally obtained by means of a 
specialization [cases (a) and (/?)] from (23.1) or (23.4), it does not 
constitute a special case but (as shown by the proof) an equivalent 
formulation.

Theorem 2. For a system whose intensive parameters Ръ ...,Рк are 
fixed and constant throughout the system to be in equilibrium it is 
necessary and sufficient that

@x¥'k)p1,...j>bXk+i,-,Xr ^ (23.5)
Proof. Since , Xr are constant, the condition (23.1) can here

be written as

(SCOftJr, -  £  m X i)Pi,x, > 0 (i < k,j > к). (23.6)
г= 1

From eq. (21.4), however, we have that

-  S  Pi SXt =  8Yk +  S  Х{ 8Р{ (23.7)
г= 1  г= 1

and, furthermore, for Pl9 ...,P fc =  const

m P{,x , -  £  P W Q P bX , =  T O /v x  • (23.8)
г = 1

Substitution of (23.8) into (23.6) gives the required statement.
The most important special cases o f (23.5) are: The equilibrium 

condition for constant entropy, volume, and mole number is

№ ,p ,n ^ 0 .  (23.9)

The equilibrium condition for constant temperature, volume, and 
mole number is

m TtV,n>0. (23.10)

The equilibrium condition for constant temperature, pressure, and 
mole number is



Condition (23.5) is less general than conditions (17.1), (17.2), and 
(23.1) since (23.5) does not yield any information about internal 
equilibria which are described by the internal parameters Pv 
The condition for thermal equilibrium within a system, for example, 
cannot be obtained from (23.10). The physical explanation for this is 
that the formulation o f (23.5) assumes internal equilibrium with 
respect to the parameters Plf ...,Pk. Comparison of (23.7) with (23.8) 
shows formally that some of the variations possible for (23.7) have 
been excluded in the derivation of (23.5). In an analogous manner we 
obtain for the Massieu-Planck functions:

Theorem 3. For a system in which the intensive parameters 
P f ,.. . ,P £  are fixed and constant throughout the system to be in 
equilibrium, it is necessary and sufficient that

(&®k)pi*,...,pk*,xi+1...x r ^ (23.12)

We have assumed so far that no additional conditions connect the 
parameters Xj (j> k ). The most important case for which this 
assumption is not true is a chemical reaction where the stoichiometric 
relationships o f the reaction equation apply to variations in mole 
numbers. Formally analogous relationships may also occur between 
other variables o f state. An example is given in § 60. Two methods 
are available for the treatment of all such cases as has been shown 
in §§16 and 17. The first method is the introduction o f a suitable 
internal parameter. The extensive parameters which are connected 
by additional relationships then no longer appear in the secondary 
conditions and we have an extremum formulation in which variations 
of the internal parameters are limited only by the remaining secondary 
conditions (e.g. for a chemical reaction, constant temperature and 
pressure, and constant mole numbers o f those components which do 
not take part in the reaction). In the second method the number of 
variables is not reduced (i.e. the mole numbers o f all the species 
concerned in the reaction are retained in the fundamental equation). 
The new secondary conditions arising from the additional relation­
ships are, however, introduced into the extremum formulation. The 
above derivations remain unchanged by the generalization. Since, 
however, a general formulation is inconvenient here, chemical 
reactions are discussed in §§33 and 36 and an example for other 
variables is given in § 60.

(b) Stability conditions. Conditions (23.5) and (23.12) for the case 
(the most important in practice) of the equality sign only state that



at equilibrium the thermodynamic potential or the Massieu- 
Planck function Фл for the appropriate secondary conditions, assumes 
a stationary value. Information about the nature o f the stationary 
value requires consideration o f second-order variations. As has been 
mentioned earlier, only variations of order up to 2 are of importance 
in thermodynamics. A detailed analysis o f the problem will be given 
in Chapter VI. The following statement is sufficient for our present 
purpose (a similar method was adopted in §18). For a stable equi­
librium the stationary value for thermodynamic potentials is a 
minimum while that for Massieu-Planck functions is a maximum.

Formally, this becomes
(ДТл)Р>х>0, (23.13)
(ЛФ*)р*,*<0. (23.14)

§ 24 Gibbs-Helmholtz equations and Maxwell’s relations

We have so far regarded thermodynamic potentials as Legendre 
transforms of internal energy. It is, o f course, possible to obtain a 
thermodynamic potential ¥**(&>/) from another thermodynamic 
potential Yj by means of a Legendre transformation. We then have 
that

V* = v 1-  (k>l).
i=l+1

(24.1)

But, according to (21.9), we have that

III

£5 1^ (24.2)

and so we get

i=l+1
(24.3)

The only case useful in practice is k - l  =  1, where

Н» II $ + (24.4)

In the form given xFk depends explicitly not on Pk but on Xk. From 
however, we obtain the equation o f state

which can be used to eliminate Xk.



All quantities appearing in (24.4) are now functions of Pk and we 
have a linear first-order differential equation which allows the 
calculation of T ^ P J  from given Y^PJ. Equation (24.4) for the free 
energy was derived first by Gibbs and later independently by 
Helmholtz. It is, therefore, known as the Gibbs-Helmholtz equation.

The following special cases are the most important in thermo­
dynamics :

,*) <24-6>
This equation makes it possible to calculate the enthalpy when the 

internal energy is known as a function of pressure.

(b) f , u  + t Q v .̂ (24.7)

This equation permits the calculation o f the Helmholtz free energy 
when the internal energy is known as a function of temperature.

(c) G - H  + t Q ^  (24.8)

This equation permits the calculation of the Gibbs free energy 
when the enthalpy is known as a function o f temperature.

,d , + ,24.8a)

This equation may be used to calculate the Gibbs free energy from 
the Helmholtz free energy when the latter is known as a function of 
pressure.

These equations illustrate the remark made previously that the 
representation o f U and H in sets of variables in which they are not 
thermodynamic potentials may be important (cf. §§20 and 21). We 
shall confine further discussion mainly to case (c) which is by far the 
most important.

The special importance of (24.8) is due to the following properties:
(ct) The equation is applicable to the most frequent experimental 

condition P  = const.
Ф) According to eq. (21.26) the function H(T) can be found by 

integration of the molar heat capacity at constant pressure. 
This is easily determined by experiment.

(y) According to (23.11) the function G which can be calculated 
from (24.8) completely determines all material equilibria at 
T = const, P  = const, including chemical equilibria.



this equation in the form

m m 1 H
\d(\jT) J ptn ' (24.9)

This gives

(24.10)

for which the constant of integration remains to be found. It should 
be easy to see that this formulation is basically a change to Massieu- 
Planck functions. The secondary conditions o f the partial differentia­
tion and the function H are, however, derived from the formulation 
o f thermodynamic potentials. An analogous treatment of eq. (24.7), 
however, takes us completely into the formulation o f Massieu-Planck 
functions and simply gives the first of the equations (22.10).

We end this section by a brief discussion o f a problem which 
appears in connexion with statistical thermodynamics. An explicit 
statistical calculation of the Gibbs free energy is possible in principle; 
in practice, however, such calculations generally meet unsurmount- 
able difficulties. What is usually done, therefore, is to calculate the 
Helmholtz free energy statistically and then to calculate the Gibbs 
free energy from it purely by thermodynamic methods. This can be 
done by using eq. (24.8a). In order to calculate the integral

G = (24.10a)

which is analogous to (24.10), it is necessary to eliminate V from the 
expression for the Helmholtz free energy; this is done by using the 
thermal equation of state.

The integration can be avoided by using a system of equations 
which parallels the Gibbs-Helmholtz equations. We shall confine our 
discussion to the case k - l  = 1. We then have from (24.1) and (24.5) 
that

whose most important special case is

G = F -

(24.10b)

(24.10c)



If F  has been calculated statistically the derivative on the right-hand 
side can be stated directly and the only remaining operation is the 
elimination o f the volume.

We have stated previously (cf. § 20) that the fact that characteristic 
functions are necessarily functions of state (i.e. complete differentials 
of quantities o f state) allows us to derive relationships between their 
second derivatives. We shall now do this quite generally for the 
thermodynamic potentials. Equation (21.6) leads directly to

a2vF fc ёх{ а ц
dPtdXj ~ dXj ~ 8P- (24.11)

82XVk dXt dXn
дР,дРт дРт ~ дРГ (24.12)

г х , г х , - г х „ - г х ,  ( • .”> < * : * * > * > • (24.13)

These equations are called Maxwell's relations. The most important 
special cases are (for one-component systems):

(a) Internal energy [only type (24.13) occurs].

/дТ\ /дР\
W s . »  ”  Ы г . » ’

(24.14)

i - \  =  ( ^ >\dn)s,v \dS)v,n'
(24.15)

\8n)s,v \8V)s,n
(24.16)

(b) Enthalpy [only types (24.11) and (24.13) occur].

(24.17)

(24.18)

(24.19)



\zv)T,n \дт)у1П’ 

_ / Щ  = / щ
\дп)ту \dT)v>n

(d) Gibbs free energy [only types (24.11) and (24.12) occur]

(24.23)

(24.24)

(24.25)

§ 25 Conversion of partial derivatives. Method of Jacobi 
determinants. The Joule-Thomson effect

The thermodynamic treatment of special problems often involves 
partial derivatives which are not directly measurable. The conversion 
of such derivatives to experimentally easily accessible quantities 
therefore plays an extraordinarily important part in thermodynamic 
applications. We shall, therefore, now discuss several methods which 
are useful in this way while confining our discussion to one-component 
systems.

The generalization for multi-component systems involves no 
formal difficulties but uses concepts which will not be introduced 
until §28. Since the mole number is trivial as a variable in one- 
component systems, as has been shown in §20, we shall keep it 
constant throughout. All functions o f state therefore involve only 
two independent variables.

We shall start by looking a little more closely at the problem. If a 
function of state



is given, we have that

dz =

and thus, if w is a further variable of state, we get

(25.2)

(25.3)

By combining equations o f the type (25.3) it is possible to express 
any partial derivative by at most three other arbitrarily chosen 
partial derivatives. For 10 variables of state there are 720 partial 
derivatives and the number of relationships of type (25.3) is of the 
order o f 1010. These figures emphasize the need for rational methods 
in calculations of this kind.

The first basic simplification is obtained by expressing all the 
partial derivatives in terms of the same standard set of three 
independent partial derivatives. Following a proposal by Bridgeman 
we choose as our standard set the three experimentally easily acces­
sible quantities:

molar heat capacity at constant pressure:

c -  -  t ( » ) p- <26-4)
coefficient of thermal expansion:

1
V

isothermal compressibility:

к 1
V

(25.5)

(25.6)

This reduced set is sufficient for most practical purposes. I f  other 
relationships are required they can easily be deduced from the 
standard set (25.4) to (25.6).

(a) Bridgeman9s method (method of stepwise elimination). Bridge- 
man’s method uses the following relationships which are familiar



from the theory of partial differentiation:

/дх\ l (dxjdw)\ 
\dylz \(8yl8w)J ’

(te\ ( №1ду)х\
\ 8 y h  \ ( 8 z l 8 x ) J '

(25.7)

(25.8)

(25.9)

Bridgeman now divides the 720 partial differentials into ten classes 
depending on the constant parameter z. Equation (25.8) tells us that, 
for each class, a knowledge o f the nine quantities (dxldw)z is sufficient 
for the construction o f all the partial derivatives o f the class. Our 
task has then been reduced to the determination o f 90 equations. The 
use o f Maxwell’s relations (§ 24) further reduces this number by half 
so that 45 basic equations remain. These have been tabulated by 
Bridgeman.

We shall now show briefly how this method may be used to 
achieve the reduction without the use o f Bridgeman’s table. The 
individual steps are given in the form o f a recipe t  and each step is 
illustrated by means of a simple example. A complete calculation is 
not attempted.

(a) If the derivative under consideration contains thermodynamic 
potentials eq. (25.7) or (25.9) is used to bring them into the 
numerator. They are then eliminated by using equation (21.6).

Example:

etc.
The resulting expression no longer contains any thermodynamic 
potentials. The derivatives which occur are reduced one by one 
according to the following rules:

Ф) I f  a derivative contains the chemical potential this is brought 
into the numerator and eliminated by means o f the Gibbs- 
Duhem eq. (20.45).

t  H. B. Callen, Thermodynamics, New York, 1960.



Example:

(25.11)

(y) If a derivative contains the entropy, this is brought into the 
numerator and either eliminated by using Maxwell’s relations 
or reduced to a standard derivative by means of (25.8), 
(for w = T).

Example 1:

(дт\
dp) s

Example 2:

(dS/dP) г  
(dSldT)P [using (25.9)]

W ld T )P
(nlT)CP

[using (24.24)]. (25.12)

fdS\ (dSldT)p
j>v)p ~ (?vidT)P

(njT)CP
(dVldT)P [using (25.8)]. (25.13)

The entropy cannot here be eliminated by using Maxwell’s 
relations [cf. eq. (24.17)].

(8) The volume is brought into the numerator.
Example:

( d v m T
(dV/dT)P -  [using (25.9)].

a
(25.14)

The molar heat capacity at constant volume is eliminated by 
means o f the equation (whose derivation will be given later)

CP- C V = T vof (25.15)

The original derivative has thus been reduced to derivatives o f the 
standard set.

(b) The method using Jacobi determinants. A more general and more 
elegant method than that o f Bridgeman is the method using Jacobi 
determinants, developed by Shaw. We shall now summarize, without 
proof, those properties of Jacobi determinants (confined to two 
independent variables) which are necessary for our present purpose.



The Jacobi determinant in x and у for the independent variables 
и and v is defined as

J ( X  v) =  d fo y ) =
J ( , y )  ~ d{u,v) ~

(¥ )  ( f\\du)v \dv]u

i r )  (7 )\du)v \dvju

= (ёх\ (<¥\ / М
\8u)v \8vju \8v)u \8u)v'

(25.16)

This definition gives

J (u,v) = -J (v ,u )  =1,
J(#,£) = 0, J(k,x) = 0 (k =  const) 
3(x,y) =  J (y, - x )  =  J ( -y ,x )  =  -  J (y,x).

(25.17)

We also have that
д(я,У) d(z,w) = d(x,y) 
d(z,w) d(u,v) d(u,v)' (25.18)

Equation (25.16) therefore gives for у =  v

8(а?»У) = (fa\
d(u,y) \du)y (25.19)

Any partial derivatives can, therefore, be written as a Jacobi 
determinant.

The method is based on the following consideration. According to 
(25.19), eq. (25.2) may be written as

dz = S(z,y) d(z,x)
d{x,y) 8(y,x) dy. (25.20)

I f  we now introduce the new independent variables r and s and the 
abbreviation J (z,y) =  d(z,y)ld(r,s), and use eq. (25.18), eq. (25.20) 
becomes

dz = 3(Z,y) Ax 1 J(Z’ X)
J (х,У) J(y,x)

Ay. (25.21)

Multiplication by J (x,y) and introduction o f (25.17) now gives
J(z,y)dx + J(a;,z)di/ +  J(t/,a:)dz =  0. (25.22)

This relationship represents the basic equation of the method. We 
shall not discuss the general formulation (which may be expressed in 
the form of tables), but shall confine our discussion to a fairly simple 
special case illustrated by means of examples.
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If, in (25.22), we put dу = 0, we have that

J(s,y) + J ( y , * ) f i )  = 0 (25.23)

or, explicitly by using (25.17),
(8z\ _  8{y,z)j8(r,s) 
\8x)y 8\y,x)j8(r,s)' (25.24)

This equation represents a transformation from the independent 
variables xyy to the variables r,s. The representation o f partial 
derivatives by the standard derivatives (25.4)-(25.6) always implies 
a transformation into the independent variables o f the Gibbs free 
energy, i.e. into T and P . In eq. (25.24) we always have, therefore, 
that r = T, s = P.

Example 1. This is the example (25.10) treated by the method of 
Jacobi determinants. We have that

/ap\ _  d(G,P)id(TyP) _  __  (dGidT)P
\dU)0 ~ 3(G, U)ld(TyP) “  (dG]df)P(dU1 д Р ^ -Щ !Щ т(ди1дТ)р

(25.25)
and, therefore,

S
S(dUidP)T+ V(dUidT)P (25.26)

The expression on the right-hand side can easily be reduced to 
standard derivatives by using (25.3), (25.7)—(25.9), and Maxwell’s 
relation (24.20).

Example 2. The molar heat capacity at constant volume is to be 
expressed in terms of standard derivatives. We have that

r  = t ( — \
v \8T)v 8(v,T)f8(f,P) (25.27)

or, using (25.19) and (25.6),
p  _ т  8(s,v) 

v vk 8(T,P)'
Expansion o f the determinant gives

(25.28)

(25.20)



where we have again used Maxwell’s relation (24.24). We have, 
therefore, that

C p -C r =  T — . (25.30)
К

This formula is of great importance and is often used in thermo­
dynamic applications.

(c) The Joule-Thomson effect. We are now able to develop the 
theory o f the Joule-Thomson effect. The effect has been mentioned 
previously in the discussion o f enthalpy (§21). The effect is based 
on the experimental arrangement shown in Fig. 13. A cylindrical

P\ > Pn

Fio. 13. Diagrams of the Joule-Thomson experiment

tube is closed at both ends by movable pistons and divided into 
spaces I and II by a porous plug. The plug must have properties such 
that it will prevent spontaneous pressure equalization between I 
and II by convection or diffusion but will allow movement o f gas 
when movement o f the pistons results in a higher pressure in space 
I (Px) than in space II (Pn ). Suitable materials for such a plug are, 
for example, cotton-wool or glass-wool. The whole apparatus must 
be adiabatically insulated. Let us assume that I contains 1 mole 
o f gas while the piston which closes II is touching the plug, and 
consider the transfer of the gas from I to II while the pressures Px 
and Pn remain constant. Since the process is an adiabatic one we 
have, according to the First Law [equation (8.1)], that

or, with (21.15),
un — ui +  A  vi — Рц vn

hi — hu .

(25.31)

(25.32)

The enthalpy therefore remains constant during the process which is 
accordingly called an isenthalpic expansion. The gas is thus at equi­
librium in I and in II but undergoes non-equilibrium changes within



the plug. As has been shown at the end of § 15, this fact has no 
significance when the discussion is confined to initial and final states 
described by means o f thermodynamic variables o f state.

In the experiment described above, we find that generally Ъ *  Tu 
and that Tj may be greater or less than Tu . This is the Joule-Thomson 
effect. The aim o f our theory is now to calculate this temperature 
change from a given change in pressure.

I f  this change in pressure is assumed to be infinitesimal we get, 
from (25.32),

AT- ® „ dp <2o3> 
which is our basic equation for the Joule-Thomson effect. We now 
use (25.24) to transform the partial derivative from the variables 
P, H into the standard variables T, P. We thus have

(8Щ8Р)Т
(дн/дТ) (25.34)

Using (21.16) this becomes (since the number o f moles remains 
constant)

d T = - T(8s/8P)T+ V
T ( 8 s I 8 T ) p

(25.35)

This, together with Maxwell’s relation (24.24) and the definitions
(25.4) and (25.5), finally gives

dT = £ -  ( Т а - l)dP. (25.36)tGp
This equation shows immediately that dT = 0 for an ideal gas (since 
a = 1 /Т). The Joule-Thomson effect therefore depends on deviations 
from ideality. Measurements o f the Joule-Thomson effect can, there­
fore, be used to calculate absolute temperatures from empirical 
temperatures measured by means of the real gas thermometer (§7). 
A more detailed examination (which we shall not undertake here) 
shows that dT is positive at high temperatures and negative at low 
temperatures. The inversion temperature is determined by the 
equation

Tol =  1 (25.37)
whose solution for T  requires a knowledge o f the thermal equation of 
state o f the gas.

t  Equation (26.36) describes the so-called differential Joule-Thomson effect. 
The quantity 8 = {dT/dP)H is called the Joule-Thomson coefficient.



The Joule-Thomson effect at low temperatures is one of the most 
important aspects of low-temperature technology. A technical 
exploitation of the effect requires first of all that the experiment 
described above should be transformed into a continuous process and 
secondly that, if necessary, the gas to be used is precooled to a 
temperature lower than the inversion temperature o f the Joule- 
Thomson effect.t The Joule-Thomson effect may then be used down 
to the liquefaction temperature o f the gas.

§ 26 Mean molar and partial molar quantities
As already mentioned in §21 the Gibbs free energy is the most 

important characteristic function as far as applications of thermo­
dynamics are concerned. We shall now develop several concepts and 
relationships which are useful in the application of the Gibbs function 
to multi-component systems.

We shall develop the present discussion from § 20(e). The definition 
of density may be directly extended to include multi-component 
systems but is little used in equilibrium thermodynamics. The con­
cept o f molar quantities cannot, however, be directly generalized 
since it would obviously be futile to relate the function o f state to 
1 mole of one component.

We must, therefore, introduce a new concept in the following way. 
According to eq. (21.40) and Euler’s theorem we have

OlG = G(T, P , OLTtj, ..., ОСПт ). (26.1)

We now let ос =  1
1 m
I 2  ni and write

1 i =  1

G* = G *(T ,P9x1,. . . ,x m_1). (26.2)
The quantities n.II

iM
*

55 
*

(26.3)

are called mole fractions and we have
m

= i
i=1

(26.4)

so that only (m— 1) mole fractions are independent variables. The 
function G* defined by eq. (26.2) is called the mean molar Gibbs free 
energy.

t  Precooling is not necessary for most gases since their inversion tempera­
ture Tj is far above room temperature (e.g. T, for N2 = 621 K). H 2 (T{ =  195 K) 
and He (T\ = 23*6 K) which are particularly important in low-temperature 
physics do, however, need to be precooled.



Equations (21.37) and (24.8) show that, within the representational 
framework based on the Gibbs free energy, the extensive quantities 
of state S , V, and H also appear as functions o f T , P, and the mole 
numbers wi. It seems reasonable, therefore, to generalize the above 
concept. Let Z  be an extensive function of state o f the independent 
variables T, P, nlt ..., nm. We then have

Z* = Z
m
2><1=1

(26.5)

which is the general definition o f a mean molar quantity of state. The 
quantities

\dniJ t,p,n. (26.6)

first introduced by Lewis, are called partial molar quantities o f 
component i. They are important in the thermodynamics o f multi- 
component systems.! Comparison o f (21.37) with the definition
(26.6) shows that the chemical potential may be formally regarded 
as the partial molar Gibbs free energy. This inherently correct state­
ment has often been regarded as the definition o f chemical potential 
and has thus obscured its far more general significance based on the 
fundamental equation and its Legendre transforms.

From (21.37) and the derivatives (26.2) (26.3), and (26.5) we find

We thus get from (26.2)
m-i /дв*\

dG* =  - £ * d P +  F * d P +  2  ( - 5 — ) da* (26.8)
i=l \WiJT,Pw

The derivatives o f G* with respect to the mole fractions are, there­
fore, not chemical potentials. We therefore have to ask the following 
questions:

(a) What is the significance o f the derivatives (SZ* ?
(b) What is the relationship between mean molar and partial 

molar quantities?
t For one-component systems both mean molar and partial molar quantities 

reduce to molar quantities which we have previously denoted by lower-case 
letters [eqs. (20.34) and (20.36)]. From now on we shall, when convenient, also 
use the symbol Z* for molar quantities.



The two questions are closely related and we shall now examine 
them briefly.

By definition we have

dZ =
m

d P + S
г= 1 \dnj т,р,щ (26.9)

According to the definition of extensive parameters, Z  is homo­
geneous of the first degree in the mole numbers. Euler’s theorem 
together with the definition (26.6) therefore gives

Z  =  £ г Л .
г= 1

(26.10)

By differentiation of (26.10) and comparison with (26.9) we get

S  ni dzi — 
i— l

dP =  0. (26.11)

This relationship is formally identical with (20.43) and is called the 
generalized Oibbs-Duhem equation. The generalization is based on the 
fact that the Gibbs-Duhem equation merely derives from the fact 
that the fundamental equation is a homogeneous function o f the first 
degree.

By using (26.3) and (26.5), eq. (26.11) may be written

(2в' 12,
Isothermal-isobaric changes o f state (dT = 0, dP = 0) constitute a 
particularly important special case of this equation, for which we 
have

m
2 # i dzi = 0

г= 1
(d T = 0 ,dP = 0).

We also have, for dT = dP =  0, that

and thus

m—1
<ki= 2

3=1

'дгЛ
f a j  T,P,xtdxp

(26.13)

(26.14)

m
2  dzf

г = 1 i=1 K ( P )Li-1 \Cxj/T,P,xk
dXj dxj = 0.

(26.15)



According to eq. (26.4), however, the (ra — 1) dxj are independent of 
each other. Equation (26.15) can, therefore, only be satisfied if

£ * , ( § )  = o .
i= l \PxjJ T,P,Xk

(26.16)

This form of the Gibbs-Duhem equation is often used in the investiga­
tion of isothermal-isobaric problems.

If we write eq. (26.10) for mean molar quantities we get

Z* = (26.17)

=  - 1. (26.18)

According to eq. (26.4) we have

dxj
Partial differentiation o f (26.17) with respect to x̂  therefore gives

(26.19)dZ* ™ dzi
' ~ S  xi pTT +  Zj ~~ Zrrdxj i=1 l dxj

or, because o f (26.16),
dz*
dx4 Zl Zn ( j  = 1, . .. ,m — 1). (26.20)

This equation answers the above question (a) about the meaning of 
the derivatives (д%*1дх{)Т Р)Х}. It also partially answers question (b). 
We shall, however, derive one further relationship which expresses 
partial molar quantities by the derivatives (dZ*ldxi)Ttpt̂ .

We first solve (26.20) for and substitute this value into 
eq. (26.17). We then get

m—1 dZ* m~ 1
=  S  xi о Ь S  xi "i" zm’i= i axi i=i

which, with (26.4), gives
m- 1 dZ*

zm = Z * - I dxi ^ - .i=l cxi

(26.21)

(26.22)

Question (b) has thus also been completely answered. The most 
important special case o f eq. (26.22) is m =  2 (binary systems), where

dZ*



These equations make it possible to calculate partial molar quantities 
from mean molar quantities and this is important in a number of 
applications since mean molar quantities (e.g. volume, enthalpy) may 
be experimentally more easily accessible than partial molar ones. The 
usual method is called the tangent method (Fig. 14).

Fig. 14. Illustration of the tangent method

The tangent to a curve at a point x , у where the gradient is dyjdx 
is given by the equation

4 = »  + ( f - * ) S .  (26.25)

The intercept on the ordinate for this is obtained by putting £ = 0. 
Comparison with (26.23) and (26.24) shows that the intercept on the 
ordinate in this construction gives the partial molar quantities for 
the point P.

We now summarize certain special relationships involving the 
Gibbs free energy. These relationships are of importance for many 
applications. According to (26.6) we have the following definitions of 
partial molar quantities:

( I ) , , . , - -

By means o f (21.36) we then have

rdv\ = Vi.

(26.26)

4> Чу (26.27)



and, according to (21.35) and (26.26), we have

/x< = (26.28)

From (26.27) and (26.28) we finally arrive at the analogue o f the 
Gibbs-Helmholtz equation

( 2 6 ' 2 9 )

One of the components in a multi-component system may be 
present in excess. I f  this component is a liquid in the pure state it is 
often called the solvent. It is usual to denote quantities relating to the 
solvent by the subscript 1. The quantity

V i  = Mi-Mio (26.30)
where /x10 is the chemical potential of the pure solvent at the same 
temperature and pressure is called the free energy of dilution. The 
heat of dilution Ыгх and the entropy of dilution are defined in a 
similar way. Equations (26.27)-(26.29) lead directly to the commonly 
used relationships

Д/*! = Ahx-T A sv (26.31)

— Asv IT)
8(1 IT) ДА* (26.32)

= A h1 + T ^ ^ Fn (26.33)

The great significance o f the free energy of dilution for the 
thermodynamics o f solutions is based on the easy experimental 
accessibility of this quantity by various methods. Ast and AhY are 
thus also easily obtained. In particular, the whole thermodynamics 
of the system is completely defined for binary solutions if Арг is 
known as a function o f the mole fraction x2 over the whole concentra­
tion range. Thus we have from the isothermal-isobaric form of the 
Gibbs-Duhem equation (26.16) that

,<K_, ~ ^ 2
8xz(1 — X2) -£^ +Хг 7Г-- = 0 (T = const, P  =  const), (26.34)

and, therefore, that

д /*2 =  f  1- ~ 2d(AMi), (26.35)
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or, after partial integration,

l - x x (26.36)

The mean molar Gibbs free energy with respect to the pure 
components (also called the free energy o f mixing) is then, accord­
ing to (26.17), given by



CHAPTER IV

Heterogeneous equilibria without 
chemical reactions

§ 27 General equilibrium conditions for heterogeneous systems

Let us consider a closed system with fixed work co-ordinates and 
consisting o f m components and a phases. The phases are denoted by 
small Greek letters, a being used as the general index. External fields, 
boundary effects, electrolyte solutions, and chemical reactions are 
excluded. I f  the system contains solid phases we shall assume that a 
uniform hydrostatic pressure is acting on them from all directions, 
and that there are no uni-axial normal or tangential stresses (cf. §§ 53 
and 54). The volume is, therefore, the only work co-ordinate. The 
phases are assumed to be in internal equilibrium and completely open 
to each other so that entropy, volume, and all mole numbers can be 
varied for each phase. Following the discussion in § 17 we shall assume 
that equilibrium conditions and secondary conditions will be given in 
the form o f equations.

The application o f the fundamental equation (20.5) to each phase 
accordingly gives

8U<«) =  T<e)&S<“>-P(«>8F<e> +  S ^ e)8w{e>,
i—1

(27.1)
m

8U™ =  T<tr)8S<tr> -P ^ S V M +
i=1

According to the general equilibrium condition (17.2) we have

2  8Uia) =  0
a=l

(27.2)
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together with the secondary conditions

z  = 0, (27.3)
a=l

SSF<a) = 0, (27.4)
a=l

2  8п1л) =  0 (г =  1 ,. . . ,m). (27.5)
a=l

Such an extremum formulation with secondary conditions may be 
treated by means o f Lagrange’s method o f indeterminate multipliers. 
We multiply the secondary condition (27.3) by an indeterminate but 
constant factor Xv (27.4) by Л2, and (27.5) by A3i. We now subtract the 
resulting equations from (27.2). Using (27.1) we then get

m
2  (77(“) -  Aj) SS<“> + 2  (Pia) -  A2) S F<«> + 2 2  Ы00 -  A*) S<a) = 0.
a a г=1 a

(27.5a)
We now assume the multiplicands fixed such that in each o f the sums 
over a one bracket vanishes. The remaining variations are then freely 
adjustable and eq. (27.5a) can be satisfied only if all the remaining 
brackets also vanish. We have, therefore, for each a and each i

P (a) =  A2, /4a) = X3i. (27.5b)

It follows, therefore, that

J40L) =  rp(fi) _  _  rp(<r)f (27.6)

p(a) =  р ф  =  _  p(<r)} (27.7)

№  =  №  =  ... =  №  (i =  1, ...,m ). (27.8)

Under the given conditions, therefore, all the phases o f a hetero­
geneous system at equilibrium must have the same temperature and 
pressure and the chemical potential o f any component must be the 
same in all the phases. Equation (27.6) contains the condition for 
thermal equilibrium, eq. (27.7) that for mechanical equilibrium, and 
eq. (27.8) that for material equilibrium.

Equations (27.6)-(27.8) completely determine the state of the 
system since the fundamental equation together with (15.8) shows 
that the state is defined by the (m + 2) a independent variables



S{(X\ y{a>? ^(a) Considered as equations o f state as in § 20(e), 
eqs. (27.6)-(27.8) give (m + 2) (a — 1) equations. The secondary condi­
tions (27.3)-(27.5) give a further (m + 2) equations so that we have as 
many equations as we have unknowns. We have, in fact, already 
introduced conditions (27.6)-(27.8) as facts o f experience during the 
development o f the laws o f thermodynamics in Chapter I. The 
derivation o f these conditions from Gibbs’ general equilibrium 
condition shows the axiomatic aspect o f the latter, as has already 
been mentioned in § 17.

The equilibrium conditions (27.8) may also be formulated by means 
of mean molar Gibbs free energies. If, for simplicity, we confine our 
discussion to two phases a and 8. we get by introducing (26.20) and 
(26.22) into (27.8)

§ 28 Membrane equilibria. Osmotic pressure

The usefulness o f the extremum principles formulated in §17 
becomes apparent only in applications to more complicated problems. 
We shall give an example o f great importance in the theory o f liquid 
mixtures. Let us again consider a closed system with fixed work 
co-ordinates and consisting o f m components and a phases. We shall 
make the same assumptions we made in § 27 with the exception that 
all phases are here separated by rigid semipermeable membranes 
permeable only to s components (s < m). The volume of each phase is 
thus fixed. Furthermore, the variability o f (m — s) mole numbers 
vanishes for all the phases. The secondary conditions for the extremum 
formulation (27.2) are now, therefore,

(27.9)

(27.10)

<T
E S£<a) = 0, (28.1)

8F«*> = 0, 8FW = 0, ..., 8F(<r) = 0, (28.2)

= 0 (i = !,...,$ ), (28.3)

Snja) = 0, Ьп№ =  0, ..., = 0 ( j  = s+  1, m). (28.4)



These, together with (27.1) and (27.2) give the equilibrium conditions
rp«x) =  р ф  =  ... =  (28.5)

f*J“> = = ... = /*]*> (i = 1, ...,*)• (28.6)
The introduction o f rigid semipermeable membranes thus means that 
co-existing phases can be under different pressures and that equality 
o f chemical potential applies only to those components which can 
pass through the membranes.

The simplest and most important example o f the application of 
these considerations concerns osmotic equilibrium (Fig. 15).

Solvent solution

I П
Fig. 15. Osmotic equilibrium

We here have a =  2, one phase being pure solvent (component 1) 
and the second being a solution which we shall simply assume to be 
binary. The membrane is, therefore, permeable only to the solvent. 
The equilibrium conditions (28.5) and (28.6) now become

T  =  Tn = T, (28.7)

1&Т9Р') = & (Т ,Р ',х  i). (28.8)
Since the two phases are not in equilibrium when no membrane is 

present, i.e. (T, P, 1 )^ fi1(Ti P, a )̂, eq. (28.8) can only be satisfied if
P V P '.  (28.9)

The equilibrium conditions do not, however, give any information 
whether we have P ' < P " or P ' > P". This question can be answered 
by using the stability conditions and we have here a good example 
for their usefulness in thermodynamics. As will be shown later 
(Chapter VI) the stability conditions lead to the inequality

>0.

Further, according to (26.27) we have for the pure solvent

v ;> o .

(28.10)

(28.11)



Since, according to (28.10), nl for P ' =  P", the condition (28.8) 
can, because o f (28.11), only be satisfied if P" > P '. The excess pressure

П =  P ' - P '  (28.12)

under which the solution is in osmotic equilibrium is called the
osmotic pressure.

There is a simple connexion between the osmotic pressure and the 
free energy o f dilution defined by eq. (26.30). From eq. (28.11) we get 
(if P' is identified with normal pressure P0)

fP o+П
Нч(̂ о̂ " =  x2) I vxdP.

JPo
(28.13)

With (26.30) and (28.8) we get, therefore, that
ГРо+П

A/Xi =  -  vxdP,
J Po

(28.14)

or

1IIG (28.15)

where v1 is the mean partial molar volume between the pressures 
P0 and P0+ II. The osmotic pressure is, therefore, essentially a 
measure o f the free energy o f dilution.

Osmotic measurements are really meaningful only for very dilute 
solutions. For solutions o f solutes o f low molecular weight, П at low 
molar concentration is o f the order o f 1-10 atm while for solutions o f 
macromolecules it is 10“ 4-10~3 atm. Measurements on solutes o f low 
molecular weight are possible only in exceptional cases because o f the 
difficulty of finding a semipermeable membrane for them. Since liquids 
have a very small compressibility the variation o f the partial molar 
volume with pressure can, in practice, usually be neglected.

§ 29 The phase rule
Let us consider m components and о phases forming a system at 

thermodynamic equilibrium. The conditions for equilibrium are given 
by eqs. (27.6)-(27.8). We now investigate what changes in the quanti­
ties of state are possible while the original heterogeneous equilibrium 
is maintained. In particular, the number o f coexisting phases is to 
remain constant. The problem becomes more comprehensible if we 
first determine how many variables o f state can be varied indepen­
dently, as required above, for given values o f m and <7.

5



We shall choose temperature, pressure, and chemical potentials as 
independent variables. The equilibrium conditions tell us that, for the 
changes we are considering, we have for each phase

dT™ = dT, cLP(a) = cLP, dp^  = dp{ (29.1)
(for all a, all i).

As has been shown in § 20, the validity o f the fundamental equation 
implies the validity o f the Gibbs-Duhem equation for each phase. It 
is convenient here to write the Gibbs-Duhem equation in the form 
(26.12) and with (29.1) we get the set o f equations

m
S*«*)dT- 7*<«>cLP+ 2  xia) dpi = 0,

i = l

S * ^ d T -  V*M dP + Z x ^ d p i = 0.

(29.2)

We thus have {m + 2) independent variables whose variations are 
limited by the a equations (29.2). The number /  o f freely adjustable 
variables is, therefore, /  =  m + 2 _ CT. (29.3)

This equation constitutes Gibbs’ phase rule; f  is called the number of 
thermodynamic degrees of freedom.

According to the value o f /  we distinguish between invariant, 
univariant, bivariant, and multivariant equilibria.

From (29.3) we have the general conclusion that the number of 
thermodynamic degrees o f freedom decreases by 1 when the number 
o f co-existing phases increases by 1.

The derivation shows that the phase rule in the form o f eq. (29.3) 
is bound by the assumptions made in §27. We summarize these 
assumptions once more here since improper application o f eq. (29.3) 
leads to apparent contradiction between theory and experiment. 
Thus, eq. (29.3) is based on the following assumptions:

(a) Boundary effects may be neglected.
(b) No chemical reactions occur.
(c) Volume is the only work co-ordinate.
(d) The boundaries between the phases are thermally conducting, 

deformable, and permeable to all components; in other words, 
entropy, volume, and mole numbers for each phase are freely 
variable within the limits set by the secondary conditions 
(27.3)-(27.5).



§30 Phase reactions

We have shown in § 27 that the state o f a heterogeneous system 
is completely defined by the equilibrium conditions (27.6)-(27.8) 
together with the secondary conditions (27.3)—(27.5). The question 
now arises whether, and under what conditions, changes o f state are 
possible in which only eqs. (27.5)-(27.8) are fixed while entropies and 
volumes o f phases as well as those o f the total system may change. 
Chemical potentials may be represented as functions o f T , P, and xi 
according to eqs. (26.2), (26.20), and (26.22); our question therefore 
concerns the possibility o f and the conditions governing changes o f 
state for which temperature, pressure, and mole fractions o f the 
phases remain constant, i.e. changes in which the mass o f certain 
phases increases at the expense o f other phases while the total mass 
of each component remains constant. A change o f state o f this kind is 
called a phase reaction. It is always reversible since the heterogeneous 
equilibrium is maintained at all times.

F ig. 16. Simple boiling point diagram of a binary liquid mixture

The possibility o f phase reactions can be seen, for example, in the 
vaporization equilibrium o f one-component systems. At constant T 
and P  liquid may be freely changed to vapour and vice versa by the 
introduction or withdrawal o f heat; the process is accompanied by a 
volume change. Phase reactions are, however, not always possible as 
can be seen from Fig. 16. The diagram represents a liquid-vapour 
equilibrium in a binary system at constant pressure, i.e. a boiling 
point diagram. Component 1 always has a higher concentration in the 
liquid than in the co-existing vapour. When vapour condenses, there­
fore, the concentration o f 1 in the gas phase decreases and the equi­
librium temperature changes as can be seen quite clearly in the 
diagram. A phase reaction is, therefore, impossible.



In order to derive the conditions for a phase reaction in a general 
form, let us consider a closed system at equilibrium consisting of m 
components and a phases. Temperature, pressure, and the mole 
fractions in the phases are assumed to be fixed. Let the initial total 
number o f moles o f the individual phases be

n«*> =  5>Ja). (30.1)
г

Now let there be a phase reaction resulting in a state with unchanged 
T , P, х\л) but with the mole numbers for the phases given by

*(“> + v(e) = S  ̂ a) +  2  ̂ a)- (30.2)i i

v(a) is thus the change in mole number for the phase a for the phase 
reaction. Since the mole fractions for the phase must remain constant, 
we have

n(oc) _  n('<*) +  „<«>
n n(a)+ v (a) (30.3)

The solution o f this equation is

у\л) =  (30.3a)

By definition the total amount o f each component o f the system 
remains constant; we therefore get, from (30.3), the set o f equations

2 X aV a> = 0,
a=l

(30.4)

2 ^ v < a > =  o .
a=l

A phase reaction is, therefore, possible if and only if there is a solution 
o f the homogeneous linear set o f equations (30.4) for v(a) which does 
not vanish.

We distinguish formally between the following cases:
(a) m< a: There are fewer equations than unknowns and a solution 

other than zero thus always exists.



(b) m = a : The number o f equations and unknowns is the same. A 
solution different from zero exists if and only if we have

|x<«>| =  0 (30.5)

for the coefficient determinant.
(c) m > о : The number o f equations is greater than the number o f 

unknowns. The system is, therefore, overdefined and there is a 
solution different from zero only if all the equations are mutually 
consistent. This is so when all determinants o f degree о formed 
by the coefficient matrix vanish. Since the number o f such 
determinants is (1 + m —a) we have (1 + m —cr) conditional 
equations for the set (30.4) to be soluble.

These purely mathematical considerations lead to the following 
physical conclusions:

(a') m < o : According to (29.3) we have an invariant or univariant 
equilibrium. In either case, unlimited phase reactions are 
possible.

(b') m —a \ According to (29.3) we have a bivariant equilibrium. A 
phase reaction can occur only in the case o f those particular 
compositions o f the phases for which eq. (30.5) is satisfied, i.e. 
the determinant formed from the mole fractions vanishes.

(c') m > a: According to (29.3) we have a multivariant equilibrium. 
Phase reactions are possible only for compositions for which 
the (1 + m — o) determinants o f degree о formed from the mole 
fractions vanish.

The conditional equations mentioned in (b) and (c) are sometimes 
called indifference conditions in thermodynamics. We shall consider 
two simple examples:

(a") Two-phase equilibrium o f an m-component system: The (m — 1) 
indifference conditions are

xia) xWX X =  о ( i , j  = 1,2,
x f '

conditions can be satisfied only if

x[«> =  .... -(a)
x m = xW.m *

(30.6)

(30.7)

A phase reaction can, therefore, occur if and only if the two 
phases have the same composition. Such systems are called 
azeotropic mixtures.



(b") Three-phase equilibrium in a ternary system. We have a 
bivariant equilibrium which, according to (b') has the single 
indifference condition

The geometric interpretation o f this equation is that the 
compositions o f the phases lie on a straight line when repre­
sented by Mobius’ triangular co-ordinates (Fig. 17).

F ig. 17. Representation of the indifference condition for a three-phase 
equilibrium in a ternary system

A special case o f this arises when two o f the co-existing 
phases have the same composition since eq. (30.7) is then 
satisfied (coincidence o f two points in the geometrical 
representation).

(c") The examples lead directly to the following general theorem: 
For a phase reaction in bivariant and multivariant equilibria, 
the same composition o f two co-existing phases is always a 
sufficient condition; for only two co-existing phases, it is also 
a necessary condition.

The definition o f a non-variant equilibrium shows that a phase 
reaction can only occur at an appropriate point in the phase diagram. 
Since phase reactions in univariant equilibria are not subject to any 
limitations, they can occur anywhere along a P(T)-curve. Such a 
curve is called an indifferent curve.

For bivariant and multivariant equilibria the (m +  2 — a) degrees of 
freedom are limited by (1 + m — a) indifference conditions. One degree 
o f freedom therefore remains for phase reactions and the correspond­
ing P(P)-curve is an indifferent curve as for univariant equilibria. In 
particular the curve on which lie the azeotropic mixtures o f two-phase 
equilibria is an indifferent curve called the azeotropic curve.

a?|a) x[P]
x{2a) x^} х{2у} =  0.

хза) хзу)

(30.8)

2



§ 31 Invariant and univariant equilibria
Where (ra +  2) phases co-exist at equilibrium, (29.3) requires that 

/  = 0. Such an equilibrium is, therefore, possible only for a particular 
set o f values o f T , P , and and is represented by a point in the 
(m + 1)-dimensional phase diagram. Such equilibria are called 
invariant equilibria.

Invariant equilibria in one-component systems are called triple 
points. Well-known examples are the triple points ice-water-water 
vapour, ice I-ice II-water, and the three triple points o f sulphur: 
monoclinic-liquid-vapour, rhombic-monoclinic-liquid, rhombic- 
monoclinic-vapour.

F ig . 18. Two-phase equilibria in a one-component system (schematic)

Invariant equilibria in binary systems involve the co-existence o f 
four phases. Such equilibria are, therefore, called quadruple points. 
Well-known examples are systems o f the type salt-salt hydrate- 
aqueous solution-water vapour in which gas phase, liquid, and two 
solid phases are in equilibrium.

The unlimited possibility o f phase reactions in invariant equilibria 
(cf. §30) is readily seen in the above examples.

A heterogeneous equilibrium involving (m+ 1) co-existing phases 
has, according to (29.3), one degree o f freedom and is thus called a 
univariant equilibrium. Let us examine the simplest example, i.e. 
two-phase equilibria in a one-component system, as represented in 
Fig. 18.

Since two phases co-exist along each curve, the curves are called 
co-existence curves whose differential equations we shall now derive.

According to (27.8) or (29.1) we have for movement along a 
co-existence curve

d/x(a) =  d pW. (31.1)
Since chemical potential and mean molar Gibbs free energy are 
equivalent for a one-component system we may write (31.1) as
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This, with (26.8), (27.6), and (27.7), gives

or
-£*«*> d T +  F*(a)dP =  -S *W d T +  F*(̂ dP,

dP S*«*)-S*W 
dP = F*(a)_

However, (27.8) with (21.35) gives

#*(a) _  a) _  #*(/?) _  TS*^,

which, on introduction into (31.4), gives

dP #*<«>_#*</?)
dP = P(7*(a)_ ‘

(31.3)

(31.4)

(31.5)

(31.6)

This relationship is called the Clausius-Clapeyron equation and is the 
differential equation o f the co-existence curve for two-phase equilibria 
in one-component systems.

The enthalpy difference which appears in the numerator on the 
right-hand side is, according to eq. (21.23), the heat absorbed per 
mole during the phase reaction. It is convenient to denote the phase 
with the greater molar enthalpy by a and to write

L =  #*<«>_#*</?). (31.7)

The quantity L is called the molar heat of phase change, in particular 
the molar heat of vaporization, molar heat of fusion, etc. I f  we also 
write

Д7* = F*(a)-  V*W9 (31.8)

the Clausius-Clapeyron equation appears in the simple form

dP _  L 
dT ~  TAV*'

(31.9)

Since L > 0 by definition, the gradient o f the P(T)-curve has the same 
sign as the volume difference A V*.

Let us now consider the general case o f a uni variant equilibrium. 
According to (29.3), we have о -  m+  1 and the P(P)-curve is an 
indifferent curve according to § 30. In order to derive the differential 
equation o f this curve, we start with the set o f equations (29.2) which
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are now written
( cLP д  
d T м

F*(a) У  x ia)r Am ^  i = £*«*>,

ЛР m r i i i .V*im+1) _ _  V  ,r(m+1)
dT d r

(31.10)

where all derivatives are taken along the equilibrium curve. Equations
(31.10) are a set o f inhomogeneous linear equations for the (m+ 1) 
unknowns dP/dT, dpjdT> ...,d/xm/dT. The solution for dP/dT is

where

A* =

Dv =

dp D s
d T D v

£ * < a ) T(0L)
x m

$*(m+1) /р|тп+1)
x m

pMa)
x m

y*(m+1 )
• * x m

(31.11)

(31.12)

(31.13)

A Laplace expansion o f the two determinants with respect to the 
elements o f the first column gives

As = I ,D M S*(a),
a

D V =  Z D W  F*(a>

(31.14)

(31.15)

if the co-factors (the same in both cases) are denoted by Z)(a,.f

t The sign conventions for D la) which we shall use from now on are: 
D ia) positive for odd a, negative for even a;
D lm+1) positive for even m, negative for odd m;
D{a)/D {m+1) negative when a and m are both even or both odd, 

otherwise positive.



We now write the general set o f equations (30.4) in the form

2  X(a) 
a=l

(31.16)

2  х*а) V(a) =  —  Ж ^ + 1 )  
a=l

for our particular problem. I f  v(wl+1) is known, eqs. (31.16) constitute 
a set of inhomogeneous linear equations for the m unknowns v(ot). If 
we use the above determinants D(ot) (i.e. the corresponding co-factors 
o f the elements $*(a) and F*(ot) o f Ds and Dv) the solution o f (31.16) is

„(a) _  _  vim+l) D«*>
£)(m+1) *

I f  we now form the expression

I 'S  _  _a______________

Dv ~ F*<«>

(31.17)f

(31.18)

and divide both numerator and denominator on the right-hand side 
by — £)0n+i) we get, with (31.17),

2 s  _  
Dr

£*<a)
_a__________

2  v(a) F*<“> ’
a

(31.19)

By the definition of v(a) the numerator on the right-hand side 
represents the entropy change AS while the denominator represents 
AF for our phase reaction. Thus, eq. (31.11) becomes

dP AS 
dT ~  A F ’ (31.20)

The enthalpy change for the phase reaction is

L =  АЯ =  5 > (а)Я *(а). (31.21)

Since dT = 0, dP =  0, dn* = 0 for the phase reaction, we have

A G =  А Я -T A S  = P -T A S  =  0 (31.22)

t  The number o f commutations which transforms the original determinant 
of the numerator into D la) is odd when a and m are both even or both odd, 
otherwise it is even.



so that we finally get
<LP_ L 
&T ~ TAV* (31.23)

This relationship was first derived by Gibbs and constitutes the 
generalized Clausius-Clapeyron equation for any univariant equi­
librium. For m =  1, <t =  2 eqs. (31.20) and (31.23) reduce to (31.4) 
and (31.9), the ordinary Clausius-Clapeyron equation.

Fig. 19. Phase diagram of the system Sn-Bi (schematic) E =  eutectic point

Equation (31.23) has a particularly clear meaning for vaporization 
equilibria o f multi-component systems. I f  a system consists o f m 
components, and m liquid phases are in equilibrium with the vapour, 
then eq. (31.23) represents the variation o f the total vapour pressure 
with temperature or, alternatively, the variation o f the boiling point 
with pressure.

So-called eutectic mixtures are an important special case o f 
univariant equilibria in which two solid phases are in equilibrium 
with a liquid phase.

Figure 19 is an isobaric representation o f such an equilibrium.! 
The variation o f the eutectic temperature with pressure is given by 
eq. (31.23).

t Phase II does not really consist o f pure Bi but contains about 
0* 1-0-2 atoms % o f Sn near the eutectic point. The region o f existence o f this 
phase has been omitted from the diagram because o f the scale on which the 
diagram is drawn.

The gas phase can generally be ignored in the discussion o f isobaric phase 
diagrams o f alloys since the pressure can be kept constant by means o f an 
inert gas (e.g. argon) while the vapour pressure o f the metals is usually negli­
gible. The inclusion o f the gas phase would, therefore, not change the number 
of thermodynamic degrees o f freedom.



§32 Bivariant and multivariant equilibria

According to § 30 the main new factors for the case o f bivariant and 
multivariant equilibria are the indifference conditions. Our particular 
problem is, therefore, the derivation o f the differential equation for 
the indifferent P(T)-curve on which phase reactions can take place.

We start again with the set o f equations (29.2) which we now 
conveniently write (for m ̂  cr) as

i
F *(«> dP -S a^ d /A * = £*«*>dT+

г=1 г=(Г

(32.1)
<r—1 m

V *M dP - =  S * ^ d T +
г=1 г=<г

We shall consider (32.1) as a set o f inhomogeneous linear equations 
for the or unknowns dP, dfxv ..., d/z0._1. We shall again use the defini­
tions (31.12) and (31.13) and merely substitute a and a — 1 for the 
indices m + 1 and m. We further define

х\а) X.jcr)

r ( a )

x<r- 1

(32.2)

These determinants are identical with the determinants o f degree a 
mentioned in § 30(c) and formed from the coefficient matrix o f (30.4). 
By using

"  А лАц + Вц л 12

-^21+  # 2 1  ^ 2 2  

we solve (32.1) for dP and find

A n A 12 B n A 12
= +

A  21 -^ 2 2 -# 2 1 ^ 2 2

(32.3)

Dv dP =  Ds dT + £  Dt d/x*. (32.4)
i=<r

According to § 30(c) a phase reaction is possible only if the D{ vanish. 
We know from eq. (31.19) that Dv and Ds cannot be infinite for 
physical reasons nor are they generally zero. We therefore have the 
necessary and sufficient condition for a phase reaction for the case 

g



or

—  = 0  (i,j = a,or+l,...,w*<;*Vj)- (32.6)

The equilibrium pressure in the isothermal case, or the equilibrium 
temperature in the isobaric case, constitutes, according to (29.3), a 
function o f (m +1  — a) independent variables. We can choose the 
(m+ 1 — cr) chemical potentials as these variables and get, with (32.5) 
and (32.6), the theorem: I f  a phase reaction can occur in bivariant 
and multivariant equilibria, the equilibrium temperature at constant 
pressure has a stationary value as has the equilibrium pressure at 
constant temperature.

This theorem was found to hold for special cases by Gibbs and 
by Konowalow and is therefore known as the generalized Gibbs- 
Konowalow rule. It was first proved with complete generality by 
Saurel.

The differential equation o f the indifferent curve is, according to
(32.4),

dP _ D s
d T Dv

(32.7)

The right-hand side can, therefore, be calculated explicitly in the 
same way as in § 31. One simply introduces the first (a— 1) equations 
of the set (30.4) instead of eq. (31.16). We thus find again that

d P _  AS 
dT ~ AV (32.8)

d P _  L 
d T “ TAF* (32.9)

This is the generalized Clausius-Clapeyron equation for the indifferent 
curve o f bivariant and multivariant equilibria.

The simplest examples o f the general rules developed here are 
found in the vaporization equilibria o f binary mixtures o f liquids. 
Figure 20 shows schematically the isobaric (boiling-point) diagram 
for the system benzene-ethanol. The mole fraction o f ethanol 
has been chosen as the independent variable. The stationary point 
at which a phase reaction can occur (cf. the generalized Gibbs- 
Konowalow rule) and at which the two co-existing phases have the 
same composition [cf. §30(c")] is called an azeotropic point (cf. §30). 
Equation (32.9) is the differential equation for the azeotropic curve.



The diagram constitutes a direct verification for the following rules 
(called Konowalow's rules) for boiling-point equilibria o f binary liquid 
mixtures:

I. At constant pressure, the boiling point as a function of 
composition has a stationary value when and only when liquid 
and vapour have the same composition.

II. At constant pressure, the boiling point is raised by addition 
o f that component whose concentration in the vapour is less 
than that in the liquid.

III. The compositions o f liquid and co-existing vapour change in 
the same direction when the boiling point changes at constant 
pressure.

These rules can also be proved analytically. Rule I is merely a special 
case of the generalized Gibbs-Konowalow rule. Analogous rules apply 
for the isothermal representation.

Fig. 20. Boiling point diagram of the system benzene-ethanol (schematic)

C2HsO

Fig. 21. Three-phase equilibrium in the ternary system ethanol-bcnzene- 
water (schematic) * =  vapour phase
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The ternary three-phase equilibrium ethanol-benzene-water is 
important for the manufacture o f pure ethanol. The equilibrium is 
shown schematically in Fig. 21. The compositions o f the three 
co-existing phases lie on a straight line as required according to § 30. 
The vapour pressure has a maximum at constant temperature. This 
maximum represents the highest vapour pressure o f the whole 
vapour pressure surface o f the system.



CHAPTER V

Chemical equilibria

§ 33 General equilibrium conditions

In Chapter IV we excluded chemical reactions from our considerations. 
Chemical equilibrium is a special case o f internal equilibrium since it 
can be attained in a homogeneous system. In § 27 we assumed every 
phase to be in internal equilibrium; we may, therefore, allow chemical 
reactions within the phases as long as we ensure that chemical equi­
librium is complete and that only mole numbers o f independent 
components as defined in §2 are introduced into the equilibrium 
conditions. Our earlier results will then remain unchanged but we 
can obviously obtain no information about the conditions for chemical 
equilibrium. Reactions between the phases (heterogeneous reactions) 
are permissible if equilibrium is maintained, only independent com­
ponents are used, and either

(a) the equation for the reaction is irrelevant to the problem, or
(b) a phase reaction is identical with a chemical reaction.
So-called dystectic points are an example of (a). They are maxima

on the isobaric melting-point curve. At these points the binary melt 
has the same composition as a solid chemical compound which is not 
miscible with the pure components. Figure 22 shows that two eutectic 
points Ex and E2 occur in the phase diagram. The question whether a 
chemical reaction occurs when the compound AB changes from the

two eutectic points Ex and E2



solid to the liquid phase is irrelevant as is a reaction between the 
three solid phases (which usually cannot occur, anyway, because o f 
inhibition). A dystectic point is found, for example, in the system 
Sn-Mg where the solid intermetallic compound is SnMg2.

An example o f (b) is found in the decomposition o f calcium 
carbonate according to the equation

CaC03^ C 0 2 + Ca0 (33.1)
which involves two independent components and three phases. It is, 
therefore, a univariant equilibrium according to (29.3). From a purely 
physical point o f view, C 02 and CaO are the independent components 
while CaC03 appears as a mixed phase co-existing with the other two 
phases. From §30(a') we have that unlimited phase reactions are 
possible here, and eq. (33.1) merely represents the phase reaction in a 
chemical way since the total amount o f the components is conserved. 
The equilibrium pressure o f C02 (‘decomposition pressure’ ) is, there­
fore, given by the generalized Clausius-Clapeyron equation (31.23).

The reaction
2 N i0 ^ 2 N i + 0 2 (33.2)

can be treated in a similar manner.
If, however, nickel is present in the form o f a N i-Pt alloy, we have 

three independent components and three phases and, therefore, a 
bivariant equilibrium. The chemical reaction can thus not be identified 
with a phase reaction (which is possible only for special compositions 
according to §§ 30 and 32). The methods o f Chapter IV are, therefore, 
not applicable to this problem.

In order to derive completely general conditions for the chemical 
equilibrium we have to introduce the mole numbers o f all substances 
occurring in the relevant chemical reaction equation into the funda­
mental equation as independent variables. Not all the m mole 
numbers o f a phase are, therefore, independent o f each other in the 
sense o f §2. For simplicity’s sake we shall assume that only the one 
reaction

a A +  feB ^  yY (33.3)
occurs. It is irrelevant whether this reaction occurs within one phase, 
between several phases or in both ways. Together with these considera­
tions, we apply the fundamental equations (27.1) and the equilibrium 
condition (27.2) which we summarize in the equation

Г 771

2 T<“> §£<“> -  2  P w  8 F(«> + 2 2  S»<“’
a a a U=1

= 0. (33.4)



General equilibrium conditions [§ 33] 

We again have the secondary conditions

£8£<a) =  0, (33.5)
a

2 8 F (a) = 0. (33.6)
OL

Furthermore, we have without restriction

SS»«a) = 0 (tV A ,B ,Y ). (33.7)
a

Since, however, A, B, and Y  are related by the reaction equation
(33.3) we no longer necessarily have

2  Sn{f  = 0, 2  Sn^ = 0, 2  Sn!?' = 0. (33.8)
a a at

Instead of these secondary conditions we now have the equations

28и^> + -  =  o,
а У a

+ = 0.at У a

(33.9)

These conditions mean that the variations o f the mole numbers of 
A, B, Y  must either be related by the stoichiometric factors given by 
the reaction equation (33.3) or must each vanish according to (33.8) 
which merely means a change of substance from one phase to another. 
The conditions (33.8) therefore now represent a special case included 
in the more general conditions (33.9). The variations possible accord­
ing to (33.8) therefore also satisfy (33.9). I f  we consider only the 
variations which satisfy (33.8) we find that we still need the equi­
librium conditions (27.6)-(27.9). The possibility o f a chemical reaction, 
however, adds a new condition. I f  we introduce (27.6)-(27.8) into
(33.4) and take into account (33.5)-(33.7) we get

= 0. (33.10)
a  a  a

Elimination o f SnA and 8nB by means o f (33.9) gives

-  a/*A E Sn^> -  bp.B S  8n(f ] + yy,Y E = 0. (33.11)



Since the variations are completely arbitrary, i.e.
(cf. § 17), (33.11) is satisfied only if

«^a +  V b = VH'Y- (33.12)
In an analogous way it can be shown that for any chemical reaction

aPi. + 6B-|-cC +. . .  ^ 2/Y + z Z • (33.13)

in thermodynamic equilibrium, the condition

a/iA + b}xB + c/ac + ... =  yfi у + zH*z + • • • (33.14)

must be satisfied. Equation (33.14) is the general condition for 
chemical equilibrium for both homogeneous and heterogeneous 
reactions. A convenient compact way o f writing reaction (33.13) is

2><X, =  0, (33.15)

where the products have the positive sign. The corresponding expres­
sion for the equilibrium condition is

2>*/х* =  0. (33.16)

§ 34 Homogeneous reactions. The law of mass action

This section deals with chemical reactions occurring within a 
phase or in a homogeneous system.

(a) Homogeneous gas reactions. The partial pressure o f component i 
in a gaseous mixture is defined by the equation

P i  = xi P. (34.1)

For an ideal mixture o f gases we have Dalton's law of partial 
pressures,

Pi = y R T .  (34.2)

The chemical potential o f component i o f an ideal gaseous 
mixture is

т  = ВТ\пр{ + № П  (34.3)

where /x?(T) is a standard or reference value, i.e. the chemical 
potential f o r ^  =  1. Equation (34.3) gives, with (34.1),

= RT  In Xi + RT  In P + jj%(T). (34.4)



Let us now assume that the reaction (33.13) occurs in the ideal 
gaseous mixture. Introduction o f (34.3) into the equilibrium 
condition (33.14) now gives

P\Pz-~
Pa Pb Pc - -

= V ) ,

while introduction of (34.4) into (33.14) gives

Xy 3̂ 2 • • •
<WZ /yCXA XC * *

KX(T ,P ).

(34.5)

(34.6)

Equations (34.5) and (34.6) are different forms o f the law of 
mass action originally derived by Guldberg and Waage from 
kinetic considerations. The two ‘equilibrium constants* Kp and 
Kx are connected by the relationship

KX(T, P) = P a+b+c -v -* -K p(T). (34.7)

The law of mass action can also be formulated in a third way by 
introducing the quantities c{ =  n j  V as concentration variables 
by means o f eq. (34.2) which gives

and

Cy Cj,...
C€L лЬ лС

A °B  VC * • *
= KC(T)

Kc =  (RT)a+b+c K2

(34.8)

(34.9)

The ‘equilibrium constant* Kc thus also depends only on T and 
not on P.

The ideal gas mixture has not been introduced merely for 
historical reasons: the above equations are usually a sufficient 
approximation for practical purposes when the total pressure 
does not exceed a few atmospheres.

I f  deviations from ideality have to be considered, an 
analogous formulation involving fugacities instead o f partial 
pressures is available. The fugacities p f  are defined by the 
equation

н  = ИТ1пр*+и.* (П  (34.10)
where

iim ^ L = iim ^  = 1
p_*o H p-и) Vi

(34.11)



(Gibbs-Dalton law). We then have

_  K*{T). (34.12)
p T P b Pc •••

We have to remember that, on the right-hand side, we again 
have a pure temperature function but that fugacities are not 
simply concentration variables but are basically functions o f 
all the variables o f state.

Let us summarize the various forms of the mass action law in 
the compact notation o f eqs. (33.15) and (33.16):

п py =  Kp{T), \
П W = KX(T,P),\  (34.13)

Пс5‘ =  KC(T), )
and, for real gases,

П p fv< = K*(T). (34.14)
We shall use this notation exclusively from now on.

We still have to investigate the equilibrium constants. In 
order to obtain the most general results, we shall show first o f 
all that the standard values o f the chemical potentials occurring 
in eqs. (34.4) and (34.10) are identical. According to eqs. (26.27) 
and (34.10) we have

(34.15)

Since

(34.16)

we can write (34.15) as

(34.17)

Integration o f this equation at constant temperature and 
composition gives

dP +  lim ln|£-. 
p-* о P*i

(34.18)

I f  we now make use o f the fact o f experience that all real gas 
mixtures behave ideally at vanishingly small pressures, we find
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from (34.16) that

lim = 1 (34.19)

which proves the existence of the integral. Furthermore, the 
fact of experience together with (34.2) gives eq. (34.11), accord­
ing to which the last term o f (34.18) vanishes. Equation (34.10) 
can thus, by using (34.18), be written

ft  =  R T In (Pxt) + d P + M*(T) (34.20)

which gives the standard value as
ri(T ) =  lim [fii-R T ln  (PXi)]. (34.21)

p - > o

The limiting value o f the first term is, according to the above 
fact o f experience, given by eq. (34.4). We therefore have

fi(T ) = (34.22)
From the derivation o f eqs. (34.13) and (34.14) together with 
(34.22) we find

Kp(T) = K*(T) (34.23)
and

RT In Kp =  = -A G °, (34.24)
or

# »  = e x p ( - ~ )  (34.25)

if we use eq. (21.40). AG0 is, by definition, the change in Gibbs 
free energy associated with one formular reaction (reaction of 
quantities of matter as written in the reaction equation) when 
all reactants and products are in their standard states.

We now have to consider the dependence o f the equilibrium 
constants on temperature and pressure. Differentiation of
(34.24) with respect to temperature gives

dlnKp ДО/5Г) 
d T ? R d T (34.26)

which, with eq. (26.29), becomes

d in Kp у  Vih\ 
d T ^  RT2' (34.27)



If the enthalpy o f reaction for the standard state, Д # 0, is defined 
by the equation

Д Я° =  2><Л®, (34.28)

(34.27) becomes
dlnAp _  ДЯ0 

d T RT2 (34.29)

which is known as the varit Hoff equation. It represents directly 
the temperature dependence o f the chemical equilibrium for 
ideal gases. Since the partial molar enthalpies here are indepen­
dent o f composition, Д # 0 is the true (measured) enthalpy o f 
reaction. Conditions are more complicated for real gases and 
will, therefore, not be discussed.

Analogous relationships may be derived for the other equi­
librium constants. We shall again confine our discussion to ideal

I f  we use the abbreviation 2  =  *'» the isothermal-isobaric
volume change for one formular reaction is

Р Д 7  =  vRT. (34.30)
When we use the fact that the internal energy o f an ideal gas 
mixture is independent o f volume and pressure, we find that 
the enthalpy o f reaction is given by

Д H =  (Дг/)г>р + Р (Д 7)г ,р =  (AU)TtV
+ Р (Д 7)г>р =  ДЕT + PAV. (34.31)

According to eq. (21.19), AU is the heat o f reaction at constant 
volume. We thus have, with eq. (34.9),

In Kc =  In Kp — v\nRT.
From eqs. (34.29)-(34.32) we get

d ln P c =  AU 
d T  ~ P P 2*

(34.32)

(34.33)

This equation is also known as the van’t Hoff equation or as the 
reaction isochore.

From (34.6) and (34.29) we get
(д\пКх\ AH 
\ dT j P ” P T 2* (34.34)

t We shall, therefore, omit the index 0 which might lead to misunderstanding.



Equations (34.6) and (34.30) give

/01n КЛ _  Л 7
\ dP ) T r t * (34.35)

This relationship was originally given by Planck and van Laar, 
and shows [just as eq. (34.6) ] that the equilibrium constant Kx 
depends on pressure only if v Ф 0.

(b) Homogeneous solution reactions in the liquid state. Homogeneous 
reactions in the liquid phase may be treated by much the same 
methods as homogeneous gas reactions, i.e. the treatment leads 
to the law o f mass action and the same equations for the depen­
dence o f the equilibrium constants on temperature and pressure. 
We can, therefore, keep our discussion much shorter. The main 
differences from gas reactions are found in the choice o f con­
centration variables and standard states. From a theoretical 
point o f view the most convenient concentration variable is the 
mole fraction.f The chemical potential o f component i is, there­
fore, given by

^  = PT ln  (/<*,)+ /x?(T,P) (34.36)

where the quantity / {(Т ,Р ,х19 ...,a:m_1) is called the activity 
coefficient.

There are two common definitions o f the standard state:

(«) rt = m (T ,P ) (i = 1, ...,m), (34.37)

where fii0 is the chemical potential o f pure component i.

08) f i(T 9P) = ,i10[T9P),

(4(T,P) = lim (fr-R T lnX j) (i =  2......m).
Xl^l

Component 1 is called the solvent (cf. § 26). Definition (a) has 
the advantage o f complete symmetry with respect to the 
components.

Definition (£) is closely connected with the gas theory and 
must be used when a formulation o f the mass action law 
analogous to that in the gas theory is required. The choice of

t  Experimental thermodynamics often uses the following other concentra­
tion variables: moles of solute per kg o f solvent (molality); moles o f solute per 
litre of solution (molarity). Molarity has the disadvantage that its numerical 
value changes with temperature.

I (34.38)



standard state implies a corresponding standardization o f the 
activity coefficients. We thus have 

for (a)
lim f i = 1, (34.39)

x»->l
and for (p)

lim Л =  1} lim = 1 = (34.40)
X l->1  X\ -> 1

I f  we introduce the activities
ai = f i xi (34.41)

together with eq. (34.37) into (33.16) we get

Пау = K (T,P) (34.42)
where

R TlnK  = =  -  A G°. (34.43)

Standardization (ft) gives for an ideal dilute solution t

UxKi = K(T,P). (34.44)

The dependence o f the equilibrium constant on temperature 
and pressure is now given by

/01nir\ _  A # 0 
[  dT )p~~ RT*

and, with (26.27), by

/01ntf\ =  AF°
\ dP ) T ~ RT

where
AF° =

(34.45)

(34.46)

(34.47)

The definition o f standard states for chemical potentials 
discussed in this section is o f general significance for the 
thermodynamics o f liquid mixtures. It can easily be shown to 
be the basis for the definition o f the free energy o f dilution (§26).

The same formal treatment is usually applied to solid mixed 
phases for which, however, the definition (a) is always used. For 
pure solids we have, therefore, that ai = 1 ,/* =  1.

t  This is a solution to which the equations derived from (34.36) together 
with (34.38) and (34.40) for xx -> 1 apply. Formally, these are limiting laws 
whose applicability to real systems depends on the nature of the system and 
the accuracy of measurement.



§ 35 Heterogeneous reactions
The general equilibrium condition (33.16) is, as already mentioned, 

valid for homogeneous as well as heterogeneous equilibria. The 
considerations o f §34 can, however, not generally be applied to 
heterogeneous equilibria. We shall confine our discussion to a few 
observations which clarify the nature o f our present problems.

Let us again consider the reaction (33.15) but suppose that now the 
reactants and products appear not only in the gas phase but also in 
one or more condensed phases. A chemical reaction in the gas phase 
may be treated in the same way as in § 34(a). The assumption of 
ideality, therefore, leads again to eqs. (34.13). Under the given 
conditions, however, we have to consider for each component not 
only the chemical equilibrium but also the vaporization equilibrium. 
While the quotients on the left-hand side o f the mass action law are 
functions o f T or of T and P, we now have the situation where each 
single partial pressure pi is a function o f T and P  fixed by the 
vaporization equilibrium. The advantage o f the law o f mass action 
for homogeneous reactions is twofold: on the one hand, the value of 
the equilibrium constants is a measure o f the progress o f the reaction 
under given initial conditions; on the other, changes in the initial 
concentration o f individual components can be used to influence the 
course o f the reaction. A well-known example o f the latter is the pre­
vention o f the dissociation of HI according to

2 H I ^ H 2 + I2 (35.1)
by the addition o f I2. Many further examples may be found in the 
methods used in chemical analysis. The two advantages mentioned 
disappear when the partial pressures appearing in the quotient o f the 
mass action law are equilibrium vapour pressures. The formalism of 
the mass action law then becomes useless and we must go back to the 
general equilibrium condition (33.16).

Somewhat different considerations apply when states where certain 
participants in the reaction occur only in the gas phase are under 
discussion. Let us choose as our example the Boudouard equilibrium.

C«90lid, +  C02(Kas)̂ 2 C O (ga8). (35.2)
Since fic in practice depends only on the temperature we can construct 
a mass action law expression (assuming ideal gas behaviour) in the 
form

Pco 
Pco,



The equation for the equilibrium constant is, however, no longer
(34.24) but [for eq. (35.2)]

RT\nKp = /*c + — 2̂ <з o* (35.4)
Analogous considerations apply when the carbon is dissolved in solid 
or liquid iron. From the standardization (a) and eq. (34.36) we get

Pco =  KP(T), (35.5)
Pco, xcfc

where Kp is again defined by eq. (35.4). From eqs. (35.3) and (35.5)
we find

x  f  _  (ffco/ffCQs)(alloy) 
(PcolPcO%) (graphite)

(35.6)

The oxidation o f nickel mentioned in § 33 can be treated in a similar 
way. For the oxidation o f pure nickel we have

Pot =  Kp(T) (35.7)
with

MT In Kp =  2/xNi0 — 2/*Ni- (35.8)
If the nickel is in the form o f a N i-Pt alloy, eq. (34.36) with the 
standardization (a) gives

=  (35.9)

where Kp is again given by eq. (35.7). From (35.6) and (35.8) we get 

*2Ni/Si =  f ° ,(all07> • (35.10)
/^(nickel)

Equations (35.6) and (35.10) show how activity coefficients o f 
condensed mixed phases may be determined from measurements o f 
heterogeneous equilibria.

When heterogeneous equilibria can be investigated over a con­
siderable range o f states, two cases may occur:

(a) A component initially present only in the gas phase reaches a 
partial pressure which leads to condensation under the appro­
priate conditions.

(b) A component initially present only in the condensed phase 
reaches a partial pressure less than the equilibrium vapour 
pressure so that it disappears from the condensed phase.

In neither case is a representation by means o f the mass action law 
possible over the whole range o f states and we have to go back to the 
general equilibrium condition (33.16).



Our final observation concerns the role o f the phase rule in chemical 
reactions. The enumeration procedure is, in principle, the same as in 
§ 29. We have thus again a Gibbs-Duhem equations. The summation 
must now, however, be carried out over all substances (kinds of 
particle), for which we have r additional reaction equations o f the 
type (33.15) and possibly b further conditional equations. The number 
of thermodynamic degrees o f freedom is, therefore,

/  = m + 2 — о- — r — b. (35.11)

Comparison with the definition (2.1) o f independent components 
shows that eq. (35.11) changes into the usual form (29.3) o f the phase 
rule if m is taken to be the number o f independent components.

I f  a reaction goes to completion so that one component disappears, 
m decreases by one as does r since the appropriate reaction equation 
need no longer be considered. The number o f degrees o f freedom 
therefore remains unchanged.

The only way in which m can decrease more rapidly than r is for 
the composition o f the system to be exactly stoichiometric; /  will 
thus become smaller.

§ 36 The progress variable. Affinity
We still have to discuss briefly a treatment o f chemical reactions 

which is formally somewhat different from that o f § 33. The treatment 
represents the second of the two methods discussed in §§16, 17, 
and 23. We shall exceptionally make use once more o f the more 
general form

( * P W p o  (36.1)
of the equilibrium condition.

Let us consider a closed homogeneous system in which the reaction

2 > t.X* =  0 (36.2)
can occur. According to the sign convention o f §33 the products 
have the positive sign. The equilibrium is, therefore,

m
T8S-P 8V  + 2  /*, &n{ »  0 (36.3)

i=i
with the secondary conditions

8S = 0, SF = 0, 8wj = 0 
for all г which do not appear in (36.2).



Only the variations o f the mole numbers o f participants in the 
reaction can thus differ from zero. As was shown in § 33, only one o f 
these is independent. As was mentioned in § 14 a new independent 
variable can be introduced by means o f the equation

d n ^ v ^ d f . (36.5)
The quantity £ is called the progress variable. The equilibrium con­
dition therefore becomes , ч

(36.6)

When all the participants in the reaction are present in the system, 
we have S£^0 and, according to §17, the equality sign therefore 
applies. We therefore have

= 0 (all reactants and products present) (36.7)
i

in agreement with eq. (33.16). I f  no reaction products are present we 
have 8£ > 0 and, therefore, from (36.6) that

2  ^  ^ 0 (no products present). (36.8)
i

If, however, only reaction products are present we have 8£ < 0 and, 
therefore,

(only products present). (36.9)f
i

The quantity
A =  - 2 ^ ^  = -A G  (36.10)i

was called the affinity o f  the reaction by de Donder. When all 
reactants and products are present the equilibrium condition is simply

1̂ = 0. (36.11)
The above considerations can easily be generalized to include hetero­
geneous systems. We have to remember that £ is an internal para­
meter as defined in § 16 and not a thermodynamic variable o f state.

§ 37 The thermodynamic calculation of chemical reactions

Concrete thermodynamic statements about chemical reactions 
obviously require an explicit knowledge o f the relevant thermo­
dynamic functions. These are available nowadays in the form of 
tables for the majority o f homogeneous substances. The methods used

t A clear interpretation of the conditions (36.7)-(36.9) is obtained from 
(37.3).



for the determination o f these functions cannot be discussed here. We 
shall, therefore, confine our discussion to a few general remarks.

Thermodynamics can make two kinds o f fundamental statements 
about chemical reactions.

(a) For a given reaction, eq. (33.16) gives the values o f the quanti* 
ties o f state corresponding to chemical equilibrium.

(b) Since, according to § 23, G for T  =  const, P  =  const is a 
minimum at equilibrium, we can find, for given values o f the 
quantities o f state, whether a reaction is basically possible (i.e. 
if we neglect possible inhibitions).

The information in (b) is o f particular importance for the many 
chemical reactions which do not result in equilibrium between all the 
participants in the reaction but go to completion so that at least one 
component disappears completely. The main examples o f such 
behaviour are found in reactions between pure condensed phases, e.g.

2Ag + Hg2Cl2 —> 2AgCl + 2Hg (37.1)
and in many reactions of organic compounds. However, cases are 
also found among heterogeneous reactions involving the gas phase, i.e.

TiC + 0 2->T i02 + C. (37.2)
We have quite generallyf

A6r = 0 , A =  0 , chemical equilibrium, \
AG < 0 , A > 0, reaction possible, J (37.3)
AG > 0 , A < 0, reaction impossible, j

Thermodynamic statements about chemical reactions therefore 
always require a calculation o f AG and thus a knowledge o f the 
chemical potential o f all the participants for the appropriate values 
o f the quantities of state. Let us take a brief look at the most 
important special cases:

(a) Pure condensed phases. The chemical potentials are identical 
with the molar Gibbs free energies. We have, therefore,

Д<? = 2 ^ Я * - Т 2 > г.£*. (37.4)i i
Щ  and S f can be found from tables. Often, however, the tables 
only give the standard values H f° and S f° at 298*15 К  and 
P =  1 atm. But, according to (21.16) we have

(37.5)

f  The statements (37.3) constitute a clear explanation o f the equilibrium 
conditions (36.7)-(36.9).



and, according to (25.4),
(dAS\ _  ДCy>
\ d T ) p ~  T

where
AC'p =  S*'i CP,i

We therefore find
CT CTAC

AG =  A H °-T A S ° +  ACP6 T -T \  T. (37.8)
J t° J t° *

The integrals can be found by using either tables or interpola­
tion formulae. Equation (37.8) is, o f course, merely a solution o f 
the Gibbs-Helmholtz equation (24.8). Equation (37.8) may also 
be written

гг dT' CT'
AG =  A # 0 -  T A S ° -T  ^  A CP d T\ (37.9)

J t° J- J T'0
This form is easily obtained by partial integration o f (37.8) or 
by direct derivation from (24.10).

A direct experimental determination o f AG is possible if the 
reaction can be used in the construction o f a reversible galvanic 
cell (cf. § 72).

(ft) Homogeneous gas reactions. The same principles as before apply 
to calculations concerned with homogeneous gas reactions but 
we must remember that the tables give values o f H f° and Sf° 
calculated for the ideal state at P  = 1 atm. Corrections for 
departure from ideality may usually be neglected in chemical 
equilibrium calculations. We can thus find directly from the 
tables or by using (37.8) that

AG° =  -B T \ n K p. (37.10)
In principle it is always possible to force a homogeneous gas 
reaction to occur by a suitable choice o f initial partial pressures 
although in practice limits are set by the available experimental 
conditions. I f  we wish to find AG for a given initial state we 
must add ВТ  In to the values o f  ̂  obtained from the tables.

(y) Condensed mixed phases. The calculation o f chemical reactions 
involving condensed mixed phases are attended by much 
greater difficulties than the cases discussed previously; even for 
the simplest case, i.e. for reactions in ideal dilute solutions

(37.6)

(37.7)



(§34b), the standard state depends on the solvent when 
standardization (f$) (which leads to the mass action law) is used, 
and systematic tables are not, therefore, available. I f  we avoid 
this difficulty by choosing standardization (a) we end up with 
the generalized mass action law (34.42). The equilibrium con­
stant can now be calculated using the tables but we also need to 
know the activity coefficients if we want to find AG. A syste­
matic tabulation of activity coefficients is, however, not 
practicable.

§ 38 Nemst’s heat theorem. The unattainability of the absolute zero. 
Zero point entropies

Thermodynamic investigations o f heterogeneous reactions led 
Nernst (1906) to the formulation o f a general law now called the 
Nernst heat theorem. Further examination showed, however, that the 
original formulation of the theorem is not tenable and leads to serious 
problems whose investigation is possible only on the basis o f quantum 
statistics and is not complete even today. On the other hand, Nernst’s 
heat theorem is of outstanding importance for many aspects o f applied 
thermodynamics. We shall, therefore, emphasize the applications 
while the problems will be only briefly indicated. A detailed discus­
sion o f the problems may be found in textbooks o f statistical 
thermodynamics.

(a) Nernst's heat theorem. Let us consider an isothermal-isobaric 
process taking place between pure condensed phases.f Let the 
process be symbolized by the expression

a — >p. (38.1)
This may be a heterogeneous reaction between pure crystalline 
solids, e.g.

Pb + I2— >PbI2, (38.2)
Pb + Hg2Cl2— > 2Hg + PbCl2, (38.3)

or a transition between allotropic modifications, such as
Sn (white) — >Sn (grey), (38.4)
S (rhombic)— >S (monoclinic), (38.5)

or a liquefaction process, e.g.

He (solid)— >He (liquid).
t i-e* we shall exclude a consideration of mixed phases.



We shall, for purposes o f brevity, denote (38.1) quite generally 
as a reaction. We shall make the following

Assumption 1: No process which changes an internal para­
meter within a phase will occur with the reaction (38.1).

Experience shows that for certain processes in many sub­
stances internal equilibrium is no longer reached at low 
temperatures. An internal state, i.e. a certain value o f the 
appropriate internal parameter, which corresponds to internal 
equilibrium at higher temperatures may remain the same at 
lower temperatures, i.e. it is ‘frozen*. The most important 
examples o f phases in frozen equilibrium are certain molecular 
crystals at very low temperatures (e.g. CO, NO, N20 , H20) and 
inorganic and organic glasses.f Assumption 1 thus excludes 
processes associated with the ‘thawing* o f a frozen equilibrium.

We shall denote the difference between the values o f a 
function o f state Z  in the states (a) and (£) by

A Z = Z (P )-Z («). (38.7)

For chemical reactions this notation is more aptly expressed by 
eqs. (36.10), (37.4), and (37.7).

According to (24.8) we thus have

Д О -Д Я  + Т ^ ^ .  (38.8)

According to § 37 the solution o f this equation may formally
be written as

Ct CT
AG =  ДЯ, -  TAS0 +1  ACP dT -  T j  # d T, (38.9) 

or

AG =  AH0-T A S 0- T j * ^ j * '  ACpdT", (38.10)

t A phase in frozen equilibrium is not necessarily a metastable phase in the 
sense of § 18. Ordinary polystyrene, for instance, is incapable of crystallizing. 
It can, therefore, never be a supercooled liquid. A kind of freezing does, how­
ever, occur at a reasonably reproducible temperature and turns the poly­
styrene into a ‘glass’ . Silicate glasses and glycerol, however, first form a 
supercooled liquid in internal equilibrium which freezes only at lower 
temperatures. In such cases the phase in frozen equilibrium is metastable with 
respect to the crystalline solid.
6



where AH0 is the enthalpy and AS0 the entropy o f reaction at 
absolute zero. These quantities are defined by the equations

ДЯ
=  Afl° +  Jo 

=  ASo +  Jo

ГТ
ACpdT, (38.11)

• ; ^ a , (38.12)

Since no measurements are possible at and in the immediate 
neighbourhood of the absolute zero,f the significance o f the 
integrals occurring on the right-hand side o f eqs. (38.9)-(38.12) 
still has to be found. We shall, for this purpose, make

Assumption 2: The integrals

lim
ГТ

CPdT =
ГТ

CPdT ,
Jt® Jo

lim I III43

Г ^ тT°-*0 J1 t° 1 J* т

(38.13)

(38.14)

exist for all phases participating in the process (38.1). The 
assumption requires the specific heats to vanish for T -> OJ and 
this can be rigorously proved for simple models (e.g. the Debye 
crystal model) by means o f quantum statistics. According to all 
our knowledge o f condensed phases the assumption may be 
regarded without doubt as generally valid. § The experimental 
evidence is, however, not quite as general. This is apparent from 
the typical example shown in Fig. 23.

Assumption 2, as given above, is merely a formal definition. 
To be useful it must be supplemented by mathematical rules. 
The main difficulty which we meet is that in many cases the 
specific heat in the region T < 1 К  does not decrease mono- 
tonically to zero, a fact which is known both experimentally 
and theoretically. This knowledge, however, gives no pointer 
towards a method o f extrapolation as can be seen, for example,

t The usual lower limit for which measurements are available is between 
about 1 К  and 20 K.

J A sufficient condition for the integrals to converge is that Cp oc Tn for 
T -► 0, where n > 0. It is thus not necessary that n ̂  1.

§ This is justified even more by the experimental result that Д/i/ and ДS are 
finite. The integrals must, therefore, converge.



from Fig. 23. Since such ‘anomalies’}  may still be found at 
temperatures far below those attainable by modern low- 
temperature techniques} an experimentally verifiable rule can 
be formulated only by completely neglecting these anomalies.§

F ig . 23. The atomic heat of Tb at very low temperatures

We therefore make the further
Assumption 3: The decrease to zero o f the specific heat, 

required by assumption 2, may be represented with sufficient 
accuracy by a simple potential law immediately following the 
last experimentally established decrease.

The usual practice is to use Debye’s T3 law for non-metallic 
crystals. For metals the electronic energy is taken into con­
sideration and the expression used is

CP = ocT* +  yT. (38.15)
Experimental data and theoretical estimates at ordinary 
temperatures show that the error introduced by assumption 3

t Such anomalies are to be expected primarily in paramagnetic and 
ferromagnetic crystalline solids. They may, however, also occur in diamagnetic 
crystals.

t Certain anomalies deduced from theoretical considerations are expected 
to occur in the region o f 10~e K.

§ This is simply a way of ‘legalizing’ the method used before the development 
of modem low-temperature physics.



may, in view o f the experimental errors involved, be completely 
neglected in the integral (38.13). The error in the integral
(38.14) may be considerably greater and amount to more than 
5% in unfavourable cases.

Let us now return to the integration o f the Gibbs-Helmholtz 
equation. Since the quantity AH is directly measurable we can 
calculate A #0 from calorimetric data by means o f eq. (31.11). 
The quantity AS0 then remains as an unknown constant of 
integration on the right-hand side o f (38.9) and (38.10). The 
Nemst heat theorem is a general statement concerning this 
integration constant.

Nernst’s ideas are related to a principle laid down by Thomsen 
and Berthelot about the middle o f the nineteenth century. 
According to this principle the course o f a reaction between 
condensed phases is determined by the heat o f reaction, i.e. AG 
is supposed to be equal to AH. Equation (38.8) shows imme­
diately that this theorem is not tenable as a general thermo­
dynamic principle. In a number o f cases, however, it is valid 
approximately; Richards (1903) showed experimentally that 
the approximation becomes better with decreasing temperature. 
Nemst, therefore, suspected the principle to be a limiting law at 
low temperatures such that not only does AG become equal to 
AH as T -> 0  [this follows from (38.8) ]| but also that the two 
curves have contact o f at least the first order. We therefore have

The Nernst heat theorem: I f  we accept assumptions 1-3, we 
have for all isothermal-isobaric processes involving pure con­
densed phases that

dAG .. dAH 
rT o  ST -  r “ o ST ■

(38.16)

The behaviour required by (38.16) is shown diagrammatically 
in Fig. 24.

The quantity on the right-hand side o f (38.16) is, according 
to (37.5), the limiting value o f ACP as 0; according to 
assumption 2 the limiting value is zero. With (21.37) we there­
fore get

The Nernst heat theorem (alternative formulation): I f  assump­
tions 1-3 are correct, we have for all isothermal-isobaric

t It must be formally assumed that AS does not become infinite as T -* 0.



processes occurring amongst pure condensed phases that
AS0 =  0. (38.17)

This formulation clearly shows the relation to the integration 
o f the Gibbs-Helmholtz equation since AG can be calculated 
from purely calorimetric data if (38.17) is valid.

Fig. 24. The Nemst heat theorem

The following comments still need to be made:
(a) The quantities AH0 and A80 are defined as limiting values 

obtained by extrapolation o f experimental data into the 
experimentally inaccessible region. They thus have innate 
physical meaning only in conjunction with the Nernst heat 
theorem, f

(ft) The physical assertion o f the Nernst heat theorem may be 
re-stated in the following w ay: the quantity AS becomes so 
small at temperatures between 20 К  and 1 К  that an 
extrapolation to T  =  0 done in conformity with assump­
tion 3 yields eq. (38.17) within the limits o f experimental 
error.

t This state o f affairs may be made clearer by means of an analogy. The 
osmotic pressure o f a binary solution (§ 28) at very high dilution is given by

p m
П =  -д̂ г- Cg (van’t H off’s law),

where M 2 =  molecular weight o f solute, cg =  concentration o f solute in 
g cm~3. We have that П -> 0 as c9 -* 0. The limiting value, lim П/cg, is, how-

cg—*0
ever, finite and defines the molecular weight M 2 (cf. § 75). This limiting value 
is not directly measurable but is obtained by extrapolation into an experi­
mentally inaccessible region.



(y) We excluded mixed phases from the formulation developed 
above. We are, however, always dealing with mixtures of 
isotopes. We cannot discuss this problem here but will 
merely state that all the formulations remain valid as long 
as the isotopic composition o f all the participating elements 
remains constant during the process (38.1).f

Appropriate methods for an experimental investigation of 
the Nemst heat theorem are measurements involving rever­
sible galvanic cells (§72) and observations o f phase changes 
in condensed systems. We find that eq. (38.17) is always 
obeyed within the limits o f experimental error. We choose 
as our example the values for the transition

S (rhombic) -> S (monoclinic)
since we shall need these values again later. We find{ 

(R =  gas constant)
AHjR =  (47*5 ± 5) К, T = 368*6 K, }
ASjR =  012 ± 0*01, T = 368-6 K, (38.18)

ASJR = 001 ± 005. J
(b) The unattainability of the absolute zero. Another rule formulated 

by Nernst in 1912 is closely connected with the heat theorem. 
The rule is the principle of the unattainability of the absolute zero: 

It is impossible to cool a system to the absolute zero by means 
o f a finite number of operations o f any process.

This theorem must be regarded as a fact o f experience 
independent o f the Laws of thermodynamics.§ In order to

t Hydrogen and other substances consisting of mixtures of ortho- and 
para-states involve further complications. For a discussion o f these complica­
tions, the reader is referred to textbooks of statistical thermodynamics.

I E. D. Eastman and W. C. McGavock, J. Am. Chem. Soc., 59, 145 (1937). 
Later measurements by E. D. West [ibid. 81, 29 (1959)] give somewhat 
different values for the transition temperature, ДH, and ДS. Since these 
measurements were not, however, made at low temperatures, we shall not use 
the results for reasons of consistency.

§ Nemst derived the unattainability principle from the Second Law by 
means of a cyclic process. This derivation was first criticized by Einstein. The 
controversies have continued to the present day; we cannot discuss them here. 
The most apt (though very abstract) representation of the nature of the 
problem is probably found in Landsberg’s axiomatic formulation [Rev. mod. 
Rhys.у 28, 363 (1956)], which bases the unattainability principle on the status 
of the boundary points of an open set of points; in general, this status must 
be mathematically clarified. The validity of Nemst’s derivation depends on 
this definition which, however, represents an additional postulate for each case.



make clear the empirical basis and the connexion with the 
Nernst heat theorem, we shall again consider a process

taking place in condensed phases. We shall, however, use a 
somewhat different definition o f the process from that in 
subsection (a). It should be obvious that the absolute zero 
could only be reached by means o f an adiabatic process. 
According to the Second Law, however, the entropy increases 
during a non-static adiabatic process. Figure 25 shows imme­
diately that a quasi-static adiabatic process would always be

more favourable than a non-static adiabatic process for the 
purpose o f reaching the absolute zero. We shall, therefore, 
assume from now on that the process (38.19) is quasi-static 
adiabatic, i.e. reversible. In particular, we may be dealing with 
the change o f a work co-ordinate o f a homogeneous condensed 
system, a chemical reaction in a reversible galvanic cell, or a 
phase transition in the condensed state. We shall, however, 
ignore the last o f these for the present. I f  we denote the initial 
temperature by T' and the final temperature by T ”, the 
entropies o f the system in the two states are

a (38.19)

a

T-------►
F ig . 25. Unattainability of the absolute zero

(38.20)

(38.21)



where Ca and Cp are the heat capacities. The equation 
ct' p  Г T” p

S0a + Je ^ d T  = S0A + J e T  (38.22)

must be true for a quasi-static adiabatic process. For T" = 0, 
we have, therefore,

S0/> -S 0a = J ^ d T .  (38.23)

I f  S0p — Sq̂  > 0 there must always be a temperature T' which 
satisfies (38.23), since Ca must be positive,f i.e. starting from a 
temperature T ' the absolute zero can be reached by means of 
the process (38.19) Our supposition must, therefore, be false 
and we may conclude that S0p ^ S0oc. I f  state ft at a temperature 
T' is chosen as the initial state from which the absolute zero is 
to be attained by means o f a quasi-static adiabatic process, we 
must have л L/os,0a (38.24)

Similar considerations show that S0<x̂ S0p must be true. The 
unattainability o f the absolute zero therefore implies that

So* =  V  <38-25)
Figure 26, which should require no further explanation, gives a 
diagrammatic representation o f the above considerations.

F ig . 26. Entropy as a function of absolute temperature at very low tempera­
tures (schematic), a. The absolute zero is attainable by a quasi-static 

adiabatic process, b. The absolute zero is unattainable.

t  The proof will be given in § 41.



Let us now take a brief look at the three most important 
special cases.

(a) The process (38.19) consists o f a change in a work 
co-ordinate у .

Equation (38.25) can then be written

lim
T->0

=  0, (38.26)

or, because o f the Maxwell relation analogous to (24.20), as

(38.27)

(38.28)

I f  we now put у = F, Y =  — P, we get from (25.5), (25.6), 
and (25.9)

(38.29)

I f  we assume the compressibility to remain finite for T-> 0, 
(38.28) becomes

lim a =  0. (38.30)
t ->  о

This condition is fulfilled for solids and for liquid helium 
according to the available experimental data.

I f  we put у =  M ,Y  =  H, where M  is the total magnetiza­
tion and H the magnetic field strength (cf. § 65), we have

/ дн\ _  (дМ1 дТ)н
\дТ)м ~  (дМ\дН)т * (38.31)

I f  we assume that the numerator on the right-hand side 
remains finite for 0, we get from (38.28)

(з8-з2)
This condition is also fulfilled according to the experimental 
data.

The proof o f eqs. (38.30) and (38.32) forms the real 
empirical basis o f the unattainability principle. Equation 
(38.32) is, however, by far the most important since it is



related to the process o f adiabatic demagnetization men­
tioned in § 12, the only known way o f generating extremely 
low temperatures (cf. §66). A theoretical analysis o f the 
molecular mechanism (which we cannot discuss here) leads 
to the same result, i.e. that the absolute zero cannot be 
reached in this way.

ЦЗ) The process (38.19) consists o f a chemical reaction between 
pure condensed phases.

Equation (38.25) is now identical with the Nernst heat 
theorem (38.17). The requirement that the process (38.19) 
shall take place in a quasi-static adiabatic manner implies 
assumption 1 since the ‘thawing' o f a frozen equilibrium is 
necessarily an adiabatic irreversible process.

(y) The process (38.19) is a phase change in a condensed system.
A reversible transition is possible only along the 

co-existence curve and the above equations are no longer 
directly applicable. A recent careful examination o f the 
problem by Haase, however, leads to an analogous result 
with the assumption that the co-existence curve at finite 
pressures extends as far as T =  0. This condition is, for 
example, fulfilled for the solid-liquid equilibrium o f helium 
but has not been established for the previously mentioned 
transition S (rhombic)->S (monoclinic). In the latter case, 
the Nernst heat theorem can thus not be derived from the 
unattainability principle although the experimental data 
show it to be valid.

The unattainability principle thus goes further than the 
Nernst heat theorem in one respect, since it requires the 
existence of a zero point entropy independent o f the work 
co-ordinates for all homogeneous substances in the con­
densed state; on the other hand, the principle does not cover 
the whole region o f applicability o f the Nernst heat theorem 
since the latter can be deduced for phase changes only with 
certain restrictive conditions. The Nernst heat theorem 
leads to the conclusion that the zero point entropy is 
independent o f the crystalline modification; this conclusion 
cannot, however, be obtained with general validity from the 
unattainability principle which cannot, therefore, be simply 
regarded as equivalent to the Nernst heat theorem but 
must be treated as an independent theorem o f experience.



(c) Zero point entropies. One o f the most important applications o f 
the rules discussed in (a) and (b) is the construction o f the tables 
o f thermodynamic functions mentioned in § 37(a). A brief 
discussion o f this will also serve to amplify our previous con­
siderations in certain respects.

Let us first o f all consider enthalpy. The function Я  contains, 
according to the First Law, an arbitrary additive constant. 
Only the difference

ДЯ = Я/9- Я а (38.33)
is measurable, where a and denote two equilibrium states o f 
the system which are connected by means o f an arbitrary 
process.*)* If, therefore, we take a to be a standard state to be 
defined later for which the additive constant is fixed, it is also 
fixed by (38.33) for all states which can be reached from a by 
any process. It is therefore sufficient to define the additive 
constant for each element in a standard state. The following 
conventions are now generally accepted and form the basis o f 
the tables:

Standard state for enthalpy:
T  = 298 15 К, P  = 1 atm. (38.34)

Standardization of the enthalpy: For each element in its stable 
form in the standard state (38.34) we have

Я *0 =  0. (38.35)
The standard enthalpies o f all chemical compounds thus become 
numerically equal to the enthalpies o f formation defined by 
(38.33). These enthalpies are experimentally accessible. Com­
prehensive tabulations o f standard enthalpies are available. 
Other untabulated enthalpies must be calculated by the 
methods outlined in § 37(a). The zero point enthalpy H0 is 
obtained from standard values in an analogous way. For molar 
quantities we have

Г 298-15
Я* о =  Я* + I ACpdT (P =  1 atm). (38.36)

We have the same basic situation for the case o f entropy. 
According to the Second Law, S contains an arbitrary constant, 
and only the difference

A S = S/, - S a

t We exclude any kind of nuclear reaction both here and later.



is experimentally accessible. The standardization (38.35) is, 
however, not convenient for entropy since the entropy of 
formation is not directly measurable! and difficulties arise 
when the Nemst heat theorem has to be taken into considera­
tion. The following conventions have, therefore, been adopted:

Standard state for entropy:
T  = 298-15 К, P  = 1 atm. (38.38)

Standardization of the entropy: For each element in its stable 
condensed form as T  -> 0 we have

S* = 0, (T->0). (38.39)
This standardization is independent of Nernst’s heat theorem. 
The standardization means that the zero point entropy for all 
chemical compounds is numerically equal to the entropy of 
formation at the absolute zero. But we have, for any homo­
geneous substance, that

Г29а-15(7И
£*o =  £ *+ |  T. (38.40)

The only experimentally accessible quantity in this equation is 
the integral on the right-hand side. The standardization (38.39) 
is therefore not sufficient to determine the standard entropy S*° 
numerically.

This difficulty is overcome by using the Nernst heat theorem. 
This use explains the extraordinary importance o f the theorem 
in thermodynamic applications. Equation (38.17) and the 
unattainability principle together with the standardization 
(38.39) lead the formulation first put forward by Planck:

The Nernst heat theorem (Planck9s formulation): For all homo­
geneous substances forming stable condensed phases we have

S* = 0 (38.41)
irrespective of the values of the work co-ordinates, the crystal­
line modification, and the state o f aggregation. The standard 
entropy S*° can be calculated from purely calorimetric data by 
means o f (38.40) and (38.41). The calculation o f the entropy for 
other conditions has been outlined in § 37(a). The quantity 
is called the conventional zero point entropy.

t  AG = 0 and thus AH jT =  AS only at equilibrium.



We still have to make some remarks concerning the formula­
tion (38.41). Giauque has shown that it makes possible a much 
more exact experimental verification than earlier formulations. 
We make the assumption that the substance under considera­
tion may be transformed from the crystalline state into the 
dilute gas state.f We then have for the entropy of the gas

S * ( T , P ) - S * =  lim (38.42)

where dQ is the amount o f heat introduced including any heats 
o f transition. The integration path is a reversible path from 
crystalline solid at T°  and P -> 0  to gas at temperature T  and 
pressure P.  The passage to the limit T°-> 0 must be carried out 
in the manner explained under subsection (a), assumption 3. 
The right-hand side o f eq. (38.42) can then be determined by 
calorimetric measurements. The quantity S*(T, P) — S* is 
therefore called the calorimetric entropy.% The quantity S*(T , P) 
for a dilute gas can be shown by the methods o f statistical 
thermodynamics to be calculable from spectroscopic data if 
certain requirements are met.§ It is therefore called the 
spectroscopic entropy. Equation (38.42) shows that a comparison 
of calorimetric and spectroscopic entropies constitutes a direct 
test o f eq. (38.41).

Equation (38.42) has been used to investigate about thirty 
substances (diatomic and simple polyatomic molecules). In 
most cases eq. (38.41) was found to be obeyed within the limits 
o f experimental error.|| Certain substances, however, show 
definite deviations from eq. (38.41). This proves that Planck’s 
formulation o f the Nernst heat theorem must not be regarded 
as a universally exact statement. However, the deviations are 
usually associated with frozen equilibria o f molecular crystals, 
a fact which has already been mentioned in subsection (a) in 
connexion with assumption 1. We have, in fact, ignored

t  This assumption is not valid for high melting crystals (e.g. C, A120 3, TiC) 
which have no measurable vapour pressure nor does it apply to organic 
compounds which decompose on heating (e.g. sucrose).

t This concept is obviously not confined to the gaseous state.
§ Details can be found in textbooks of statistical thermodynamics and of 

molecular spectroscopy. We may note, however, that the requirements are not 
met, for instance, in polyatomic molecules with internal rotations (e.g. ethane).

|| The difference between calorimetric and spectroscopic entropies was 
usually less than 0*5%.



assumption 1 in the formulation o f (38.41). Two ways o f chang­
ing (38.41) into an exact rule have been proposed. One is to 
additionally specify internal equilibrium for the substance as 
T-+ 0, the second to replace the zero on the right-hand side by 
a finite positive quantity i?lno. The defect in the first way is 
that the concept o f internal equilibrium makes sense only with 
respect to defined processes.f Comparison of calorimetric and 
spectroscopic entropies shows that, for the second method, 
either о = 1 or о is o f the order o f magnitude 2. This comparison 
can, however, be done only with a relatively small number of 
substances. Apart from this, we have to rely on supposition. In 
practice, therefore, the only general method is to rely on 
eq. (38.41) and to accept that the normal entropies calculated 
in this way are uncertain to an extent i?ln 2. This method finds 
further justification in the fact that the uncertainties inherent 
in the extrapolation 0 [subsection(a), assumption 3] are of 
the same order o f magnitude. This order o f magnitude is 
insignificant for most applications. The formulation as a ‘rule’J 
obeyed in practice with sufficient accuracy not only corresponds 
best to the nature of the Nernst heat theorem as obtained from 
the consideration of subsection (a), but also accords with 
modern theories of statistical thermodynamics. The investiga­
tions o f Klein and Casimir have shown that previous attempts 
to formulate a ‘Third Law’ on the basis o f quantum statistics 
are untenable. We are still far from understanding the Nernst 
heat theorem on a statistical basis and only this could form the 
foundation o f an exact formulation.

t Even with the limitation to defined processes, tho requirement o f internal 
equilibrium makes the practical use of eq. (38.41) illusory. This is best illu­
strated by means of the following example: at room temperature ТЮ crystals 
have a concentration of unoccupied sites of about 15% and this concentration 
is reasonably reproducible. We do not, however, know of any method for 
deciding whether the concentration and spatial distribution of empty sites for 
T -> 0 corresponds to internal equilibrium.

I The most important example of such a ‘rule’ , which is not exact but of 
great practical significance, is the ‘principle of corresponding states’ . This 
postulates a universal thermal equation of state for real gases when the 
equation is expressed in terms of dimensionless (‘reduced’ ) quantities of state 
(e.g. T/TC9 P/Pc, V/Vc, where the subscript c refers to the critical point). 
Statistical thermodynamics shows that this principle cannot be exact. It is, 
however, obeyed with sufficient accuracy for many substances.



CHAPTER VI

Stability conditions

§ 39 Statement of the problem. Gibbs’ criterion

We have so far, with certain exceptions (e.g. in §37), used the 
Second Law only in the form of the statement that the thermo­
dynamic potentials have a stationary value at equilibrium. As has 
been mentioned briefly in §§18 and 23, the stability conditions are 
contained in the statement that this stationary value is a minimum. 
The object o f the present chapter is to perform for the stability 
conditions a task analogous to that performed for the equilibrium 
conditions in Chapters IV and V, i.e. to draw explicit conclusions 
from the general formulation o f the stability conditions in §§18 
and 23 together with the fundamental equation. We have thus defined 
the boundaries o f our present subject. Formally, we have to investi­
gate variations o f higher order for the thermodynamic potentials. 
Within the framework of thermodynamics an explicit treatment 
needs to consider, exactly as we did for the equilibrium conditions, 
only virtual displacements which can be represented by means o f 
quantities o f state. This limitation allows, for the equilibrium condi­
tions o f homogeneous systems, only the treatment o f equilibria which 
may be represented by internal parameters. Even though we exclude 
internal equilibria, stability conditions for homogeneous equilibria 
immediately present us with a non-trivial problem. We shall show 
that all stability problems other than those concerning chemical 
equilibria may be referred to one basic problem, i.e. the stability o f a 
homogeneous phase. The question o f the stability o f a chemical equi­
librium is relatively simple and a few later remarks about it will be 
sufficient. For the present we shall exclude chemical reactions.f

t For simplicity we shall use the expression ‘chemical reaction’ here, and 
later, to include all processes which can be represented by means of internal 
parameters.



Let us, therefore, consider a homogeneous system o f m components 
in the absence o f chemical reactions; let this system be at thermo­
dynamic equilibrium. The limitation discussed above still allows us 
to ask the following question :

What conditions must be obeyed by the system to prevent it from 
becoming heterogeneous owing to arbitrarily small local disturbances, 
i.e. prevent it from separating into at least two (macroscopic) phases 
which differ from the original phase?

This question forms the basis o f thermodynamic stability theory as 
long as chemical reactions are excluded. We may well ask whether 
this limitation prejudices the general validity o f our deductions. This 
is, however, not so since the concept o f stability like that o f equi­
librium can have a physical meaning only with respect to defined 
processes. The general validity would become questionable only if 
there were virtual displacements which could be represented by 
quantities o f state and were not contained in the above formulation 
or, at least, could not be reduced to it.

The above formulation still leaves two possibilities open:

(a) The new phases differ from the original phase only by infini­
tesimal changes in the quantities of state (neighbouring phases).

(b) The new phases differ from the original phase by finite (dis­
continuous) changes in the quantities o f state.

Possibility (b) leads to the concept o f metastable equilibrium briefly 
mentioned in § 18. I f  the phase diagram is known we can, in this way, 
find out which phases are metastable with respect to others. General 
rules, however, cannot be found in this way. We shall, therefore, 
confine our attention to case (a) which refers directly to the principle 
of virtual displacements and forms the real content o f thermodynamic 
stability theory.

As in Chapter II we shall assume that the system under considera­
tion is closed and that the values o f the work co-ordinates are fixed. 
We shall denote the original phase by ' and the two phases formed by 
virtual displacements by * and **. According to our assumptions and 
eq. (20.43) we have for the original phase that

U '-T S ' + P V '-Z fiin 'i^ O .
i = 1

(39.1)



We shall assume that we can write for the two new phases

m
U** _  TS**+ P F **  -  s ^ n f*  »  o.

U* — TS* + PV* — > o,
i=1
771

(39.2)f

We further have the secondary conditions

S* + S** = S', 
y* y** = y ft (39.3)

<  +  < *  =  К  (i =
If the equality sign is operative in (39.2) we get, with (39.1) and (39.3),

The formation o f the new phases thus does not change the internal 
energy as long as the secondary conditions (39.3) are obeyed. Accord­
ing to eq. (18.6) this means that the equilibrium is neutral with respect 
to the formation o f the new phases, i.e. that they can co-exist with 
the original phase.

I f  the inequality sign is operative in (39.2), we have

Since the secondary conditions (39.3) apply the internal energy now 
increases if the new phases are formed. According to the Second Law 
such a process cannot be spontaneous. According to eq. (18.2) the 
original phase is thus stable with respect to the new phases. If, finally, 
> is replaced by < in (39.2) we get

With the secondary conditions (39.3) the formation of the new phase 
decreases the internal energy. According to (18.4) the original phase 
is, therefore, unstable with respect to the new phases. The original 
homogeneous system can, therefore, not exist as such but would 
immediately become heterogeneous.

We thus have the theorem: If, in the expression

u *  + u * *  =  u \ (39.4)

u *  +  u * *  > u \ (39.5)

£7*+ £/**< *7'. (39.6)

771

U- TS + PV- Zmni (39.7)

t The quantities with asterisks are here not mean molar quantities.



the intensive parameters T , P , can be given values such that the 
expression is zero for the phase under consideration and positive for 
all other phases (consisting o f the same components) then the phase 
under consideration is absolutely stable with respect to separation 
into other phases. I f  the expression (39.7) is zero for certain other 
phases as well, the phase under consideration is in neutral equilibrium 
with respect to these other phases; they can co-exist with the original 
phase and T , P, fi{ are the common values o f temperature, pressure, 
and chemical potentials required by the equilibrium conditions.

This theorem constitutes Gibbs’ stability criterion.
Two points arising from it merit some further discussion. The fact 

that the intensive parameters have the same values as those of the 
original phase may seem arbitrary for statement (39.2). Actually the 
statement follows directly from the supposition that the original phase 
is in thermodynamic equilibrium, since, according to §17, the first- 
order variations for all virtual displacements must then vanish. Since 
it is in principle o f no consequence whether a phase is already present 
or is formed by the displacement, the method o f §27 is directly 
applicable. We thus find that the necessary and sufficient condition 
for the first-order variations to vanish is the equality o f the intensive 
parameters for all phases (real or virtual) (cf. § 40).

Furthermore, we should note that Gibbs’ stability criterion consti­
tutes a very general and, therefore, necessarily a very abstract 
formulation. [It also includes metastable equilibria since we have not 
explicitly used the limitation to the possibility (a).] Its significance is 
twofold: it is obtained directly from the Second Law by means o f 
simple considerations and the derivation o f all other general and 
special stability conditions is possible by purely mathematical 
methods.

§ 40 The stability conditions in the energy representation

From now on we shall confine our attention to the possibility (a) 
mentioned in § 39. Let us look at an example which should clarify the 
relations between the general formulations. We can ignore the case o f 
neutral equilibrium (co-existence o f neighbouring phases) since we 
are dealing only with neighbouring phases. Let us, therefore, take a 
homogeneous one-component system at thermodynamic equilibrium 
and investigate the virtual separation into two new phases with 
volumes \V, entropies %(S + 8S), l(S -8 S ), and the mole numbers



\{n + Sn), \(n — bn). The statements (39.2) now appear in the form

U* - %T(S + &S) +  £PF-J/L i(n + 8n) > 0, | 
U** -  IT(S -b S ) + ± P V - if i(n  -  bn) > 0. j

The secondary conditions (39.3) have already been included in (40.1). 
We therefore find that

Г 7 * -1\т7^д и **л.ди * ^ l82U l 
U ~ 2 [U + dS8S + 8n8n + 2 dS*(8S)

+S s SS8”+5S ‘8”>!+- (40.2)

and, correspondingly,

1Г 0£f ас/ i p u

e *u  eo e  i a 2t /  
+ a-sa№S'SSw+2 a»2

(40.3)

If eqs. (40.2) and (40.3) are added together, the first-order terms 
cancel. I f  the result o f the addition is introduced into (40.1) and the 
result subtracted from (39.1), we find that

if, and only if,
U* + U** >U '

84J
dS2 (bS)2 + 4 s l 8S8n+^ ^ >0-

(40.4)

(40.5)

The stability condition thus states that the quadratic form on the 
left-hand side o f (40.5) must be positive-definite. We know from the 
theory o f quadratic forms that this is possible if, and only if,

d2u d*U
es2 dndS
d2u d2U
dS dn dn2

with all principal minors > 0. (40.6)

This is the form of the stability condition most convenient for our 
further discussion.

Before we go into further detail, we should derive the condition
(40.6) in a general form and for systems of m components.



The stability conditions in the energy representation [§ 40] 

According to Gibbs’ criterion the inequality
m

U* — TS* + PV* — (40.7)
г=1

must be true for each phase neighbouring to that under consideration. 
I f  eq. (39.1) is subtracted from (40.7) we find that

m
Д *7 > TAS -P A F  + 2/^г Дп4 (40.8)

г=1
for the virtual displacements; the symbol A here represents a varia­
tion o f any order, and we have Ax-+ for the independent variables. 
We choose S, F, n{ as independent variables. According to the 
fundamental equation we then have

m
SU = T8S-P8V + S /^г^г- (40.9)

г=1

First-order variations thus cancel in (40.8). We shall assume, for the 
time being, that second-order terms are not zero. Compared with the 
second-order terms, all later terms are then small o f higher order and 
can be neglected. We therefore have

8*U(S,V)ni)> 0. (40.10)
The discussion o f the fundamental equation has, however, already 
shown (§20) that the thermodynamics o f a homogeneous system 
needs only m + 1 independent variables. The above example shows 
explicitly that one o f the independent variables (namely F) is used 
merely to describe the ratio o f the amounts o f the phases formed in 
the virtual displacement. This independent variable does not, how­
ever, play any part in the stability condition since the ratio of 
quantities has obviously nothing whatsoever to do with the stability 
problem. This problem is met quite simply by keeping F , nm or ^ n { 
constant in (40.8) and (40.9). We shall choose the last o f these 
variables which means (cf. §20) that we write the fundamental 
equation for (mean) molar quantities and that we use m —1 mole 
fractions instead o f m mole numbers as independent variables. Thus
(40.10) becomes (in the notation o f § 26)f

82 U*(S*, F*, xj > 0. (40.11)
The stability condition thus tells us that the second-order variation 
(which is, o f course, a quadratic form) must be positive-definite. This

t  From here to the end of the section, the asterisk will indicate mean molar 
quantities.



is possible if, and only if,

d2U* д2 £7*
dS*2 dxm-i C>S*
e2 и * 

bs* bv* with all principal minors > 0. (40.12)

d2 u * д *и*
as* a »* .i "

This is the general formulation o f the stability conditions in the 
energy representation. We can see that the stability conditions 
constitute statements about the signs o f the second derivatives o f the 
characteristic functions, and that these statements have to be fulfilled 
for every stable phase. Furthermore, (40.12) shows that there are 
m +1 independent stability conditions for a homogeneous system of 
m components.

Let us look explicitly at two special conditions arising from (40.12). 
We have immediately that

(40.13)

but, according to the fundamental equation,

/ в2 u \ / з т \ 
\dS*2) v.tX ~  \ds*)v. * (40.14)

The expression (40.13) can, by using (25.7), therefore be written

(40.15)

However, from the fundamental equation and the definition (20.21a) 
we get

T w * \ _ /d u *\
\ ВТ )v*jc

(40.16)

Since T  is positive by definition we finally get

Cv >0. (40.17)

For a stable phase, therefore, the molar heat at constant volume is 
always positive. The expression (40.17) is called the thermal stability 
condition.



Since the order of the variables can be chosen arbitrarily in the 
construction o f the determinant (40.12), it must also be true that

(40.18)

With the fundamental equation and the relationship (25.7), this
becomes

fdV*\ (40.19)- i j r L > 0 '
The quantity

:, _ i nr \ H P l 3 ,
(40.20)

is called the adiabatic or, more correctly, the isentrojpic compressibility.
We have, therefore, that

K s >  o , (40.21)

i.e. the isentropic compressibility is always positive for a stable phase. 
The expression (40.21) is called the mechanical stability condition.

The derivation o f further explicit statements (of more than merely 
formal interest) is possible, but complicated because o f the structure 
of the fundamental equation discussed in § 21. We are thus faced with 
a problem, analogous to that o f § 23, o f expressing stability conditions 
by means of Legendre transforms of the fundamental equation.

§ 41 Transformation of the stability conditions

We now wish to express the stability conditions with the aid o f an 
arbitrary characteristic function. For simplicity we shall confine our 
calculations to the energy representation and only give the result for 
the entropy representation (arrived at in an analogous manner).

According to the general concepts developed in §39, the virtual 
phase is also in a thermodynamic state, i.e. in internal equilibrium. 
The fundamental equation must, therefore, apply but the intensive 
parameters are no longer those o f the original phase [as in (40.7) ] but 
are determined by the fundamental equation of the virtual phase. 
We therefore have the integrated form.f

m
U* =  T * S * -P *  F *+  Z t f n f .  (41.1)

г=1

t From here on, the asterisk again denotes the virtual phase.



[VI] Stability conditions 

The condition (40.7) can therefore be written
m m

-  TS* + PF * -  2  ̂ n f  + T* S* - P* F* + 2 /xf n f > 0. (41.2)
i=i i=i

I f  the ‘asterisked’ phase is in internal equilibrium according to (41.1), 
we may regard it as the original phase and consider its stability with 
respect to a spontaneous formation o f the ‘unasterisked’ phase. This 
condition is obtained directly from (41.2) by interchanging the 
asterisked and unasterisked quantities. We have, therefore,

m m
-T * S  + P* V - Ъ11#П1 + Т 8 - Р 7 +  2>гЯ г>0. (41.3)

i=i i=i
Addition o f (41.2) and (41.3) gives

m
ATAS-APAV + 2Л/хгД ^ > 0 . (41.4)

i=i
The expression on the left is, however, simply the second-order varia­
tion 82U. The inequality (41.4) therefore merely constitutes a re­
arrangement o f the condition (40.10) in a form convenient for the 
transformation.

Let us introduce, as we did in §21, the generalized quantities of 
state and Р{. We can now write for the stability condition (41.4)

2АР*ДХг>0. (41.5)
i=i

We now want to express this abstract formulation with the aid of 
the second derivatives o f the thermodynamic potential

Т* =  Г*(Р „Х ,) (г=  l , . . . , f c ; j  = fc+ l ,.. . ,r ) . (41.6)

For this purpose we have to represent the AXS (s = 1 ,..., Tc) and the 
APt (t = k+  1, ...,r) as functions o f the Pi and X Since, in (41.5) wre 
only go as far as the second order, we obtain the set o f linear equations

к $x r dXАХЯ =  2  ^ A P i +  s
i= l  3=k+ 1 OJl.j

ДР( = 2 ^ А Р <+ £
i= 1 j=k+l

According to eq. (21.9) we have
e x . д2У¥ь

(41.7)



and according to (21.10)

dXj dXtd X / (41.9)

Furthermore, according to Maxwell’s relation (24.11) we have

dXs 8Pt 
dXj ”  dPt ' (41.10)

I f  we now introduce (41.7) into (41.5) we get a quadratic form in 
APi and AX; whose coefficients are the second derivatives o f From
the eqs. (41.8)—(41.10) we can extract directly the following rules:

(a) All terms o f the form APi AXp i.e. terms made up o f mixed 
intensive and extensive parameters, cancel out. The original 
expression therefore separates into two quadratic forms, one 
dependent only on intensive, the other only on extensive 
parameters.

(b) The quadratic form for intensive parameters has the negative 
sign, that for extensive parameters the positive sign.

We therefore get
[S2 'В Д )]Р| -  [S’  Ч д а к , >0 . (41.11)

This inequality can be fulfilled if, and only if, the first quadratic form 
is positive-definite, the second negative-definite. I f  we further elimi­
nate variations which merely change the mass o f the virtual phase by 
putting Xr =  const, we get the stability conditions in the form

[8’ T ft(P1)...)Pfc)]JC<< 0 ) (41.12)

[S2 • • • > > 0 (41.13)

valid for all thermodynamic potentials. The equivalent and, in 
practice, more important formulation is

d*Wk

д"¥к I 
dXjdXt I

< 0 for the principal minors o f odd order, 
> 0 for the principal minors o f even order,

with all principal minors > 0.

(41.14)

(41.15)

The above method o f derivation is due to Gibbs while the general 
formulation (41.12), (41.13) as well as the rules (a) and (b) were first 
given by Schottky, Ulich, and Wagner.

Let us examine the most important special case o f the conditions
(41.14) and (41.15), i.e. the Gibbs free energy, a little more closely.



The conditions (41.14) are here explicitly (for mean molar 
quantities) f

d2 G* d2G*
8T2 г р е т

>0, d*G* л 
dT2 <0,

d*G* л 
aP2 < 0 'd*G* d*G*

dTdP 3P2
It can easily be seen that only two o f these conditions are independent, 
e.g. the third inequality follows from the first two.

The second inequality with (26.7) and (25.4) gives
CP > 0, (41.17)

i.e. the molar heat at constant pressure is always positive for a stable 
phase (thermal stability).

The third inequality with (25.6) gives
к  > 0, (41.18)

i.e. the isothermal compressibility is always positive for a stable phase 
(mechanical stability).

The first inequality with (26.7) and (25.4)—(25.6) and (25.30) gives
d2G* d2G* (d*G *y  kvCv ^
дт* дР* \дТдР) т  >

which, with (41.18), gives
Cv > 0.

(41.19)

(41.20)

This has already been derived in § 20 by the use o f internal energy.
The above inequalities yield some further noteworthy conclusions. 

From (41.17), (41.18), and (41.20) with eq. (25.30) we get
CP>CV. (41.21)

The molar heat capacity at constant pressure is always greater than 
the molar heat capacity at constant volume for a stable phase if 
а Ф 0. This condition is not fulfilled for, e.g., water at 4 °C in which 
case a =  0.

By means o f the identities [cf. eq. (25.9) ]
/ dV*\ (dS*/dP)v.
\ 3 P /S. ~  (dS*/dV*)p’

(dV*\ (dTldP)y*
\ д Р ) т ~ (3TldV*)P 9

(41.22)

(41.23)

t  From here on the asterisk again indicates mean molar quantities.



we obtain from the definitions (25.6) and (40.20) together with (25.8)

#ce _  (dS*/dT)v
к (3S*/dT)P *

This, with (24.4) and (40.16) becomes

к CP
Finally, because of (41.21), we get

к > кя)

(41.24)

(41.25)

(41.26)

i.e. the isothermal compressibility is always greater than the 
isentropic compressibility for a stable phase if <x Ф 0.

Let us now turn to a consideration o f the stability conditions
(41.15). We shall alter the general formulation somewhat by keeping 
2  Щ constant instead o f Xr. We shall carry this out explicitly for the 
sake o f clarity. Let us first write (41.13) without the limitation 
Xr = const in the form

(41.27)
г=1

For 2  n% = const this becomes
m

[Д(?*]Г,Р > (41.28)
г=1

or, because of (26.4),
Wl-l

[AG*]r,P> 2  (Mi “  Abn) ^xi- (41.29)
i= l

Since, according to (26.20), we have

(4i'3o)
the right-hand side o f (41.29) represents the first-order variation of 
G* at constant T and P. We thus get

[S2G*(xv . . . ,хт -\\]т,р> 0 (41.31)

as the relationship equivalent to (41.13), or

32G* 
dx{ dxj with all principal minors > 0 (i,j =  1, 1). (41.32)



For binary systems (41.32) reduces to the condition

(41.33)

but from eqs. (26.16) and (41.30) we get

\ dx\ J t ,p  1 — \ d # i / T , p

The stability condition (41.33) can thus also be written

/ y g * \ = _ J _  ( Щ (41.34)

(41.35)

an expression which we have used previously in § 28.
For ternary systems the stability conditions (41.32) become

Here, too, only two o f the conditions are independent since, for 
example, the third inequality is a consequence o f the first two. These 
inequalities state that for T  = const, P  =  const, the <7*-surface is 
double convex towards the a^-a^-plane. In other words: any vertical 
section through the G*-surface gives a sectional curve which is convex 
when viewed from below.

Completely analogous results are obtained for the entropy 
representation o f the fundamental equation and for the Massieu- 
Planck functions. These results differ from those for thermodynamic 
potentials mainly by a change o f sign, i.e. we have for the entropy

§ 42 Stability conditions for heterogeneous systems

Our discussions o f stability conditions have so far been limited to 
homogeneous systems. We now want to show that heterogeneous 
systems are necessarily stable if the stability conditions are fulfilled

d2G* d2G* 
дх\ дхг dx2

d2G* d2G*
дх2 dxx dx\

[8*S(X1, . . . ,X r_1)\x < 0 

and for the Massieu-Planck functions

(41.37)

[^ O fc(P1,.. . ,P fc) b i >0,

0.

(41.38)

(41.39)



for the individual phases. For simplicity we shall discuss only a one- 
component system with two phases, a and £. Virtual displacements 
which merely change the amounts o f the phases are eliminated by 
keeping the mole numbers n{ot) and nW o f the phases constant. We 
are thus assuming the phases to be separated by a frictionless moveable 
diathermic wall. We shall choose the energy representation and 
investigate the virtual displacement A U with the secondary 
conditions

Stt(a) = 0 , 8п{Р] =  0 , (42.1)

n{0L) Ss{(X) +  7&0?) 8s{̂  =  0, (42.2)

n(0L) bvW =  0, (42.3)

in which we have used the definitions (20.36). Since we have assumed 
equilibrium the first-order variations vanish and we obtain the 
stability condition

§ 2  и =  l n «x)2 [ /  JL d2 ^ (0t) +  _J_ д 2 Ц (/?)\ / § 5 (а)\2  

2 l U (a) & s(a)2 + w (/?) dsW  /  '

l  1 д2и{<х) 1 d2u(̂  \
+ ёв,а‘ Ы а, + пй> deWfow)

 ̂\ n(a) dv<a>2 n W  d v^ 2 } J ' '
The quadratic form must thus be positive-definite. This must be true 
for any values o f n(oc) and nW and so we can put ni<x) =  nW =  1 and 
obtain the explicit equilibrium conditions

d2ui0l) t d2uW 
as<a>2 + a ^ > 0 ’ (42.5)

d2uw t ё2и ^\  л 
~Sv^ + > ° ’ (42.6)

/a2« (a) a2« w \ /a 2 «<«> a2«vi\ / e2uM t s2u ^  \ л
\ 8s<a)2 + dsW  /  \ dv(a)2 + dv{?>2) ~ \a«(a) dv™ + 8s1̂  dv(P>) >

(42.7)

The stability o f the individual phases is obviously a necessary 
condition for the stability o f the complete system. According to



[VI] Stability conditions

(40.12), therefore,
d2U(oc) d2U{0]

d2u{oc) d2u{
-foMt> 0 ’ g ^ )2 > 0 >

г2 ««*> #>«<“> /  а2м«“> у
dsMi 8via)i \ds(ot) 8v(a>) > ’

d2uW д2и ^  ( d2uW \2 A 
~ (&</»> dvW)  > 0

(42.8)

(42.9)

(42.10)

must be true. It is easy to see that the inequalities (42.5) and (42.6) 
follow from the inequalities (42.8) and (42.9).

But we know that
(a, +  a2) (c, +  c2) -  (6X +  62)2 = [1 + (Oj/a2)] (a2 c2 -  h\)

+ [ 1 + (a2/«i)] (ai ci -  b \) +  (ai b 2 ~  «2 M 2/ai «2 (42.11)
and, therefore, that the inequality (42.7) follows directly from
(42.8)-(42.10). We therefore have the 

Theorem: The fulfilment o f the stability conditions for the indivi­
dual phases is the necessary and sufficient condition for the stability 
of a heterogeneous equilibrium.

§ 43 The Le Chatelier-Braun principle

A statement often called the principle o f least constraint is closely 
connected with the stability conditions. The origins o f this principle 
go back to the 18th century (d’Alembert, Gauss). The modern 
formulation is due to Le Chatelier (1884) and Braun (1887). It is 
therefore called the Le Chatelier-Braun principle.

The simplest formulation (usually called Le Chatelier’s principle) 
is: I f  an external constraint is applied to a system in equilibrium, the 
equilibrium reacts in such a way as to minimize the external 
constraint.

It is easy to see that the simpler stability conditions are summarized 
in this principle. If, for instance, heat is introduced into a system, the 
temperature difference between system and heat reservoir is the 
driving force. The driving force is, therefore, minimized if the intro­
duction o f heat increases the temperature which requires that Cv > 0 
or CP > 0, in agreement with (40.17) and (41.17). The principle includes



the condition (41.18) in a similar way. We shall mention further 
examples when we come to deal with the stability o f chemical 
equilibria.

Le Chatelier’s principle is thus equivalent to the stability conditions 
for simple cases. Its use as a purely qualitative statement is found 
mainly in chemistry. It can, however, lead to wrong conclusions just 
because o f this imprecise formulation. For example, the statement

F ig. 27. The Le Chatelier-Braun principle

‘exothermic solution causes a reduction in solubility with increasing 
temperature’ may be wrong. The temperature dependence o f the 
solubility is determined not only by the stability condition (41.35) 
but also by the differential heat of solution at the saturation pointf 
and not by the integral heat o f solution; the two heats o f solution 
may have opposite signs. More complicated stability conditions such 
as the first inequality o f (41.36) are quite unobtainable from Le 
Chatelier’s principle which, therefore, has no significance for thermo­
dynamics and has been mentioned only because of its frequent use.

Much more important is the actual Le Chatelier-Braun principle. 
We shall explain its content by means o f a simple example before 
formulating the actual principle. Let a cylinder filled with gas be in 
pressure equilibrium with a reservoir I via a moveable piston. In a 
first experiment, let the temperature o f the cylinder be controlled by 
means o f a diathermic wall and a heat reservoir II. A pressure change 
dP then simply causes a volume change dx V. In a second experiment, 
let the cylinder be adiabatically isolated. The same pressure change 
now causes a volume change d2 V ф dx V since a temperature change 
d2 T is also induced. The Le Chatelier-Braun principle states that

d2F < d 1F. (43.1)
t  No name appears to be given to this heat of solution in the English 

language. In German, the term ‘letzte Losungswarme* (=  final heat of solution) 
is used. (Translator.)



The correctness o f the statement for the above example is easily 
verified by reference to the isothermals and adiabatics for a gas.

The usual qualitative formulation o f the Le Chatelier-Braun 
principle states that the above result may be generalized for any pairs 
of variables o f state. A quantitative analysis by Ehrenfest has shown 
that the principle does not hold to such a general extent. It must be 
supplemented by the requirement that one o f the two parameters 
must be extensive and the other intensive. We shall now give 
Ehrenfest’s proof which yields the correct version o f the principle.

Let Pj be the intensive parameter regulated by reservoir I, Xj the 
directly regulated conjugate extensive parameter, and Pt the inten­
sive parameter kept constant by reservoir II in experiment 1; in 
experiment 2 dX^ = 0 and, therefore, a change in P{ is induced by the 
change in Pr

The Le Chatelier-Braun principle now states that

Proof: We have
I d2-Xy |<| d j-Х,-1.

№> - { S ) ry < -

(43.2)

(43.3)

and, furthermore, for the second experiment

- Q

(43.4)

(43.5)

Elimination o f dî - and d2 Pf gives

[Ш 1 ),г - [(Ш1 ) JdA
or, using Maxwell’s relation (24.11),

(43.6)

(8Xi
pA^PiУ d ,^ .. (43.7)

According to the stability conditions (41.14) and (41.15), and 
eq. (21.9) we have

> 0

and the inequality (43.2) follows directly.

(43.8)



The Le Chatelier-Braun principle clearly states that the induced 
parameter change d2P* ‘relieves’ the directly affected parameter Xj. 
Although the principle in the above form is strictly valid it has not 
gained great significance in thermodynamics. It has, however, proved 
fruitful for the theory o f irreversible processes.

§ 44 The stability of chemical equilibria
We still have to discuss briefly the stability o f chemical equilibria 

and we shall simplify the discussion by assuming throughout that 
T =  const, P  =  const. The stability conditions may now be formu­
lated by means of the Gibbs free energy. I f  we confine our discussion 
to a reaction (33.15) we have, according to § 36, the progress variable 
f  as the only independent variable.

The inequality (41.27) thus becomes

[Д0]г>р > (5 > < л )Д £  (44л)

According to (36.6), the right-hand side represents the first-order 
variation. The stability condition therefore becomes

(44.2)

We shall make soQe deductions from this and, at the same time, 
illustrate Le Chatelier’s principle. Let us consider the shifting of a 
chemical equilibrium (whose position is specified by the value £e) 
with temperature at constant pressure and with pressure at constant 
temperature. We shall start with the equation

(44.3)

where we have, at equilibrium, that

(I ) r . P = ? ^  = 0- (44'4)
From (44.3) we get for the total differential o f (dG/d^)T P that

(44.5)
The left-hand side vanishes at equilibrium and we obtain, for dP = 0,

/C \  № ldfir.P
\дт)р (paid?)Ty

(44.6)



According to (24.8) we have, however that

\ д£/т,р \д€/т,р \д£/т,р
(44.7)

The left-hand side is zero at equilibrium and the quantity (дН/д£)т P 
represents, according to (21.23), the heat o f reaction at constant 
pressure or enthalpy o f reaction. Thus (44.6) becomes

Since the stability condition requires the numerator to be positive, 
eq. (44.8) states:

An increase in temperature at constant pressure shifts the chemical 
equilibrium in the direction in which the heat of reaction is positive 
(i.e. the reaction is endothermic).

This statement agrees with Le Chatelier’s principle.
In an analogous way we get

An increase in pressure at constant temperature shifts the chemical 
equilibrium in the direction in which the volume change for the 
reaction is negative (at T =  const, P  =  const). This statement also 
agrees with Le Chatelier’s principle.

We want to emphasize that the above statements are completely 
general; they can be obtained from the van’t Hoff equation or the 
Planck-van Laar equation respectively only for the special case o f 
ideal gases. This is based on the fact that the stability condition
(44.2) is automatically fulfilled for chemical equilibrium in an ideal 
gaseous mixture.

(44.8)

(44.9)



CHAPTER VII

Critical phases 
Transitions of higher order

§ 45 Definition and properties o f critical phases

Experimental experience shows that variation o f the quantities of 
state often causes two co-existing phases to vary in such a way that 
they ultimately become identical. The phase for which this occurs is 
called a critical phase. We shall see that critical phases o f one- 
component systems have no thermodynamic degrees o f freedom. 
They are therefore represented by points in phase space called critical 
points. If, as is often the case, the dependence o f the critical phase on 
the quantities o f state is irrelevant, we also speak o f critical points for 
multi-component systems. Let us start by giving a list o f the most 
important cases.

(a) One-component systems. A vapour-liquid equilibrium always has 
a critical point. It is impossible to liquefy a gas above a certain 
temperature Tc, the critical temperature. As Andrews showed in 1869 
for C02, there is a continuous change from the gaseous to the liquid 
state. This can easily be seen from the isotherms o f the P-v-diagram 
for a real gas shown in Fig. 28.

The curve on which the co-existing liquid and gaseous phases lie is 
called a co-existence curve or binodal curve. The broken lines joining two 
co-existing phases are called connodals. These names are also used for 
other heterogeneous equilibria.

The equilibrium vapour-crystalline solid ends at the triple point 
(Fig. 18). This equilibrium does not exist for 3He and 4He for which 
the crystalline solid is in equilibrium only with the liquid. No triple 
point therefore exists for 3He and 4He.

In spite o f much effort, no critical point has ever been found 
experimentally for solid-liquid equilibria. Certain theoretical con­
siderations indicate that no such critical point can exist. A satisfac­
tory explanation has, however, not yet been found.



(b) Binary systems. The equilibrium vapour-liquid shows a critical 
point which is o f interest because o f the strange phenomena o f retro­
grade condensation and vaporization. We shall return briefly to these 
at the end o f §47.

F ig . 28. Isotherm s o f  a real gas (schem atic)

F i g . 2 9 . Critical solution points in binary liquid m ixtures, a. U pper critical 
point. 9 . L ow er critical point, c. Closed m iscib ility  gap w ith tw o  critical 

points

More important are the critical points found when a homogeneous 
solution separates into two liquid phases. The representation for the 
case corresponding to Fig. 28 would be given by the isotherms o f the 
diagram o f the chemical potential o f one component (say pA) against 
the mole fraction (xx or x2), for P  =  const. It is often sufficient, how­
ever, to employ the T-#-diagrams already used several times in 
Chapter IV. The latter representation is used in Fig. 29 to show 
diagrams o f the observed types. Case I called the upper critical solu­
tion point or upper consolute point is the one found most often; it is 
observed for many mixtures o f organic liquids. Examples o f the lower 
consolute point shown in Case II are the systems water-diethylamine



and water-triethylamine. The closed miscibility gap shown in Case III 
has been found in the system water-nicotine. Both an upper (T7̂ ) 
and a lower (Tcl) consolute point are present.

In contrast with one-component systems, binary systems show 
critical points in the solid state as well. These critical points are con- 
solute points as for liquids. They are actually fairly rare since the 
co-existing phases usually have different crystal structures and there­
fore cannot become identical for geometrical reasons. There are, how­
ever, some binary alloys which have a consolute point in the solid 
state, e.g. Al-Zn, Au-Ni, Au-Pt. The phase diagram of the system 
Al-Zn is given as an example in Fig. 30.

F ig . 30. Phase diagram  o f  the system  A l-Z n  (schem atic)

(c) Ternary systems. The main interest here lies in critical points 
arising from unmixing in the liquid phase. We cannot discuss this 
subject in detail but two observations o f general significance are 
worth mentioning.

We have seen that, for one-component systems, the critical 
temperature is the highest temperature at which the system can 
become heterogeneous. For binary systems the critical phase has one 
degree o f freedom. If, however, we fix the pressure as is usual in 
experimental arrangements, the critical temperature is again the 
highest temperature (or the lowest in the case o f a lower consolute 
point) at which the homogeneous solution (or the homogeneous mixed 
crystals) can become heterogeneous. The situation is quite different in 
systems o f three or more components. We shall show that the critical 
phase o f a ternary system has two degrees o f freedom. I f  we again fix 
the pressure, a representation is obtained by plotting isothermal 
G*-surfaces above the a^-tfg-plane in a three-dimensional diagram.



Such a diagram is shown schematically in Fig. 31. We can see that 
each G*-surface is associated with a binodal curve with a critical 
point; the concept o f critical temperature therefore no longer has any 
meaning. We are, however, left with one degree of freedom after fixing 
the pressure and if we use this degree o f freedom for fixing the ratio

F io . 31. Isotherm al-isobaric  <?*-surfaces for ternary systems. 
CP =  critical phase

A

F io . 32. U nm ixing  in ternary system s w ith x j x 2 =  const. P ' =  Phase w ith 
the highest unm ixing tem perature. P "  =  phase co-ex istin g  w ith  phase P '. 

Critical points ind icated  b y  dots

xilx2 we can again define a critical point. The relevant ‘critical 
temperature’ is, however, no longer the highest temperature at which 
the system can become heterogeneous. This can be seen most clearly 
by using Mobius’ triangular co-ordinates (Fig. 32) which we also met 
previously in Chapter IV. The diagram shows binodal curves at



various temperatures. The critical points are indicated by dots. All 
solutions containing the components in the fixed ratio x jx 2 lie on the 
straight line FC. This line can pass through only one critical point 
which is thus completely defined. The highest temperature at which 
the system can become heterogeneous does not, however, correspond 
to this binodal curve but corresponds to the binodal curve to which 
the straight line FC is the tangent. The corresponding phase is repre­
sented by the point o f contact P\ We can see that this is not generally 
a critical point, but is in equilibrium with a phase P\ The above ideas 
are due to Tompa and are o f considerable importance for the theory 
o f the solubility o f macromolecules.

Our second consideration concerns a case often met in practice, i.e. 
the use o f a mixture o f two organic liquids as a solvent. In the older 
literature such systems have been treated in various ways as binary 
systems in which the properties o f the solvent were obtained by 
somehow taking the mean of the properties o f the components. This 
method is particularly inappropriate if (as is usually the case) the 
solvent has different compositions in the co-existing phases. In 
particular, it is not permissible to determine the consolute point by 
the simple methods o f calculation used for binary systems. The much 
more complicated equations for ternary systems must be used. These 
equations will be derived below. This consideration, too, is o f signifi­
cance mainly for solutions o f macromolecules.

Let us now apply the rules o f thermodynamics to what we have just 
discussed and start by proving a theorem due to Gibbs.

Theorem. In a system o f m components, a critical phase which does 
not co-exist with other phases has m — 1 thermodynamic degrees of 
freedom.

Proof. Let us consider a ternary system with two co-existing phases. 
According to the phase rule [eq. (29.3) ] this system has three degrees 
of freedom, two o f which we fix by keeping the temperature and 
pressure constant. The behaviour o f the system will then be repre­
sented by the appropriate G*-surface o f Fig. 31. Since we are left 
with one degree o f freedom we can vary, for example, the chemical 
potential /х* without making either o f the two phases disappear. 
Figure 31 shows that corresponding to these variations there is a 
continuous series o f co-existing phases ending in a critical point. I f 
we now give to the quantities T and P  other values which differ only 
infinitesimally from the original ones, we obtain in a similar manner 
a series of pairs o f phases which again ends in a critical point. The 
position o f this critical point will also differ only infinitesimally from



that o f the original one.f This argument can be continued to show 
that the critical phase has two degrees of freedom in this case.

Let us again consider two co-existing phases but now for the 
general case o f a system o f m components. The phase rule tells us that 
this heterogeneous system has m degrees o f freedom. We shall choose 
as independent variables m quantities from the set o f intensive para­
meters T ,P ,/x1? ...,/zm and fix m — 1 o f these by giving them values 
corresponding to one critical point among all the critical phases which 
we may consider. We can vary the remaining intensive parameter 
(pressure, temperature, or one o f the chemical potentials) without 
causing either o f the two phases to disappear. In this way we again 
obtain a continuous series o f co-existing phases ending in a critical 
point. I f  we now change the values o f the initially fixed m — 1 inten­
sive parameters by infinitesimal amounts we again obtain a series o f 
co-existing phases by varying the free parameter. Now each pair o f 
co-existing phases in the first series must correspond to an infinitesi­
mally diifering pair in the second series and vice versa. The second 
series must, therefore, end in a critical point whose position differs 
only infinitesimally from that o f the first series. The argument can 
again be continued in the same manner. If, therefore, the values o f 
the m — 1 intensive parameters given by the position o f a critical 
phase are freely varied, each set o f varied values again corresponds to 
one and only one critical phase. A critical phase in a system o f m 
components thus has m — 1 thermodynamic degrees o f freedom and 
the theorem is proved.

The previously stated results follow from the theorem: for one- 
component systems the critical phase is a singular point in phase 
space; critical phases o f binary systems have one degree o f freedom 
which is generally used to fix the pressure in binary systems.}

In ternary systems we already have two degrees o f freedom and, 
therefore, a much more complicated state o f affairs. As stated 
previously, the above statements are valid in the form given only if 
no other phase co-exists with the critical phase. Since, according to the 
phase rule, every new phase reduces the number o f degrees o f freedom 
by one, we conclude that no other phase can co-exist with the critical 
phase o f a one-component system, while only one other phase can 
co-exist with the critical phase o f a binary system. Generally, a critical

t Since Fig. 31 is an isobaric diagram, only the variation of T  can be shown.
% The dependence o f the consolute temperature on pressure is, in any case, 

very small for condensed systems. It can be completely ignored under the 
usual experimental conditions.



phase can co-exist with at most m— 1 other phases. Comparison with 
eq. (29.3) shows that a critical phase must be counted threefold in the 
sense of the phase rule.

§ 46 Gibbs’ equations for critical phases

We shall not discuss here any cases o f the co-existence o f the critical 
phase with other phases. According to the phase rule an ordinary 
phase has m-1-1 degrees o f freedom while, according to the above 
theorem a critical phase has m— 1 degrees o f freedom. A direct 
consequence is, therefore, that a critical phase is defined by two 
equations.

These equations for one-component systems can be easily obtained 
by a consideration o f Fig. 28. According to the equilibrium conditions
(27.6) and (27.7), co-existing phases must always lie on the same 
isotherm and the connodals must run parallel to the abscissa. The 
critical point is defined by the coincidence o f the co-existing phases 
and must, therefore, be a point o f inflexion o f the isotherms with a 
horizontal tangent. We thus have immediately that

An analogous representation to Fig. 28 for the critical solution 
point o f a binary system is, as already mentioned, given by the 
isotherms o f a \l- x-diagram. An analogous consideration o f this 
diagram gives for the critical solution point o f a binary system that

(46.2)

The conditions for systems with more than two components are 
much less obvious and it is necessary, as shown by Gibbs, to formulate 
the theory in a much stricter and more general way. The basis of this 
formulation is the stability theory developed in Chapter IV. The 
equations for the critical phase can then be deduced in various ways 
leading to different forms of the equations. We shall, in this section, 
use the method developed by Gibbs. A more recent method will be 
given in §§49-51.

It is, however, convenient to give here a few preliminary remarks 
which should contribute to the understanding o f the more recent 
method. Let us first consider a one-component system (Fig. 28) and 
note that on each connodal joining two co-existing phases there are 
necessarily states for which the homogeneous system is absolutely



unstable. This statement is made clearer by assuming that the iso­
therms are analytic functions over the whole region o f state. The 
isotherms must then necessarily have the form known from van der 
Waals’ equation o f state (Fig. 33). The states lying on each isotherm 
between the minimum and the maximum are necessarily unstable. 
The curve connecting these minima and maxima therefore bounds the 
unstable region and is called a spinodal curve. The region between the 
spinodal and binodal curves corresponds to metastable states (super­
heated liquid, supersaturated vapour). This representation is 
frequently used in thermodynamics as a useful device. It is, however,

Fig. 33. Isotherm s w ith  ‘ van dor W aals lo o p ’ for  a real gas (schem atic)

introduced here only as an illustration and not used formally in the 
derivation since the basic hypothesis can be shown to be untenable 
and thus purely fictitious, f

We now picture the two co-existing phases as near as we like to the 
critical point. Since there must still be absolutely unstable states 
between the two co-existing phases, it follows that the critical point 
must lie on the boundary between the stable and the absolutely 
unstable region. In the representation introduced above this means 
that the binodal and spinodal curves touch at the critical point.

The boundary between the stable and the unstable region is now 
given by the requirement that at least one o f the second derivatives

t  It can mathematically be strictly shown that an exact statistical calcula­
tion o f thermodynamic functions can never lead to unstable states. Isotherms 
calculated in this way can, therefore, never show the ‘van der Waals loop’ but 
will always yield the diagram shown in Fig. 28.



of the internal energy becomes zero. This means, however, that the 
quadratic form 82u(s, v) is positive semidefinite at this place. We 
shall show in §§ 50 and 51 that for this to be true it is necessary and 
sufficient that the condition

d2u d2u
ds2 ds dv
d2u d2u
dv ds dv2

(46.3)

is fulfilled. Equation (46.3) is, therefore, already the first equation for 
the critical point.

In order to derive the second equation, we fix the temperature and 
consider the variation o f the critical phase on the isotherm. An 
examination o f Fig. 28 or Fig. 33 shows immediately that such a 
variation can under no circumstances go into the unstable region. 
This means that the variation of the determinant D  defined by (46.3) 
cannot be negative. It means also, however, that this variation can­
not be positive since it would then become negative by simply revers­
ing the sign o f the independent variables. Thus we have, for the 
variation under consideration, the two equations

d i ' - © . d ’ + © . d t,- ° '  < «■ «

40 - © . m s ) / » " 0- (46-51
This is a set o f homogeneous linear equations for the unknowns ds 
and dv. The condition for the equations to be soluble is

D ' = (46.6)

and this is the second equation for the critical point.
Equations (46.3) and (46.6) are ultimately based on the funda­

mental equation and suffer, therefore, from the disadvantages already 
mentioned several times. In particular, the proof o f the identity of 
these equations with eq. (46.1) is complicated. We might, therefore, 
think that it would be better to choose as our starting point a formula­
tion o f the stability conditions with the aid o f a suitable thermo­
dynamic potential. The potential most appropriate to the present



problem is the Helmholtz free energy. The stability conditions then 
are, according to (41.14) and (41.15),

(46.7)

We can see immediately that the first o f these conditions is irrelevant 
for the determination o f the critical point. I f  considerations analogous 
to those above are applied to the second condition, the direct result is 
eq. (46.1).

The generalization o f the above derivations for systems o f m 
components is not difficult. We shall, first o f all, write the 
abbreviation

d2 U* 
~dS*2

D* =
d2 U*

ev*ds*

d2U*
dS*dV*

d2u*

(46.8)

d2 U* d2U*
t e m - K ^ l

We shall further denote by D*' a determinant which differs from D* 
in that the elements o f an arbitrarily chosen row in it are replaced by 
the partial derivatives occurring in the expression

dD* dD* dD* dD* (46.9)

The boundary o f the stability region is again given by the require­
ment that the quadratic form (40.11) is positive semidefinite. As 
we shall show in §§50 and 51, the necessary and sufficient condition 
for this is that the determinant D* vanishes and we have thus found 
the first equation for the critical phase.

In order to get the second equation the critical phase must again 
be varied. The secondary conditions for this are, however, that o f the 
m +1 derivatives

dU* dU* dU* dU*
dS* ’ dV*’ (46.10)

m quantities must be kept constant. The choice o f these quantities is 
arbitrary and defines, as can be seen from eqs. (27.6)-(27.8), in each 
case one path on an m-dimensional hypersurface. The path connects 
two co-existing phases. A variation o f the critical phase can, therefore,



never go into the unstable region. I f  we suppose, for instance, that the 
first m derivatives o f (46.10) are kept constant, we have the following 
secondary conditions for the variation o f the critical phase:

82 U*
+ . . .+ dS*dxm_1d*m_i =  0,

\dV*)
a2 £7* a2 £7* d2 £7*

dS* + ~ d F *  + ^ .  d*idV* dS* e v*2 dV*dx1 

a2 £7*
+ . . .+ dV*dxm_i dxm~i — 0,

d2U* jo *  d2U* , T/5tc a2£7* _ 
dx^S* dS + 8x1dV*dV  +  d x f6*1

PU *
+ ' " + 8xl dxm_l Xm~1 ~

} (46.11)
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+ . . .+
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8xm—2 8xm-\

8 x m -2 8 x l

fcm-1 = 0.

Since the variation cannot go into the unstable region, we can show 
by reasoning in a way completely analogous to our previous discussion 
that we must have

3D*
es* '

dD*
dV*(dD* = ^ < L S * + ^ d V * + ^ d x 1+ .. .+dD*

дхг
dP*

ЪХт-Л
drm_i = 0.

(46.12)

The system of homogeneous linear equations (46.11), (46.12) thus has 
a non-trivial solution only if the determinant o f the coefficients 
vanishes. This gives us the general equations

P* =  0, P*' = 0 (46.13)

for a critical phase o f a system of m components.



A different choice o f the secondary conditions (46.11) naturally 
leads to a different form o f the determinants D*'. This possibility was 
taken into account in the definition so that eqs. (46.13) are not affected 
by it. It is easily seen that eqs. (46.13) reduce to eqs. (46.3) and (46.6) 
for one-component systems. Further equivalent formulations are 
obtained by choosing other ways o f writing the basic conditions
(40.11) and (40.12), for example by keeping the volume constant (as 
was done by Gibbs).

§ 47 Transformation of the equations for critical phases.
Further properties of critical phases

For purposes o f application even in the general case, the equations 
for critical phases are derived more conveniently from suitable 
thermodynamic potentials than from the fundamental equation. This 
possibility depends on the fact that certain stability conditions remain 
valid even on the boundary of the stable region. For the transforma­
tion of the stability conditions (§41) a separation into conditions for 
intensive parameters and conditions for extensive parameters was 
carried out. This makes it possible to isolate the required conditions 
right from the start and thus to simplify the equations for the critical 
phase. We shall give two examples. We have stated above that, for 
the liquid-vapour equilibrium of one-component systems, the thermal 
stability condition Cv > 0 remains valid on the boundary of the region 
of stability. The same applies for liquid-vapour equilibria o f multi- 
component systems. The use o f the Helmholtz free energy is, there­
fore, particularly appropriate here, since it allows the separation of 
just this condition. We then apply completely analogous reasoning to 
that used above to the remaining extensive parameters F*, xv ..., xm_v 
We can, therefore, confine our discussion to a simple statement o f the 
result. I f  we define by

32F* d2F* d2F*
ev*2 ev*dx1 dV*dxm̂
d2F*

d * = dx^ev* (47.1)

d2F* d2 F*
dxm_idV*



and denote by Z>|/ the determinant formed from (47.1) by replacing 
the elements o f an arbitrarily chosen row by

3D* 3D* 3D* (47.2)3V* ’ ~da d x m~X

the equations for the critical phase are

Щ  = 0, D*' =  0. (47.3)

It should be noted that all partial derivatives which occur here must 
be formed at constant temperature. For one-component systems the 
eqs. (47.3) reduce to eqs. (46.1).

In the unmixing o f condensed phases a further simplification occurs 
since here (unlike liquid-vapour equilibria) the mechanical stability 
condition (32FI3V2)T > 0 is also generally obeyed at the boundary of 
the stability region.]- In these cases, therefore, we usually use the 
formulation by means o f the Gibbs free energy which starts with the 
conditions (41.31) and (41.32). The derivation itself is again carried
out in the same way. I f  we define by

8fG* 32 G* 82G*
dx\ 8xx 3x2 ' ' '  8xx 8xm_x

d2G*
D% =  3x23xx . : (47.4)

d2G* . d2G*
8x m - l  &X 1 ^x m - 1

and denote by D%' the determinant formed from (47.4) by replacing 
the elements o f an arbitrarily chosen row by the partial derivatives

ь щ  m ,
3xx ’ 3x2

3D*
Zxm_x' (47.5)

the equations for the critical phase are

D% =  0, D*> =  0. (47.6)

All derivatives must here be taken with respect to the mole fractions 
at constant T  and P. The equations (47.6) differ from the previous

t  This means that exceptions are o f an accidental nature and have no 
thermodynamic connexion with the occurrence of the critical phase. There is, 
however, a certain class of liquid-vapour equilibria for which the mechanical 
stability condition cannot be fulfilled for the critical phase.



ones in that they cannot be reduced to the equations for a one- 
component system. They have found interesting applications in the 
theory o f solutions o f macromolecules.

Equations (46.13) and (47.6) were originally derived by Gibbs in a 
somewhat different form. The formulation by means of the Helmholtz 
free energy [eq. (47.3) ] was used largely by van der Waals in his study 
of vaporization equilibria.

Critical phases are of special interest since they show a number of 
remarkable manifestations collectively known as ‘critical phenomena’ . 
We shall give only a few examples. A remarkable phenomenon 
observed even in one-component systems is that the molar heat at 
constant pressure, the coefficient o f thermal expansion, and the com­
pressibility all approach infinity as the critical point is approached. 
These facts depend, as we shall see more clearly in § 51, on the position 
of the critical point on the boundary o f the region o f stability. The 
behaviour o f the compressibility means that exact measurements are 
extraordinarily difficult near the critical point because o f the influence 
of gravity.

In binary systems the phenomena of ‘retrograde vaporization’ and 
‘retrograde condensation’ may appear near the vaporization critical 
point. A detailed discussion o f these phenomena is outside the scope 
o f this book. We shall, therefore, only explain these concepts briefly 
and show by means o f a simple example how they can be caused. Let 
us consider a one-component system whose temperature T <TC is 
fixed (cf. Fig. 28). Compression of the gas is represented by movement 
along the isotherm. Condensation occurs at a certain density; further 
compression causes an increase in the amount of the liquid phase until 
the gas phase finally vanishes. In binary gaseous systems, on the 
other hand, the following can occur near the critical point. I f  the 
gaseous mixture is compressed isotherm ally, a pressure is reached at 
which the liquid phase appears. Under certain conditions o f tempera­
ture and composition, however, further compression causes a reduc­
tion in the amount o f liquid and, finally, the disappearance o f the 
liquid phase. This phenomenon was first observed by Cailletet on a 
mixture o f C02 and air and is called retrograde condensation of the first 
kind. Figure 34 represents schematically an isothermal P-#-diagram 
and shows how this phenomenon can occur. The dot indicates the 
critical point. The compression occurs along the broken line. Con­
densation starts at point A ; further compression causes the amount 
o f liquid to increase, then to decrease again until the liquid phase 
finally vanishes again at point B. Analogous behaviour is observed if



the temperature is varied at constant pressure. This behaviour is 
described as retrograde condensation of the second kind.

The most remarkable and strange critical phenomenon is called 
critical opalescence. This was found by Avenarius (1874) only a few 
years after the discovery o f the critical point. I f  a gas o f critical 
density is cooled it starts to emit a bluish opalescent light at about 
1 °C above the critical temperature. The intensity o f this light

Fig. 34. Explanation of retrograde condensation. CP =  critical point

increases rapidly on approach to the critical point although the 
system is still homogeneous. This phenomenon is caused by a large 
increase in light-scattering intensity, particularly in a forward direc­
tion, on approaching the critical point. The same manifestation is 
observed near the critical point o f unmixing in liquid and solid 
systems. In the latter case, o f course, X-rays are required for the 
demonstration of the phenomenon. Theoretical analysis shows that 
the critical opalescence is likewise a direct consequence o f the fact 
that the critical point lies on the boundary o f the stability region.

§ 48 Transitions of higher order. The Ehrenfest equations

The characteristic functions introduced in Chapter III are con­
tinuous functions o f the quantities o f state and can, in general, be 
differentiated as many times as we like. When this is not so for 
certain well-defined values of the quantities o f state, we speak of a 
(thermodynamic) transition. We shall confine our discussion to the 
Gibbs free energy o f one-component systems since the appropriate 
conditions are particularly easily comprehensible. The simplest



example o f transitions is found in phase changes! which a new 
phase appears while the original phase finally disappears (e.g. melt­
ing, evaporation). The region o f state in which the two phases co-exist 
constitutes the heterogeneous equilibrium which was discussed in 
detail in Chapter IV. We there used the fact o f experience that the 
molar volumes, the molar entropies, and therefore also the molar 
enthalpies o f the two co-existing phases always differ by finite 
amounts. In connexion with the present section we are, however, not
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Fig. 35. The molar enthalpy of argon in the region of the normal boiling point

interested in the co-existence o f the phases but in the behaviour of the 
characteristic function over a larger region o f state. The state o f 
affairs under discussion then means, according to (21.37), that at the 
place where a phase change takes place the first derivatives o f the 
molar Gibbs free energy show a discontinuity and thus cannot be 
differentiated.! The discontinuity o f the molar enthalpy can best be 
seen from eq. (24.9). We may regard these statements as the thermo­
dynamic definition o f a phase change. Since they are usually easily 
verified experimentally and, furthermore, other physical properties 
of the phases (e.g. crystal structure) can be used in addition, it nearly 
always is possible to identify phase changes with certainty. Figure 35

t In the literature the expression ‘phase change’ is often also used in the 
more general context of thermodynamic transitions.

t We can say alternatively that at the place where a phase change takes 
place the second derivatives of the Gibbs free energy become infinite.



shows the behaviour o f the molar enthalpy o f argon in the vicinity of 
the boiling point at normal pressure (1 atm) as an example.

Many transitions have, however, been found for which entropy and 
volume are continuous at the transition point whereas the second or 
possibly higher derivatives o f the Gibbs free energy are discontinuous. 
We shall call these collectively transitions of higher order and shall, for 
purposes o f clarification, show the dependence o f the molar heat on 
temperature at constant pressure for a few systems.

F ig . 36. The molar heat capacity of 4He in the region of the A-point

One o f the best known examples is the Л-transition which occurs at 
2*19 К  in liquid 4He under normal pressure. The name is due to the 
shape o f the C(T)-cuTve which is shown in Fig. 36 (taken from the 
older literature).f

Transitions of higher order have also been found in alloys (substitu­
tion mixed crystals). They are usually called hyperstructure transitions 
since they are related to the appearance or disappearance of the

t For experimental reasons the molar heat of liquid helium is measured at 
the equilibrium vapour pressure.



so-called hyperstructure lines in the X-ray diffraction diagram. 
Figure 37 shows the CP(T)-curve for /?-brass.f

Many crystals consisting o f molecules or polyatomic ions also show 
higher-order transitions. Such transitions are usually called rotation 
transitions.% As examples we show the behaviour o f the molar heats 
of ethylene dibromide (Fig. 38) and hydrogen iodide (Fig. 39).

We finally come to electric and magnetic transition points (Curie 
point, Neel point, etc.) which also belong to the type under discus­
sion. We shall, however, only give one example (Fig. 40) since we 
shall return to these transitions in Chapters IX  and X .

The first attempt to classify these manifestations and to develop a 
thermodynamic theory for them was made by Ehrenfest. His scheme 
implies a generalization o f the definition o f a phase change formulated 
above and defines a phase change o f the nth order generally by the 
statement that the Gibbs free energy and its derivatives up to the 
order n — 1 are continuous while the nth derivatives show finite 
discontinuities. The case n =  1 includes phase changes which are, 
therefore, also called first-order transitions. It is easy to see that 
relationships analogous to the Clausius-Clapeyron equation (31.6)

t The region of existence of the ^3-phase lies between 45*8 and 48*9 atom 
% Zn in the temperature range under discussion.

+ The name is taken from an older hypothesis due to Pauling, according to 
which free rotation of molecules or ions sets in at the transition point. Actually 
we are dealing with a difference in degree of orientation.



Fig. 38. The molar heat capacity of 1,2-dibromoethane

T (°K)--------►

Fig. 39. The molar heat capacity of hydrogen iodide



must exist for the higher-order transitions defined above. To keep the 
discussion simple, we shall confine our attention to the most important 
case which is n =  2. We must first make the requirements more

Fio. 40. The specific heat of iron in the region of the Curie point

precise by assuming that the first derivatives o f G* are continuous 
over a finite stretch o f the equilibrium curve (not merely at one 
isolated point). We then have

/ 8G*\
x w ) ~

82 g* 8s G*
dS* =  - ^ r d T + ^ ^ d P8TZ 8P8T

and
£2 Q* $2 Q*

dV* =  ^ ^ d T  +  ̂ 0-d P .ЗТдР dP2
From the definitions (25.4)-(25.6) we get

(48.1)

(48.2)

d*G* CP d*G* _  d2G* _
8T* T  ’ 8T8P ~ V 8P2 (48.3)

I f we denote the temperature and pressure of the second-order transi­
tion by 2b and Pn respectively, then

dTu _  V*T(o. " - ol')
d P „ _  C p-C 'p (48.4)
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and

(48.5)

must be true because o f the assumed continuity o f S* and F* and 
because o f (48.1)—(48.3). Equations (48.4) and (48.5) are the Ehrenfest 
equations for second-order transitions.

The Ehrenfest equations (just like the theory o f critical phases 
discussed in § 45) constitute an application o f thermodynamics to a 
set o f previously defined circumstances. Whether these circumstances 
correspond to those occurring in nature can only be decided by experi­
ment or by statistical thermodynamics. Higher-order transitions were 
originally usually regarded as second-order transitions in the sense of 
the Ehrenfest definition. Numerical values for the discontinuity in 
the specific heat are often found in the older literature. It should, 
however, be obvious that these statements do not follow from the 
experimental results with anywhere near the same certainty as 
analogous problems involving first-order transitions. In view of these 
difficulties it is reasonable that the first well-founded objections to 
the older concepts should have come from statistical thermodynamics. 
Onsager succeeded in 1945 in calculating exactly the thermodynamic 
functions for a simple two-dimensional model (the so-called Ising 
model); he also showed that the specific heat tends logarithmically to 
infinity at the Curie point and at the transition point o f a hyperstruc­
ture transition. Figures 41 and 42 respectively show the course of the 
enthalpy and of the specific heat in the vicinity o f a transition o f the 
Onsager type.f

t  The Ising model is based on a rigid lattice. The compressibility and the 
coefficient of thermal expansion are therefore zero and the theory yields the 
internal energy and the molar heat at constant volume. Figures 41 and 42 are 
scaled to the other figures in this section.

Fig. 41. E ntha lpy  in the region o f  an 
Onsager transition (schem atic)

T-------- ►
F ig . 42. T he specific heat in the region 

o f  an Onsager transition



Nobody has so far succeeded in solving the resulting three- 
dimensional problem. Methods o f successive approximation which 
have been much improved in recent years make it practically certain 
that the specific heat at the transition point here also tends to infinity.

The first experimental indication o f the correctness o f the new 
concepts was obtained by Fairbank et al. (1957) by means o f precision 
measurements on liquid helium where the temperature was measured 
and controlled to better than 10-e degrees. The results shown in

| Г - Г Х| degrees------------►

Fio. 43. The molar heat capacity of 4He in the region of the Л-point from 
recent precision measurements

Fig. 43 can be represented very accurately by a formula which 
becomes logarithmically infinite at the Л-point. It is, therefore, almost 
beyond doubt that the А-transition o f helium has essentially the 
characteristics o f a transition o f the Onsager type.

A survey o f the experimental results for other higher-order transi­
tions shows that in the great majority o f cases the experimental data 
are compatible with the picture outlined above. According to opinions 
generally held at present, the only case established with reasonable 
certainty o f a second-order transition o f the Ehrenfest type is the 
beginning o f superconduction at vanishing magnetic field strength. 
This transition will be discussed in § 67 and we shall, therefore, give



no details here. In most other cases we are probably dealing with 
transitions of the Onsager type. The Ehrenfest theory is, therefore, 
not applicable and we are faced once more with the problem of finding 
a purely thermodynamic treatment o f higher-order transitions.

§49 Tisza’s theory. I: The general basis
A new purely thermodynamic theory o f higher-order transitions, 

which takes Onsager’s results into account, was developed by Tisza 
(1951). Tisza’s theory is based on the assumption that most higher- 
order transitions do not differ essentially from the critical points 
discussed in § 45. The theory o f higher-order transitions is, therefore, 
obtained by a suitable generalization o f the theory o f critical phases. 
Before proceeding with this we shall briefly describe the arguments 
which support the above assumption. Two results are o f special 
significance in this connexion, the first being o f a purely theoretical 
nature. We can show explicitly for the Ising model (cf. § 48) that the 
ferromagnetic Curie point, the hyperstructure transition, the critical 
condensation point, and the critical solution point o f a binary solution 
are mathematically equivalent.f The second argument is based on a 
conclusion drawn from Tisza’s ideas. The conclusion goes beyond the 
framework of thermodynamics but it is verifiable directly by experi­
ment. I f  we consider higher-order transitions as a special kind of 
critical point, statistical theory leads to the very reasonable result 
that scattering phenomena must appear in the vicinity o f the transi­
tion point. The scattering phenomena are completely analogous to the 
critical opalescence mentioned at the end o f §47. These scattering 
phenomena (or equivalent effects) have been experimentally demon­
strated in many cases. The evidence for the correctness o f Tisza’s 
theory can, therefore, be accepted as sufficiently certain.

We now want to generalize the theory o f critical phases so that it 
will include most higher-order transitions. For this purpose it is neces­
sary first o f all to remind ourselves of the method used in § 46. We 
started from a purely phenomenological definition o f a critical phase 
and then reduced this definition to an abstract statement about the 
stability conditions. This reduction was possible only because we had 
in § 39 particularized the concept o f the stability o f a homogeneous 
phase as a stability with respect to separation into at least two phases 
different from the original phase. A generalization of the theory must, 
therefore, necessarily start with the formulation o f the concept of

t The equivalence derives from the abstractly defined parameters of the 
Ising model being physically interpreted in different ways.



stability. According to the discussion in §39, the question arises 
whether this can be done within the formalism o f thermodynamics. 
We can actually do this since we used the formalism only partially in 
§ 39. First o f all, we used only one work co-ordinate, the volume. This 
limitation is not required by thermodynamics as can be seen from 
§§14 and 15. The limitation will not be admissible for many o f the 
systems in question here as can be seen from the examples given in § 46. 
We shall here give only one illustrative example since the introduction 
o f further work co-ordinates will be discussed in Chapters V III-X . Let 
us consider a ferromagnetic crystalline solid above the Curie point. 
The total magnetization is here an additional work co-ordinate (exten­
sive parameter) and the magnetic field strength is the conjugate 
generalized force (intensive parameter). I f  we choose the latter as the 
independent variable, the magnetization tends to zero with vanishing 
field strength corresponding to a disordered distribution (over con­
siderable regions) o f the spin orientations. The comparison state 
needed, according to § 40, for the derivation of the stability conditions 
(the asterisked state) is now a state in which the magnetization has a 
finite value even at a vanishingly small field strength, i.e. in which 
there is spontaneous magnetization as there is in the stable state below 
the Curie point. This state corresponds to a preferred parallel orienta­
tion of the spins. The state does not generally constitute a phase in 
the thermodynamic sense but may be treated as such for the purpose 
of deriving the stability conditions, f j  We shall not carry out a detailed 
derivation but merely note that the most important result for our 
purpose is the statement that the reciprocal magnetic susceptibility is 
always positive for a stable phase.

A considerable number o f higher-order transitions is not covered by 
the introduction o f additional work co-ordinates; among them are, in 
particular, the Л-transition of helium, hyperstructure transitions, and 
rotational transitions. For these cases we can use a method used 
so far almost exclusively in the treatment o f chemical reactions 
(§§ 36 and 44), i.e. the introduction o f internal parameters. These are, 
as explained in §14, not variables o f state; on the contrary, we 
showed in §17 explicitly by means o f an example that their equi­
librium value is determined by the values o f the variables o f state.

f  The magnetization must obviously here bo chosen as the independent 
variable.

J The theorem proved in § 45 concerning the number of degrees of freedom 
does not apply to the critical point (i.e. the Curie point in this case) since we 
are not dealing with a phase in the thermodynamic sense.



Since, however, internal parameters have independent significance 
apart from the equilibrium, they can, as shown in §§14 and 39, be 
introduced as independent variables into the fundamental equation 
for the treatment o f equilibrium and stability problems.

We choose as our illustrative example the case o f /?-brass which is 
particularly easy to understand. For simplicity we shall assume an 
atom ratio o f 1 : l . f  £-Brass has a body-centred cubic crystal lattice. 
The minimum potential energy corresponds to a distribution o f atoms 
such that each Cu atom has only Zn atoms as nearest neighbours and 
vice versa. At the absolute zero, therefore, each centre o f a cube is

(a) (b)
Fig. 44. Distribution of atoms in j3*braas. a, ordered, b, disordered

occupied by a Cu atom while the corners are occupied by Zn atoms 
(or vice versa) (Fig. 44a). I f  we imagine the body-centred cubic lattice 
to be formed from two interpenetrating simple cubic lattices, one 
simple lattice will, at the absolute zero, be occupied only by Cu atoms, 
the other only by Zn atoms. With increasing temperature, increasing 
numbers o f atoms migrate to ‘wrong’ lattice positions. The simple Cu 
lattice thus contains increasing numbers o f Zn atoms and the Zn 
lattice corresponding numbers o f Cu atoms. Above the transition 
point the ratio o f atoms is 1 : 1 in each simple lattice also, i.e. half 
the centres and half the corners o f cubes are occupied by Cu atoms, 
the other halves by Zn atoms (Fig. 44b). This behaviour can be 
described, according to Bragg and Williams, by an internal para­
meter called the degree of long-range order rj. I f  we denote the number 
o f Cu atoms in the ‘right’ lattice positions by 2^(1), and the number 
o f Cu atoms in the ‘wrong’ lattice positions by Nx(2) we have

= Щ 1 ) - Щ 2 )  
1 Щ1) + Щ2)

(49.1)

t  Deviations from this ‘stoichiometric* composition are usually not signifi­
cant for the purpose of theoretical considerations.



This definition shows immediately that the degree o f long-range order 
at stable equilibrium at the absolute zero is unity whereas it is zero 
above the transition point. I f  we again consider the region above the 
transition point, we see that the comparison state necessary for the 
derivation o f the stability conditions (the asterisked state) is charac­
terized by a finite value o f the degree o f long-range order. We thus 
find that the second derivative o f the internal energy with respect to 
the degree o f long-range order must be positive for a stable phase.

We need not here consider the question how the internal parameter 
is to be defined in each individual case. The question must be answered 
by statistical thermodynamics in connexion with the discussion o f the 
molecular mechanism. We may without hesitation assume the possi­
bility o f such a definition since it is known explicitly for a number of 
cases (but not for the case o f the Л-transition o f helium). However, the 
fact that internal parameters are not variables o f state has con­
sequences which must be taken into account in the development o f 
the theory. Firstly, the comparison phase is now no longer charac­
terized by macroscopic measurable quantities in the sense o f §2. 
A critical investigation o f the question how far thermodynamic 
formalism is applicable is, therefore, not superfluous. We cannot 
enter into a detailed discussion o f this question but merely state that 
Tisza and Klein have formulated a criterion which must be obeyed by 
the internal parameters introduced into the fundamental equation. 
The second consequence results from the relationship

<492»
which defines the equilibrium value of the internal parameter. 
Comparison with (20.9) shows that (49.2) means that the intensive 
parameter conjugate to t] must at equilibrium be identically equal to 
zero. We showed this explicitly in §§14 and 37 using chemical 
affinity as our example. Internal parameters can, therefore, not be 
incorporated into the Legendre transformation o f the fundamental 
equation as far as quasi-static processes are concerned. This limitation 
does not apply to the virtual displacements used for the derivation of 
equilibrium and stability conditions since these displacements by 
definition lead to non-equilibrium states. The ‘intensive’ parameters 
conjugate to the internal parameters here differ from zero (as can 
again be seen by using affinity as an example). Since the derivatives 
of these quantities with respect to the internal parameters generally 
differ from zero even at equilibrium, the internal parameters can now



be wholly incorporated into the formalism of thermodynamics. We 
need not, for the present, pay any attention to their special position.

§50 Tisza’s theory. II: Formulation of the stability conditions

We shall first turn the stability conditions into a form which takes 
into account the above-mentioned generalizations and is, at the same 
time, more convenient for the present problem than the formulations 
on §§40 and 41. We can here use the characteristic functions and 
extensive parameters in a form independent o f the size o f the system 
as was established in detail in §40. We shall not, however, confine 
ourselves to mean molar quantities but leave the form o f the reduc­
tion open; we shall use lower-case letters for the reduced quantities 
following a generalized form of the notation used in § 20. The symbol 
X i for extensive parameters will now also include internal parameters.! 
Furthermore, we denote, otherwise than in eq. (21.1), the total number 
o f independent variables (including internal parameters) o f the funda­
mental equation by r-f 1. The fundamental equation can now be 
written in the reduced form

и =  и(х1У...,хг). (50.1){
The generalization o f (20.41) gives for the intensive parameters

p _d U  _ d u  
дХ{ ~ дх'Г (50.2)

In comparison with the terminology o f elasticity theory we shall give 
the second derivatives o f и the name thermodynamic moduli. These are 
always finite or zero. We can write them as

11 дх^х} •/***, \<>xj2 (50.3)^  - f f i )  -

I f  the quadratic matrix formed from these quantities is denoted by 
D, we have

D = K y]. (50.4)
I f  the matrix o f the thermodynamic moduli is not singular, i.e. 

D =  0 for this determinant, we can define the reciprocal matrix by 
the equation ^

c = D 1 - i (50.5)

t  The justification for this notation can be seen, for example, from eq. (36.5). 
The degree o f long-range order defined by eq. (49.1) is obviously already a 
reduced variable in this context.

f  The quantities defined above must not be confused with mole fractions 
which do not occur in this section.



The matrix D is obtained by first substituting for each element Dtj 
of the matrix D the co-factor o f D4i from the determinant D ; rows 
and columns are now interchanged in the new matrix. This procedure 
would seem to make the calculation o f the elements o f C extremely 
difficult. This calculation is, in fact, very easy since, according to 
(47.5), D represents a Jacobi determinant whose reciprocal is obtained 
directly from (25.16)—(25.18). In this way we find that the elements o f 
Care given by / ё ;  (d .

-(mL-*- ,6°'6)
We shall again draw comparisons with elasticity theory and call the 
quantities v4j thermodynamic coefficients.|

From § 21 we have for the thermodynamic potentials that{
3II£

-'LPiXi,i=1
(50.7)

ф(к) = .. ■>pk>xk+l......xr) (50.8)
with the first derivatives

ft;
II 1 [i =  1 ,...,* ), (50.9)

8Xj 3 U = k+  1, ...,r). (50.10)

We can write the second derivatives o f ф{к) with respect to extensive 
parameters as

фШ = д̂ 1 = ( дА \  = № )  = фШ
31 dXjdx, [ d x j p , ^ ,  \d x j p Vt}

(i = 1, ...9k ; j 9l = &+1, ... ,r ; m — k + l , . . . 9r; (50.11)
m Ф l9m Ф j  respectively).

It should be noted that the quantities defined by (50.11) are not 
identical with the thermodynamic moduli defined by (50.3), although, 
like the thermodynamic moduli, they are always finite or zero.

The generalized stability condition has a form completely analogous 
to that o f (40.11). We have merely to introduce into the quadratic

t In English language publications w„- are usually called stiffness moduli, the 
v{j are called compliance coefficients while D and C  are respectively called 
stiffness matrix and compliance matrix.

J The reasons for the slight change in notation compared with § 21 are easily 
recognized.



form the above-mentioned additional variables. Using (50.3) we thus 
obtain explicitly

82 u — ^  2  ua §xi Щ  >  0, (50. 12)
"  itj

or, in matrix notation,f
82u = %8х.0.8х> 0 (50.13)

where 8x is the column vector formed from the components 8xt and 
8x is the corresponding transposed vector (row vector). Since, accord­
ing to (47.5) the matrix D is symmetric it can always be changed into 
a diagonal matrix Л by a congruent transformation. We shall denote 
the elements o f Л by A*. We have, therefore,

A = Q D.Q = [A,8*], (50.14)
where Q is the transformation matrix, Q its transposed matrix, J and 
8{j is the Kronecker delta.§

The quantities defined by (50.14) are not the eigenvalues of the 
matrix D since the congruent transformation (50.14) is not ortho­
gonal. Since, furthermore, a congruent transformation is not unique, 
the values of the Аг- are also not unique. They depend on the initially 
chosen sequence of variables. According to Sylvester’s law of the 
inertia of quadratic forms, however, the numbers o f positive, negative, 
and vanishing Ai are not changed by a permutation o f the variables. 
Now, our thermodynamic problem is concerned only with these 
numbers and any sequence o f the variables therefore leads to the 
same ultimate result. This can be easily verified by means o f explicit 
examples. The lack of uniqueness is, therefore, o f no significance for 
our purpose.||

I f  we now introduce the new variables yi by the transformation
8x = Q.8y, (50.15)

we obtain, from (50.13)-(50.15),
82u =  £8у.Л.5у > 0, (50.16)

t  In connexion with the following discussion the reader is reminded that the 
product of two matrices А В = C is a matrix with the elements cu =  ^ A ik Bkj.

+ The matrix formed from a given matrix A by interchanging rows and 
columns is called the transpose o f matrix A and is denoted by A.

§ The Kronecker delta is defined by 8{j =  (  ̂^°Г \10 for г =  j
|| The orthogonal transformation thus offers no advantage as far as 

uniqueness is concerned but has the disadvantage that the eigenvalues have 
no direct physical significance.



[VII] Critical phases 

or, explicitly,
«* «  =   ̂S  *<(«*<)* >0. (50.17)

The stability condition can, therefore, be fulfilled only if
Л*>0 (г =  1, ...,r). (50.18)

It is true, however, although we cannot give the proof here, that

\  (50.19)
■L'i- 1

where the Di are the principal minors o f the determinant D and we 
put D0 = 1. From (50.18) and (50.19) we get the equivalent form o f 
the stability conditions

Dt> 0 (i = 1, ...,r). (50.20)
If we confine ourselves to the variables used in § 40 and, in particular, 
we understand и to be the mean molar internal energy, then (50.20) 
becomes identical with (40.12). Equation (50.19) gives the important 
relationship r

n \  = Dr ^ D .  (50.21)
i=1

We can deduce another useful form of the stability conditions by 
starting with eq. (50.2). From this and the definitions (50.3) and
(50.4) we get the set o f inhomogeneous linear equations

8P = D.8x.
I f we now put

8PX = SP2 = ... = 8Pk_x = 0, 
8xk+1 =  8xk+2 =  ... =  Sxr =  0

eq. (50.22) becomes
0 = un + u12 hx2 + ... + ulk 8xk,

(50.22)

(50.23)

0  =  « * - 1.1 8arl  +  « * - 1,2 + . . .  +  uk_1Je 8xk,
SPk = ukl 8xr + uk28x2+ ... + ukk 8xk,

8Pr =  url 8xt + ur28x2 + .. .+ urk 8xk. ,

(50.24)

We can coniine the argument to the first к equations, although we 
shall not give the proof for this. Application o f Cramer’s rule then
gives

8xk = Я*
т г 'р р * (50.25)



where the Dk are again the principal minors o f the determinant Z). 
Because o f (50.23) we can write (50.25) as

( S r )  = 7 Г ^ ’ ( i=  l ; j  =  i + l , . -,r ). (50.26)
\^Xk/ Pi^i ^ k - l

Equations (50.19) and (50.26) together with the definition (50.11) 
therefore give

A* = *ЙГ“ - (50-27)
The stability conditions may thus be written in the form

Ф\ИГ1)> 0 ( * =  1 ,..-,r). (50.28)

§51 Tisza’s theory. Ill: Critical points and higher-order transitions

We now define a critical point in the generalized sense discussed 
abovef by the statement that it is the point where the quadratic 
form (50.13) becomes positive semidefinite. We then immediately 
get from (50.17) that one o f the quantities Ai vanishes at the critical 
point and, further, that D = 0 because o f (50.21). We have already 
used the latter in § 46. We also conclude from this, in connexion with 
eq. (50.5), that all thermodynamic coefficients with an associated 
co-factor | Dtj | Ф 0 tend to infinity. It is therefore possible in principle 
that certain thermodynamic coefficients remain finite at the critical 
point. Thermodynamics can give no information about this if it 
happens accidentally (i.e. because o f special properties o f the system 
under consideration). We shall, however, now show that such 
behaviour can occur for systematic reasons, i.e. because of the 
thermodynamic structure o f the critical point.

We shall start by asking: for which subscript s is Xs — 0 at the 
critical point. Since the values o f the Ai depend on the original 
sequence o f the variables, we shall assume the sequence to be such 
that s has the smallest possible value. We now distinguish between 
two cases: (a) the normal case s =  r; (b) the exceptional case s < r.J

In order to clarify the meaning o f this division we shall now carry 
out the transformations (50.14), (50.15) explicitly (we previously only

f  We shall use the expression ‘critical point’ in the generalized sense of 
Tisza’s theory throughout this section.

J This distinction obviously makes sense only if the definition of the normal 
case is independent of the sequence of the variables. We shall show explicitly 
later, by means of an example, that this is so.
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used a theorem o f linear algebra). We therefore transform the quad­
ratic form

=  (51.1)

into a sum of squares by stepwise completion o f the squares. We shall 
assume for this purpose that ии Ф 0 for all Since we have

(sx1 + ̂ - j :  Uu 8^ ) = (Szj)2 + 2 - i -  2  uv 8x1 Sxj + (  2  uxj 8жу)
\ u \\3=2 }  u 113=2 all\ j= 2  )

(51.2)
we can write (51.1) as

1Г /  l r \2 l / r \2 r
8!«  =  5  %  s* i + r S « u&Xj) - ~ - [ 'L u l j8xA +  s  UijSxiSxj .

 ̂L \ U113=2 } u\\ \j=2 /  i,j=2
(51.3)

With the notation
1 r8y1 = 8xl + — ^ u lj8xf 

U11 3=2
(51.4)

and

’  UU «11
uu uxj 
Щг игз

(51.5)

we obtain as the first step

S2m =  \ull(8y1)* + \ 2  8x{8xr 
L i,j=2

(51.6)

The equation can easily be changed to a different form. In (50.23) we 
put к = 2 and add to the system (50.24) all the analogous systems of 
equations obtained by replacing 8xk by 8xj with к +1 ^ r. I f  we
omit superfluous equations we obtain r — 1 systems of equations o f 
the form

0 = un 8xx + Uy 8xjy 
8Pt = un 8x1 +  uy 8xj (i,j =  2 ,..., r)

This, with (50.11), (50.27), and (51.5), gives

*ii =  Ai, (51.8)
t The mathematical condition for this is that the matrix D is of rank r 

which implies the above assumption.
8

(51.7)
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and, with (51.6), we now get

= M S y .p  + l  £  ф \ (51.9)
*  i j = 2

The second term o f the right-hand side contains only r — 1 variables. 
We now get, from the original supposition, that Ф 0 for г = 2 ,..., r. 
The process can, therefore, be continued and the next step leads to 
the expression

8*« = *Л|(8у1)* + *Л,(8у1)* + 1 (51.10)
Z  i j = 3

with

Ьуг = Ь х ^ ^ Ъ Щ Ь ху (51.11)
Y 22 3= з

The quadratic form (51.1) is thus finally completely transformed into 
the sum of squares (50.17). Equations (51.4), (51.11), and their further 
analogues represent explicitly the reversal o f the transformation
(50.15). We can see from the general form o f these equations that the 
last o f them is simply

8yr = 8xr. (51.12)

We now drop the assumption we made initially and assume instead 
that

= 0. (51.13)

Because o f (51.12), this does not cause any difficulties in the trans­
formation when s = r. The quadratic form is, however, now positive 
semidefinite as we can see clearly by putting

fyi = by2 =  ••• = fyr-\ =  °> byr #  0.
This is the above-mentioned normal case.

The situation is different in the exceptional case s < r. The process 
o f completion o f squares now stops with the subscript s — 1 as can be 
seen from eq. (51.11). We therefore have

= \ s V ^ ' ) *  + f l r 11 ( Ю 2 + S  A T ”  s*. 4
Z i= 1 j= 8 + 1

+1  £  $ r 1,s* i 4 -  <51-14)
^ i,j=8+ 1

If we полу put
i = 8y2 = ... = by8_x = 0, 8xs Ф 0,
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and
S*s+i = S.rs+2 = ... =  Ьхг =  0

we can see that at least the form (51.14) can assume the value zero 
because o f (51.13); however, (51.14) is not positive semidefinite but 
indefinite, i.e. it can assume positive or negative values. We can show 
this to be so by assuming that ^ f -1) Ф 0 (l > s) and by putting

& /i =  % 2  =  ••• =  1 =  °> Ф ф 0, Sxj =  0

for j  Ф l. With (51.13) we then get from (51.14) that
82u = ф{8f-1) 8xa Sxt + (&£j)2. (51.15)

This expression can, however, be made positive or negative by a 
suitable choice o f 8xs and Sxt and the assertion is thus proved. If, 
therefore, (51.13) applies, the quadratic form (51.14) can be positive 
semidefinite only if the condition

tfTI,s(Sr) =0  <5116)\cxj/Pi...P-uXbXn#
is fulfilled. With (51.13) and (51.16), eq. (51.14) reduces to the 
expression

s2«  = ^2А,'(§2/г)2+ ‘  2  ф',Ги tetter (51-17)

In the reduced form the right-hand side no longer contains the 
variable 8xs. It is, therefore, positive definite and the completion o f 
the squares can be continued. We must, however, remember that the 
variable xs is no longer included in the sequence o f Legendre trans­
formations. In the second term o f the right-hand side o f (51.17) the 
quantities

"MSt "  =  ( f ~ )  («1-18)
\c x k / F lt ..Pt- i .x t, r t + lt. . . .r k-i.Tk + i ..... x r

derived from the thermodynamic potential

y * - 1) = u - (51.19)
г=1гф8

therefore replace the quantities ФыГ1). We shall not follow this 
through since we shall not require these details in our further 
discussion.

So far we have considered only second-order variations. It is easy 
to see that this corresponds to the derivation o f the first equation for



the critical point when applied to phase transitions. A farther relation­
ship for the critical point must, therefore, exist within the framework 
o f the generalized definition o f this section. This relationship is 
obtained from a consideration o f third-order variations. We shall for 
this purpose investigate a special variation for which Su = 82u = 0. 
The general stability condition (18.2) can then be fulfilled if 8zu = 0 
also. We thus now imagine eq. (51.1) written with the inclusion of 
third-order terms and we again carry out the same transformation of 
the independent variables. The variation

s«/i =  ... =  Sys_i =  0, 8xs ф 0, &rs+1 =  ... =  Ьхт =  0

then corresponds strictly to the above definition and we obtain

^1.....P 9-l,Xt + i,.
= 0.

,xr
(51.20)

Thermodynamics can only make a conditional statement concerning 
the question o f the behaviour o f the variations (or derivatives) of 
higher order. I f  82iu =  0 for i = 1,2, ...,n , then 82n+1u =  0 also. The 
question itself can, however, only be answered by experiment or by 
statistical thermodynamics. No one has succeeded, so far, in solving 
this problem completely. The problem is, however, not very signifi­
cant for the purposes of thermodynamics since statements about the 
fourth derivatives o f thermodynamic potentials already lie at the 
limits o f experiment, particularly in the vicinity o f critical points.

We shall now summarize the relationships which define a critical 
point in Tisza’s formulation. They are:

ФПГ1' =  0, *«£-» = 0, (51.21)
ФмГ1* > 0 (*< «). (51.22)

^ - 1) =  0, (j> s ). (51.23)

For the normal case (5 =  r), the conditions (51.21) and (51.22) 
correspond exactly to the formulations derived in § 46 for the special 
case o f phase transitions. The condition (51.23) is then redundant. 
We have mentioned previously that all thermodynamic coefficients 
tend to infinity at the critical point. This statement can also be 
formulated in a different way. We derive from eq. (50.22) that

д2ф " _ /д х Л  J D  |t7 
\щ )р1 D j  ^ Ы г). (51.24)



Since the matrix D is singular at the critical point, we have

( 5 1 '2 5 , t

For the exceptional case, the extensive parameters are divided into 
two classes, xv and :rs+1, by the condition (51.23). They
are independent in the sense that, in the immediate neighbourhood 
of the critical point, a change in the parameters o f the second class at 
constant Pv ...,P s_j does not influence the intensive parameter Ps. 
Since = we have the equivalent statement that a change
in xs under the same secondary conditions does not influence the 
intensive parameters Ps+1, ..., Pr. In order to investigate the behaviour 
of the second derivatives, we first consider a state far from the critical 
point and put

&Pj Ф 0, 8Рг — 0 (j, l = 1, ...,s; j  ф l)t
&re,i =  ... =  =  0.

(51.26)

I f  we resolve the system o f equations (50.22) with respect to 
..., 8xs under these conditions, we obtain

= /дхЛ | Ds
dRdR

_ _  I ^  S \l) (ifj^s\ l^ s ; m>s). (51.27)

The matrix Ds becomes singular at the critical point according to
(50.19), (50.27), and (51.21). We therefore obtain

It ►oo (h j^s). (51.28){

The second derivatives with respect to the extensive parameters 
Фм (k,l>s) can, as already mentioned, have no singularities. Second 
derivatives o f mixed extensive and intensive parameters are without 
significance for stability problems as was shown in §41; they must, 
therefore, likewise show ‘normal’ behaviour.§

According to the foregoing results we can say that the critical point 
is generated by the co-operation o f the s extensive parameters o f the 
first class; we shall from now on call them critical parameters. Tisza 
and Callen give transitions for which the entropy is one o f the critical 
parameters the name order-disorder transitions whereas transitions

t  The vertical lines do not here indicate a determinant but the absolute 
value.

J See footnote above.
§ Analogous statements apply to thermodynamic coefficients. We shall not 

prove this here.



for which the entropy belongs to the second class (i.e. a parameter 
irrelevant for the critical point) are called displacive transitions.

We now give a few simple illustrative examples. The most important 
applications can be discussed only when we reach Chapter IX  since 
they require the introduction o f additional work co-ordinates.

We first consider the critical point o f vaporization o f a one- 
component system. The fundamental equation for molar quantities is

и = u(s, v). (51.29)
With the definitions (20.21a), (25.4)-(25.6) the matrix o f the thermo­
dynamic moduli now becomes

(51.30)

'  /8T\ / 8T\ " T Tл a
Су кСу
Tл a c„

кСу Су KV
For the matrix o f the thermodynamic coefficients we obtain

C = D 1
{ г т ) г  ( i p ) t

(:
'8v\
st) p \ d p jT

9p
T

VK

(51.31)

Transformation into the diagonal form according to eq. (50.27) gives

A = ^  = ^  A = ? V _ _ ®  /51 32\
Al 8s2 Су Az 8v2 \ 8 v )T’ ( ' '

where /  is the molar Helmholtz free energy, s and v are the critical 
parameters. We are thus dealing with the normal case. At the critical 
point Л2 = 0. From (51.21) we obtain explicitly

f l -  P i -
in agreement with (46.1). All the thermodynamic coefficients tend to 
infinity at the critical point. We have, therefore, according to (51.31)

Cp-> oo, oc -> oo, k -> oo. (51.34)
We now change the sequence o f variables and put xx = v, x2 = s. The 
diagonal elements then have to be interchanged in (51.30) and (51.31). 
We thus find the elements o f the diagonal matrix to be

*i =
d2u cP
dv2 Cv k v  ’

A2 =
дЧь
'ds2 '

T_
CP

(51.35)



At the critical point we again have Л2 = 0. We have thus shown 
explicitly that the definition o f the normal case is independent o f the 
sequence o f the variables. The relationships (51.34) remain valid here 
and the first one o f eqs. (51.33) follows directly. The derivation o f the 
second eq. (51.33) is complicated and will not be carried out.

We shall choose as our second example the critical solution point o f 
a binary liquid solution. We shall choose as our concentration variable 
the ratio o f the mole numbers cx = щ/щ. The critical parameters are 
then 5, vy and cx and we are again dealing with the normal case. From
(51.21) we again obtain

/£ V Л
\ ^c i /  T,t

= 0. (51.36)

The agreement o f this relationship with (46.2) is easily established. 
The expression (51.22) gives, for the present case,

(51.37)

This relationship states that the isothermal compressibility remains 
finite at the critical solution point.

The hyperstructure transition o f /?-brass mentioned in §48 is a 
simple example o f a state o f affairs which leads to the definition o f the 
exceptional case and to the introduction o f internal parameters. We 
have initially the same variables o f state as in the previous case, i.e. 
s, Vy and cv The conditions (15.21) are, however, fulfilled neither for v 
nor for Cj so that the entropy s is the only critical parameter among 
the variables o f state. We are, therefore, dealing with the exceptional 
case. The entropy alone does not, however, permit a proper description 
of the circumstances. The reasons for this have already been discussed 
in § 49. We therefore introduce the degree o f long-range order rj defined 
by eq. (49.1) into the fundamental equation as an additional indepen­
dent variable. We then have

и = u(sy Vy cl5 rj). (51.38)
The critical parameters are now xx = sy x2 = x8 = r/. From (51.21) we 
have for the critical point that

P f
dr)* = o. (51.39)f

We find from (51.28) that Cv and, because o f (25.15), CP tend to 
infinity at the transition point.

t  T h e  s e c o n d  o f  e q s . (5 1 .2 1 ) is n o t  re q u ire d  s in ce  e q . (4 9 .2 ) a lso  a p p lie s  fo r  
in tern a l p a ra m e te rs .



CHAPTER VIII

Solids
§52 The strain tensor

We have so far used only one work co-ordinate, i.e. the volume, in 
explicit calculations. We did, however, come to the conclusion in § 14 
that the introduction o f further work co-ordinates is quite simple 
within the framework o f thermodynamic formalism. We accordingly 
formulated, in § 15, the Second Law for any (finite) number of work 
co-ordinates. We mentioned, in § 49, some physical problems which 
cannot be dealt with unless additional work co-ordinates are intro­
duced. In this and the following chapters we discuss some particularly 
important examples of such work co-ordinates and use them in the 
treatment o f various physical problems.

According to § 14 a general definition o f a work co-ordinate y$ is 
that the quantity Ŷ dŷ  gives quasi-static work done on a closed 
system, f  where Yj denotes the generalized force conjugate to у у The 
structure o f the fundamental equation discussed in § 20 requires that 
the уj are extensive parameters and that the Yj are intensive para­
meters. Apart from this, however, the explicit form o f the quantities 
Yjdyj must be deduced from the appropriate field o f theoretical 
physics. The derivation o f this form is not strictly a part o f thermo­
dynamics. For the special case o f the mechanical work done on a fluid 
phase, however, this derivation is fairly trivial so that we simply 
wrote down the corresponding expression in § 3. The situation is less 
simple for the work co-ordinates discussed in this chapter. We shall, 
therefore, outline the derivation in each case as far as is necessary for 
an understanding o f the thermodynamic considerations. Further 
details can be found in textbooks o f theoretical physics.

We have mentioned previously that the expression — PdV  is 
generally valid only for fluid phases. The reason for this is that 
mechanical work done on a fluid phase is necessarily volume work

t From here on the expression ‘work’ is always used in the sense of this 
definition.



whereas a change o f form of a solid body also requires work. This can 
be expressed more precisely by the statement that definite geometric 
interrelations exist between the material elements within a solid 
body and that their interrelations can be changed only by expending 
mechanical work. A thermodynamic consideration o f solid bodies 
therefore requires the introduction o f additional work co-ordinates 
even for the case o f purely mechanical work (i.e. in the absence o f 
external fields and when surface effects are ignored). The definition 
and properties o f these additional work co-ordinates will be discussed 
in this section.

F i g . 45. Description of small deformations

We shall first investigate the mathematical description o f small 
deformations. Let us examine a small region round a point A inside 
a deformable body.f We shall choose A as the origin o f co-ordinates. 
Let В be a point in the neighbourhood o f A within the region. We 
shall denote the position vector o f В by r. During a deformation, A 
undergoes a displacement s0 and becomes A ' while В undergoes a 
displacement s(r) dependent on the distance r and becomes B '. We 
denote the distance A 'B ' by r'. We can read off from Fig. 45 that

r + *(r) = *0 + r'. (52.1)

We now make the following assumptions:
(a) The region under consideration is so small that powers and 

products o f the distances from A o f all points В can be neglected.
(b) The displacement s(r) is a continuous function o f the position 

co-ordinates.
(c) s(f) is so small and changes so slowly that products o f the 

derivatives dsjdx.dsjdy, dsjdz, dsjdx, ... with each other and 
with the components o f s(r) can also be neglected.

t  The following general discussion includes, as we shall see, fluid phases as a 
special case. We shall, therefore, not assume, for the present, that we are 
dealing only with solid bodies.



With these assumptions we can expand s(r) at the point A into a 
Taylor series and cut the series short after the linear term. In the 
components representation we then have

= * *  +  r.gradsx =

= SQy + r. grad sv =  * » + ( % ) * +  ( % ) у  + ( § ) „ * .

* "  + =S- + { S ) o X+{ ^ ) o y + ( ^ h  i

(52.2)

The partial derivatives on the right-hand side represent the nine 
components o f a tensor called the vector gradient o f s and denoted 
by Grad s. In tensor notation eqs. (48.2) therefore take the simple 
form

s(r) =  s0 + r. Grad s. (52.3)

This equation represents the general expression for the displacement 
o f the points o f the volume element under consideration. According 
to Helmholtz’ fundamental theorem o f kinematics this displacement 
can be represented by a superposition o f the following three 
movements:

(a) translation;
(b) rotation;
(c) dilation or contraction in three mutually perpendicular 

directions.
The movements (a) and (b) do not affect the internal energy of the 
body and are, therefore, o f no significance for thermodynamics. The 
required work co-ordinates must therefore be obtained from the proof 
o f Helmholtz’ theorem. We use for this the fact that any tensor T can 
be expressed as the sum of a symmetric tensor T8 and an anti­
symmetric tensor Ta.f  We have, therefore, that

T = T*+Ta (52.4)

T> = \(T+T), j (52.5)

where f is the ‘transpose’ o f  T (i.e. obtained  from  T b y  interchanging 
row s and colum ns). I f  we now  denote b y  R the antisym m etric tensor

f  For the components of a symmetric tensor we have that T{j — T,i while 
for those of an antisymmetric tensor Tif =  — Tj{.



derived from Grad s according to (52.5) and by S the corresponding 
symmetric tensor, then eq. (52.3) can be written

s(r) = s0 + r . R + r . S. (52.6)

We shall now show that the second term of the right-hand side 
represents a rotation. The velocity v o f the points o f a rigid body 
rotating at an angular velocity ы is given by the equation

v =  u )x r . (52.7)

This gives (since to is not a function o f position)!

rotv  =  codivr — lo.G radr =  2to. (52.8)

The displacement caused by an infinitesimal rotation is therefore
d s

dsR = vdt = Jrot-^d£ x r (52.9)

or if, as before, we no longer use differentials for displacements 
assumed to be very small,

$R =  ̂rot s x t. (52.10)

This equation in component notation is

1,(K _ J*y)\y+ 1, Co H

2 dx ) 2'[dz

i|/dsv

i 1 Ih09 | ar + i l №
2 \8x 8y) 2'[dx

-•1( K 1i |ж + l l (*>ш
2 \dx dz) 2 '[zy

(52.11)

The coefficients on the right-hand side are easily seen to be exactly 
the components o f the antisymmetric tensor R. This shows that the 
second term o f eq. (52.6) represents a rotation. Since the first term 
corresponds to a translation, the last term must represent a displace­
ment caused purely by a deformation. We shall now prove this 
explicitly.

We shall from now on ignore translation and rotation; we can use
(52.1) to write eq. (52.6) in the abbreviated form

r' =  r + r.S.
t It is generally true that

rot (ax  b) = fc • Grad a —a- Grad b + a div b — b div o.

(52.12)



The symmetric tensor S which is explicitly given by

S =

fox 8sv\ 1 ds.
dx 2 \8y + 8x) 2 1\8z 8Xj

1,f ^ + 8sv\ 8Sy 1 (toy
2 \Sy 8xj 8y 2 1\8z <>y,
1 K\ 4 ^ , 8Sg
2 \dz 8x) 2 \8z 3») 8z

(52.13)

is called the strain tensor.
In order to investigate eq. (52.12) we first write the displacement 

$D which corresponds to the last term o f (52.6) in a form analogous 
to (52.11), i.e.

sDx =  SxxX + SxVy + Sxzz> 
= 8ухх + 8ууу + 8у̂*Dy (52.14)

Sj>z = 8zxx + Szyy + Szzz. J

From a scalar multiplication o f eq. (52.12) by r we obtain 
(r '-r ) .r  = sD.r = Sxx x2 +  Syy y2 +  Szz z2 + 2Sxy xy +  2Syz yz

+ 2Szxzx = f ( x ty,z). (52.15)
For f(x ,y , z) =  const., (52.15) is the equation o f a second-order 
surface called the strain ellipsoid.f  The components o f the displace­
ment sB are now obtained from (52.15) in the simple form

Idf 1 df _ l  df
Sdx~ 2 8 x ’ Snv~ 2 d y ’ S°z ~ 28z ' (52.16)

We now transform the strain ellipsoid into principal axes and 
denote the new co-ordinates by XltX2iX3. Equation (52.15) then
becomes S ^  + S . ^ l  + S ^ l  = F(X1,X t>X3). (52.17)

Since eq. (52.16) is independent o f the choice o f co-ordinates we now 
have 1 dF

SDX» = 2dJ^ =  ^lX l ’

_  1 8F _ (52.18)

,  - l ? L _
Sdx>~ 2 8Ха ~ ^ т Л з \

t  This name is generally used although the surface is not necessarily an 
ellipsoid.



These equations are quite simple to interpret. I f  we assume that the 
point В in Fig. 45 (p. 217) has the Cartesian co-ordinates X iy (52.18) 
tells us that В will change into the point B ' which has the co-ordinates

Xt + S v x ^ X ^ l+ S i).  (52.19)

We have thus shown that the third term in eq. (52.6) represents 
dilation or contraction in three mutually perpendicular directions. 
Helmholtz’ fundamental theorem is thus completely proved. The 
quantities S^S^Sm  are called linear dilations.

The relative volume change в associated with a deformation is 
easily calculated in the principal axes representation. I f  we denote the 
original volume by А F and the volume in the deformed state by A F' 
we can give the definition

A F '-A F
AF (52.20)

Suppose that the volume element is a rectangular parallelepiped with 
sides parallel to the principal axes and with one corner at the origin. 
I f  ai denotes the lengths o f the edges in the original state and a\ the 
lengths o f the edges in the deformed state we have

AF = axa2aZi AF' = aj[aJaJ. (52.21)

Equation (52.19) gives
a'i =  а г(1 +$<)• (52.22)

We thus find
AF' = AF(1 + $ j) (1 + $и ) (1 + #m ) (52.23)

and, if we neglect higher-order terms as before,

в = S1 + S11 + S1U. (52.24)

But the sum of the diagonal elements o f a tensor is invariant, i.e. it 
is independent o f the choice o f the system o f co-ordinates. It is, 
therefore, generally true that

* - £ +§ !+§ - di” * (52-25)
We finally consider the physical meaning o f the tensor components 

for any system o f co-ordinates. For simplicity we start with the 
unit vectors o f our system o f co-ordinates. We shall denote these 
vectors by i,y, k. From (52.12) we then get

r'i =  i +  Sxx i + 8 xyj + S xzk. (52.26)



The unit vector j  is correspondingly changed to the vector

ri =У + s vx  i +  Syyj + Svz k.
The relative change in length o f the vector i is thus

I't-h  _ r t - i  _ М - г < ) ~  I
h i  1

If we introduce (52.26) and expand the root we obtain

(52.27)

(52.28)

~ i r  = Y x "  (52-29)
where higher-order terms have been neglected. The diagonal elements 
o f the strain tensor thus represent the relative changes in length of 
lines which originally followed the direction o f the axes of co-ordinates.

The vectors i and j  which are mutually perpendicular in the 
original state enclose an angle %7t — in the deformed state. Since 8̂ . 
is assumed to be a very small quantity we have

cos {\tt -  8y) =  sin8ij =  *  Sy. (52.30)
ri ri

If we introduce the expressions (52.26) and (52.27) and again neglect 
high-order terms, we find that

_ K , < * v _ 28
bii ёу +  dx ~  lbxy

(52.31)

The off-diagonal elements of the strain tensor thus represent half the 
angular change undergone during the deformation by two lines which 
originally lay in the direction o f the co-ordinate axes.

§ 53 The stress tensor

Let us now consider the forces acting on a volume element of the 
deformable body. We must distinguish between forces acting on the 
volume element as a whole (gravity, inertia) and forces that are due 
to neighbouring volume elements and act only on the surface of the 
volume element under consideration. The latter forces are, therefore, 
not proportional to the volume of the volume element but to its 
surface. The force per unit area is called the stress T. For a given 
surface element the stress generally has one component in a direction 
normal to the surface (normal stress, pressure or tension stress) and 
another component perpendicular to the first (tangential stress, shear 
stress). Let us suppose that we know, at an appropriate point, the 
stresses in the normal directions corresponding to the axes of a



Cartesian co-ordinate system; we shall show that we then also know 
how T depends on the direction o f the normal at that point. We choose 
a small tetrahedron as our volume element. Three o f the tetrahedral 
surfaces, dfx, dfy, dfz are placed in co-ordinate planes in such a way 
that their outgoing normals are in the directions o f the negative 
co-ordinate axes (Fig. 46). The stresses applied to these three surfaces

are denoted by Tv T2, T3. Let n be the normal to the fourth tetra­
hedral plane, d/, and let the stress applied to this surface be T. Forces 
proportional to the volume may be neglected in the formulation of 
the mechanical equilibrium condition for the tetrahedron since they 
disappear when the surface/volume ratio becomes very large with 
decreasing volume. We therefore obtain

T df + T2d fy+ T ,d fs = 0. (53.1)
If, however, we take into account the sign o f the surfaces, we have

n d /=  - i d f x- j d f v-k d f t (53.2)
and, therefore,

dfx = -d /c o s a , dfy = -d fc o s p y dfz = — df cosy (53.3)
where a,/?,y are the angles between the normal n and the positive 
co-ordinate axes. Equation (53.1) thus becomes

T = TjCOSaH- T2cosp + T3cosy. (53.4)
I f we denote the j-component o f Ti by Tijy we can write (53.4) in 
component representation:

Tx = Tu cos a + T21 cos ft 4- T31 cos у , \ 
Ту = Tu COS a  + T22 cos)3 + 3̂2 cosy, J 
тг = T13 cos a + T23 cos ft + T33 cos у . У

(53.5)

Each normal direction n is thus now associated with a stress vector T.



Let us now consider a cube whose edge has length unity and whose 
sides are parallel to the co-ordinate planes. For the sides parallel to 
the y-z-plane, we have

cosat =  1, cos/? = cosy =  0 (53.6)
and, therefore,

TX = TX 1, Ty = T12, TZ = T12. (53.7)
Corresponding relationships apply to the other sides. Coefficients 
with both subscripts the same thus represent normal stresses and 
coefficients with mixed subscripts represent tangential stresses.

Since the relationship between T and n must be independent of the 
choice o f the system o f co-ordinates, the coefficients Ту in eq. (53.5) 
represent the components o f a tensor. This tensor is called the stress 
tensor. We shall now show that it is symmetric and can, therefore, 
again be represented by a second-order surface called the stress 
ellipsoid. The non-diagonal elements o f the stress tensor disappear 
with a transformation to principal axes. The remaining diagonal 
elements are called normal stresses and we denote them by Tl9 Tn , Тщ- 
In the principal axes representation, eqs. (53.5) take the simple 
form

Tx = Тг cos a, Ty = Tn cos/?, ^  =  !Zin cosy. (53.8)
The set o f equations (53.5) can be quite generally represented in 
tensor notation as the simple expression

T = n.T. (53.9)
We still need the equilibrium conditions for a deformable body of 

finite volume. We now have to include in our considerations [in 
contrast with eq. (53.1)] the forces proportional to the volume; we 
shall summarize them in a vector F per unit volume. It is necessary 
and sufficient for the mechanical equilibrium o f our volume that both 
the resultant force and the resultant moment o f the forces vanish. It 
must be true, therefore, thatJ F d F  +  J T d / =  0, (53.10)

J r x F d F + J r x T d / = 0 .  (53.11)

The surface integrals are to be taken over the surface o f the volume 
under consideration since the contributions o f internal dividing 
surfaces cancel.f

t  Each internal dividing surface belongs to two adjacent volume elements 
and therefore makes two equal and opposite contributions.



We shall look first at the я-component o f eq. (53.10). The second 
integral can be transformed if we remember that, because o f (53.5), 
we can write

Tx df = (Tu cos a +  T21 cos p + TZ1 cos y) df
= T * .n d f=  T * .d /, (53.12)

where Tf is a new vector with components îi> T2V T3V and df is the 
vector surface element. According to Gauss’ theoremf we then get

J V *d / =  J r * . d /  =  J d iv T fd F . (53.13)

Analogous transformations can be applied to the y- and z-components. 
Since the equilibrium condition must apply to every volume, we 
obtain

F _i_ Hiv T * — F I . d^2i dT31Fx + dw T , -  ^  +  _  +  _  +  _  =  0,

F  4-rliv T * — F  I ^ 12  I d?22 . ^^32 _  0j ; + d i v  T2 -  ^ + _ + _ + _  _  0,

J ?+ d ivT *  =  ^  +  ̂  +  ̂  +  ̂  =  0,
or, in tensor notation,

dx dy

F + D iv  T =  0.

(53.14)

(53.15)
The operation Div, explained by eqs. (53.14) and (53.15), is called 
vector divergence.

The я-component o f eq. (53.11) is

J (yFz -z F y)d V  +  j  (yTz -  zTy) d f = 0. (53.16)

The second integral may again be changed to a triple integral in the 
same way and gives

j(y T z-z T v)d f = J (d iv y T ^ -d iv 2 r* )d F . (53.17)

Since the condition (53.16) must also apply to any volume, we find 
that

yFz — zFy + div yT$ — div zT$ = 0 (53.18)
f  Gauss’ theorem states that

j  a • d f  =  J div a d V

where the left-hand integral stretches over a closed surface and the right-hand 
integral over the volume enclosed by the surface.



or, since

that
d iv y r j  = у div T* + T$.j =  ydiv T$ + T23, (53.19)

y(Fz +  div T*) - z(Fy +  div T$) -  T32 +  T23 = 0. (53.20)
The two expressions in parentheses disappear because of (53.14). If 
we carry out analogous calculations for the y- and ^-components, we 
get

We have thus shown that the stress tensor, too, is symmetric at 
equilibrium (and we are interested only in equilibrium).!

§ 54 The fundamental equation and thermal equations of state

We are now in a position to derive the explicit expression for the 
quasi-static work done in an infinitesimal deformation. We consider 
a cubic volume element AF = AxAyAz and calculate first the work 
done by the stresses applied to the two sides parallel to the y-z-plane. 
We shall denote these two amounts o f work by dWx and dWx+Ax. They 
have opposite signs so that we can write

In order to obtain the total work done, we have to add (54.1) to
(54.2), add the work done by the external force F in the я-direction, 
and finally add the analogous expressions for the y- and z-direction. 
We thus find that

t  The solution of the mechanical problem still requires the definition of the 
boundary conditions at the surface of the volume. Discussion of this subject 
will be found in textbooks of theoretical physics.

(53.21)



After the differentiations have been done, the terms Fi dŝ  disappear 
because o f the equilibrium condition (53.14). Furthermore, any terms 
containing spatial derivatives o f the components o f the stress tensor 
also vanish. I f  we now remember that the operations d, djdx, djdy, djdz 
are interchangeable we obtain, because o f the symmetry o f the stress 
tensor, that

or, if we introduce the components o f the strain tensor defined by 
eq. (52.13), that

This equation is, so far, valid only for an infinitesimal volume 
element AF. In general, the components o f the stress tensor as well 
as those o f the strain tensor must be regarded as field quantities, 
i.e. as functions of the position co-ordinates. The thermodynamic 
treatment of this general case was done by Gibbs but is relatively 
complicated. We shall, therefore, confine ourselves from now on to 
homogeneous systems for which stress and strain components are 
position independent properties of the system. The validity of (54.5) 
for any finite volume V0 is thus confirmed.

Because o f their symmetry the stress and the strain tensor have 
only six independent components each. We can, therefore, now dis­
continue the cumbersome double subscript notation. We simply 
number the components according to the scheme

The strain components Sv S2, S3 thus represent fractional changes of 
length in the directions of the co-ordinate axes while S4>S5,Se are

(d±x .dSy\ 
\dy dx)

(54.4)

d W = [TxxdSxx + TyydSyy + TzzdSzz + 2TxydSxy
+ 2TyzdSyz + 2TsxdSzx]. (54.5)

(54.6)



angular changes. The stress components Tv T2, Tz are normal stresses 
and the components Tfr Tb) T6 are tangential stresses. We thus obtain 
the equation

d W =  S ^ A S ,  (54.7)
;=1

for the quasi-static work done on a deformable body.
We have so far made no use o f the special properties o f solid bodies. 

We shall now show that eq. (54.7) is a true generalization of the 
earlier formulations and that it contains eq. (3.5) for fluid phases as a 
special case. The characteristic mechanical property o f a fluid phase 
is that at equilibrium all tangential stresses vanish. It follows that 
the stress ellipsoid is a sphere and the normal stresses are equal to 
each other. We therefore have

Tx = T2 = TZi TA = 0, Tb = 0, Pe =  0. (54.8)

In hydrostatics, pressure is defined as a negative stress. With (52.20) 
and (52.25) we therefore obtain

d W =  — PdV  (fluid phases). (54.9)

In order to get a basis for a thermodynamic treatment of solids we 
have to replace the term — P d 7  in the fundamental equation by the 
more general expression (54.7). We thus find that

dC7 = T dS +  2  ^  F0 AS, + E к  d n<. (54.10)
i-1

We can see that the quantities VqSj represent extensive parameters 
and the quantities T) represent intensive parameters. The integrated 
form of eq. (54.10) is, therefore,

17 =  1 7 (^ ,7 0 ^ ,7 0 ^ ,7 0 ^ 3 ,7 0 ^ ,7 0 ^ ,7 0 ^ ,^ ,...,^ ). (54.11)

Further use o f eqs. (54.10) and (54.11) is usually made according to 
the methods developed in the previous chapters. Even the relation­
ships written in terms o f generalized quantities o f state can be 
adopted directly. The problem o f the present section is, in fact, 
solved with the statement o f the fundamental equation since the plan 
o f this book excludes a systematic treatment o f special classes of 
substances. We shall, however, use a few examples to show how 
equations derived earlier for solids are modified. In this connexion, 
we shall also define a few concepts important in the thermodynamics 
o f solids.



The generalization o f the systematic equations o f state (20.22)- 
(20.27) is trivial and we shall not deal with it. Much more important 
is the analogue o f the thermal equation o f state (20.29) which is 
represented by six equations o f the form

Т, = Щ Т , Ц V0St) ( j  =  1 ,2 ,..., 6). (5.12)
Experience shows that the relationships between stress components 
and strain components is linear for sufficiently small deformations. 
We have, therefore, that

T} = £ c iks k U =  1 ,2 ,...,6 ) (54.13)
k= 1

or, if we combine the stress and strain components into vectors each 
with six components,

T = c.S (54.14)f
(.Hooke's law). The quantities cjk depend only on temperature and are 
called isothermal elastic stiffness coefficients. We shall return to them 
below. Hooke’s law practically always applies in the only region 
relevant to thermodynamics, i.e. that o f completely reversible 
deformations.

Application o f Euler’s theorem shows the explicit form of eq. (54.11) 
to be

6 m
U = TS+  (54.15)

j = l  i = 1

and this gives the generalized Gibbs-Duhem equation
6 m

SdT^-j:V0Sj dTj + = 0. (54.16)
j = 1 2=1

§ 55 Thermodynamic potentials and Maxwell’s relations
An increase in the number o f extensive parameters necessarily 

causes a very great increase in the number of possible thermodynamic 
potentials, since one or more stress components can be introduced in 
various combinations as independent variables. Such functions can 
be useful in the treatment o f particular problems J but cannot be

t If, in the deformation, entropy is kept constant instead of temperature, a 
formally similar relationship is valid. The coefficients occurring in this relation­
ship are the adiabatic (or isentropic) elastic stiffness coefficients. Cf. the 
analogous definitions of compressibility in §§ 25 and 40.

+ An example can be found at the end of § 63.



discussed here. In § 21 we introduced special designations for particu­
larly important thermodynamic potentials. We shall use these, here 
and in the following chapters, for functions in which the totality of 
work co-ordinates is treated in the same way as was the quantity V 
in earlier sections. We merely point out that the Helmholtz free energy 
is now defined by the equations

F = U - T S , (55.1)
6 m

AF = -  S AT + 2  Tj V0 ASj + £  fit d nit (55.2)j=l i=l

(d f)^ ,ni= ~ s ’ ( щ ) ) т , 8вд,„ ,= ^ ’ У г , 5)ЛФ( =  ^  (55'3)

while the definition o f the Gibbs free energy is

G ^ V -T S -j^ T jV b S j,  (55.4)

d G =  - S d T - Z V 0Sj dTj + S ^ d n *
j=1 1=1

(55.5)

- S , V0SJ9
dG\
дЩ; T,Thnt̂ i

=  /X ,. (55.6)

We derived the formulation o f the equilibrium conditions with the aid 
o f thermodynamic potentials in § 23, using generalized quantities of 
state. This method can be adopted here without modification. The 
Gibbs-Helmholtz equations in the general form (24.3), (24.4), (24.10b) 
and, similarly, Maxwell’s relations (24.11)—(24.13) retain their validity 
here. Among the many special cases obtained from them without 
difficulty we note only the relationship

дТЛ = tdTA
fiSj) T,sk,m \dSk) T,sJtiu

(55.7)

derived from the Helmholtz free energy and the analogous equation

( Щ  = №
\Щ ) т,тк,т \дТк) T,Titnt

(55.8)

which appertains to the Gibbs free energy. I f  we work on the basis of 
the internal energy and the suitably generalized enthalpy, we obtain 
formulae in which the entropy is kept constant in place o f the 
temperature.



Among the second derivatives of the thermodynamic potentials the 
quantities

bjk -C
8ТЛ (55.9)

\dSjc/ T tSj,rn

derived from the Helmholtz free energy are particularly important. 
It is easy to see that they are identical with the isothermal elastic 
stiffness coefficients defined by eq. (54.13). The quantities

-  ( dl i \
Kik w k) T,T„n (55.10)

derived from the Gibbs free energy are called isothermal elastic 
compliance coefficients. There is a simple connexion between elastic 
stiffness coefficients and elastic compliance coefficients. I f  we interpret 
the Kjk (as we did previously the cjk) as elements o f a six-row square 
matrix к, eqs. (55.9) and (55.10) immediately give

к =  C 1. (55.11)
Equation (54.14) can, therefore, also be written in the form o f the 
strain-stress relation

S = k .T.  (55.12)
The matrix o f the isothermal elastic compliance coefficients is the 
analogue o f the isothermal compressibility defined for fluid phases 
by eq. (25.6).

§ 56 Symmetry properties of solids
Because o f Maxwell’s relations (55.7) and (55.8), the matrix o f the 

stiffness coefficients and the matrix o f the compliance coefficients are 
both symmetric. We thus have only 21 independent elements in each 
case. This number can be reduced still further by a consideration of 
the spatial symmetry properties o f the system since eqs. (54.14) and
(55.12) must be invariant with respect to co-ordinate transforma­
tions appropriate to the symmetry properties o f the system. We shall 
illustrate the principle o f this reduction by means o f two examples.

The number 21 is appropriate for a triclinic crystal which has no 
symmetry properties. The three crystal axes have different lengths 
and arbitrary directions. We shall take as our first example a 
monoclinic crystal in which one crystal axis is perpendicular to the 
other two and thus represents a twofold axis o f symmetry. I f  we 
choose this axis as the z-axis o f a system o f rectangular co-ordinates,



then the co-ordinate transformation corresponding to the symmetry 
property (revolution o f 180° round the z-axis) is

x-> — x, y-> — y, z->z. (56.1)

The components of the displacement are transformed correspondingly 
according to

a®-*-**, Sy-^-Sy, sz-+sz. (56.2)
The definitions (52.13) and (54.6) then give for the transformation of 
the strain components that

S2->S2f
$ 4-> —$ 4, S5-+ — Ss>

(56.3)

and, according to (54.6), for the transformation o f the stress com­
ponents that

Tx -> Tv T2 -> T2y T3 Tz, Ts T6, | ^  ^
T4 ->-T4, T5 ->-T5. J

Since the Sj and Tj transform in the same way, the invariance require­
ment can be fulfilled only if the stiffness coefficients are themselves 
invariant with respect to the transformation (56.1). We have thus, 
for example, that

_  дТх дТг
Cl4 “  W 4 ~ j -  -  0 (56.5)

and, generally, that

C14 = c24 = c34 =  c64 =  C15 = c25 = C35 =  c65 = 0 (monoclinic crystal).
(56.6)

A monoclinic crystal thus has only 13 independent elastic stiffness 
coefficients.

We choose as our second example an isotropic solid whose properties 
are independent o f direction, i.e. invariant with respect to any rota­
tion of the system o f co-ordinates. We consider a volume element in 
the form of a rectangular parallelepiped whose edges are parallel to 
the principal axes o f the stress ellipsoid. Only normal stresses now 
act on the sides o f the volume element, i.e. the normal stresses 
Т^ТцуТщ, while the tangential stresses vanish. The deformation 
thus consists o f pure dilations in the directions o f the principal axes 
o f the stress ellipsoid and no angular changes occur. The principal 
axis o f stress and strain ellipsoids therefore coincide.



For the special case under consideration we can write (54.13) as

TY =  cu Si + c12 Sn + c13 Snl, \
Tu =  c21 +  c22 Sn  +  c23 $ in , | (56.7)

ÎII =  C31 + C32 ̂ ii + сзз ̂ iii> J
where S^S^Sm  are the linear dilations. Because o f the already- 
proved symmetry o f the coefficient matrix we have

C12 = C2V C13 = C31> C23 = C32* (56.8)

A result o f the assumed isotropy is that the directions o f the principal 
axes are equivalent and, therefore,

C11 = C22 = сзз* (56.9)

Furthermore, the two axis directions perpendicular to a normal 
stress must be equivalent and, therefore,

C12 = C13 = C23‘ (56.10)

Comparison o f (56.8)-(56.10) with (56.7) shows that the latter set o f 
equations contains only two independent variables. We can, there­
fore, write

=  (Cl l  ~  C12) +  C1 2 (^ I  +  Sn  +  Sin) ( 5 6 .1 1 )

or, with new coefficients,

Ti =  2/iLS< +  AL ( S I +  S II +  iS iii)  (i = I ,  I I ,  I I I ) .  (56.12)

In order to generalize this result to include a volume element o f 
any orientation, we simply have to transform the components o f the 
stress and the strain tensors from the principal axes representation 
to any arbitrary system o f co-ordinates. We denote by cq the direction 
o f the new я-axis with respect to the principal axes, by that of the 
new у-axis, and by yt that o f the new 2-axis. We then have

£ « ? = 1 ,  £ « ,&  = 0 (56.13)
i=1 i=1

and corresponding expressions for the /?* and у ̂  We then have, for the



tensor components, f  that

Txx =  a? + <*! ^ii + «1 în>
Txy = al P i Ti + a2 P2 Т ц  + a3 Рз T in ,

$ x x  =  a i  ^1 +  ol\ S n  +  ol\ Tin,
&XV = al P i + «2 P2 &11 + a 3 Рз T \u ,

(56.14)

(56.15)

and corresponding expressions, with cyclic exchanges, for the rest of 
the components. I f  we now multiply eq. (56.12) by aj, add, and take 
into account (56.13)-(56.15), we obtain

T xx = 2 / i l  S xx 4- Al($xx +  S yv 4- Szz). (56.16)

If we multiply (56.12) by cq we obtain in an analogous way

T xy -  2 / i l  S xy . (56.17)

The remaining components of the stress tensor are found by simple 
cyclic exchange o f the subscripts. We have thus shown that isotropic 
solids have only two independent elastic moduli. The quantities ph 
and Al which we have just introduced are known as Lame constants. 
In their place, Young’s modulus EY and Poisson*s ratio v  are often 
used. They are defined by the equations

2u -  E y At. =
v E  Y

(T + 7 )'(T ^ 2 v j
(56.18)

Their advantage over the Lame constants is that they have a concrete 
physical meaning.

We now give a clear summary o f our results by writing out the 
stiffness matrix explicitly and giving, in addition, the matrix for a 
cubic crystal.

Triclinic crystal:
C11 C12 C13 <>14 ^15 C16

C12 C22 C23 C24 C25 C26

C13 C23 C33 C34 C35 C36

C14 C24 C34 C44 ^45 C46

<hs C25 C35 C45 C55 C56

C16 C26 C36 ^46 C56 C66

(56.19)

f  It is convenient to reintroduce here the double subscript notation for 
tensor components.



С =

cubic crystal:

isotropic solid:

Сц C12 C13 0 0 c 16

C12 C22 C23 0 0 C26

C13 C23 C33 0 0 C36

0 0 0 C44 C4 5 0

0 0 0 C45 C55 0

. c 16 C26 C36 0 0 c 6 6 .

C11 C12 C12 0 0 0  '

C12 C11 C12 0 0 0

C12 C12 0 0 0

0 0 0 C44 0 0

0 0 0 0 C44 0

0 0 0 0 0 C44 .

c =

C12 C12 0 0 0

C12 C11 C12 0 0 0

C12 C12 Cli 0 0 0
0 0 0 2(^11 “  с1г) 0 0
0 0 0 0 £(cii — с1г) 0
0 0 0 0 0 |(Сц — c22) _

introduce the Ь атё constants into (56.22) and

(56.20)

(56.21)

(56.22)

reciprocal matrix, we obtain, using (56.18), the compliance matrix in 
terms o f the elastic constants: 
isotropic solid:

к =

\/e y — vIE Y - v j E x 0 0 0

— v/E y 1/Ey — v/E y 0 0 0

- v/E y vJEy 1/Ey 0 0 0

0 0 0 2 I t ? :  
e y

0 0

0 0 0 0 2 1 + j :
e y

0

0 0 0 0 0 2 it -*  
e y

(56.23)



The matrix (56.23) immediately gives the concrete meaning of the 
quantities EY and v. We choose the ж-axis as our vertical axis and 
imagine a vertical rod o f uniform cross section q supported at the 
upper end and weighted at the lower end by a mass p. The only stress 
component which does not vanish is then the normal stress TY = p/q. 
Equations (55.12) and (56.23) then give

mCq II (56.24)

к*iиCO
GQII<N
gq (56.25)

Because of (52.29), eq. (56.24) states that 1 /EY is the fractional 
change in length (stretch) per unit stress. According to (56.24) and
(56.25), we have that v = —SJS^ v is therefore the ratio of the 
fractional lateral contraction to the fractional stretch in the 
ж-direction.

Comparison of (56.21) and (56.22) shows that the elastic behaviour 
o f cubic crystals is less simple than that o f isotropic solids since the 
former have three, the latter only two independent elastic moduli. 
The most important kinds o f isotropic solids are amorphous sub­
stances, such as glass and many synthetic polymers, and poly- 
crystalline (i.e. made up of countless tiny crystallites orientated in a 
completely disordered way) substances such as marble, most metals 
used in technology, and metallic alloys. In both cases all ‘texture* 
(e.g. a preferred orientation o f the crystallites) must be absent.

The treatment of heterogeneous equilibria on the basis of the 
general theory developed in this section was carried out by Gibbs. It 
is naturally much more complicated than the case o f fluid phases 
discussed in Chapter IV. We cannot go into detail here and can only 
note that, in particular, the fulfilment o f the requirements for the 
validity of the phase rule (§ 29) is not at all obvious.

The application of the stability conditions in the general form of 
the inequalities (41.12)-(41.15) or (50.28), however, presents no diffi­
culties. It leads to the conclusion that each of the principal minors of 
the determinant of elastic coefficients must be positive.

We now consider briefly the case where a hydrostatic pressure P 
acts on the solid from all directions but uni-axial normal stresses and 
tangential stresses are absent. The stress ellipsoid is a sphere under 
these conditions. Equations (54.8) and (54.9) apply and we arrive at 
the form of the fundamental equation laid down previously for fluid



phases. Gibbs showed that, under these conditions, the theory of 
heterogeneous equilibria discussed in Chapter IV is also applicable to 
solid phases. Furthermore, the isothermal compressibility is given by 
the general expression

[where в is given by (52.20)] and, using (55.12), by the elastic 
compliance or stiffness coefficients. We can easily verify that the 
special stability conditions formulated above imply the stability 
condition (41.18) for the isothermal compressibility.

Finally, we mention a useful approximation which we shall use in 
Chapter IX . Experience shows that the entropy is usually (but not 
always)f practically independent o f the deformation. I f  this is so, 
integration of (55.2) and (54.13) at constant temperature and constant 
mole numbers gives

where F0, the Helmholtz free energy in the undeformed state, depends 
only on the temperature and the mole numbers.

t The entropy is not independent of the deformation, in particular, for the 
so-called elastomers (e.g. rubber) where a deformation results in large entropy 
changes.

(56.26)

6
F = F0(T,nv . . . ,n j  + iV0 £  cjkSjS,

j,k=1'jk (56.27)



Systems in an electric field

§57 Electrostatic work

The structure of classical thermodynamics imposes two limitations on 
the treatment of systems in electric fields if we exclude chemical 
reactions.! Firstly only systems in an electrostatic field are to be 
considered since the discussion is limited to equilibria and quasi - 
static processes. Electric and magnetic phenomena can, therefore, be 
treated separately. Secondly, conductors are excluded altogether 
since in them a time-invariant electric field can be maintained only as 
a stationary state of a dissipative process (i.e. conduction o f a current). 
We have thus defined the subject o f this section as the thermo­
dynamics of non-conductors (dielectrics) in an electrostatic field. The 
derivation of the explicit expressions for the quasi-static work done 
on the system [eq. (14.1)] and for the fundamental equation 
[eq. (21.3)] is, however, less simple here than in the case of a solid 
where both are obtained directly from the formalism of the mechanics 
of continuous media. We shall, therefore, discuss some of the diffi­
culties in greater detail.

We consider first quite generally a dielectric surrounding a 
conductor. Let us suppose that the surface o f the conductor is the 
site o f the charges causing the field.J We denote the total charge 
by e , its surface density by or, and the potential o f the conductor 
(with respect to infinity) by <f>. The electric field strength in the 
dielectric is then

E = — grad</>, (57.1)
while the surface charge density is related to the dielectric displace­
ment Z)§ by the equation

Dn = — 4na, (57.2)
f  These will be discussed in Chapter X I.
+ The lines of force end at the site of the opposite charges. This site must be 

assumed to be at infinity.
§ The vector D is often called the electric induction.
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where Dn is the component o f D in a direction (outwards, i.e. towards 
the conductor) normal to the surface of the dielectric. The total charge 
on the conductor is, therefore,

e = - ^ j K d / = - 4 l / Dd^ (573)
where d / is a surface element and d/  a vector surface element. The 
vectors E and D are related by

D = €.E, (57.4)

when € is called the dielectric tensor. For isotropic substances and cubic 
crystals,t eq. (57.4) reduces to the simpler form

D = eE, (57.5)

where e is the dielectric constant o f the substance. Both e and e are, 
however, functions of thermodynamic quantities o f state. I f the 
dielectric is not homogeneous, e and e thus represent field quantities 
dependent on positional со-ordinates4  With the aid o f the vectors 
E and D the basic equations for the electrostatic field in the dielectric 
can be written

rot E = 0, div D = 0. (57.6)

We now calculate the work hW* necessary to bring an infinitesimal 
charge he from infinity on to the conductor. By definition we have

SW* = фЪе. (57.7)

Since the surface o f the conductor is at a uniform potential (equi- 
potential surface), we obtain by means of (57.3)

8W* = - 1
477 jV s D .d /. (57.8)

If we change the integral taken over the surface into one taken over 
the volume by using Gauss’ theorem,§ we find that

8W* = - - ^  Jdiv  (<£8D)dF, (57.9)

t Isotropic substances and cubic crystals thus do not differ in their dielectric 
behaviour, in contrast with their elastic behaviour (§ 56).

+ € and e must, in general, be regarded as functions o f the electric field 
strength as well.

§ Cf. § 53.



where the integral extends over the whole o f space outside the 
conductor. Because o f (57.1) and (57.6) we have

divфhD = <f>divhD + hD .gradф = — E.hD. (57.10)

This with (57.9) gives

hW* hDdV. (57.11)

Equation (57.11) is a completely general result obtained in electro­
statics and is the basis for the whole o f the following discussion.

We now consider a condenser consisting o f two flat parallel plates 
1 and 2 with charges — e and e. Let the constant surface densities on 
these plates be — a and cr. We denote the area o f each plate by a, the 
distance between the plates by l and assume that a >  l2. The distortion 
of the fields at the edge (‘edge effects’ ) can then be neglected. If we 
assume the condenser to be in vacuo we have inside the condenser a 
homogeneous electric field perpendicular to the surface of the plates

where
E0 = -grad(^0, Е0 = Аф0/1, (57.12)

E0.dr (57.13)

is the potential difference between the plates. Furthermore, the 
expression

E 0n =  E 0 =  4ttc7, (57.14)

analogous to (57.2), applies. I f  we bring a charge —he from infinity
on to plate 1 and a charge be on to plate 2, the same amount of work
SBo is required as is needed to transfer a charge he from plate 1 to 
plate 2. By definition we have, therefore, that

hW* = Аф8е. (57.15)

A calculation analogous to the previous one then gives

S H ^ iJ fV S E o d F

or, if we neglect edge effects and put al =  Vc, that

(57.16)



Let us now suppose that a dielectric o f volume V is placed between 
the plates of the condenser, that the part of the volume Vc not occupied 
by the dielectric is V', and that V' is evacuated. The potential 
difference between the plates is now decreased from Д<f>0 to A<f> and 
the electric field inside the condenser is no longer homogeneous. 
According to (57.11) the work done for an infinitesimal change in the 
charge on the plates is now

STT* = -L  Г E .SD dV  (57.18)
4” JVe

since E = 0 outside Vc if we ignore edge effects.
The expression (57.18) obviously does not represent the quasi-static 

work done on the dielectric with a change in the charge on the plates 
since it must also include the work done with the change in the field 
in the evacuated volume V'. This field is, in general, distorted by the 
presence o f the dielectric, in contrast with the case o f eq. (57.12); we 
shall denote this field by E(a) and write

STF* = J - f  E(a>.8£;<a)dF + i -  f  E .SD dV. (57.19)
4ttJv

As far as thermodynamics is concerned, only the second term on the 
right-hand side is relevant. However, this also cannot be identified 
with the work done on the dielectric. I f  we assume V also to be 
in vacuo, the second term does not vanish but we again obtain 
eq. (57.16) in the form

S l F * = i - f  E0.SE0d V + ± -  f  E0.8E0dV. (57.20)
4:7Г J  у  47Г J  у

A part o f the second term of (57.19) must thus be interpreted as a 
change in the energy o f the electrostatic field. This part reduces to 
the second term o f (57.20) in vacuo. The expression

D = E + 4irp (57.21)

is well known in electrostatics and allows us to separate out the work 
done on the material system, p  is the polarization per unit volume 
(polarization density), i.e. the dipole moment per unit volume. The 
relationship between polarization density and field strength is given by

10
P = X я (57.22)



where % is the tensor electrical susceptibility. From (57.4), (57.21), and
(57.22) we obtain

Х = ^ ( е - » ) ,  (57.23)

where U is the unit tensor. For isotropic systems and cubic crystals,
(57.22) and (57.23) reduce to the expressions

P = XE (57.24)
and

x = ~ .  (57.25)

where x is the (scalar) electrical susceptibility. Introduction of (57.21) 
into (57.19) now gives

S T F * = J - f  £<a).S£'a)dF + -r1- f  E.BEdV +  f  E.8pdV.
4 tt) v> 4ttJ v J v

(57.26)

Comparison with (57.20) shows that the second term on the right-hand 
side is the energy change o f the electrostatic field in the dielectric 
while the last term represents the quasi-static work done on the 
material system.

§ 58 The fundamental equation for a dielectric in an electric field

Equation (57.26) contains no particular assumptions concerning 
the electric field in the dielectric. To evaluate the integral, E must be 
calculated in each case from the equations o f electrostatics. The last 
term of (57.26) in the form given above must, therefore, be introduced 
into the equations o f thermodynamics without further assumptions. 
This formulation has (as in the analogous case of elastic solids) the 
advantage o f greater generality but requires the introduction of field 
quantities into thermodynamics. This extension lies, as we have 
mentioned previously, outside the framework of our discussion. We 
therefore now investigate the conditions under which the last term 
o f (57.26) may be brought into the form Yjdyj corresponding to the 
definition (14.1). We see immediately that this is always possible if 
the electric field inside the dielectric is homogeneous and the dielectric 
constant (or the dielectric tensor) is independent o f the position 
co-ordinates. The problem thus reduces to the question: under what 
conditions are these two requirements fulfilled ?



We assume, as before, that the electric field E0 in the absence o f the 
dielectric is homogeneous. An inhomogeneous field inside the dielectric 
can then be due to two causes, namely

(a) inhomogeneity o f the dielectric substance,
(b) the shape o f the dielectric substance.

Case (a) is also the only possible cause o f a position dependence of 
cor €.

Re (a) An originally homogeneous body brought into an electric 
field generally becomes inhomogeneous. A completely 
rigorous treatment will, therefore, have to start from 
eq. (57.26). Inhomogeneities caused by the field may, how­
ever, be neglected if the field strength is kept low so that the 
expansion o f the thermodynamic functions in powers of the 
field strength can terminate with the square term. In order 
to prove this, we denote local variations from the mean 
density by 8p and the associated change in the internal 
energy by 8U. We then have

where the derivatives are to be taken for the homogeneous 
system. The first term on the right-hand side vanishes since 
application o f the electric field does not change the mass of 
the system. We shall show in §60 that bp~E2 from which 
follows that

The effect of the inhomogeneity on the thermodynamic 
functions is thus a fourth-order effect and completely negli­
gible according to our supposition.

Re (b) The effect of the shape o f the dielectric on the field E is based 
on the fact that the boundary conditions at the dielectric- 
vacuum boundary have to be taken into consideration in the 
solution o f the field equations (57.6). Suppose that we have a 
homogeneous field E0 in vacuo. We now place in this field a 
homogeneous dielectric ellipsoid. It can be shown in electro­
statics (cf. e.g. Landau and Lifshitz)f that the field inside 
this ellipsoid is also homogeneous. I f  the ellipsoid is oriented 
so that a major axis falls in the direction o f E0, then E0

t L. D. Landau and E. M. Lifshitz, Electrodynamics of Continuous Media, 
Oxford, 1960.

W ~ E \ (58.2)



and E are parallel. This condition is always fulfilled for a 
sphere. For an isotropic dielectric we thus have the simple 
expressions

E = (58.3)

and

P  =
3 £ -1  

477 e +1 К (58.4)

For an infinitely long cylinder oriented in the direction of 
the field we have simply that

E = E0. (58.5)

On the basis of these ideas we shall make the following assumptions 
for the following discussion :j*

(a) The field E0 in the condenser in vacuo (the ‘applied field’ ) is 
homogeneous and perpendicular to the surface o f the plates.

(b) The field E0 is weak. Terms higher than the square term can 
therefore be ignored in the expansion o f the thermodynamic 
functions as a power series in E. This assumption implies that 
e and x do not depend on the field strength 4

(c) The dielectric substance brought into the field is originally 
homogeneous. Its shape is an ellipsoid with one of the major 
axes in the direction of the field E0.

The quasi-static work done on the system (i.e. on the dielectric) 
with an infinitesimal change in the charge on the plates is then given 
by (57.26) as

dW = E .d (p . V) = E .dP, (58.6)
where P = p V  is the total polarization of the dielectric.

We still have to answer the question whether E and P have the 
properties o f quantities of state discussed in § 20. The answer for P is 
obtained immediately if we remember that P is by definition an 
extensive parameter. The considerations for E are less simple since 
the boundary conditions are the deciding factor when two partial 
systems ' and " are in contact. The boundary conditions state that the 
normal components§ of E at the boundary surface o f two dielectrics

f  These assumptions are obviously not necessary for the application of 
thermodynamics to our problems, but they result in a particularly lucid 
presentation.

{ This will become obvious with the later explicit expressions.
§ I.e. normal to the boundary surface.



[IX] Systems in an electric field 

with dielectric constants e and г are given by
e'E'n = e"E;  (58.7)

while the tangential components are given by
E[g =  E;g. (58.8)

I f we require the boundary surface to be everywhere in the direction 
o f E we have E'n =  =  0 and we are left with the condition (58.8)
which agrees with the definition (20.7) of intensive parameters. It is 
hardly surprising that the boundary surface is here subject to a 
condition since the simple example of a gravitational field has already 
shown that the position o f the boundary surface cannot be freely 
chosen in the presence o f an external field. We shall, however, not 
discuss this problem in any greater detail. I f  the two partial systems 
consist of the same dielectric substance and, therefore, ef = e", we 
obtain from (58.7) and (58.8) simply that E' =  E” which again agrees 
with (20.7).

The explicit fundamental equation is now obtained by introducing
(58.6) into (21.3) and is, for fluid phases,

m
d U = T d S -P d V  + E.dP + 2 /^dn*. (58.9)

i=i
Use of (54.7) gives for solid substances

6 m
dU = T  dS + F0 2  Щ  +  E . dP + 2  ц{ dnt. (58.10)

j= l  1=1

For a detailed discussion o f these equations the reader is referred to 
earlier considerations (particularly Chapter III) whose generalization 
should offer no difficulties. We shall only discuss certain aspects con­
nected with the presence o f the electric field. As long as no special 
properties o f solids are involved, we shall confine our discussion to the 
expressions for fluid phases since their generalization is trivial. In 
order to make clear the modifications of the thermodynamic functions 
caused by the electric field, we denote, from now on, by the subscript 0 
the quantity defined for E — 0 with all other conditions unchanged.

Application of Euler’s theorem (§ 19) to eq. (58.9) gives
m

U = T S -P V  + E .P +  (58.11)
i=1

Equation (58.10) correspondingly gives
6 m

U = T S ^ V 0 'ZTj 8 j + E .P +  2/ч»Ц.
j= l  1=1

(58.12)



§59 Thermodynamic potentials

In the presence o f the electric field we denote the Helmholtz free 
energy by the thermodynamic potential

F — U — TS (59.1)

whose differential is the equation
in

d F = - S d T - P d V  + E.dP+ 5><dn,. (59.2)
г= 1

Correspondingly, the Gibbs free energy is defined by the thermo­
dynamic potential

G = U - T S  + P V - E . P , (59.3)
whose differential is

m
dG = -  S dT + V dP -  P . dE + £  dn€. (59.4)

г= 1

Equation (21.8) once more gives the relationship

m
G = W i ni (59.5)

г = 1

which is formally identical with (21.40). This shows immediately that 
the chemical potentials are modified by the electric field. In order to 
derive an explicit expression for this modification we start with 
Maxwell’s relation

= zap
т,р,п \dtoi

which follows from (59.4). Equation (59.6) with (57.24) becomes

'  Т,Р.Е,тц=ы
(59.6)

Щ  p (7y)\
$E  /  т,р,п \ /т,р,Е ,т^

(59.7)

If we define the partial molar susceptibility Xi by the equation

Xi = T,P,E,nĵ i
(59.8)

we obtain from (59.7) by integration from 0 to E at constant T, P , 
and nt (all i)

Pi =  Poi~ h i E 2- (59.9)



Analogous expressions can be derived for other partial molar 
quantities, f

The interaction o f the electric field with the dielectric leads to a 
number o f effects some of which have technical applications. Some 
of these effects will now be discussed but only from a thermodynamic 
point o f view.

§ 60 Electrostriction

We again start by considering a fluid phase. From eq. (59.4) we get 
Maxwell’s relation

\ 8Е/ T,p,n \8Pr t.eji
(60.1)

or, with (57.24),
/8V\ m v x)\ E
\dEjr ,P,n l  8P JT'E,n ‘

(60.2)

Integration between 0 and E gives

(60.3)

This change o f volume which occurs when an electric field is applied 
is called electrostriction. This effect can be positive or negative. It is 
proportional to the square of the field strength and is, therefore, not 
affected by reversing the direction of the field. The effect is not 
reversible, i.e. compression or expansion causes neither the genera­
tion o f a field inside the dielectric nor, according to (57.24), any 
polarization.

Electrostriction in solids is a complicated process since the volume 
change is generally accompanied by a deformation. We choose as a 
simple example the case o f an isotropic dielectric sphere. Since the 
effects are small we can, as an approximation, consider the volume 
change and the deformation separately. If, therefore, we neglect the 
deformation, the volume change is again given by eq. (60.3). The 
deformation at constant volume can be calculated if it is described 
by means o f suitable parameters; the Helmholtz free energy is then 
expressed as a function o f these parameters and the general equi­
librium condition (23.10) is used. The choice o f parameters must

t  The definition o f  partial molar quantities [eq. (26.6)] must here be 
augmented by  the condition that the field strength E also remains constant 
for the differentiation with respect to n,.



naturally rest on assumptions concerning the general character of the 
deformation. We note that the deformation must be rotationally 
symmetrical with respect to the direction o f the field, the direction 
being chosen as the я-axis. Furthermore, the whole o f the deformed 
surface must be finite. We shall not consider this subject further (it 
has little relevance to the real object o f our discussion) but start by 
supposing that the sphere is deformed to an ellipsoid o f rotation 
(spheroid) whose rotational axis coincides with the direction of the 
field. I f  we denote the original radius o f the sphere by i?, the semi­
axis o f the spheroid in the я-direction by a, and the second semi-axis 
by 6, the deformation is described by the quantity

d = ^ .  (60.4)

An originally isotropic body generally becomes anisotropic when it 
is deformed.f In the deformed state, therefore, the dielectric tensor e 
introduced in eq. (57.4) takes the place o f the scalar dielectric 
constant. The components o f the dielectric tensor depend on the 
components of the strain tensor. This dependence must be found by 
experiment but may be taken to be linear for sufficiently small 
deformations. We can, therefore, make the statementJ

eij ~ £0 + °^Ц + P($xx +  Syy +  &zz) (60.5)
which agrees formally with eqs. (56.16) and (56.17); e0 is the scalar 
dielectric constant o f the undeformed body and a and ft are scalar 
constants. The components o f the tensor electric susceptibility are 
then

Xu = ^  [«, + ocStj+ p(Sxx+ s yv+ S „)  - 1  ]. (60.6)

The Helmholtz free energy is given by (58.12) and (59.1) as
6 m

Я = Ц>ЪТ,8, + Е .Р + Ъ  № .  (60.7)
j = i  г= 1

The application o f the correspondingly generalized equilibrium 
condition (23.10) is, however, not trivial and we shall discuss it in 
some detail.

t  A  well-known example is found in the textures occurring during the 
working o f  metals (rolling, drawing).

} W e again use the double subscript notation for the strain components since 
it makes matters particularly clear.



If we start from the general formulation (23.5) we find for the 
Helmholtz free energy thatf

W t =  0 (60.8)

with the secondary conditions

0
9 II © C
. II 1 , 2 , (60.9)

8PX = 0, hPy = 0 , b P z  =  0 , (60.10)
0

9 11 О <s>
. II 1 , 2 , (60.11)

These secondary conditions are obviously absurd here, since they 
admit of no statement relating to our problem, although eq. (60.8) is 
fulfilled by (60.7) together with (60.9)-(60.11). This seeming contra­
diction is explained by the fact that in the present case the variations 
of the extensive parameters in eq. (60.7) are not independent o f each 
other. This situation is completely analogous to that met in connexion 
with chemical reactions where additional conditions for the variations 
of the mole numbers are introduced. We can, therefore, in principle 
use the procedure used in § 33.

We first have to formulate secondary conditions to replace the 
conditions (60.9) and (60.10). They emerge from the assumed 
geometry o f the deformation, the condition of constant volume, and 
the connexion between polarization and deformation given by 
eq. (60.6) together with (57.22). The geometry o f the deformation 
implies

8г * 0 ,  S2 = Sz * 0 ,  St = S5 = SB = 0. (60.12)

The condition o f constant volume may, according to (52.25), be 
written

^  +  ̂  +  ̂  =  0 (60.13)

Furthermore, we have, according to (52.29) and (60.4), that

= ^  = d (60.14)

and, according to (60.12)-(60.14), that

S1 = $(S1- S 2) = $d. (60.15)

Only the ж-component o f the field strength differs from zero because 
of the choice o f the system o f co-ordinates. That the ж-component o f 
the polarization is the only one that differs from zero then follows

t  W e can use (23.5) here only with the equilibrium sign.



from (57.22), (60.6), (60.12), and (60.13). We obtain

P . - £ < *  +  « * - П * -

Py =  о, Рг =  0.
(60.16)

The relationships (60.12), (60.13), and (60.16) here play the role of the 
reaction equation (33.3). It is easy to see that

SSA = 8Ss = 8SB =  0,

Щ  =  8PZ =  0,

=  0 (i =  1,2, ...,m ) j
(60.17)

are the only secondary conditions o f (60.9)-(60.11) that remain valid 
without any change. For the extensive parameters Sv S2, Sz, and Px, 
however, the secondary conditions

6$2 — =  0, 8Si + 8S2 + 8SZ =  0,

S P '-^ v E J S ,  =  0
(60.18)

obtained from (60.12), (60.13), and (60.14) apply. These conditions 
constitute the analogue o f eq. (33.9). The extremum problem (60.8) is 
reduced to the expression

F(I\SS1 + I TI Si8f2 + r,8i8f3) + J jB8Pe = 0, (60.19)

by the unchanged secondary conditions (60.17). This expression is 
analogous to (33.10). I f  we now use (60.18) to eliminate S#2, 8S3, and 
8PX we obtain

or, using (60.15),

(60.20)

(T1- T t)8d—^ r<xEl8d = 0. (60.21)

From here on the argument proceeds differently from the case of 
chemical equilibria since we are not interested in an equilibrium 
condition for internal parameters but in the equilibrium value of the 
quantity d. We therefore eliminate the stress component by means of 
eqs. (56.16) and (60.13). Using (60.14) we obtain

T2 = 2fib(S1 — S2) = 2fxhd (60.22)



where /xL is the first Lame constant. Equation (60.21) then becomes

2filjd8d — —  ocE28d = 0 (60.23)

or, since the variation 8d is arbitrary,

a — b
R 8 tt/ xl

E2. (60.24)

The deformation is thus likewise proportional to the square o f the 
field strength.

The above argument may, as in the analogous case of chemical 
reactions (§36), also be followed through by representing the 
Helmholtz free energy as a function of the internal parameter d 
and then determining the equilibrium value o f d from the extremum 
condition (60.8) with the secondary conditions (60.17).

§ 61 The electrocaloric effect

For simplicity we consider a fluid one-component system and use 
the thermodynamic potentialf

d H = T d S +  V dP — P.dE  + fidn (61.1)
which gives the Maxwell relation

dT\
dE/s,p,n

m  . (61.2)

Using (25.8) and (57.24) we obtain

'dP\
,dS/Etp,n

(61.3)

I f we introduce molar quantities and take into account (25.4), we 
finally find from (61.2) that

( Щ  e
\8E)s,p  CPiE \ dT ) E, p ' (61.4)

where CP E is the molar heat capacity at constant pressure and 
constant field strength. A quasi-static adiabatic change in the field 
strength thus leads to a temperature change whose sign is determined 
by the temperature dependence of the molar electric susceptibility. 
This phenomenon is called the electrocaloric effect. Experience shows

t The symbol H is justified by the convention mentioned in § 55.



that the quantity d(vx)ldT is generally negative. A quasi-static 
adiabatic diminution in the field strength (and thus in the polariza­
tion) at constant pressure thus causes cooling. The effect is, however, 
extremely weak and, unlike its magnetic analogue (§66), only of 
theoretical interest.

§ 62 Piezoelectricity
Besides electrostriction discussed in § 60 there is a further electro­

mechanical coupling effect which, however, occurs only in certain 
crystals and also differs considerably in other respects from electro­
striction. In the discussion o f electrostriction we assumed that the 
components o f the dielectric tensor depend on the components of 
the strain tensor. We can obviously introduce the components of 
the stress tensor in an analogous way as independent variables. 
Both statements imply, however, that the polarization vanishes 
with the field strength. J. and P. Curie found, however, that in 
some cases an electric polarization is caused by the application of 
mechanical stresses even in the absence o f an external electric field. 
This phenomenon is called the piezoelectric effect or, briefly, piezo- 
electricity. We can, therefore, make the statementf

(62.1)
j=l k= 1

or, in the compact notation o f eqs. (54.14) and (57.22),J
p  = X  E + y .T . (62.2)

The components of the tensor у are called piezoelectric coefficients. In 
order to obtain an explicit expression for the Gibbs free energy we 
introduce (55.12) and (62.2) into the equation

dG = - £ d T - F 0 'ZSj aTj -P .d E  + pdn. (62.3)
i

We now integrate, at T = const., n = const., E =  0 for the stress 
components between 0 and and use for this the approximation 
mentioned at the end of § 56. We then integrate, at T = const., 
n =  const., Tj = const, (all j )  for the field strength between 0 and E.

t  F o r  c e r ta in  classes o f  c ry s ta ls  a n  in h o m o g e n e o u s  te rm  m u st  b e  a d d e d  to  
th e  r ig h t-h a n d  s id e  o f  (6 2 .1 ). W e  sh a ll ig n o re  th is  fo r  th e  p re s e n t  a n d  return  
t o  it  in  § 63 .

I I t  m u st  b e  re m e m b e re d  th a t  th e  v e c to r  E h a s th re e  c o m p o n e n ts  a n d  the 
v e c to r  T  s ix  in  th is  n o ta t io n . T h e  q u a n t ity  у  th e re fo re  a p p e a rs  as  a  rectan gu lar  
m a tr ix  w ith  th ree  r o w s  a n d  s ix  co lu m n s  w h erea s  w e  a re  re a lly  d e a lin g  w ith  a 
th ird -d e g re e  te n so r  (w ith  tr ip le  su b s c r ip t  c o m p o n e n ts ) .



We shall assume in this connexion that the entropy is independent 
of the field strength; this is an unobjectionable approximation accord- 
to § 61.f We then obtain

G = G0-W o  Г .к . Г -1 7 0Е .Х .Д -7 0(у. T ) . E  (62.4) 
which gives for the strain components

1 /dG\ 6 3
- Р-  У  = S, =  £  xjk Tk + X yflEt. (62.5)

Equations (62.1) and (62.5) contain the essential properties which 
distinguish piezoelectricity from electrostriction. Equation (62.5) 
shows that piezoelectricity is reversible in contrast to electrostriction. 
Even in the absence o f external stresses an electric field (or the 
polarization caused by it) produces a deformation o f the dielectric. 
Furthermore, the strain components depend linearly on the field 
strength in the piezoelectric effect according to (62.5), while they 
depend on the square o f the field strength in electrostriction accord­
ing to (60.24).

In the most general case the piezoelectric tensor у contains 18 
independent elements. This number is again reduced to a greater or 
lesser extent by the symmetry properties o f the crystal. The condition 
that у must be invariant with respect to symmetry transformations 
o f the crystal determines which piezoelectric coefficients differ from 
zero, which are independent and, finally, which crystals can actually 
show the piezoelectric effect. We see immediately that a piezoelectric 
substance cannot have a centre of symmetry.% Isotropic substances 
in particular thus cannot be piezoelectric. Closer investigation shows 
that only 20 o f the 32 possible crystal classes can show the piezo­
electric effect. We can exemplify the reduction o f у by writing down 
eq. (62.5) for quartz. A suitable choice o f co-ordinate system gives 
for vanishing stress components

= ^ 2  = ~УцЕх> = О» | (62 6)
$4 =  Yu^x, S5 = —у-цЕу1 S6 =  — 2yn Ey. j

We are therefore left with only two independent piezoelectric 
coefficients.

t Electrostriction is a higher-order effect (see below) and may be ignored 
here.

+ The mathematical reason for this depends on the fact that the components 
of a third-order tensor change their sign with an inversion (i.e. a reversal of the 
sign of all co-ordinates).



The calculation o f the electric field in a piezoelectric substance 
requires the simultaneous solution o f eqs. (53.15) and (57.6) for suit­
able boundary conditions. The problem is, therefore, usually extra­
ordinarily complicated. It again becomes much simpler, however, for 
the case o f an ellipsoid with no external forces acting on its surface. 
This again results in a homogeneous field within the ellipsoid, a 
homogeneous deformation and = 0 for all j. The piezoelectric effect 
is extensively applied in electrical engineering for the frequency 
stabilization of oscillatory circuits, quartz being the substance 
generally used. Details can be found in appropriate textbooks.

§ 63 Ferroelectricity
Equation (57.22) does not strictly formally represent the most 

general relationship between polarization density and field strength. 
An inhomogeneous term may be added and we then get

P = Po + X (63.1)
The vector p 0 represents the polarization density at vanishing field 
strength, i.e. the spontaneous polarization per unit volume. p 0 is 
thus a property of the dielectric, in which there must be a definite 
preferred direction which is conserved for all symmetry transforma­
tions of the substance. This condition is fulfilled only for symmetry 
groups consisting of a single axis o f symmetry and planes of symmetry 
through this axis. Only 10 o f the 32 crystal classes have these 
properties and form a sub-group among piezoelectric crystals called 
pyroelectric crystals. Crystals with a centre o f symmetry cannot be 
pyroelectric. The dipole moment due to spontaneous polarization is 
generally not measurable since it is compensated by free charges 
which have reached the surface in the form of an internal current! or 
from the outside. This compensation is, however, a relatively slow 
process and the dipole moment is observed if the state of polarization 
o f the crystal is changed by heating or cooling. This phenomenon is 
known as the pyroelectric effect.

The direction of spontaneous polarization in an ordinary pyro­
electric crystal cannot be reversed by an external field since the relevant 
potential barriers are too high. There is, however, a sub-group among 
pyroelectric crystals which is characterized by the following properties:

(a) The pyroelectric structure exists only within a certain tempera­
ture range and arises via a thermodynamic transition.

f  The electrical conductance of dielectric crystals is generally very small but 
not quite zero.



(b) The direction o f spontaneous polarization can be reversed by an 
external field. The dependence of the polarization on the external 
field is characterized by a hysteresis loop.

Crystals possessing these properties are called ferroelectric crystals 
because o f the analogy with ferromagnetism. The first observations 
attributable to the special properties o f ferroelectrics were made by 
Pockels on Rochelle salt as early as 1894. The analogy with ferro­
magnetism was, however, realized much later, by Valasek in 1922. 
Ferroelectricity has since become an extensive part o f solid-state 
physics. We shall, therefore, here confine our discussion to a few 
general remarks and a short thermodynamic consideration o f transi­
tion points on the basis o f the theory developed in §51. We shall 
mainly follow the analysis by Tisza.

The occurrence o f crystals in so-called ‘twinned modifications’ is 
widespread. Twinned crystals arise from a common point as mirror 
images or by rotation through 180° with respect to one another. 
Twinned modifications under hydrostatic pressure and in the absence 
of external fields have identical stability properties.f They can, there­
fore, co-exist in a crystal without any limitation and are then known 
in physics as domains. These domains in pyroelectric crystals corre­
spond to regions o f homogeneous spontaneous polarizations in oppo­
site directions. The reversal of direction o f the resulting dipole 
moment is due to nucleation and growth of the regions oriented in the 
direction o f the field. The domains are not, however, phases within 
the meaning o f § 2; their existence is, therefore, without influence on 
the number o f thermodynamic degrees of freedom.

In certain cases the twinned modifications may be regarded as 
being due to equal and opposite displacements in a lattice which is 
symmetric with respect to the symmetry transformation connecting 
the twins. The difference between the domains can then decrease with 
a change in temperature until they eventually become identical at a 
critical temperature Tc. The undistorted lattice is then stable above Tc.

The above ideas outline a simple scheme for a ferroelectric transi­
tion. Tc is called the ferroelectric Curie point. Tc is a critical point in 
the sense of Tisza’s theory and the domains then play the role of 
‘phases’ . This mechanism is remarkable in that only minimal thermal 
effects are to be expected. We might also expect a ferroelectric transi­
tion to be an order-disorder transition like the magnetic and hyper- 
structure transitions we met in §49. In that case the specific heat

t  Certain stress components or components of the field strength can favour 
one o f the two modifications.



should show a Л-point. These considerations indicate that ferroelectric 
transitions may occur by means o f very different mechanisms and 
may therefore be expected to show differences in their thermodynamic 
properties. The details of the molecular mechanisms are obviously 
very much more complicated and still largely unexplained.

We shall now consider a few typical ferroelectrics and choose Rochelle 
salt (sodium potassium tartrate tetrahydrate, NaKC4H40 6.4H20) as 
our first example. Rochelle salt is ferroelectric between 255 К  and 
297 K. It thus has a lower Curie point T\ and an upper Curie point T%. 
Rochelle salt is orthorhombic for T>T%  and T < T\. It is monoclinic 
in the ferroelectric state and the spontaneous polarization is in the 
direction o f the monoclinic axis.

In order to apply the theory developed in §51 we first write the 
equation for the piezoelectric effect in the form

*1 = Ъ с„8 ;+ Ъ 8 ,крк, (63.2)
i- i  A-i

where the Сц are the elastic stiffness coefficients defined by eq. (54.13) 
and the 8ik are the reverse piezoelectric coefficients.*)*

I f  we introduce (63.2) into (58.10) and then integrate with assump­
tions analogous to those o f §62 we obtain by means o f (57.22) the 
fundamental equation per unit volume in the form

и =  ад0 +  ̂ 5 .с .5  +  ̂ р .х -1.р  + (8 .р ) .5 . (63.3)

We still need the explicit forms of the matrices C and 8 for ortho­
rhombic crystals. These are

C l l C 12 C 13 0 0 0

C 12 C 22 C 23 0 0 0

C 13 C 23 C 33 0 0 0

0 0 0 C44 0 0

0 0 0 0 C 55 0

0 0 0 0 0 c 66

'  0 0 0  ■S14 0 0

0 0 0 0 ^25 0

0 0 0 0 0 ^36 _

(63.4)

(63.5)

t We do not require the explicit relationship between the y ik and the 8ik.



We choose the monoclinic axis as ж-axis, i.e. the direction o f spon­
taneous polarization in the ferroelectric state.

Although the critical parameters obviously have to be obtained 
from experimental data, we shall proceed in the opposite way since 
this is easier to follow. We therefore suppose that there are two 
critical parameters: the polarization density rpx in the direction o f the 
monoclinic axis and the strain component S4. We shall show that the 
conclusions obtained according to Tisza's theory then coincide with 
experimental fact.

We are here dealing with the exceptional case in the terminology 
of §51. We therefore need consider only the critical variables. For 
small deviations from the orthorhombic state we find from (63.3)-
(63.5) that

The coefficients occurring in these equations are the thermodynamic 
moduli defined by (50.3). The inverse relationships containing the 
thermodynamic coefficients are obtained directly from (62.4) and are

We transform the matrix o f the thermodynamic moduli into the 
diagonal form and obtain, according to (50.27),

яо" — T4 — c44$4-f S14px> (63.6)

(63.7)

$ 4 — ки T4 + y14 Ex,

Vx ~ У14 ^ 4  Xxx^x'

(63.8)

(63.9)

(63.10)

where ф{1) is the simple Legendre transform of the fundamental 
equation with respect to S4, and the right-hand side o f (63.11) follows



from (51.8) and (51.5). The ferroelectric Curie point is defined by 
A2 = 0. According to (51.28) together with (63.8) and (63.9), this 
gives*)*

* 4 4 У14_>00’ Xx*-*00- (63.12)
Figures 47-49 show that a very steep maximum is observed at the 
Curie point in all three cases. It is immediately plausible that the 
statements (63.12) can be verified experimentally only in this sense. 
A more detailed discussion o f this problem would lead us into a con­
sideration o f experimental techniques and is thus beyond the scope 
o f this book.

F ig . 47. The isotherm al elastic com pliance coefficient k44 in the region o f  the upper 
Curie point o f  R ochelle  salt [experim ental data  from  H . Mueller, Phys. Rev., 57,

829 (1940)]

According to the theory the thermodynamic coefficients which do 
not appear in eqs. (63.8) and (63.9) must not show singularities at the 
Curie point. This too is confirmed by experiment. In particular, the 
specific heat does not show a A-anomaly.{

t  This is, however, valid only for the free crystal. For the clamped crystal, 
for which the strain component SA is fixed, (63.7) and (63.11) give for the Curie 
point

+ The specific heat has a very slight maximum (less than 1%) at the upper 
Curie point. The maximum is at the limit o f experimental accuracy.
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F i g . 4 8 . The piezoelectric coefficient y 14 in the region o f  the Curie point o f  R ochelle  salt
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F i g . 4 9 . T he electric susceptib ility  Xxx in the region o f  the upper Curie poin t o f  
R ochelle  salt [experim ental data  from  J . H abliitzel, Helv. Phys. Acta, 1 2 , 4 8 9  (1 9 3 9 )]



Finally, the condition (51.16) must be fulfilled. The explicit 
expression is

д Е ,^ д Е ,  = дЕ^ = дЕ^ = дЕ^ = дЕ, =  дЕ^== 
dpv дрг д8г dS2 dS3 dS5 dS6 (63.13)

(63.14)

The conditions (63.13) are automatically fulfilled because o f the 
symmetry o f orthorhombic crystals [cf. eq. (63.5) ]. By using one of 
Maxwell’s relations derived from the thermodynamic potential 
ф{1) (T4), the condition (63.14) may be written

Ta,pz,

'dT\ 
fax) 8,Та

(63.15)

This, however, means according to §61, that the square o f the 
electrocaloric effect must vanish near the Curie point and this has 
been found to be so. All thermodynamic conclusions from the initial 
assumptions have thus been verified by experiment.

We choose as our second example potassium dihydrogen phosphate 
which has only one ferroelectric Curie point, Tc =  123 К . The crystal 
is tetragonal for T > T C whereas the ferroelectric crystal (T < T C) is 
orthorhombic. The direction o f spontaneous polarization is along the 
crystallographic c-axis which we choose as the 2-axis o f the system of 
co-ordinates. We then have for the tetragonal crystal that

Xn 0 0

X = 0 Xu 0

0 0 Хзз _

C11 C12 C 13 0 0 0 ■

C12 C11 C 13 0 0 0

C 13 C 13 C33 0 0 0
0 0 0 C44 0 0
0 0 0 0 C 55 0
0 0 0 0 0 c66 .

~ 0 0 0 »14 0 0
8 = 0 0 0 0 «14 0

0 0 0 0 0 ^36

(63.16)

(63.17)



We now continue in the same way as before, starting with the 
assumption that the critical parameters are s, $ e, and p z. We are, 
therefore, again considering the exceptional case. The equations of 
state aref

ST — -  Ss +  ce6 S3 +  S3 6p2, (63.19)

TT3 =  -  Ss -+■ c66 S3 4- S36p2, (63.20)
°ov

Ez — ~ +  ̂ 36 $6 + (x 1)зз Pz- cov
(63.21)

The inverse relationships containing the thermodynamic coefficients 
are

85 = ^ 8 Т  + кв6Т6 + у36Я2, (63.22)

S3 = ~^8T + к6вТ6 + у33Е z, (63.23)

Vz =  + y36 T% + узз E,

From (50.27) we obtain
a2«  /аз"\ _  тAi = a«2 -  (a<1 /  т,.рг сг

Л2 = д*фт (Т)
Щ - ( Щ  - С т*l a s j r „  96 ’

A3 = д2ф™(Т,‘.
ад

Гв) _  / 8 Е Л  _  J _
W , / T . T t cmp

№
3̂6

(63.24)

(63.25)

(63.26)

(63.27)

= (x-%-JI-vee
The Curie point is defined by Л3 = 0. This, according to (51.28) 
together with (63.22)-(63.24), gives

C p - ^ o o ,  /cee-> o o , y 36^ o o ,  Хзз 00 • (63.28)
t  The reader is reminded that the fundamental equation (63.3) refers to unit 

volume and that the subscript 0 denotes the undeformed state at zero field 
strength.



Figures 50-53 show that these statements are confirmed by experi­
ment. The thermodynamic coefficients which do not appear in 
eqs. (63.22)-(63.24), however, show no singularities at the Curie point. 

The condition (51.16) for this case is

dEz ЬЕ, дЕг dEz 8EZ dEz dEz
tv, dSx as, 8S3 as4 dS5 = 0. (63.29)

т (°K )------------►

F i g . 50. The specific heat of KH2P 04 in the region of tho Curio point

Equations (63.16)-(63.18) show that these conditions are auto­
matically fulfilled because of the symmetry of tetragonal crystals. A 
condition analogous to eq. (63.14) does not occur here. K H 2P 04 
should, therefore, show a clear electrocaloric effect near the Curie 
point and this is confirmed by Fig. 54.

In the terminology of § 51, the ferroelectric Curie point o f Rochelle 
salt constitutes a displacive transition, that o f K H 2P 0 4 an order- 
disorder transition. The two types correspond to the two schemes 
outlined above for the occurrence o f a ferroelectric transition.



F i g . 51. The isothermal elastic compliance coefficient /cee in the region of the Curie 
point of KH2P04 [experimental data from W. P. Mason, Phys. Rev., 69, 173 (1946)]

Fio. 52. The piezoelectric coefficient y3e in the region of the Curie point of KH2P04
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Fig. 53. The electric susceptibility ^33 in the region of the Curie point of KH2P04 
[experimental data from G. Busch, Helv. Phys. Acta, 11, 269 (1938]

Fig. 54. The electrocaloric effect of KH2P04 near the Curie point [experimental data 
from J. F. Hutzenlaub, Thesis M.I.T., 1943]



CHAPTER X

Systems in a magnetic field

§ 64 Magnetostatic work

The thermodynamic treatment of systems in a magnetic field shows 
many and extensive analogies with the treatment of systems in an 
electric field. We shall, therefore, confine our discussion mainly to 
those problems whose treatment cannot simply be taken from § 57.

The differences between the twro cases (as far as they are relevant 
here) are based mainly on the fact that magnetic ‘charges’ do not 
exist. It is therefore not possible to define magnetic work in a form 
analogous to (57.7). We thus have to develop a suitable definition.

We consider a conductor carrying a steady electric current o f 
current density j .  The current generates a magnetic field whose field 
strength is H and whose magnetic induction is B. f  These two 
quantities are related by

B = [L.H, (64.1)

which, for isotropic substances, reduces to the equation

В — ii.H. (64.2)

The quantity ц is called the magnetic permeability. Under the stated 
conditions the field equations (as far as we need them here) are

div В =  0, rot H = Щj , (64.3)

1 ЯВ-  -sr + rotE = 0, (64.4)c ct

where c is the velocity o f light in vacuo and t is the time.
t  This notation corresponds to the international conventions [Document 

U.I.P. 11 (S.U.N. 65-3)] o f IUPAP. Some authors have recently called В the 
magnetic field strength.



The calculation o f the electrical work in § 57 is based on the fact 
that a change in the electric field strength requires a transport of 
charge in the electric field resulting in the performance o f work. No 
work is done, however, when electric charge is transported in a 
magnetic field since the force exerted by the magnetic field on the 
charge acts perpendicularly to the direction o f flow. A change in the 
distribution o f static charge therefore has no effect on the magnetic 
field. We must, therefore, base our ideas on the fact that the magnetic 
field is generated by the electric current and the source o f the current 
generally performs work even when the current is steady; this work 
will appear as Joule heating. This work used up in a dissipative 
process may, however, in principle be made as small as we like 
(superconduction) and has no connexion with the existence o f the 
magnetic field. We may, therefore, ignore this work in connexion 
with the present discussion. These considerations have re-established 
the analogy with the electric case since the maintenance o f an 
electrostatic field in principle requires no work to be done. A change 
in the magnetic field is caused by a change in current density and 
hence basically by a change in the electromotive force o f the current 
source. The change in the magnetic field induces an electric field and 
thus an electromotive force in the conductor opposite to the original 
e.m.f. The current source has to do work to overcome this induced 
e.m.f. This work S W* is the work necessary for a change in the 
magnetic field. This work is, therefore, equal and opposite to the 
work done by the induced electric field on the electric current, and 
that work must be expressed in terms o f magnetic field quantities.

The work done in time St by the induced field E is

(64.5)

With (64.3) this becomes

(64.6)

orf

s w* = Ы -■ Г div (E x Н\Л V -  fit —  f  я . rot E d V. (64.7)

t  We have that
div a x b = b rot a — a rot b.



We may assume without loss o f generality that field strengths vanish 
at infinity. If, therefore, we transform the first integral by means o f 
Gauss’ theoremf into an integral over an infinitely distant surface, 
this integral must also vanish. I f  we introduce (64.4) into the second 
integral and write

ЯЯ
SB = —  St (64.8)8t

we finally find that
81Г* ■ s / " - 8BdV. (64.9)

§65 The fundamental equation for a system in a magnetic field.
Thermodynamic potentials

Further developments are so similar to those o f §§ 57 and 58 that 
we shall only indicate briefly the most important points. The analogue 
of the plate condenser is a long, homogeneous, cylindrical coil. I f  we 
neglect boundary effects, we have, in vacuo, a homogeneous magnetic 
field H0 in the direction o f the coil axis inside the coil while outside 
the coil H0 = 0. I f  a material body o f volume V is introduced into 
this field, the field is modified by the magnetic polarization (magnetiza­
tion) o f the body. The same formal problems then occur as in the case 
o f an electrostatic field. We can, therefore, simply adopt our previous 
results. The work to be done in connexion with a change in the field 
is also modified by the presence o f the body. As far as thermodynamics 
is concerned only the work done on the body itself is o f interest. In 
order to separate this work we use the expression

В — H+4:7Ttn, (65.1)

where m is the magnetic moment per unit volume (magnetization 
density). The magnetization density is connected with the field 
strength by a relationship which, for an isotropic substance, is

m = уЯ  (65.2)

where у is called the magnetic susceptibility.% From (64.2), (65.1), and
(65.2) we get

t  Cf. § 53.
X The usual symbol for the magnetic susceptibility is ym. Since we are 

considering exclusively magnetic phenomena in this chapter we shall omit the 
subscript.



We now make the following assumptions analogous to those of § 58:
(a) The field H0 in vacuo inside the coil (the ‘applied field’ ) is 

homogeneous and is in the direction o f the coil axis.
(b) The field H0 is weak. Terms higher than the square term can 

therefore be ignored in the expansion o f the thermodynamic 
functions as a power series in H. This assumption implies that 
fj, and x are independent o f the field strength.

(c) The substance introduced into the field is originally homo­
geneous. It has the shape o f an ellipsoid with one o f the main 
axes in the direction o f the field H0.

An analogous application o f the considerations of §58 to eqs. (64.9) 
and (65.1) then gives the quasi-static work done on the system with 
an infinitesimal change in current density as

d W = H d ( m .  V) =  H AM , (65.4)

where M  = mV is the total magnetization o f the substance.
The explicit fundamental equation is obtained by introducing

(65.4) into (21.3). Since we shall not be considering anisotropy effects, 
we write it in the form

m
dU = T d S - P d V  + H A M -h  (65.5)i=1

or, using Euler’s theorem,

U = T S - P V  + H . M +  (65.6)
i=i

We now introduce some thermodynamic potentials which are often 
used in the present context. We define the enthalpy by the equation

H = U + P V - H . M  (65.7)
or, in differential form,

d #  = T d S  + V d P - M A H  + 2 /^ d n ,. (65.8)
г= 1

The Helmholtz free energy is
F  — U — TS (65.9)

or

dF  = - S d T - P d V  + H A M +  £  M n * .i=1
(65.10)



Finally, we denote the Gibbs free energy by the function 

G = U - T S  + P V - H . M (65.11)
or

m
d G = - « d T +  V d P - M . d H + (65.12)

m
G = (65.13)i=1

Despite the formal analogies between the most important equations, 
the magnetic properties o f substances differ in various ways from their 
dielectric ones. The magnetic permeability fi may be greater or less 
than one while we always have e > 1 for the dielectric constant. The 
magnetic susceptibility у can correspondingly be positive or negative. 
Substances with y < 0  are called diamagnetic and substances with 
X > 0 are 'paramagnetic. The electric susceptibilities o f liquids and 
solids are generally between 10-1 and 10 whereas the absolute values 
of the magnetic susceptibilities are usually of an order o f magnitude 
^ 10“ 4 with the exception o f those o f ferromagnetic substances. 
Absolute values o f diamagnetic susceptibilities are much smaller 
than paramagnetic ones. The difference between the ‘local field’ H 
and the ‘applied field’ H0 can, therefore, often be ignored.

A further difference is that the magnetic symmetry properties of 
anisotropic substances are not necessarily the same as their crystallo­
graphic symmetry properties.

Finally, magnetic transitions differ quite considerably from 
electrical ones. Although the transition from the paramagnetic to the 
ferromagnetic state shows many analogies with the ferroelectric 
transition discussed in § 63, the former differs from the latter, on the 
one hand, in that the close connexion with the crystal structure is 
absent and, on the other, in that the ferromagnetic transition is 
necessarily an order-disorder transition and the entropy is thus 
always a critical parameter. This means that the ferromagnetic, 
unlike the ferroelectric, Curie point is always accompanied by a 
Л-anomaly o f the specific heat. Quite apart from this, many metals 
and alloys undergo a transition for which no electrical analogue exists; 
this transition is associated with the phenomenon of superconduction.

We shall confine further discussion to two effects which are 
thermodynamically of particular interest and have considerable 
general significance.



§ 66 The magnetocaloric effect
We consider a one-component system and start from eq. (65.8) 

which gives the Maxwell relation

дТ\ _  _  /дМ\
$ Н /  s,p,n  \ d S )  h , p,n

(66. 1)

By means of (25.8) and (65.2) we obtain

m
ds H,P,n

( 66.2)

I f  we introduce molar quantities and apply (25.4), eq. (66.1) finally 
becomes

'Щ  т  / % ) \  H
W s ,P  Cp j l \ дТ ) и , р ’

(66.3)

where CP H is the molar heat capacity at constant pressure and con­
stant magnetic field strength. A quasi-static adiabatic change in field 
strength at constant pressure thus causes a temperature change 
whose sign is determined by the way in which the molar magnetic 
susceptibility vx =  x depends on the temperature. This phenomenon 
is called the magnetocaloric effect and is formally completely analogous 
to the electrocaloric effect (§61). Unlike the latter, however, the 
magnetocaloric effect is of great practical importance since it is the 
basis of the most important method o f generating extremely low 
temperatures (T < 1 K). The method is called adiabatic demagnetiza­
tion and consists in principle o f the following steps:

(a) A paramagnetic salt is put into a vessel filled with helium at 
low pressure. The specimen is cooled to about 1 К  by means of 
an external bath o f liquid helium.

(b) After thermal equilibrium has been established the salt is 
magnetized by the application o f a field of about 105 Oersted. 
Thermal equilibrium is maintained by removing the liberated 
heat by means of the external helium bath.

(c) The sample is thermally insulated by evacuating the container.
(d) The magnetic field is reduced to zero (or to a small finite value). 

The salt is cooled by means o f the magnetocaloric effect.
The greatest attainable cooling is found by integrating eq. (66.3). 

We shall not carry out this calculation since the main features are



obtained much more simply and clearly from a graphical representa­
tion. We start with eq. (65.12) which gives the Maxwell relation

which gives for molar quantities, using (65.2),

(66.4)

(66.5)

The paramagnetic susceptibility within certain temperature regions 
is often described sufficiently accurately by the Curie-Weiss law

C
vx - x  -  T _ g >

where C and в are constants. With (66.5) this becomes

c  „
дн) T'P (т -е f

Integration at constant T and P  gives

а{Т,Н) = 8 (Т ,0 ) -\ ~ -щ ,Н \

Isothermal magnetization thus decreases the entropy; the decrease in 
entropy increases with decreasing temperature. This statement (like 
the Curie-Weiss law) cannot apply to the lowest temperatures since 
the entropy change must vanish at the absolute zero. We can, there­
fore, draw the schematic diagram shown in Fig. 55. This shows the 
molar entropy as a function o f temperature with the field strength as 
a parameter. Steps (b) and (d) o f the adiabatic demagnetization are 
represented by the lines marked with arrows. Two curves are shown 
for H = 0; No. 1 refers to a substance unsuitable for cooling whereas 
No. 2 represents schematically the behaviour o f paramagnetic salts 
actually used in the process. The figure shows immediately that 
strong cooling is due mainly to two factors. Firstly, the substance 
used must have a strongly rising s(T, 0) curve in the region o f the 
required temperature T2, i.e. the specific heat must have a steep 
maximum. Secondly, the entropy at Тг ж 1 К  must be changed by a 
technically realizable magnetic field in such a way that it has a value 
within the steep region o f the curve at H = 0. These conditions are 
fulfilled by certain rare earth salts (e.g. gadolinium sulphate, cerium

(66.6)

(66.7)

(66.8)



magnesium nitrate) and by certain alums (e.g. iron ammonium 
sulphate, chromium methylammonium sulphate). These salts are the 
usual ones used in adiabatic demagnetization. Temperatures of the 
order o f 10-3 К  have been reached in this way. The temperature 
scale in this region is initially an empirical one defined by the Curie- 
Weiss law. The conversion into absolute temperature is done by the 
method described in § 12.

Fig. 5Г). Adiabatic demagnetization

§ 67 Superconduction
Many metals, metallic compounds, and alloys at low temperatures 

(generally between 0*1 and 20 K) show a transition which is macro- 
scopically characterized by the following manifestations:

(a) The electrical resistance o f the sample falls to an immeasurably 
small value at the transition point Tc. It is probable that this 
value is exactly zero.

(b) When a magnetic field o f increasing strength is applied to the 
sample, the original resistance reappears at a critical field 
strength Hc.

(c) The magnetic induction В vanishes inside the superconducting 
substance (Meissner effect).

The name superconduction is nowadays applied to the totality of 
these effects.f

t  We shall confine our discussion in this section to the so-called super­
conductors of the first kind, i.e. mainly pure metals. The reader is referred to 
the specialist literature for certain peculiarities of superconductors of the 
second kind.



Since the detailed nature o f the effects depends on the shape of the 
sample and its orientation in the magnetic field we shall assume that 
the sample is a long cylinder oriented in the direction of the field. As 
has already been mentioned, we then have H0 = H and the effect (b) 
appears as a discontinuous change at the field strength Hc.

Experience shows that the appearance of superconduction at finite 
field strength constitutes a first-order transition. We therefore have 
to consider the co-existence of two phases, the superconducting phase 
(superscript s) and the ‘normal’ phase (superscript n).|

We shall confine our discussion to one-component systems. The 
general equilibrium conditions are obtained from the fundamental 
equation in the form of eq. (65.5) by the method of § 27. We find that

P<S) = 27(n)} p (8) = р<П) //О) __ n) (67.1)
and

/z(8) = ^(n). (67.2)

An argument completely analogous to that o f §29 gives the phase 
rule here as

f  = m + 3-C7. (67.3)

The system thus has two thermodynamic degrees of freedom, i.e. it 
is bivariant. Despite this, phase reactions are possible without limita­
tion since the formal considerations o f §30 do not depend on the 
number o f work co-ordinates and the condition for case (a) (m < a) is 
satisfied here. To obtain a more comprehensible argument, however, 
it is useful to keep one variable constant and thus to reduce the 
problem formally to one concerning a univariant system.

We consider first the most important case, i.e. P — const. Since

dfjL = —s d T -f v dP — vm . d H, (67.4)

we find from (67.1) and (67.2) that the equation for the co-existence 
curve in the H -T -plane is

d H s(n)- s {9)
Щ  = ~ -  («?m)<“>] • (67'5)

Because of the Meissner effect we have, according to (65.1), that

т (8) = -Я /4тг (67.6)

for the superconducting phase. The very small paramagnetic 
magnetization can be completely ignored compared with this

t The co-existence o f the two phases is capable of direct experimental proof. 
10



quantity. The entropy difference therefore is

v{B)H dHs(n) _ s(s) _  v ux^
4n dTc '

This shows the molar heat of transition to be

v<’ >KHndHnL = Tc(s'n)- s {9)) = - - 4ТГ d Tc e

(67.7)

(67.8)

Equation (67.7) shows that the course o f the co-existence curve is 
determined almost exclusively by the entropy difference between the 
normal phase and the superconducting phase. According to the 
Nernst heat theorem (§ 38) we should have

lim s(n) = lims(3) 
T-* о г —H)

and thus, according to (67.7),

r dHo r,
hm Н7Г = °-Г-И)

(67.9)

(67.10)

Figures 56 and 57 show that this is in very reasonable agreement with 
experimental data although a strict experimental proof can hardly be 
claimed. We may conclude from experimental data (Figs. 56 and 57) 
together with eq. (67.7) or from statistical theory that the super­
conducting phase always has a smaller entropy than the co-existing 
normal phase. Statistical theory in combination with (67.7) gives the 
result that the gradient o f the co-existence curve is always negative 
and this is confirmed by experiment. Thermodynamics can naturally 
give no information about the limiting value lim (dHc/dTc). This

H0 ->  о

limiting value, however, unlike the limiting value (67.10), is experi­
mentally easily accessible and we can see from Figs. 56 and 57 that it 
is always finite. This result is of particular interest for the discussion 
o f specific heats which is our next subject.

We start by differentiating eq. (67.7) along the co-existence curve.f 
This operation which we simply write as an ordinary derivative gives

d«s(n) _  /ds(n)\ /ds{n)\ dHc
Ж  = l ~ w ) „ , P + \ w ) T,P  щ

(67.11)

t  This operation is of more general significance. For liquid helium, for 
example, only the specific heat at the equilibrium vapour pressure can be 
obtained by experiment.



Fio. 57. Co-existence curves for superconduction



or, with (66.4),

ds(n) _  /cte(n)\ (d(vm)(Ti)\ dHc
Щ  -  \ ~ w ) H,P + \ d T ~  j „ .p  Щ

(67.12)

and corresponding expressions for the superconducting phase. If we 
multiply by Tc and use (65.2), (67.6), and (67.7) wre then obtain

/7 (9) _П( n) _  
°  P tH  °  P,H — _L 1

477 \ дТ )н,р\ c c d 71

v(a) Tc d2 Hc v«'T c /dHcy
Щ ) - (67.13)

This equation shows that the difference between the specific heats 
vanishes when Tc->0 even if the Nernst heat theorem [eq. (67.10) ] is 
not obeyed.! The first term on the right-hand side can generally be 
neglected compared with the other two at finite temperatures Tc. The 
second term which is negative predominates at lower temperatures. 
The specific heat o f the superconducting phase is then smaller than 
that of the normal phase. The importance of the last term which is 
necessarily positive increases with increasing temperature. There is, 
therefore, a finite temperature at which the difference between the 
specific heats vanishes. Above this temperature the superconducting 
phase has the greater specific heat. Finally, we have, for Hc->0, that

/7 (8 )  _ _ ГИп) _ v^TJdH A *
4tt \dTc///c=0

(67.14)

We have already established that the co-existence curve meets the 
abscissa with a finite gradient. We have, therefore, a finite disconti­
nuity in the specific heat at Hc =  0 whereas, according to eq. (67.7), 
the entropy is continuous at this point and the heat o f transition thus 
vanishes. Recent measurements by PhillipsJ on gallium are a good 
example for this behaviour as can be seen from Fig. 58. The transition 
temperature for Hc = 0 is 1*078 K. The values for the normal phase 
were measured at H — 200 Oersted.

In a completely analogous way we derive

v(n) _  ̂ (s) _ г;<9> He dHc 
4tt dPc

(67.15)

t The only assumption necessary is that dHc/dTc does not become infinite 
as T  -+ 0.

t N. E. Phillips, Phya. Rev.y 134A, 385 (1964).



for T = const. This is the differential equation for the co-existence 
curve in the P-if-plane. For H =  const, we obtain the ordinary form 
of the Clausius-Clapeyron equation

dPc _  L 
d Tc Tc(v{n) — v(8)) * (67.16)

These relationships are, as already mentioned, less important than 
eq. (67.7) since the effects at pressures attainable with ordinary 
laboratory apparatus are at the limit o f measurability, e.g. the 
quantity dHJdPc appearing in eq. (67.15) is o f the order o f magni­
tude —10 -8 Oersted dyn- 1 cm2.t The fractional volume change 
obtained from this is (v{9) — vin))lv{9) « 10~7.

Fig. 6 8 . The specific heat of gallium in the normal and the superconducting state

We finally comment on the nature o f the transition at Hc = 0 . 
The above equations show clearly that all first derivatives of the 
Gibbs free energy are continuous. We have, moreover, shown 
explicitly [eq. (67.14)] that the specific heat shows a finite dis­
continuity at this point. Analogous results can be deduced easily 
for the other second derivatives. There can be little doubt, there­
fore, that we are dealing with a second-order transition o f the 
Ehrenfest type (§ 48). When we consider the validity of the Ehrenfest 
equations we must, however, bear in mind which one o f the variables

t  H. M. Rosenberg, Low Temperature Solid State Physics, Cambridge, 1963.
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is kept constant. For Pc = const, and for Tc = const, the second-order 
transition occurs only at a single point. We have, therefore, exactly 
the case which was excluded in the derivation o f the Ehrenfest 
equations. Only in the representation on the P-T-plane does an 
equilibrium curve exist for the second-order transition at Hc = 0. 
We can, therefore, apply the Ehrenfest equations (48.4) and (48.5). 
These equations can also be derived from the equations in this 
section. Since the experimental accuracy is very limited for the 
reasons given above, an experimental verification is very difficult. 
Within these limits, however, there is good agreement between theory 
and experiment.



CHAPTER XI

Electrochemical systems

§ 68 Definition and general properties of electrochemical systems

Experience shows that aqueous solutions o f certain substances called 
electrolytes are relatively good conductors of electricity. The substances 
are those called acids, bases, and salts in chemistry. Electrolytic 
conduction differs from metallic conduction in the following charac­
teristic ways:

(a) The passage o f the current is accompanied by a macroscopic 
transport o f matter.

(b) The passage o f the current is coupled with a chemical reaction.
(c) A circuit which includes electrolytic conductors is necessarily a 

heterogeneous system consisting o f several open phases.
Systems with these characteristics are called electrochemical systems. 
We include, for simplicity, homogeneous electrolyte solutions in this 
concept. |

These properties o f electrochemical systems were explained first by 
Arrhenius in 1887 by the hypothesis (completely proved by experi­
ment) that electrolytes dissociate into electrically charged ions in 
aqueous solution. Another definition of electrochemical systems is 
therefore given by the statement that the transport o f charge consti­
tuting a current is due to the movement of ions whereas in metals and 
semiconductors it is due to the movement o f electrons.

Solutions o f electrolytes in certain non-aqueous solvents, salt melts, 
and solid salts are also electrochemical systems. The study of electro­
chemical systems comprises a large part of physical chemistry and 
goes far beyond the bounds o f thermodynamics. According to the 
plan of this book we confine our discussion to the consideration o f a 
few basic questions occurring in the application of thermodynamics 
to this class o f systems; for other details the reader is referred to the 
numerous monographs in this field. Since the differences between the 
various types o f electrolyte are without significance as far as our

t Some authors separate the two kinds.



discussion is concerned, we shall confine ourselves mainly to aqueous 
electrolyte solutions which, in any case, are the type which has been 
most thoroughly investigated. We immediately introduce a further 
simplification. We have so far not mentioned the degree of electrolytic 
dissociation. We differentiate conventionally between strong and 
weak electrolytes although the division between them is naturally 
not sharp. Quantitative statements require in every case a thorough 
investigation o f the thermodynamic, electrical, and optical properties 
of the system. This problem is of minor importance for our discussion. 
We shall, therefore, ignore it and assume throughout that the electro­
lyte is completely dissociated and the solution thus contains only ions 
and neutral water molecules.! This assumption is justified to a suffi­
cient accuracy particularly for the halides and perchlorates of alkali 
metals, alkaline earths, and a few transition metals. In any case, it is 
not difficult to take into consideration the presence o f neutral electro­
lyte molecules.

We now look at a few general properties o f electrochemical systems 
which are important for our discussion. In the absence o f an electric 
potential difference the condition o f electrical neutrality applies to 
electrolyte solutions. If, therefore, we denote the mole numbers of the 
ions by щ and their (positive or negative) electrovalency by zif we 
have

S*,*< = 0 (68.1)i
where the sum is to be taken over every kind of ion present. I f the 
solution contains only a binary electrolytej which dissociates into v+ 
cations and v_ anions, we have

z+n+ + z_n_ = 0 (68.2)
and

z+ v+ + z_ v_ — 0. (68.3)
We see from these expressions (which can readily be generalized for 
other types of electrolyte) together with the definitions o f § 2 that a 
solution of a single electrolyte has only two independent components. 
Its composition is therefore fixed by a single concentration variable.§ 
It is, however, convenient and for certain problems necessary|| to

t The hydration of the ions can be ignored for the reasons given in §§ 2 
and 33.

J A binary electrolyte is an electrolyte which dissociates into two kinds 
o f ions.

§ This is so even if dissociation is incomplete.
|| The situation here is analogous to that of chemical reactions. Cf. § 36.



introduce the ions (and, if necessary, the undissociated part o f the 
electrolyte) and the neutral solvent as components; the neutrality 
condition is then introduced subsequently.

I f  electric potential differences occur (this is possible only in 
heterogeneous systems) the neutrality condition is no longer strictly 
applicable. The deviations are, however, so small that, for any poten­
tial differences met in this connexion, they lie far below the limits of 
any experimental demonstration.! This fact justifies an approxima­
tion which constitutes the formal basis for the thermodynamic treat­
ment o f electrochemical systems. I f  we neglect the change in 
composition associated with the potential difference, the change in 
internal energy for a virtual displacement can be divided into two 
parts. The first part depends on the change in the variables of state 
as discussed earlier. The second part constitutes electrostatic work 
done by the transport o f ions through the difference in potential. The 
electrostatic work done in electrochemical systems can, however, not 
be introduced into a thermodynamic discussion in the form of a work 
co-ordinate in the sense o f the definition (14.1). This constitutes a 
fundamental difference between electrochemical systems and the 
dielectric systems discussed in Chapter IX . The reason for this 
difference is that the electrostatic work in electrochemical systems 
necessarily involves transport o f ions between open phases and this is 
inconsistent with the definition o f a work co-ordinate.

Finally, there is a further fact which is important for the thermo­
dynamics o f electrochemical systems. This fact was first pointed out 
by Gibbs and, more recently, by Guggenheim: electric potential 
differences in electric conductors are measurable only between media 
of the same chemical composition (e.g. between two points on a 
copper wire) whereas the potential difference between two conducting 
media of different chemical compositions (e.g. between an electrolyte 
solution and an electrode dipped into the solution) is not a measur­
able quantity. We shall see that a direct consequence o f this is that 
the chemical potential o f a single ionic species is also not a measurable 
quantity. The reasons why, in spite o f this, the use o f these quantities 
is justified within the framework of a phenomenological theory will 
appear from the following sections and will not be discussed here.

t  Consider a homogeneously charged sphere of radius 1 cm in vacuo. I f  this 
sphere bears an excess charge of 1 mole o f positive univalent ions, the potential 
at its surface is about 1017 volt. The potentials met in electrochemical systems 
will always be less than 107 volt. The deviation from strict neutrality will 
thus be less than 10~10 mol cm-3.



§ 69 General conditions for electrochemical equilibrium
A suitable generalization of the fundamental equation is necessary 

for a derivation o f the general equilibrium conditions for a hetero­
geneous electrochemical system. According to the arguments of § 68 
we may write for the variation in internal energy

W  = 8U + W ^  (69.1)

where V is the total internal energy and U{e) is the electrical part*. 
The quantity U depends on the variables o f state in the way discussed 
previously and is therefore obtained from eqs. (20.4) and (20.5). In 
order to find an explicit expression for 8U(e) we start from the well- 
known electrostatic relationship

t/<e> = ^ -  |*E2dF.87TJ (69.2)

A necessary condition for thermodynamic equilibrium is that the 
electric field inside a conductor vanishes since the irreversible process 
o f conduction would otherwise take place. The integral (69.2) must, 
therefore, extend over the whole space outside the conductor and we 
shall suppose, for simplicity, that the conductor is in vacuo. Equation
(69.2) then gives

SC/'*» =  i -  J f i .S E d F  =  J g r a d ^ .S E d F , (69.3) 

where ф is the electric potential. B ut we know  that

Jgrad^ .SE dF  = Jdiv(<£SE )dF -J^divSE dF . (69.4)

The second integral on the right-hand side vanishes since in vacuo

divE  = 0. (69.5)

With the aid o f Gauss’ theorem the first integral can be transformed 
into an integral over the surface o f the conductor and over an 
infinitely removed surface. The latter integral vanishes since the field 
strength comes sufficiently close to zero at infinity. Since ф is constant 
at the surface o f the conductor eq. (69.3) becomes
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Use of eq. (57.2)f finally gives
SU(e) = фЬе, (69.7)

where e is the total charge on the conductor. We now have

e = 2 * * ^ 5 ,  (69.8)
i

where
3  = 96,487 Coulomb mole- 1  (69.9)

is the Faraday, i.e. the charge on 1 mole of univalent ions (the charge 
on one equivalent) and the summation is to be taken over all 
electrically charged species. J We therefore have

=  ( 6 9 . Ю )

i

We now obtain the required generalization o f the fundamental 
equation from (69.1) and (69.10) in the form§

dtJ = T d S -P d V + 'Z fa  + Z i^ d n t .  (69.11)
i = 1

The quantity
Pi = + (69.12)

was called the electrochemical potential o f component i by Guggenheim. 
It reduces to the chemical potential for electrically neutral com­
ponents for which zi = 0.

We now consider a closed system with fixed work co-ordinates 
which consists of m components and a phases. We assume that at 
least one phase is an electrolyte solution and this phase is in direct 
contact with at least one further electrically conducting phase. Apart 
from this we make the same assumptions as in § 27. In particular, the 
phases are assumed to be completely open so that entropy, volume, 
and mole numbers of each phase can be varied, the last with the 
restriction that every component need not necessarily appear in 
every phase. Furthermore, we exclude dissociation processes of 
electrolytes (which can, according to our assumptions, only be

t D n must be replaced by E n since we have assumed a vacuum. The sign of 
the right-hand side must be reversed since the normal to the surface is taken 
in the opposite direction.

+ If the phase under consideration is an electronic conductor, the electrons 
must be included in the summation in (69.8).

§ For solid substances, we assume hydrostatic pressure in all directions and 
the absence o f uniaxial normal stresses and of tangential stresses. Cf. the 
remarks at the end of § 56.



regarded as heterogeneous reactions) and other chemical reactions. 
We shall consider dissociation processes in § 70, rigid phase boundaries 
in § 71, and chemical reactions in § 72.

We denote the phases by small Greek letters as in § 27 and also use 
ol as the general superscript. The general equilibrium condition (17.2) 
for our case is then

2 Sfr(a) = 0 (69.13)
a

with the secondary conditions

Z8S«*' =  0, (69.14)
a

2SF<a) = 0, (69.15)

2 Sn$a) = 0 (alb*). (69.16)

The procedure described in §27 applied to (69.13)—(69.16) gives the 
explicit equilibrium conditions

J4&) — rfifi) — = T(<T),
p«x)  _  p {0 )  _  _  p(<T

(69.17)
(69.18)
(69.19)

Equations (69.17) and (69.18) are identical with (27.6) and (27.7) 
while (69.19) reduces to (27.8) for neutral molecules. Conditions
(69.17)-(69.18) thus differ from (27.6)-(27.8) in that, for ions, electro­
chemical potentials replace chemical potentials. The main difficulty 
is due to the fact that electrochemical potentials have no simple 
relationship with measurable quantities. Because o f its complexity 
we shall develop this problem step by step by means o f examples in 
the following sections. We shall, at the same time, formulate the 
equilibrium conditions for some other cases which we have ignored in 
the above derivation. These cases are, however, important for the 
discussion o f our problem.

§ 70 Solutions of strong electrolytes

We shall first introduce some definitions which are generally used 
nowadays in the thermodynamics o f electrochemical systems. These 
definitions largely constitute an adaptation of the definitions of § 34(b) 
to the particular problem of electrolyte solutions.



For the chemical potential o f the solvent (denoted by the 
subscript 1 ) we write

tH =  RT \nxJ1+jxw(T,P) (70.1)
with

lim / i  = 1, (70.2)
X \ —►  1

where f x is the activity coefficient of the solvent in the solution and 
,x10( T ,  P) is the chemical potential of the pure solvent in the standard 
state.

Equation (69.12) for the dissolved ions is written explicitly asf
fti = ВТ\пхЖ + г^ф  + 14(ТуР) (70.3)

with
цЧ(Т,Р) =  lim (pt-R T Inxt) (70.4)

X j - * 1

and
lim /г = 1. (70.5)
X\—> 1

The choice of standard state and the standardization of the activity 
coefficients thus correspond to case (/S) in § 34(b).

We now consider two aqueous electrolyte solutions ' and " in 
contact with each other. Both solutions contain the ionic species i. 
At equilibrium we find from (69.19) and (70.3) that

= (70.6)
xiJi

The potential difference ф" — ф' is not measurable as mentioned in 
§ 68. The activity coefficients are measurable neither singly nor in 
the combination ln/^ — In/?. Equation (70.6) cannot, therefore, con­
tribute an experimentally verifiable relationship between measurable 
quantities. In principle, however, f i can be calculated from statistical 
thermodynamics and we may therefore regard eqs. (70.6) as a physi­
cally meaningful definition o f the potential difference ф" — ф'. In 
practice, however, the situation is somewhat different since the exact 
calculation o f the has only been successful for the limiting case of 
infinite dilution. Useful approximate formulae exist for dilute electro­
lyte solutions permitting an approximate definition of ф" — ф'. For 
concentrated electrolyte solution we must, for the present, be content

t The concentration variables used in experimental electrochemistry are 
mole l-1 (molar scale) and mole/kg solvent (molal scale). The activity coefficients 
are then defined in a formally analogous way.



with the statement that ф" — ф' is, at least in principle, a physically 
definable quantity. Analogous arguments apply to the particularly 
important case of one phase being an electrolyte solution and the 
other a metallic conductor. The potential difference ф" — <f>' is then 
called a single electrode potential. We shall return to this problem in § 72.

In order to obtain measurable quantities we consider groups of 
various ionic species which obey the neutrality condition

5>г*г = 0, (70.7)

where the vi are integers. The corresponding linear combination of 
electrochemical potentials is, according to (70.3),

= RTX vilnxi + R T Z v iln fi + XviH°i(T>P)- (70.8)
The terms containing the potential <f> cancel because o f (70.7). We 
shall show later that combinations o f electrochemical potentials of 
the type o f the left-hand side o f eq. (70.8) can be reduced to measur­
able quantities. We can, therefore, conclude that combinations of ion 
activity coefficients of the type

П f t  (70.9)

[where the vi obey eq. (70.7)] can also be determined by experiment 
and are thus unequivocally defined. This is the basis for the introduc­
tion of the mean activity coefficient of an electrolyte f ± by Lewis and 
Randall. For simplicity we shall consider only binary electrolytes 
which dissociate into v+ cations of valency z+ and v_ anions of 
valency z_. The neutrality condition (70.7) then becomes

v+z+ +  v_z_ = 0. (70.10)

The mean activity coefficient is then defined by the equation

у ± = д ++'-  = / ; +я-> (7o.li)
where f + and /_  are the activity coefficients o f the cations and anions 
respectively and

v — v+ + v_. (70.12)

The definition (70.11) is a special case o f (70.9). The mean activity 
coefficients are, therefore, thermodynamically unequivocally defined. 
Equation (70.11) leads to the remarkable conclusion that the mean 
activity coefficients o f electrolytes in solutions o f several electrolytes 
having certain ionic species in common are not independent of each 
other. If, for example, we have a solution containing two kinds of



univalent cations A+ and B+ and two kinds o f univalent anions 
C~ and D- , (70.11) gives

/ a,c _  /в .с  
/ a ,d / b ,d

(70.13)

for the mean activity coefficients. In this context, a physical meaning 
can be ascribed to ion activity coefficients within the framework of 
thermodynamics.

Analogously to eq. (70.11) the mean mole fraction of an electrolyte is 
defined by the equation

xv± = Xv̂ +v- = xv++xv_~. (70.14)
The mole fraction of an electrolyte is also used. It is defined by the 
equation

x = n2
nx + + n _9 (70.15)

where n2 is the mole number obtained from the chemical formula of 
the electrolyte and we have to bear in mind that xx + x Ф 1 . But we 
have (at complete dissociation) the simple relationships

x+ = v+x, x_ = v_x. (70.16)

We now find from (70.14) and (70.16) that

x± = v± x (70.17)
with

vv± = v^v^. (70.18)

Finally, the stoichiometric mole fraction of the electrolyte

r* — c2 —
n2

nx + n2 (70.19)

is a third one which is used. I f  x% denotes the stoichiometric mole 
fraction o f the solvent, it is true here that z f  + x\ = 1 but the relation­
ships (70.16) are not valid.

We find directly from eq. (33.16) that for a homogeneous dissocia­
tion equilibrium the chemical potential (i2 o f the undissociated 
electrolyte is related to the electrochemical potentials of the ions by 
the equation

fx2 =  v+ fi+ + v _ p i _ .  (70.20)

The right-hand side o f this equation is a linear combination o f the 
type occurring in (70.8). We can, therefore, formally define this linear 
combination as the chemical potential of the electrolyte even in the case



of complete dissociation. We shall show later that this definition is 
physically meaningful. We write accordingly that

l4(T, P) = v+ fi°+(T, P) + v_ /£  (T, P). (70.20a)

Equation (70.8) together with the definitions (70.11), (70.12), (70.14),
(70.20), and (70.20a) gives the chemical potential of the electrolyte as

/*a =  vRT\nx±f ± + n°(T,P). (70.21)

Using (70.17) and (70.18) we get the alternative form

/** =  vRT \nxf± + , P), (70.22)

where we have put

ц1(Т, P) + vRT In v± = i4*(T,P). (70.23)

The osmotic coefficient grf introduced by Bjerrum is often used 
instead of the activity coefficient / x in connexion with the chemical 
potential of the solvent. The osmotic coefficient is defined by the 
equation

Mi = дИТ1пХ1 + ̂ 10(Т,Р) (70.24)

with the standardization
lim g r = l. (70.25)
Xl-*1

The relationship between the osmotic coefficient and the activity 
coefficient of the ions at constant temperature and pressure is given 
by the equation

-  ( l  -  S  *<) d [(1 -  g) In ( 1 -  2  )  ] +  S x t d ln /f =  0 , (70.26)

due to Bjerrum. The summation is to be taken over all ionic species. 
Equation (70.26) is obtained from the Gibbs-Duhem equation (20.43) 
together with (70.3), (70.24), and the neutrality condition (70.7).

We now illustrate the above definitions by means o f two simple 
examples involving heterogeneous equilibria. Our first example is the 
case of the distribution of a binary electrolyte between two immiscible 
solvents ' and ". We assume equal temperatures, equal pressures, 
complete dissociation, and electrical neutrality for the two phases. 
We therefore have to consider only the variation in the mole numbers

t  The name ‘osmotic coefficient’ is explained by the relationship between 
io (T, P) and the osmotic pressure mentioned at the end o f § 28.



of the ions and the equilibrium condition (69.13) reduces to the formf 

+ + + = 0 (70.27)
i i

with the secondary conditions
S7i;. + S< = 0 (all г), (70.28)

= (70.29)

The expressions (70.29) show immediately that the terms involving 
the electric potential ф in eq. (70.27) cancel out. Furthermore, the 
second of the two conditions (70.29) is not independent and we can 
thus ignore it. We thus obtain for a binary electrolyte that

fi'+ 8n'+ +  8nf_ +  8n"+ +  /z 'l 8n"_ =  0
with the secondary conditions

8n'+ + 8n"+ = 0, 8n'_ + 8n"_ = 0,
z+ 8n'+ + z_ 8n'_ = 0.

(70.30)

(70.31)

We now use again the method of Lagrange multipliers.^ I f we multiply 
the first of the secondary conditions (70.31) by A1? the second by A2, 
the third by A3, and add the resulting equations to (70.30) we get

{fi  ̂+  Aj + z+ A3) 8n'+ + {fx_ + A2 + z_ A3) 8n'_ + + Aj) 8n+
+ (fi"_ + X2)8n"_ = 0. (70.32)

We choose the undetermined multipliers A1 }A2,A3 such that the 
expressions in the first three sets of parentheses vanish. The varia­
tion 8nn_ is then independent and (70.32) can be fulfilled only if the 
expression in the fourth set of parentheses is also equal to zero. We 
therefore have

+ Ai + z+ A3 = 0, (70.33)
fi!_ + A2 + z_ A3 == 0, (70.34)

M+ + A i = 9, (70.35)
y!’_ + A2 = 0. (70.36)

t We thus really use the equilibrium condition (23.11) which is formulated 
using the Gibbs free energy. From now on the subscript i refers only to the ions.

{ We again use two simple examples to illustrate the application of this 
method which is indispensable for more complicated cases, although the 
present problems could be solved much more easily by a simple elimination of 
the dependent variables.



We now multiply eqs. (70.33) and (70.35) by v+, and eqs. (70.34) and 
(70.36) by v_. Because of (70.10) the addition o f (70.33) and (70.34) 
gives

v+h'+ + v_ ijl'_ + v+ A1 + v_A2 =  0 . (70.37)

By means o f (70.35) and (70.36) we finally arrive at

v+ +  v_ yf_ =  v+ /x* +  v_ (70.38)

or, if we introduce the chemical potential of the electrolyte defined 
by eq. (70.20),

Hi =  Hi- (™.39)

The distribution equilibrium is thus determined by the equality of 
the chemical potentials of the electrolyte. Even if we assume the 
phase ' to be a very dilute solution, for which the ion activity coeffi­
cients are theoretically known to sufficient accuracy, we could use the 
distribution equilibrium to determine experimentally merely the 
mean activity coefficient for the phase " and this only with the exclu­
sion of a factor depending on T and P. This last limitation is quite 
unimportant for our problem since only a difference in the standard 
value occurring in (70.21) for the two phases is involved. This is seen 
even more clearly if we use (70.11), (70.14), and (70.21) to write 
eq. (70.39) in the form

with

№Y+ Ю у- (f±Y++v~
( * ; r  ( /;) '♦ + '-

K(T,P) (70.40)

RT\nK(T,P) =  /x O '(T ,P )-^ "(P ,P ). (70.41)

The quantity K(TfP) can be found by extrapolating the measure­
ments to infinite dilution. The case where K(T,P) = 1 and the 
limitation mentioned above thus disappears is considered in §71.

Our second example is the vapour pressure equilibrium of an 
aqueous solution o f a volatile binary electrolyte. We assume that the 
electrolyte in the solution phase denoted b y ' is completely dissociated 
while the electrolyte in the vapour phase denoted by " is present 
exclusively in the form o f neutral molecules. These assumptions are 
justified to a sufficient degree of accuracy for aqueous solutions of 
HC1, HBr, and HI. As in the previous example we assume equal 
temperature and pressure for the two phases. However, electrolytic 
dissociation must now be taken into consideration as a heterogeneous



reaction. The equilibrium condition (69.13) then becomes

(mV + Z+ W )  8n'+ + (m!_ + z_ 5<£') 8n'_ + Mi &n{
+ м2 SwJ + fil Snl =  0 (70.42)

with the secondary conditions

8n[ + Snl = 0, (70.43)
8п'+ + у+Ьп2 — 0, (70.44)
8n'_ + v_8n"2 = 0. (70.45)

The conditions (70.44) and (70.45) are completely analogous to the 
conditions (33.9) for chemical reactions. Using Lagrange multipliers
we obtain

/4 + A1 = 0 , (70.46)
Ml' + Ai = 0, (70.47)

Н'+ + г+ $ф, + А 2 = (70.48)
ji_ + z_ + A3 = 0, (70.49)
fM2 + v+ A2 + v_ A3 =  0. (70.50)

Equations (70.46) and (70.47) immediately give

Mi = Mi- (70.51)

If (70.48) is multiplied by v+i (70.49) by v_ and the two resulting 
equations are added together, terms involving the electric potential 
disappear because o f (70.10). By means o f (70.50) we then get

+ = /V  (70.52)

The equilibrium is completely determined by (70.51) and (70.52) 
since the solution contains only two independent components. The 
linear combination on the left-hand side of (70.52) must, therefore, 
be interpreted as the chemical potential of the electrolyte even in the 
case o f complete dissociation. This interpretation has already been 
used earlier.

If the vapour phase can be regarded with sufficient accuracy as an 
ideal gas, the partial pressure o f the solvent is found from (70.51),
(34.3), and (70.1) to be

Pi ~ Pioxif i ’ (70.53)
where £>10 is the vapour pressure o f the pure solvent at the same 
temperature. The activity coefficient o f the solvent in the electrolyte



solution can thus be determined experimentally by measuring the 
partial pressure p j.f  The derivation of the expression for the partial 
pressure o f the electrolyte is (because of the problem of standardiza­
tion) rather involved and cannot be considered here. We merely 
remark that the relationship between the partial pressure p2 and the 
mean activity coefficient of the electrolyte in the solution contains a 
temperature-dependent factor which can be determined (similarly to 
the previous example) by extrapolation o f the measurements to 
infinite dilution.

§71 Membrane equilibria of electrolyte solutions
We now consider equilibria between two aqueous electrolyte 

solutions separated by a rigid semipermeable membrane. We again 
denote the two phases by ' and ". For simplicity we assume that 
phase ' contains only one binary electrolyte whose cations and anions 
can pass through the membrane. Phase ” is assumed to contain in 
addition a polyelectrolyte J whose cations are identical with those of 
the electrolyte in phase '. The membrane is assumed to be impassable 
to the macromolecular anions. From the general theory of membrane 
equilibria (§28) and the theory o f electrochemical equilibrium (§69) 
we obtain the equilibrium conditions

T  = T\ (71.1)
& =  (alii) (71.2)

where the subscript i now applies to all the components capable of 
passing through the membrane. The condition (69.18) does not 
appear here, i.e. equality of pressure of the two phases is not neces­
sary for equilibrium. Whether a pressure difference is possible or 
perhaps necessary for equilibrium depends only on whether eq. (71.2) 
can be fulfilled under the appropriate experimental conditions.

(a) Non-osmotic equilibrium. We now suppose that the membrane 
is impassable to the solvent and assume equality o f pressure. The 
conditions (71.2) are then explicitly

RT\nx'+f'+ + z+ W  =  RT\nxlfl + z+ U " ,  (71-3)
RT\nx'_fL + z_ %ф' =  RT\nx"_f"_ + z_ Щ". (71.4)

t This method has hardly any practical significance.
X Poly electrolytes are macromolecules with a large number of groups 

capable of electrolytic dissociation in aqueous solution. Many physiologically 
important substances (e.g. proteins, nucleic acids) and certain synthetic 
polymers (e.g. polyacrylic acid) are polyelectrolytes.



The terms for the standard state are the same for both phases and 
cancel. I f  we now use the neutrality condition (70.10) to eliminate 
terms containing electric potentials and apply (70.11) we get

№ Y+ (x-Y- (f ±Y++v- =  ! П1 5ч
K Y + W-Y- (f±Y++v- ' 1 ’ }

Equation (71.5) shows that a membrane equilibrium is possible with 
the two phases at the same pressure for a system which conforms to 
our original assumptions. Such an equilibrium is called a non-osmotic 
equilibrium. Equation (71.5) shows that such an equilibrium is com­
pletely determined by the chemical potentials o f the permeating 
electrolyte. I f  the mean activity coefficient for the phase ' is known, 
that for the phase " can be found by means o f (70.5).

The quantity ф” — ф' defined by the equation

i w ,, RT i Я+/+ RT . x’ f (71.6)

is called the membrane potential. Equation (71.6) is obviously a special 
case o f (70.6) and our earlier considerations are largely applicable to 
the present case. Two qualifying remarks need to be made, however. 
Firstly, although the membrane potential is not measurable directly, 
it can be determined at least approximately by means o f a suitable 
experimental arrangement. We shall return to this problem in §72. 
Secondly, no suitable way to a reliable calculation (not even an 
approximate one) o f the activity coefficients for the phase " contain­
ing the macromolecular anion is known.

(b) Osmotic equilibrium (Donnan equilibrium). We consider the 
same system we considered under (a) except that we now assume 
the membrane to be permeable not only to the ions o f the binary 
electrolyte but also to the solvent. In this case it is generally neces­
sary for the two phases to be at different pressures in order that 
equilibrium may be attained.f Simple examples o f such equilibria 
were originally discussed by Donnan. The general theory was 
developed by Donnan and Guggenheim.

t  This becomes obvious if we consider the extreme case of the polyelectrolyte 
being present at very high concentration and the permeating electrolyte at 
very low concentration. The amount of permeating electrolyte is then not 
enough to reduce the chemical potential o f the solvent in phase' [cf. eq. (28.10)] 
to the same value as that in phase ".



From §§28 and 69 we immediately obtain the equilibrium conditions 

fM[(TiP\x'1) = nl(TiP'',xl), (71.7)
р,'+(Т ,Р '9х'+1х'_) = & (Т 9Р\х\9х"_)9 (71.8)
ji'_(T9P '9x'+ix'_) =  p!’_(T9P\x%x"_). (71.9)

We assume the phase ' to be at normal pressure P0 and put 
P n = P0 + П. According to eq. (26.27) we then have

ГП+n
/Xio(77̂ o + n) = ia10(T,P0)+ v10dP

J Po
= 1Л10(Т,Р0) + Я10П, (71.10)

where v10 is the mean o f the partial molar volume v10 over the 
pressure difference П. Using (70.1), eq. (71.7) can thus be written

П = RT
v i n l f

10 XJ l
For the permeating ions we have

ГРо+П
д а Р 0+П ) = м?(Г,Р0)+  u°d P

J p.
^ ? ( Т ,Р 0) + й?П,

(71.11)

(71.12)

where «J is the partial molar volume o f the ionic species i in the 
standard state defined by eq. (70.4). Using (70.3), eqs. (71.8) and 
(71.9) can then be written

RT (\nai±l± + й® П'
2+3 V < / + RT,

RT ( l n ^  + IT
M 5 V x j - RT

(71.13)

(71.14)

I f  we define the mean partial molar volume o f the electrolyte in the 
standard state by the equation

= v+ 5°+v_i>E. (71.15)

we find from (71.13) and (71.14) with (70.10) and (70.11) that

П = - ^ 1 п (*;)-+ (X"_y- (/*)>-++-- 
(x'+Y+ (f'±y++r- •

(71.16)



Elimination of П from eqs. (71.11) and (71.16) finally gives

(x'+y+ ( / 4 ) ^ + » -  _  (x'\.y+ (x"_y-
K /i)r

(71.17)

with
r =  V°±IVlO- (71.18)

All activity coefficients o f the phase " are defined at the pressure 
+ П in these equations. We shall now use the solvent as an 

example for the method of converting to activity coefficients at 
normal pressure. Equations (26.27), (70.1), and (71.10) show that

where fl(P0) is the activity coefficient defined for the temperature 
and composition of the phase " and the pressure P0. The dependence 
of the activity coefficient on pressure can often be ignored since, in 
practice, only very small pressure differences need to be considered 
and the second term on the right-hand side o f (71.20) can therefore 
be neglected.

The pressure difference П in eq. (71.11) or eq. (71.16) is called the 
osmotic pressure (cf. §28). In contrast with case (a), the Donnan 
equilibrium is often described as an osmotic membrane equilibrium. 
The potential difference defined by eq. (17.13) or eq. (71.14) is known 
as the membrane potential as in the case discussed under (a). The 
remarks made there about the physical meaning o f this concept are 
naturally also valid for an osmotic equilibrium.

§72 Galvanic cells
We still have to discuss how the immeasurable potential difference 

ф" — Ф' between neighbouring phases is related to measurable quanti­
ties. In this connexion we consider a closed system with fixed work 
co-ordinates. The system consists o f a phases and is subject to the 
following specifications:

(a) All phases are electrical conductors.
(b) The phases to which we attach definite numbers are arranged 

in such a way that each of the phases 2 to a — 1 is in contact

(71.19)

Integration between P0 and P0 + П gives

P P  1п/5[(Р0 + П) =  ВТ In fl(P0) + (vx — £10) П, (71.20)



with exactly two other phases, f  Phase 1 is in contact only with 
phase 2 , and phase a only with phase a — 1 .

(c) The end phases 1 and a are chemically identical metallic 
conductors.

(d) There is at least one ionic conductor among the phases 2 to 
о — 1.

(e) Each pair o f touching phases has at least one kind o f electrically 
charged particle (ions or electrons) in common. The phase 
boundary is permeable to the common species.

Such a system is called a galvanic cell. The whole o f it is a conductor 
which can be a part of an electric circuit. An electric current will then 
flow from phase 1 via phases 2 to a — 1 to phase a. The conduction of 
current necessarily entails chemical reactions since the current is 
carried by electrons in some phases and by ions in others.

The potential difference <f>i(r) — <f>{1) is a measurable quantity since 
the two end phases 1 and a are chemically identical. Thermodynamics 
is concerned only with the equilibrium value o f this quantity. It must 
therefore always be determined in a state in which no current is flow­
ing since the passage o f current is an irreversible process. We also 
exclude any other irreversible process in the cell. This means that 
the chemical reactions occurring in the cell must be coupled in a definite 
way with the conduction of current such that all chemical reactions take 
place in the opposite direction when the current is reversed. Further­
more, all stationary irreversible processes (e.g. diffusion, heat conduc­
tion, thermal diffusion) are excluded4  The last requirement is not 
fulfilled for all galvanic cells and we therefore distinguish between

(a') reversible galvanic cells in which every process occurring in the 
cell is reversed when the current is reversed,

(b') irreversible galvanic cells which involve to a considerable extent 
stationary irreversible processes whose direction is indepen­
dent of the direction of the current.

The exact theory o f irreversible galvanic cells can be developed only 
on the basis o f the thermodynamics o f irreversible process. We there­
fore confine our attention to reversible galvanic cells.

We must first define more exactly what we understand by thermo­
dynamic equilibrium in a galvanic cell. The important consideration 
here is that the overall chemical reaction occurring in the cell is

t We ignore contacts with non-conducting phases (e.g. the vapour phase). 
These contacts may exist but are o f no interest for the present problem.

t Non-stationary irreversible processes do not lead to measurable quantities 
independent o f time and are thus excluded ab initio.



coupled with the conduction o f the current in a definite way. We 
therefore distinguish between the following three cases:

(a") The cell is open, i.e. there is no direct conducting contact 
between the end phases 1 and cr. No electric current can, 
therefore, flow and no chemical reaction can take place. The 
system may be in thermodynamic equilibrium. The chemical 
reaction is, however, only inhibited and thus does not appear 
(since the corresponding variations are not possible) in the 
equilibrium conditions (cf. §17). The potential difference 
ф(<г) _  ̂ d) is thus not measurable under these conditions.

(b") The end phases 1 and a are shorted via a conductor o f constant 
chemical composition. The current now flows and the chemical 
reaction proceeds irreversibly until either chemical equilibrium 
is reached or one o f the reactants disappears. Thermodynamic 
equilibrium is therefore impossible in the initial state.

(c") An external potential difference Ф' is applied to the end phases 
1 and a by means o f a potentiometer circuit. I f

\ф'\>\фм-фы\
the electric current will flow in a certain direction and the 
chemical reaction will take place. I f  |Ф'| <\ф(<т) — <f>{1)\ the 
current flows in the opposite direction and the reverse 
chemical reaction takes place. The case |Ф'| = \ф{(Т) — ф{1)\ 
therefore corresponds to a state in which no current flows. 
This state constitutes a thermodynamic equilibrium since no 
irreversible processes can occur in the system. The chemical 
reaction is now not inhibited since it can proceed in either 
direction as a quasi-static or reversible process by changing 
Ф' infinitesimally.

A meaningful definition o f thermodynamic equilibrium for a 
galvanic cell must obviously include the chemical reaction and the 
potential difference ф(<т) — фа) in the equilibrium conditions and must 
be consistent with the general definitions of §§16 and 17. Cases (a") 
and (b") are therefore excluded and we define the equilibrium 
described under (c") as the thermodynamic equilibrium for a galvanic 
cell. The quantity

| Ф' | = l ^ - ^ l  = Ф (72.1)
is called the electromotive force (e.m.f.) o f the galvanic cell.

We wish to make two observations relevant to this definition. 
Firstly, we can see that the above considerations show remarkable 
analogy with the thermodynamic treatment o f a gas confined in a



cylinder by a frictionless piston. I f  the piston is arrested, expansion 
is an inhibited process and the pressure o f the gas is not measurable 
[case (a") ]. I f  the piston is freely moveable and its movement is not 
opposed by an external pressure, expansion o f the gas occurs as an 
irreversible process [case (b*)]. I f  an external pressure acts on the 
piston and the external pressure is equal to the gas pressure in the 
cylinder, we have thermodynamic equilibrium and the equilibrium 
pressure is a measurable quantity. The volume o f the gas can be 
changed in either direction by infinitesimal changes in the external 
pressure and the volume changes then occur as quasi-static processes 
[case (c") ]. The main difference between the gas and the galvanic cell 
lies in the fact that the volume is a work co-ordinate in the sense of 
§ 14 in the case of the gas whereas electrical work cannot be described 
by a work co-ordinate here since our galvanic cell is defined as a 
heterogeneous system consisting o f open phases.

The second observation concerns the nature o f the thermodynamic 
equilibrium for a galvanic cell. We are here dealing with an electro­
chemical equilibrium which must be distinguished from the chemical 
equilibrium for the reaction involved (if such a chemical equilibrium 
exists). The reversible course o f the reaction described under case (c") 
accordingly differs from the course o f the reaction at maintained 
chemical equilibrium as described in § 14.

We shall carry out the derivation o f the equilibrium conditions by 
two methods. The first method introduces only observable quantities 
and ignores the detailed mechanism. We saw in §§ 70 and 71 that all 
material equilibria between neighbouring phases are determined by 
the chemical potentials o f the undissociated electrolytes and those 
of the neutral molecules. We therefore regard these as the com­
ponents o f the system and accordingly write the total reaction 
(cf. §33) as

5 > ,Х , = 0, (72.2)
where the X ;. are electrically neutral chemical compounds and the 
Vj are the stoichiometric reaction numbers. The total reaction 
described by (72.2) is not, however, necessarily a chemical reaction 
in the usual sense.t Since one, and only one, measurable potential 
difference ф{(Г) — ф{1) is involved, an additional electrically charged 
component must be introduced. The choice o f this component is 
fixed by our definition of the end phases as electronic conductors.

t  The reaction (72.2) can, for example, consist of the transfer of a 
component г from a phase ' to a phase " o f different composition. We shall 
give an example of such a cell at the end of this section.



We denote the mole number o f electrons in phase a by n(eaK The 
electrochemical potential fLe of the electrons now appears in the 
fundamental equation together with the chemical potentials o f 
the neutral components. We now have to formulate the coupling o f 
the chemical reaction with the passage o f the current. We therefore 
write the change in mole numbers for the r components which take 
part in the reaction, as we did in § 36, in the form

8nj = vj 8£, (72.3)
where £ is the progress variable. When an infinitesimal current passes, 
8ne mole of electrons disappear from phase a and appear in phase 1 
(or vice versa). The coupling is then expressed by the equation

8ne = v*8£, (72.4)
where the proportionality factor v* depends on the reaction used in 
the construction of the cell.

We now assume that the entropy and the volume of every phase 
can be varied.t We make no special assumptions about the perme­
ability of the phase boundaries apart from those made for the defini­
tion o f a galvanic cell [point (e) ]. We shall, however, show later that 
not all the phase boundaries can be permeable to all the components. 
The summations over the mole number variations must therefore be 
understood to be subject to these limitations and we shall denote this 
by using the symbol 2 '.  We finally assume that all the components 
participating in the reaction (72.2) are present in the system. We 
then have the equilibrium condition (cf. § 33)

2  T<«> 8S<«> -  2  P«*> 8 F(a) + 2
at at at

m
2 ^ a)4 “4 £ < a)4 a) = 0 (72.5)

with the secondary conditions
2SS<a> = 0,
at

(72.6)

28F<“> = 0,
at

(72.7)

2 ' 8и^> = о
a

for components not participating in reaction 
(72.2), (72.8)

2Sw<“> = Vj8£
at

for the r components which participate in 
reaction (72.2), (72.9)

=  0 (a = 2 ,3 ,..., « г - 1), (72.10)
8»*1’ = -8n</> = (72.11)

t The assumption about the volume is unnecessary and is made only for the 
sake of simplicity. The important condition for the following argument is 
merely that the two end phases 1 and a are at the same pressure.



Equations (72.5)-(72.8) immediately give

rp(oi) _  jHfi) _  _  p (< r )} ( 7 2 . 1 2 )

p « x )  =  Р Ф  =  . . . p u r ^  ( 7 2 . 1 3 )

A  =  A, (72.14)

where ' and " indicate each pair of neighbouring phases whose 
common boundary is permeable to component i. Using (72.9)-(72.11), 
eq. (72.5) reduces to the condition

a j=l
Sf = o.

Since f  is assumed to be variable at will, (72.15) gives

a j=1

(72.15)

(72.16)

The chemical potentials o f the two end phases 1 and a must be equal 
since we have assumed (or shown) that they are chemically identical, 
and are at the same temperature and pressure. We therefore find, 
according to eq. (69.12), that

№ )- № ) = - т (1)~Ф(°))- (72.17)

From (72.16) and (72.17) we get

у*д(Ф{1)- ф м ) = 2  1>у/4а). (72.18)
a j —1

Equation (72.18) is the general condition for electrochemical equi­
librium in a galvanic cell in which the heterogeneous overall reaction
(72.2) occurs with a reversible passage of current. If, as is often the 
case, each participant in reaction (72.2) occurs in only one phase, 
eq. (72.18) can be written

у * Ш 1)- ф {°)) =  I (72.19)
j=i

If we introduce the free energy change A6r| defined by eq. (36.10)

t  We here consider ДО with respect to a reaction corresponding to one 
stoichiometric formula, in accordance with the earlier definition. In the litera­
ture ДG is often related to a reaction corresponding to one equivalent. This 
corresponds to the quantity ДG/v* in our notation.



and the e.m.f. o f the cell defined by eq. (72.1), eq. (72.18) becomes

-v * g O  = A G. (72.20)

The e.m.f. obtained when all the participants in the reaction are in
their standard states is called the standard e.m.f. for the cell. I f  we 
denote this quantity by Ф0 we find from (34.36), (34.41), (34.43), and
(72.18) that

D /7 f  С у “1

ф = ф0- ^ 1п [п П К “,)ч| (72.21)

with

Ф° =  -  AG° =  -  £  £  Vjnfa). (72.22)
a  j= 1

If all the participants in the reaction are present as pure phases, we 
simply have Ф = Ф0.

The above method is strict and general. It suffers from the 
disadvantages, however, that the connexion with the previous 
section is not apparent and that there is no relation between galvanic 
cells which have some partial reactions in common. Moreover, it 
cannot be used in the theory o f irreversible cells.

We now outline a second method for the derivation of the equi­
librium conditions that avoids these disadvantages. The principle of 
the method is that the overall reaction (72.2) is divided into localized 
material equilibria between the phases and similarly localized 
chemical equilibria within the phases. Such a division does not, 
however, introduce measurable quantities and is thus not always 
free from arbitrariness. We use a simple example to illustrate the 
method since the general formulation is clumsy and involved. We 
therefore consider the cell

(1) (2) (3) (4) (5) (6) (7)

Pt | M(s) | M X2(s) | KX(aq.) | AgX(s) | Ag(s) | Pt, (72.23)

where X  is a halogen which forms a salt sparingly soluble in water 
with both silver and the bivalent metal M .f K X  (aq.) denotes an 
aqueous solution of the appropriate potassium halide. We assume 
that the phase boundaries 1-2 and 6-7 can be passed only by 
electrons, 3-4 and 4-5 only by X -  ions, 2-3 only by M2+ ions, and 
5-6 only by Ag+ ions. The material equilibria then, according to

t The assumption of sparing solubility is necessary to make diffusion and 
irreversible chemical reactions negligible.



(69.12) and (69.19) obey

2 Ш т - Ф т )
m m  - Ф * ' )  =  № — № - ,

Ш т - Ф т ) = № - № + ,
т т - Ф т ) = № - № -  >

According to (33.16) we have for the homogeneous equilibria within 
the phases that

M ^ ++ 2 M<*> = ^ > ,

№ + + 2 № -= № b ,
= mS x ,

(72.25)

MAg++K(6 ) — U(6>

If we add the eqs. (72.24) together and use (72.25) to introduce the 
chemical potentials of the neutral components, we obtain

2 3 (0 (1) “  Ф{7)) — Ммха + %fiAg -  /iM -  2/zAgX. (72.26)

The overall reaction which occurs when current passes through the 
cell is

M + 2AgX -> M X2 + 2Ag. (72.27)

If, therefore, we use (36.10) and (72.1) we again obtain eq. (72.20) 
with v* = 2.

This second derivation illustrates clearly that the potential 
differences between neighbouring phases mentioned a number of 
times in previous sections are not measurable singly. Only their 
combination into a suitable galvanic cell becomes measurable. This 
is true in particular for the single electrode potentials mentioned in 
§70. The single electrode potentials occurring in the example (72.23) 
are and <£(4) — ф{5). In spite of this it is convenient to be able
to compare different electrode potentials. The comparison becomes 
possible when a half-cell corresponding to the electrode potential is 
combined with the half-cell o f a standard electrode to form a galvanic 
cell whose e.m.f. can be measured. The standard electrode used is



platinum saturated with hydrogen at 1 atm pressure f  and dipping 
into a solution containing H+ ions at unit activity o f the dissolved 
electrolyte. The values measured in this way are called single electrode 
potentials or, more correctly, standard e.m.f. values for the appropriate 
half-cell. They have been tabulated for all the more important half­
cells. We illustrate the use o f these values by means o f the cell

Pt | Pb(s) | PbCl2(s) | KCl(aq.) | AgCl(s) | Ag(s) | Pt (I)

which is a particular case o f the cell (72.23). The standard values of 
the e.m.f. o f the two half-cells are defined by the cells

solution solution
Pt P t-H 2 containing containing AgCl(s) Ag(s)

H+ c i -

solution solution
Pt P t-H 2 containing containing PbCl2(s) Pb(s)

H+ c i -

Pt,

Pt.

(И )

(III)

The two neighbouring solutions in cells (II) and (III) are assumed to 
have practically the same composition4  According to the last 
described method we obtain§

=  ^ H i  “  2 /x J j+  +  2  /x AgC1 —  2  f iAg —  2 ^ - ,  ( 7 2 . 2 8 )

Зф?и = /xh»” 2/xJi+ + /iPbCi2 —/x P b — 2/i^-. (72.29)

From (72.26), (72.28), and (72.29) we immediately get

2Ф! = 2Ф°п -Ф°ш  (72.30)

since, according to (72.26), the e.m.f. of the cell (I) is determined only 
by pure phases. We can, therefore, calculate the e.m.f. o f any galvanic 
cell which is made up of half-cells whose standard values are known.

The potential difference between neighbouring phases can be 
determined at least approximately by experiment in certain cases 
when the potential difference o f interest is large compared with all 
other potential differences occurring in the cell. This allows the 
approximate determination of membrane potentials (§71). We cannot 
go into details here.

t Hydrogen at unit fugacity would be preferable for the definition of the 
standard electrode from a theoretical point of view.

+ Cells (II) and (III) are generally written with only one electrolyte solution. 
The present notation is due to Guggenheim. It is theoretically clearer.

§ Phase superscripts are superfluous since we are dealing with ions.



The derivation o f eq. (72.26) shows that although there is always 
electrochemical equilibrium between two neighbouring phases, this is 
not true for the two end phases since /х£1} Ф jl^K This is explained for 
an open cell by the fact that one or more phase boundaries do not 
allow electrons to pass through. Electrochemical equilibrium does, 
however, exist between the phases 1 and a if the potential difference 
ф(1) — ф(<г) is compensated by an external potential difference Ф'; this 
external potential difference has not been explicitly introduced here.

The local equilibria described here play an important role in the 
theory of irreversible galvanic cells. Details can be found in textbooks 
o f the thermodynamics of irreversible processes.

We now consider briefly a few further thermodynamic aspects of 
reversible galvanic cells. I f  we combine the basic equation (72.20) 
with the Gibbs-Helmholtz equation (24.8) we obtain the expression

for the temperature dependence of the e.m.f. This equation was first 
derived by Helmholtz. According to (72.20) and (21.37) we have

where AH and AS are enthalpy and entropy changes corresponding to 
a reaction of one stoichiometric formula as in (72.2). The quantities 
A G, AH, and AS for the reaction (72.2) can thus be found by measur­
ing the e.m.f. and its temperature dependence. Since the three 
quantities are functions of state their values do not depend (at 
constant temperature and pressure) on an irreversible [case (b") ] or 
reversible [case (c")] course of the reaction. In contrast, the heat 
absorbed by the system depends on the path taken in phase space 
and is AH for a reversible process and T AS for an irreversible process. 
In the latter case AH is, according to (72.31), equal to the sum of the 
heat absorbed and the electrical work done by the potentiometer on 
the system. The thermodynamic investigation o f heterogeneous 
reactions by means o f reversible galvanic cells plays an important 
part in the experimental study of the Nernst heat theorem (§ 38).

E.m.f. measurements on galvanic cells are also often used in the 
determination of mean activity coefficients o f electrolytes. We 
illustrate this by a simple example, the cell

(72.31)

(72.32)



where M is a univalent metal whose chloride is soluble in water, f  
The overall reaction for the cell is

M(s) + AgCl(s) -> MCl(aq.) +  Ag(s). (72.34)
v* = 1 for this reaction. Since each participant in the reaction occurs 
in one phase only, the e.m.f. o f the cell is, according to (72.21), 
given by

Ф = фо + aAgCHe) (72.35)
О ^hviCKaq.^Aerte)

The activities o f the pure solids are unity by definition (§ 34b). Using
(70.22) (with v =  2, v± — 1), (72.35) can therefore be written

D/7T rt T>m
Ф =  Ф ° - ^  lnaMC1(a; ,  =  Ф 0 - - (72.36)

where x is the mole fraction defined by (70.15) a n d /± is the mean 
activity coefficient o f the electrolyte MCI defined by (70.11). I f  we 
now give the definition

A 2 RT.Ф* = Ф + ^  In X (72.37)

and use (72.36), we find that

ф* =  ф° 2 g T ln /±. (72.38)

The right-hand side of (72.37) involves only measurable quantities. 
We can, therefore, plot Ф* as a function o f x* from experimental data. 
Since lim f ± = 1, the intercept o f the extrapolated curve with the

x->0
ordinate gives the quantity Ф0 according to (72.38). This equation 
also shows that f ± is directly obtained as a function o f ж* from the 
curve. The reliability of the extrapolation can be much improved by 
using the theoretical formulae fo r /± mentioned in § 70.

E.m.f. measurement on galvanic cells is one o f the few methods 
capable o f yielding activities and activity coefficients for solid solu­
tions, including binary alloys.£ We use as our example the cell

Pt | Al(s) | AlCl3.NaCl(m) | Al-Zn(s) | Pt (72.39)
t  The irreversible reaction Ag+ +  M -> Ag +  M+ must in practice be assumed 

to be absent because of the low solubility o f AgCl.
% The two other possible methods are the investigation o f chemical 

equilibria discussed in § 35 and the measurement o f partial pressures. The 
latter method is, however, applicable only if at least one component is suffi­
ciently volatile in the appropriate temperature range. This is so at higher 
temperatures for the systems Ag-Zn and Cu-Zn for example.
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where AlCl3.NaCl(m) denotes the salt melt acting as the electrolyte 
and Al-Zn(s) is the solid binary alloy. The overall reaction in the cell 
is simply the transfer o f 1 mole A1 from the pure phase into the binary 
alloy. This can be represented by

A1Ai ----------> AlAbZn. (72.40)
v* =  3 and (72.19) therefore gives the e.m.f. o f the cell as

30гФ = “ (Mai —Маю) =  ~  ̂ Mai =  — RT\naA1 (72.41) 
= —RT  In #A1/ A1.

The e.m.f. measurement therefore gives directly the difference 
between the chemical potential of A1 in the alloy and that in the 
pure metal or, amounting to the same thing, the activity or activity 
coefficient of A1 in the alloy.

Quite apart from their scientific interest galvanic cells are of the 
highest technical importance. They are used as sources o f current 
(e.g. accumulators) and also for the performance of chemical reactions 
which are difficult or impossible to realize by other methods. Well- 
known examples are the electrolysis o f alkali metal chlorides, the 
electrolytic production o f aluminium, and the electrolytic deposition 
o f surface layers of metals (galvanization). All these are large-scale 
processes commonly used in industry.



CHAPTER XII

Gravitational field. Centrifugal field.

The determination of 
molecular weights

§ 73 Systems in a gravitational field

Nowhere in the formulation o f our theories have we taken account of 
the fact that practically all the measurements we have mentioned 
have to be carried out in the earth’s gravitational field. We must 
therefore try to find out how the presence of the gravitational field 
may affect the equilibrium conditions. The following properties o f the 
gravitational fieldf are important in this connexion:

(a) Both strength and direction of gravity are constant with respect 
to time and to position.

(b) The presence of the system does not modify the gravitational 
field.

(c) The action o f gravity is on the mass o f the system and is 
independent o f the chemical composition and the thermo­
dynamic state of the system.

The gravitational field is, therefore, represented by the potential
Ф(г) = дг, (73.1)

where g is the acceleration due to gravity and z is the height above 
an arbitrarily chosen datum level (e.g. the laboratory bench). The 
equipotential surfaces of the gravitational field are therefore parallel 
to the datum level.

Equation (73.1) shows that the contribution o f the gravity field to 
the total energy changes continuously with the height above the 
datum level for a system with finite extension in the vertical direc­
tion. If, therefore, we denote by dm that part o f the mass o f the

t  Any deviations from (a) and (b) are far below the limits of accuracy of 
thermodynamic measurement.



system lying between two neighbouring equipotential surfaces 
infinitesimally far apart from each other, the total energy contribu­
tion of the gravitational field is given by

t/<*> = (73.2)

The total mass m o f a system consisting of m components can be 
represented by

m
m = (73.3)

г=»1

where M{ is the molecular weight! o f component i. We then have

dm = ^iMi dni, (73.4)
i= l

where dnt is the number of moles o f component i found between two 
neighbouring equipotential surfaces infinitesimally far apart.

The contribution to the total energy o f the system due to the 
gravitational field is a function o f the positional co-ordinate. We 
must, therefore, initially regard all quantities of state as functions of 
position. This leads to the following consequences:

(a') The definitions of homogeneous substances and of phases given 
in § 2 are not realizable in the strict sense.

(b') The spatial distribution o f mass must be included in any con­
sideration of energy variation.

Re (a') From now on we consider a homogeneous substance to be one 
whose inhomogeneity is due solely to a gravitational field. 
A phase is then defined in the same way as in §2. This 
terminology is justified because the inhomogeneities, or at 
least those which cannot be completely neglected (e.g. 
for solids), are continuous functions o f the positional 
co-ordinates and are generally easily distinguished from 
the discontinuous inhomogeneities which occur at phase 
boundaries.} The present terminology is also convenient 
since we can retain the nomenclature used in earlier 
chapters without modification.

t  More details concerning molecular weights and their determination can be 
found in § 75.

% Difficulties do arise near the critical point of liquid-vapour equilibria. We 
cannot discuss these here.



Re(b') The new definition o f a homogeneous substance no longer 
assumes the spatial constancy o f quantities o f state. The 
equilibrium conditions for homogeneous substances in the 
absence o f chemical reactions must, therefore, also be derived 
explicitly. The generalization for heterogeneous systems is 
not difficult but is of little interest as far as thermodynamics 
is concerned and will not be discussed here.

We consider a closed fluid system with fixed work co-ordinates. 
The system consists o f m components and is homogeneous as defined 
above. Other external fields are excluded, as are chemical reactions. 
Let us write

U* = U + W \  (73.5)
where U is the internal energy in the absence o f gravity and Ui0) is 
defined by (73.2). The equilibrium condition (17.2) then becomes (for 
the equality sign only)

№ *), =  0 (73.6)

$J dU +  8  j  фйт = 0 (73.7)

with the secondary conditions

ij*dS =  0, 

! J d » , - 0 (i = 1,2, ...,m ).

(73.8)

(73.9)

The only virtual displacements which are possible with the assump­
tions we have made are variations in entropy and mole number in 
each layer bounded by two infinitesimally neighbouring equipotential 
surfaces. By means o f (20.5) and (73.4) we can, therefore, write the 
equilibrium condition in the form

+ £  dz =  0. (73.10)

The corresponding secondary conditions are

(73.11)/ sQ dz-°-



We multiply (73.11) by the undetermined multiplier A0, (73.12) by Аг- 
and then subtract these equations from (73.10). This gives

/ № - ^ « ( ^ 4 * + + = 0.

(73.13)

In this equation the variations are no longer subject to secondary 
conditions. The equation can, therefore, be obeyed generally only if 
the expressions in square brackets are identically equal to zero. We 
therefore find that, for all z,

IIIоII (73.14)

Нч(г) +  М{ф(г) = X{ г  (г =  l ,2 , . . . ,m ) (73.15)

AT
Ж " 0’

(73.16)

^  =  0 (i =  1,2, ...,m). (73.17)

Equations (73.14) and (73.15), or (73.16) and (73.17), represent the 
explicit equilibrium conditions for a homogeneous fluid system with­
out chemical reaction in a gravitational field. It is immediately 
apparent that the influence of the gravitational field is formally 
expressed by substituting the quantities fif defined by (73.15) for the 
chemical potentials. We can, therefore, immediately answer the ques­
tion whether a chemical equilibrium is influenced by a gravitational 
field. According to the method described in § 33 we now obtain the 
condition for chemical equilibrium in the form

Ы  = (73.18)
г

where the summation is to be taken, as in § 33, over all the participants 
in the reaction. However, mass is conserved in chemical reactions and 
we therefore have

2>г^г = 0. (73.19)
г

Because o f (73.15), eq. (73.18) then reduces to the condition



According to (34.14) and (34.23), eq. (73.20) for homogeneous gas 
reactions can be written

П [p f(z )r  =  Kp(T). (73.21)

Since the right-hand side o f this equation depends only on the 
temperature, eq. (73.16) shows that the equilibrium constant Kp is 
not influenced by the gravitational field. The same is true for the 
equilibrium constant Kc defined by eq. (34.13). However, the equi­
librium constant Kx and the equilibrium constant K(T,P) for homo­
geneous reactions in solution defined by (34.42) depend on the 
pressure. We shall see later that the pressure is not constant in the 
2-direction. The last two equilibrium constants thus also are not 
constant. Under ordinary conditions, however, the influence of 
gravity is negligible in both cases.

In order to obtain an expression for the pressure change in the 
2-direction we start with the Gibbs-Duhem equation (20.43) which, 
because o f (73.16), can be written

m
V dP — S>< d*t<. (73.22)

i=1
With (73.15) this becomes

----- Y n-M  —У dz ~ h  { ( dz (73.23)

or, using (73.1) and (73.3),

dP m dф dtp 
d z = ~ V d z = ~ pdz =  ~ p9. (73.24)

where p is the mean density of the system. Equation (73.24) is the 
general condition for hydrostatic equilibrium.

In order to investigate the change in mole fractions in the 
2-direction, we start with the relationship*)*

d/ î =  - sf d T + vtdP +  2  dx}
;=2 \Щ/т,р,хк+,

If we abbreviate by writing

e „  -  ( p )\dXj/ т,р,х^

t  The summation in eq. (73.25) is taken from j  =  2 to m with a view to 
later application.

(73.25)

(73.26)
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we find from (73.16), (73.17), and (73.25) that

'< ж + я * с + 1 в" э ? - 0 (,' - м ....m)- (73-2,)
The pressure can be eliminated from these equations by means of 
(73.24). We must, however, remember that (73.24) and (73.27) are not 
independent from each other. Thus, if we multiply eq. (73.27) by nit 
sum over all i and introduce the relationships

!><»< = F, (73.28)
г= 1

2><Gl7 = 0 (73.29)
г=1

which are obtained from (26.10) and (26.16) we get eq. (73.24). If, 
therefore, we use eq. (73.24), only m — 1 o f the eqs. (73.27) are still 
independent from each other. Elimination o f the pressure then gives

(Mi -  PVi) ^  + Д  Gi} =  0 (i =  2 ,3 .......m). (73.30)

This with eq. (73.24) again gives us a set o f m equations called the 
equations for the sedimentation equilibrium.

We now briefly consider the application o f the general theory to 
one-component systems where the equilibrium is completely deter­
mined by eq. (73.24). I f  we denote the molecular weight by M  and 
the molar volume by v9 we have

p =  M/v. (73.31)
For an ideal gas we have

Pv =  RT. (73.32)

Introduction of (73.31) and (73.32) into (73.24) gives

dP M  , ,  M (73.33)P " “ ~ R T = ~ R T gdz'
Integration between the limits 0 and h gives the barometric height 
equation

РТ1п(Р<л>/Р«») =  -М(ф<Н)-ф «») =  -M gh. (73.34) 

For an incompressible liquid eq. (73.24) directly gives 
р<л>_р«» = - р(ф(Ь)_ф( о)) = _ pgfla



We can conclude from eq. (73.34) that the pressure difference due to 
gravity in gases and, therefore, according to (73.32) also the density 
differences, are significant only when great differences in height are 
involved or when the compressibility o f the gas is considerably 
greater than that o f an ideal gas. The latter is the case, particularly, 
near the critical point o f condensation (cf. §§47 and 51). The com­
pressibility and, therefore, the density change can be completely 
neglected in liquid systems for all likely pressure differences. The 
hydrostatic pressure difference given by eq. (73.35), however, plays 
an important part, e.g. in the usual arrangements for osmotic pres­
sure measurements (cf. §28).

For an ideal gas mixture we can easily derive a relationship 
analogous to eq. (73.34) for the partial pressure o f each component. 
The upper layers o f the atmosphere are therefore richer in the lighter 
gases. This effect is not observable in the laboratory since the gravita­
tional field is too weak.

§74 Systems in a centrifugal field
We consider a fluid system of m components in a cylindrical vessel 

which rotates round the axis o f the cylinder at a constant angular 
velocity o). Unlike gravitational force, the strength o f the centrifugal 
forcef acting on unit mass varies with position and is proportional to 
the distance r from the axis o f rotation. Apart from this, however, a 
centrifugal field has the properties (a), (b), and (c) o f a gravitational 
field as given in § 73. If, therefore, we represent the centrifugal field 
by the potential

ф(г) =  -\co2r2, (74.1)

the general derivations o f §73 can be adopted for the centrifugal 
field. In particular, eqs. (73.24) and (73.30) also apply to the 
sedimentation equilibrium in a centrifugal field if ф is replaced by the 
expression (74.1). These equations determine the spatial distribution 
o f the components as a function o f the distance r from the axis of 
rotation.

We illustrate these conditions in greater detail by using a binary 
system as our example. We can accept that the solvent is unambigu­
ously defined since the theory is applied in practice only to dilute 
solutions. We denote the solvent, as usual, by the subscript 1. The

t Coriolis forces vanish at thermodynamic equilibrium.



314 Systems in a centrifugal field [§74]

equations for the sedimentation equilibrium are then

dP = poo2 r dr, (74.2)

(74.3)

The partial derivative on the right-hand side is necessarily positive 
according to (41.35). The sign of the concentration gradient therefore 
depends only on the expression in parentheses on the left-hand side. 
This expression becomes easily comprehensible if we introduce the 
partial specific volumes

vJMv v2\M2 (74.4)

and the densities px and p2 o f the components. Using Euler’s theorem 
(§ 19b) we then get

(M 2 P ^j) — -^2 . - <й + * > з £ ] H) .  (»• »)

The expression in parentheses is therefore positive if the partial 
specific volume of the solvent is greater than that of the solute which 
is usually the case. Under these conditions the concentration o f the 
solute increases with the distance from the axis of rotation at equi­
librium. The gradient also increases with increasing distance from the 
axis of rotation and is proportional to the square o f the angular 
velocity.

By using (34.36), we can write (74.3) as

din x2 
dr

д]п/Л -1<о2г 
d\KxJ ~RT’

(74.6)

where the activity coefficient is standardized according to § 34(b j8). 
Since we have, therefore, that

lim / 2 = 1  (74.7)
XI-> 1

eq. (74.6) can be immediately integrated for the limiting case of 
infinite dilution. We thus obtain the expression

BT\n(z'2lx"2) = \(M2-p v 2)a>*(r’*-r"*) (74.8)

which was originally derived by Svedberg. The sedimentation equi­
librium o f the solute in a centrifugal field is, therefore, under the 
given conditions, similar to the sedimentation equilibrium of an ideal 
gas in a gravitational field as described by eq. (73.34).



Centrifugal fields are extraordinarily important in physics and 
physical chemistry since the ultracentrifuge introduced by Svedberg 
in 1924 can generate accelerations o f up to about 106g. Although the 
sedimentation equilibrium is quite unimportant in the gravitational 
field, the equilibrium in a centrifugal field can thus be used to separate 
the components o f a system (preparative ultracentrifuge) or to deter­
mine the molecular weight according to eq. (74.8) (analytical ultra- 
centrifuge). For experimental reasons, however, measurements of 
sedimentation velocity are used almost exclusively nowadays for the 
determination o f molecular weights. The theory o f this method is 
based on the thermodynamics o f irreversible processes. We do not, 
therefore, give details here but refer the reader to the appropriate 
textbooks.

§ 75 The determination o f molecular weights
As is usual nowadays in thermodynamics we have used the mole as 

our mass unit throughout this book. When a system is made up or 
analysed, however, the mass o f the components is usually determined 
by weighing, i.e. in gram units. The mass in grams of a component
is related to the mass in moles of a component by the expression

mi = Mi ni. (75.1)
The expressions used so far therefore imply that the molecular weight 
o f all the components is known.

The use o f mole numbers has great advantages particularly in the 
application o f thermodynamics to chemical and electrochemical 
problems and in interrelating phenomenological and statistical 
thermodynamics. This quantity suffers, however, from the following 
disadvantages:

(a) The molecular weight is not definable within the framework of 
thermodynamics.

(b) The molecular weight is defined as a measurable quantity 
only for two limiting states, i.e. for an infinitely dilute one- 
component gas and (as the molecular weight o f the solute) for 
an infinitely dilute binary solution. We can, o f course, generally 
assume that the concept o f molecular weight retains its physical 
meaning for reasonably neighbouring states, e.g. a slightly 
compressed real gas. For far distant states, however, particu­
larly if these are separated from the defined state by one or 
more phase transitions, the molecular weight becomes merely a 
conventional calculated quantity. For example, NaCl has a 
definite molecular weight in the sufficiently dilute gas phase



but no molecular weight can be defined for NaCl in the 
crystalline state.

(c) Many substances (e.g. graphite, diamond, A120 3, silicates, 
three-dimensional cross-linked polymers) can never be brought 
into a state which allows us to measure their molecular weight.

All this shows that the masses mt o f the components are the 
natural or primary variables o f state in phenomenological thermo­
dynamics from both a logical and a practical point o f view. The 
question how the dimension mass is divided into the two factors on 
the right-hand side of eq. (75.1) is therefore of lesser significance for 
thermodynamics. The new international agreements formulated in 
the recommendations of the International Union of Pure and Applied 
Physics (IUPAP)t and the International Union of Pure and Applied 
Chemistry (IUPAC)f introduce the amount of substance as a new basic 
quantity. The corresponding basic unit is the mole which is defined 
as the amount of substance in a system consisting of a number of 
molecules (or ions, or atoms, or electrons, or other relevant particles) 
equal to the number of atoms in exactly 12 grams of the pure carbon 
nuclide 12C. This definition together with eq. (75.1) shows that the 
molecular weight must be defined as mass per unit amount of 
substance.

We shall now consider how molecular weight can be introduced 
into thermodynamics and then discuss the most important methods 
for the experimental determination of molecular weights as far as 
they are based on measurements involving thermodynamic equilibria. 
We shall exclude electrolytes and chemical reactions (particularly 
association and dissociation reactions) since we shall discuss only 
basic concepts.

The definition of molecular weight is based on certain equations of 
statistical thermodynamics which apply exactly if some very general 
assumptions are made.§ These equations are:

The thermal equation of state of a one-component gas

P = RT 
M p 1+B (75.2)

where p is the density in g cm-3.

t  IU P A P  Symbols, Units and Nomenclature in Physics, 1965.
+ IU P A C  Information Bulletin No. 24.
§ A  d ire c t  in tro d u ct io n  as a  fa c t  o f  ex p e r ie n ce  is less s a t is fa cto ry  s in ce  it 

d o e s  n o t  h a v e  th e  w id e  em p ir ica l ba sis  o f  th e  ba sic  e q u a tio n s  o f  s ta tistica l 
th e rm o d y n a m ics .
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The equation for the osmotic pressure of a binary solution

when ce is the concentration in g cm-3 and the subscript 2 refers to the 
solute, f

The thermodynamic definition of molecular weight in the gas 
phase is, therefore,

The existence of the limiting value is proved by statistical thermo­
dynamics. The definitions (75.4) and (75.5) show that an experimental 
determination of molecular weight basically involves an extrapolation 
of experimental data to vanishing density or infinite dilution. Measure­
ments at several densities or concentrations are therefore required.J 
The main methods used are as follows:

(a )  Measurements of the pressure and the density of a one-component 
gas. This method for which there are various detailed experimental 
arrangements represents the direct application of the definition
(75.4). The method is useful only if the substance concerned vaporizes 
without decomposition and the saturated vapour pressure is not too 
low in the experimentally accessible temperature range.

(ft) The measurement of the osmotic pressure of a binary solution. 
This method constitutes the direct application of the definition (75.5). 
It is practically useless for substances of low molecular weight since a 
suitable semipermeable membrane is available only for exceptional 
cases. For macromolecular substances the difference in size between 
the solute molecules and the molecules of the solvent (of low molecular 
weight) are so great that this difficulty hardly ever exists. Osmotic

t  E q u a tio n s  (7 5 .2 ) a n d  (75 .3 ) are ca lle d  v ir ia l e q u a tio n s  a n d  th e  coe ffic ien ts  
are  ca lled  v ir ia l coe ffic ien ts .

+ I f  m ea su rem en ts  are fea s ib le  a t  a  d e n s ity  o r  a  c o n ce n tra tio n  w h ich  d oes  
n o t  d e p a rt  co n s id e ra b ly  fr o m  th e  lim itin g  law s (75 .4 ) o r  (7 5 .5 ) a n d  n o  g rea t 
a c c u ra cy  is req u ired , these  m ea su rem en ts ca n  b e  m a d e  a t  a  sin gle  d e n s ity  o r  
c o n ce n tra tio n .

M  =  RT lim £
p-+0*

and the definition for the solute in a binary solution is

(75.4)

M2 = RT lim (75.5)



pressure measurements have, therefore, been for a long time the most 
important method used in this field for molecular weight determina­
tions, t  The method has, however, lost importance in recent times 
since other, more accurate methods which are experimentally simpler 
have become available. In practice the most important method of 
measuring molecular weights in solution are based on the fact that, 
according to eq. (28.15), the osmotic pressure is mainly a measure of 
the free energy o f dilution. In principle, therefore, any effect which 
depends on the free energy of dilution or on its derivative with respect 
to concentration can be used for molecular weight determination on 
the basis of the definition (75.5).

(y) The lowering of the vapour pressure of the solvent. We assume, for 
simplicity, that the ideal gas laws apply. px is the partial pressure of 
the solvent over the solution and p10 is the partial of the pure solvent. 
We then have for the vapour pressure equilibrium, from (27.8) 
together with (26.30) and (34.3), that

Ди, = E T ]n ^ ~ .
Pio

From eqs. (28.15) and (75.6) we obtain
f-Po+ПJ, vtdp = = E T \ n ^ .
p. Pi

By means o f (75.3) we therefore find that

(75.6)

(75.7)

(75.8)

Expansion o f the exponential function and passage to the limit 
cg -> 0 finally give

lim P' ° - Pl =  ^ . (75.9)
Cg-^oPi0^1cg

Since, at the limit o f infinite dilution, vx-+V!nx and x2-+n2jnly 
eq. (75.9) can also be written in the more familiar form

lim — —— =  1. (75.10)
X2-*0 Pl0X2

This equation is known as Raoult's law. The molecular weight o f the 
solute can thus be determined by measuring the lowering of the

t  T h e  D o n n a n  e q u ilib r iu m  m u st  b e  ta k e n  in to  a c c o u n t  i f  th e  m e a su re m e n ts  
in v o lv e  p o ly e le c t ro ly te s .



vapour pressure o f the solvent. The measurement o f the elevation o f 
the boiling point is, however, usually simpler and more accurate. We 
shall return to this in the following subsection.

Unlike eq. (75.5), eq. (75.9) involves the partial molar volume and 
thus implicitly the molecular weight of the solvent. We have seen 
earlier that this is not a measurable quantity. The derivation o f 
eq. (75.9) shows, however, that by using the equilibrium condition 
we can ascribe to the solvent the same molecular weight in the liquid 
and the gaseous phase. The latter quantity is, however, experimentally 
accessible according to eq. (75.4). This ensures the unambiguousness 
of molecular weights determined according to eq. (79.9).

(8) The elevation of the boiling point of the solvent. We suppose that 
only the solvent has a measurable vapour pressure and assume that 
the external pressure is kept constant (say at 1 atm). We now investi­
gate the dependence o f the boiling point of the solvent on the con­
centration o f the solution. I f we denote the chemical potential o f the 
solvent in the vapour phase*)* by the equilibrium condition 
becomes

(75.11)
If we change the temperature and the composition at constant pres­
sure it must be true that

=d/*! (75.12)
or, with (26.27), that

- s f 'd T  =  -8 ,d T  + ̂ d x t. (75.13)dx 2
The system has only one thermodynamic degree o f freedom according 
to the phase rule (29.3). A change in temperature therefore deter­
mines the change in concentration unambiguously. By using (26.28) 
and (75.11) we can transform (75.13) into

^ i - ^ ’ d T - ^ c L rт  d i  “  a** 1
(75.14)

or, by introducing the molar heat o f vaporization,
L t =  A<v' - A 2, (75.15)

into

— h j.A T  — -^cLcT a i ~ д х ъ * (75.16)

t For simplicity we write the quantities relating to the liquid phase from 
now on without superscript.



This relationship is merely the differential equation for the co­
existence curve in the T -# 2-plane. The relationship is exact but 
unsuitable for practical purposes since the quantity Lv depends on 
the concentration. We therefore have to modify the expression by 
writing the heat o f vaporization in the form

=  L% +  h1Q — hx (75.17)
where L% is the molar heat o f vaporization of the pure 
Equation (75.16) then becomes

solvent.

(75.18)

At constant pressure we have the general expressions

( < W p  =  ~ ai d T + ^T2dx* (75.19)

and
(^Mio )p =  S iod T - (75.20)

From (75.18)-(75.20) with (26.28) we obtain

- Z d T . d M  .T* 1 T Ip
(75.21)

The required elevation of the boiling point is obtained by integrating 
this equation between the boiling point T0 o f the pure solvent and 
the boiling point T o f the solution.

The temperature dependence of the heat o f vaporization o f the 
pure solvent is given by Kirchhoffs equation

^ ?  =  C£>-C-p (75.22)

which is obtained immediately from the definitions (21.26) and (31.7). 
The temperature dependence of the right-hand side of (75.22) can be 
neglected since only very small temperature ranges are involved. If, 
therefore, we denote by Lj}v the heat o f vaporization o f the pure 
solvent at its boiling point T0, integration of eq. (75.22) gives

L% = LIv + (CP  -  CP) (T -  T0). (75.23)
I f  we introduce this expression into eqn. (75.21) and integrate 
between T0 and the boiling point Tx of the solution, we obtain

~ Д '  =  ^ ( д  ~ т )  +  ”  C p )  ( l n  Д  + 1 “  ? f )  ’ (75.24)



I f  we introduce the boiling point elevation

AT = Тг- Т 0 (75.25)
and expand the right-hand side o f eq. (75.24) in powers o f AT/T0 
we get

_ V ,  f
RTt RTX 1/1

if we terminate the expansion with the square term. Equation (75.26) 
relates the boiling point elevation to the free energy o f dilution, the 
osmotic pressure, and the activity coefficient of the solvent. The last 
o f these can, therefore, be determined from measurements o f the 
boiling point elevation. The second term on the right-hand side of
(75.26) can be neglected anyway since we must extrapolate to infinite 
dilution for the calculation o f the molecular weight o f the solute. We 
can therefore write

AT = RTl Uvx
Ж Щ '

(75.27)

I f  we now introduce the definition (75.5) we get

™ o  L I  Л Т 1С, “ 0 c g M 2-
(75.28)

It can be seen that the molecular weight o f the solute cancels out on 
the right-hand side. The heat o f vaporization per unit mass (specific 
heat o f vaporization)

= Ц у/Мг (75.29)
is therefore usually introduced and the quantity

m* = 103 —  
m. (75.30)

is used as the concentration variable. For very high dilutions we have

and we thus obtain 

lim
ma*—► 0

I F
m, (75.31)

AT _ RTl П RT% 1 
m% ~ lO^jjVc^oCg “  103L*v M2'

(75.32)



The quantity

0 . 103L*V (75.33)

is called the ebullioscopic constant and has been tabulated for more 
important solvents.

(e) The lowering of the freezing point of the solvent. I f  the liquid 
binary solution is in equilibrium with the solid phase o f the pure 
solvent an argument completely analogous to that o f the previous 
subsection can be used. We shall merely quote the result. I f  T0 is the 
melting point of the pure solvent, Tx that of the solution and

AT = T0- T x
is the lowering of the freezing point we have

AT _ RTl _1_ 
m™o m* ”  103L*t M2

(75.34)

(75.35)

where is the specific heat o f fusion o f the pure solvent. The 
quantity

0 f
RTl

10* L* (75.36)

is called the cryoscopic constant. It, too, has been tabulated for the 
more important solvents.

We finally mention two other methods for the determination of 
molecular weights. These methods also depend on the definition 
(75.5) but are used in practice only for macromolecules (like the 
direct measurement o f osmotic pressure). The first o f these methods 
is the sedimentation equilibrium in the ultracentrifuge discussed in 
§ 74. This method is o f very little significance nowadays. The second 
method uses the scattering o f light in solutions. The general basis of 
the theory can be found in advanced textbooks o f statistical thermo­
dynamics. Applications to solutions o f macromolecules are given in 
specialized monographs.



Problems
(Problems marked with an asterisk are more difficult and use o f the 
hints or, possibly, the solution may be advisable.)

CHAPTER I

§ 3
1. The thermal equation o f state for an ideal gas is

Pv = RT  (PI)
where R is the gas constant. The state o f the gas is changed quasi- 
statically from Pl9 Tx to P2, T2 along the paths I and II shown in 
Fig. P i. dT = 0 along AB and dP = 0 along BC.

(a) Calculate for both paths the volume change Av and the work 
W done on the system.

(b) Which properties o f the quantities v and W explain the 
results ?

Fiq. p i



*2. Let
dQ = X d x + Y d y .

Use this expression to derive Clausius’ relation

(P2)

aX dY __ d(dWjdy)x d(dW/dx)y 
dy dx dx dy

3. What form does eqn. (P3) assume for quasi-static processes ?

§ 4
4. Derive Carnot’s theorem from Clausius’ principle.
*5. Show that a perpetual motion machine o f the second kind 

could be constructed if the Rayleigh radiation equation

e =  ^  (/3 =  const.) (P4)

were true.
6. Derive the relationship

7. Assume that Cv is independent of temperature and use (Pi) to 
derive the adiabatic for

(a) an ideal gas,
(b) a gas which obeys van der Waals’ equation of state (referred to 

1 mole)

( р  + 5 ) ( » - Ь )  = ДТ. (P6)

8. Show for an ideal gas that a state p* V2 cannot be attained from 
another state Plf Vx along both an adiabatic and an isotherm.

9. Calculate explicitly the efficiency o f a Carnot cyclic process 
using an ideal gas as the working substance. Show that the thermo­
dynamic temperature is identical with the empirical temperature 
defined by eq. (PI) if the same scale is chosen for both. Prove 
eq. (4.14).

10. Use the Carnot cycle to show that, according to the Second 
Law, the thermodynamic temperature bears a one-one relationship 
to the empirical temperature.



*11. Show, by a reduction to the sum of infinitesimal Carnot cycles 
as represented in Fig. 2 (p. 13), that eq. (4.15) is valid for any 
cyclic process.

*12. Use Stokes’ theorem of vector analysis to prove eq. (4.15) 
without division into Carnot cycles.

13. The diesel engine is based on a reversible cyclic process 
consisting o f two adiabatic parts, one isobaric (P = const.) part, and 
one isochoric (V =  const.) part (Fig. P2). The parts occur in the 
order 1 2 -> 3 4. Calculate the dependence o f the efficiency on (a)
the compression ratio VX\V2 and (b) the isobaric expansion ratio VJV2. 
Assume that the working substance is an ideal gas whose molar heat 
capacities are independent o f temperature.

*14. Two adiabatically insulated substances have constant heat 
capacities Cx and C2. The temperatures o f the two substances are Tx 
and T2. They are brought into thermal contact, the adiabatic insula­
tion towards the surroundings being maintained. The volume is kept 
constant. Their common final temperature is T3. Calculate Ts, the 
entropy change AS and prove that AS > 0.

15. Prove (4.27) for the case of Joule heat being generated by an 
electric current.

16. The molar heat capacity C o f a homogeneous substance is 
generally defined by the equation

2 з

v -------
Fig. P2

§8

(P7)



(a) Use this to derive the definition o f the molar heat capacity at 
constant volume Cv given at the end of § 8.

(b) Use the function
U + PV = H = H(T,P) (P8)

to derive an analogous definition o f the molar heat capacity at 
constant pressure CP.

17. I f  Cx is the molar heat capacity measured at a constant 
variable of state x , derive equations relating Cx to

(a) the molar heat capacity at constant volume CVi
(b) the molar heat capacity at constant pressure CP.
18. Show that dQ is not a complete differential.
19. Let

dQ =  у dx -  (y + x) d у. (P9)
Show that
(a) (P9) is an incomplete differential,
(b) (P9) has an integrating factor.
(c) Find an integrating factor and solve the Pfaff differential 

equation dQ = 0.
20. Show that the Pfaff equation

dQ = — ydx + xdy + kdz (P10)
(where к is a constant)

(a) is an incomplete differential,
(b) does not have an integrating factor.
*21. Show that, if (P10) is valid, any point Рг =  (x^y^z^ can be 

reached from any other point P0 = (#0, y0i z0) along a path where 
dQ = 0 throughout.

§10
22. Show without using the Second Law that, for an ideal gas, the 

entropy defined by eq. (10.24) exists as a function o f state.

§H
*23. Show that the quantities S, U, and T calculated from 

empirical adiabatics and isotherms are independent o f the choice of 
the empirical scales o f s and t.

§13
*24. Use the Gay-Lussac experiment (streaming o f an ideal gas 

into a vacuum) as the empirical basis for the derivation of (13.4).



*25.
(a) Show that the theory developed in § 10 does not exclude the 

possibility that a non-static adiabatic process involving the 
parts o f the system leaves the entropy o f the total system 
unchanged.

(b) Show that this possibility is excluded by the extension o f the 
theory in § 13.

CHAPTER III 

§20
26. The thermal equation o f state for a monatomic ideal gas is

PV  =  nRT (Pl l )

and the caloric equation o f state is

U =  f  nRT. (P12)

Derive the fundamental equation per mole in the entropy 
representation

(a) by integration o f eq. (20.42),
(b) by using the Gibbs-Duhem equation.
27. For an ideal gas, what is the relationship between
(a) temperature and volume, or pressure, along an adiabatic,
(b) entropy and volume, or pressure, along an isotherm if the 

molar heat capacities CP and Cv are assumed to be independent 
o f temperature ?

28. The expressions

« в р / ( Т ) ,  P = ie (P13)

apply to black body radiation (radiation from an enclosure)
(a) the Stefan-Boltzmann law

s = aT74,

(b) the function S(T , F).
29. Can the fundamental equation have the form

cn(V — b)
(where a, 6, and c are constants) ?

. Derive 

(P14)

( P 1 5 )



30. From the thermal equation of state

p= ( s < P16>
and the caloric equation o f state

” - Ш т ' (P,,)
(where a and c are constants), derive the fundamental equation in the 
energy representation

(a) by integration o f eq. (20.42),
(b) by using the Gibbs-Duhem equation.

31. Derive the equation

(P18)

32. Derive expressions
(a) for the dependence o f the molar heat capacity Cv on the volume,
(b) for the dependence of the molar heat capacity CP on the 

pressure.
(c) Apply the expressions derived under (a) and (b) to an ideal gas; 

apply the expression derived under (a) to a gas obeying the 
van der Waals’ equation (P6).

(a) Use eqs. (Pl l )  and (P12) to derive the explicit expression for 
the molar Helmholtz free energy o f a monatomic ideal gas.

(b) Verify that the answer to (a) is the Legendre transform of the 
fundamental equation.

34. For a van der Waals gas, derive the explicit (except for a 
pure temperature function) expression for the molar Helmholtz free 
energy.

35. Derive the molar Helmholtz free energy from eqs. (PI6) 
and (P17).

36. What conclusions about the quantities (dU/dV)T and (dCPIBv)T 
can be drawn from the thermal equation o f state

(a) for an ideal gas,
(b) for a van der Waals gas.



*37. Use eq. (24.10c) to calculate the molar Gibbs free energy
(a) for an ideal gas,
(b) for a van der Waals gas.
38. Let the molar internal energy o f a substance be

и =  A(v) + B(T) (P i 9)
where A  and В  are known functions. Calculate P(T , F ) ,  s(T, F ) ,  

f(T> F ) ,  h(T, F ) ,  and CP and Gv. Can a characteristic function be 
derived from these expressions ?

39. Derive eq. (P5) by means o f a Massieu-Planck function.
40. Derive the expression

§25
41. Reduce the following to standard derivatives:
(a) (dV/dU)F,
(b) (dPidU)a,
( 0 )  CPICV.
42. Calculate the coefficient o f thermal expansion o f a van der 

Waals gas.
43.
(a) Apply the solution of 17(a) to CP and that of 17(b) to Cv. Show 

that the equations obtained are identical.
(b) Use the solution of (a) to derive eq. (25.30).
44. Derive an expression for the enthalpy change associated with 

an isothermal (differential) volume change dF.
45. What is the thermal equation o f state for a gas which shows no 

cooling effect
(a) in the Gay-Lussac experiment,
(b) in the Joule-Thomson experiment,
(c) in both experiments.
46. State the thermodynamic equation of the inversion curve.
47. Calculate the Joule-Thomson coefficient 8 for a van der Waals 

gas limited to the second virial coefficient B' defined by the equation
Pv = RT + B 'P + .... (P21)

What is the relationship here between the inversion temperature and 
the Boyle temperature TB defined by B' = 0 ?



48. If van der Waals’ equation of state per mole is written in the 
form

Pv = RT + P b - -  + —4L (P22)
V V2

and we put, on the right-hand side,

v ~~ RT (P23)

limited to moderate pressures, we obtain the approximation

P „ , S r  + (b _ ^ ) p + f ^ |iP.  (P24,

(This approximation is not self-consistent from the point of view of 
the virial expansion since it does not take the third virial coefficient 
completely into account. The use of the approximation is justified, 
however, because it is simpler than the correct approximation and 
the van der Waals equation gives only a qualitative picture in any 
case.)

Use eq. (P24) to calculate
(a) the Joule-Thomson coefficient 8,
(b) the equation of the inversion curve.
49. At the critical point we have (cf. § 46)

aP d2P
dv ~  ° ’ dv2 ~~ °* (P25)

(a) Express the constants a and b of van der Waals’ equation of 
state in terms of the critical quantities of state Tci Pc.

(b) State the equation of the inversion curve [problem 48(b) ] 
in terms of the reduced quantities of state P* = P/Pc and 
T* =  T/Tc.

(c) Draw the inversion curve from (b) on a P*-T* -diagram. (This 
curve gives a qualitatively correct picture. The experimental 
curve shows a steeper gradient and a higher maximum.)

*50. Derive a relationship between the thermodynamic tempera­
ture T , the corresponding empirical temperature t of the real gas 
thermometer, and the course o f the Joule-Thomson coefficient 8 
between the ice point t0 and the temperature t.

*51. Assume equal initial conditions and equal final volum es; 
calculate the differential cooling effect in comparable forms for

(a) adiabatic streaming into a vacuum (Gay-Lussac experiment),



(b) the Joule-Thomson effect,
(c) isentropic expansion.
Compare (a) and (c) with the Joule-Thomson effect.
52. Calculate the maximum value of the Joule-Thomson coefficient 

8 at given pressure.
53. For the integral (total) Joule-Thomson effect corresponding to 

a finite pressure difference Pi-Pn  with Pi I = 0 , derive an expression 
containing the Joule-Thomson coefficient 8. Assume that the limit­
ing value of the molar heat capacity CP for P ->• 0 has the temperature 
independent value CP0 over the relevant temperature range.

54. Show that the total cooling effect becomes an extremum for 
that pressure at which the differential Joule-Thomson effect vanishes 
for the same initial temperature.

55. Derive the thermodynamic condition for the inversion of the 
total cooling effect and compare it with the corresponding condition 
for the differential Joule-Thomson effect.

56. Use the approximation (P24) to derive the condition for the 
inversion of the total cooling effect for a van der Waals gas and 
compare it with the corresponding condition for the differential 
Joule-Thomson effect (problem 48).

§26
*57. For a multi-component system let

У / _  I B \a
ВТ \дп}) ту,пк | В |

(P26)

where |2?|̂  is the cofactor of the element By of the determinant \B\. 
Calculate the isothermal compressibility and the partial molar 
volumes.

CHAPTER IV 

§28
58. The volume fractions

& = c<0<, (Ci^nJV)
are often used as concentration variables in the theory of liquid 
mixtures. Derive a relationship, for a binary solution, between the 
derivative of the osmotic pressure with respect to the volume fraction 
of the solute and the derivative of the chemical potential of the 
solute with respect to the mole fraction of the solute.



59. Use (P26) to derive an expression for the partial derivatives 
( Э П (subscript 1 = solvent) for a system of m components.

§31
60. Derive the differential equation of the co-existence curve in the 

/u-T-plane.
*61. The Einstein condensation (for details see textbooks on 

statistical thermodynamics) which occurs in the ideal Bose-Einstein 
gas is determined by the condition pjT  = 0 valid at all transition 
temperatures. Figure P3 shows an isotherm diagrammatically. The 
horizontal part of the curve corresponds to the co-existence o f vapour 
and liquid in the case of ordinary condensation; it must be inter­
preted here as the co-existence of an infinite number of infinitesimally 
different ‘neighbouring’ phases.

F ig . P3

(a) Show that all neighbouring phases have the same energy density 
and the same entropy density at a given temperature.

(b) Show that the assumption o f the co-existence o f an infinite 
number o f neighbouring phases does not contradict the phase 
rule. Derive the equation for the temperature dependence of 
the ‘saturation pressure’ which here takes the place o f the 
Clausius-Clapeyron equation.

62. State the differential equation which determines the tempera­
ture dependence of a function of state Z(T , P ) along the co-existence 
curve for a two-phase equilibrium in a one-component system.

63. Derive a differential equation for the temperature dependence 
o f the molar volume difference A F* along the co-existence curve for a 
two-phase equilibrium in a one-component system.



64. Apply the solution o f problem 63 to the vapour-liquid equi­
librium ; assume that the molar volume, the coefficient o f expansion, 
and the compressibility o f the condensed phase are negligible com­
pared with the corresponding quantities o f the vapour, and that the 
vapour can be treated as an ideal gas.

65. Derive a differential equation for the temperature dependence 
o f the heat o f transition L for a two-phase equilibrium in a one- 
component system. (This equation is due to M. Planck.)

66. Derive differential equations for the temperature dependence 
o f the molar entropies along the co-existence curve for a two-phase 
equilibrium in a one-component system.

67. Use (P7) to define the molar heat capacities at the saturation 
vapour pressure for the vapour-liquid equilibrium in a one- 
component system. (The molar heat capacity o f liquid helium is 
usually measured under these conditions for experimental reasons.)

68. Use the assumptions o f problem 63 to derive explicit expres­
sions for the molar heat capacities Cs measured at the saturated 
vapour pressure. What conclusion can you draw from this about the 
CB o f the condensed phase (example: liquid helium) ? (The expression 
for the molar heat capacity o f the saturated vapour is due to 
Clausius.)

69. Use the solution o f problem 17(b) to solve problem 68.
*70. Use eq. (P3) to solve problem 65.
*71. Suppose that the assumptions o f problem 64 apply. Deduce a 

vapour pressure equation by integrating the Clausius-Clapeyron 
equation between a standard temperature T0 and a temperature T. 
Neglect the temperature dependence o f the difference ACP = GP — CP 
between T0 and T> and the pressure dependence o f the entropy o f the 
condensed phase at the temperature T0. I f  T and T0 do not differ by 
much, i.e. (T —T0)/T0<̂  1, what is the form o f the vapour pressure 
equation ?

§32

*72. For a binary two-phase system derive differential equations 
giving the relationships between the variables T} P , and x[, and 
between the variables T , P , and x'[.

73. From the solution to problem 72 derive the differential 
equations for an isothermal vapour pressure diagram. Use eq. (28.10) 
to show that these differential equations lead to Konowalow’s rules.



*74. Make the same assumptions as in problem 64f for binary 
vapour-liquid equilibria. Prove the following statement: ‘I f  the 
azeotropic point corresponds to a minimum (maximum) on the 
isobaric boiling point curve, an increase in pressure causes the azeo­
tropic mixture to be enriched with the component having the greater 
(smaller) partial heat o f vaporization/ (Wrewsky’s theorem.)

75. Derive the differential equations o f the isobaric T(x[)- and 
T(xl)-curves from the solution to problem 72.

76. Apply the solution of problem 75 to a binary melt in 
equilibrium

(a) with pure solid component 1,
(b) with pure solid component 2.

Assume (usually correctly) that the partial heats o f fusion are
L n = # * " - # * ' >  0, Lt2 = Н * " - Щ ' > 0  (P27)

and use (28.10). Use your results to draw a schematic isobaric melting 
point diagram. What does the phase rule state about the point of 
intersection of the two co-existence curves ?

CHAPTER V 
§33

77. Use (28.10) to show that a dystectic point (equilibrium of a 
solid chemical compound with a melt o f variable composition) is 
necessarily represented by a maximum on the isobaric melting point 
curve if the heat o f fusion of the compound is positive (this is so in 
all known cases). A dystectic point is also called the melting point of 
a congruently melting compound since the solid compound co-exists 
with a melt of the same stoichiometric composition.

78. The typical diagram for a dystectic point shown in Fig. 22 
(p. 128) sometimes changes into the form shown in Fig. P4. The 
length Ег D' o f the curve represents the co-existence o f the melt with 
the solid compound of composition a, length D'MB represents the 
co-existence of the melt with pure solid component B. Use problems 
76 and 77 to show that

(a) dT/dx < 0 along the length MA of the curve,
(b) dT/dx> 0 along the lengths ^ D '  and D'MB,
(c) the isobaric melting point curve generally has a kink at the 

point D'.
t  The assumptions in problem 64 about coefficients o f expansion and 

compressibility are irrelevant here.



The point D' is called the melting point o f an incongruently melting 
compound. Explain this name. What statement does the phase rule 
make about D ' ? (Example: the system Na2S04 (solid), Na2SO4.10H2O 
(solid), aqueous solution of Na2S04. The point D ' in this system is 
frequently used as a thermometric fixed point.)

Fig. P4

79. Assume that C02 can be treated as an ideal gas. Derive the 
differential equation for the decomposition pressure o f CaC03

(a) from the generalized Clausius-Clapeyron equation (31.23),
(b) from the condition for chemical equilibrium.
80. The heat o f reaction at constant volume AU and the heat of 

reaction at constant pressure AH are both equal to the appropriate 
sum of the heats of reaction of the (arbitrarily chosen) reaction steps 
(Hess’ law).

(a) Prove Hess’ law.
(b) Use Hess’ law to show that the heat of formation o f benzene 

from graphite and H2 can be found from the experimentally 
easily accessible heats of combustion.

*81. Derive differential equations for the temperature dependence 
of the heat of reaction Q for conditions o f

(a) constant volume,
(b) constant pressure,
(c) concurrently changing volume and pressure.

(The equations for cases (a) and (b) are known as Kirchhoff’s 
equations.)

*82. Derive the solutions to problem 81 as special cases from 
eq. (P3).



83. What is the form o f eqs. (34.5) and (34.8) for an ideal gas 
which dissociates according to

A,

when the degree o f dissociation

is introduced ?
84. For an ideal gas which dissociates according to (P28) calculate 

the dependence o f the molar heat capacity at constant volume (based 
on one mole o f the undissociated gas) on the degree o f dissociation a 
defined by (P29).

*85. For the case described in problem 84, calculate as functions 
o f a

(a) Cp Cy,
(b )CPICV.
86.
(a) Whatan alytic properties of the functions [a(T)]P and (dotldT)P 

are obtained from the solution to problem 85 if the temperature 
independent value for AH is that given under (c) here and T is 
o f the order of magnitude 5 x 102 К  ?

(b) Use the results o f (a) to draw a schematic representation o f the 
function a(T). Use the values a = 0-2 at T = 300 K, a = 0*5 at 
T = 340 K, and a =  0-8 at T  =  380 K.

(c) Use the curve drawn for (b), and problems 84 and 85 to draw 
the curves CP(T) as well as and ^ pai +  a(2UPA — CPAl) with 
the values

UpAa = 4R, CPA =  4R, AH =  12900 cal.

(The values given correspond approximately to the system
N20 4^ 2 N 0 2.)

87. I f  a chemical compound is prepared using a homogeneous 
gaseous equilibrium, it is often convenient to introduce the degree of 
formation у into the mass action law expression. For a reaction

A2 + B2^ 2 A B  (P30)

where A2 and B2 are the reactants, the definitions

«дв = 2У> пл, — a — y, nBt = b — y

^  2A (P28)

\пК /Т)ол\

(P31)



apply; a and b are the original numbers o f moles o f A2 and B2 respec­
tively. Investigate whether, and for what values o f a and 6, у becomes 
a maximum.

88. For the ammonia synthesis

3H2 + N2^ 2 N H 3 (P32)

starting with a reaction mixture o f stoichiometric composition, the 
definitions

N̂a = ~y)> nHi =  3n0(l — y)j N̂Ha = ^П0 У (P33)
apply; n0 is the number of moles o f N2 in the initial reaction mixture.

(a) How does the equilibrium constant Kp depend on the tempera­
ture between 375 °C and 500 °C where, within a good approxima­
tion, 0 > A H =  const.

(b) In the same temperature range, how does the degree o f forma­
tion у depend on temperature and pressure if the assumption 
у 1 is made.

§38

89. Derive an expression for the vapour pressure o f a crystalline 
solid by integrating the Clausius-Clapeyron equation (31.6) between 
0 and T with the following assumptions:

(1) The vapour can be treated as an ideal gas.
(2) The molar volume of the solid can be neglected compared with 

the molar volume of the vapour.
(3) The temperature dependence o f the molar heat capacity o f the 

vapour can be represented in the form f

Cp(T) = C''P0 + C"P8(T) for T > T 0
C"p(T) = Cp0 for T ^ T 0. (P34)

(4) The molar heat capacity of the solid decreases sufficiently 
steeply with temperature to ensure the existence of the integral 
at the lower limit. (Cf. § 38 which also discusses the interpreta­
tion o f the integral to 0.)

The constant o f integration usually denoted by i is called the vapour 
pressure constant.

t  Many misleading statements about assumption 3 are found in the 
literature. We only point out here that this assumption remains strictly valid 
in quantum statistics if the ideal gas state is defined by n/V -> 0. Details can 
be found in textbooks of statistical thermodynamics.



90.
(a) Derive an expression for the equilibrium constant Kp o f the 

mass action law for an ideal gas by integrating the van’t Hoff 
equation (34.29) from 0 to T. Use assumption 3 o f problem 89.

(b) Show that the constant of integration I  has the form

I  =  Ti VtJi =  A? (P35)
i

where the are constants o f the material, called chemical 
constants.

91.
(a) Make the assumptions o f problems 89 and 90 for a reaction 

between pure crystalline phases. Derive an expression for 
the quantity AG from the condition that the partial pres­
sures o f the participants in the reaction must obey both the law 
of mass action and the vapour pressure equation.

(b) Show that the Nemst heat theorem may be formulated as a 
statement concerning vapour pressure constants and chemical 
constants.

92. Show that

| j - * 0  for T->  0 (P36)

can be deduced from the Nernst heat theorem.

CHAPTER VI

§41
93.
(a) Explain why the stability conditions make statements about 

the sign of the molar heat capacity CP and the compressibility к 
but not about the coefficient o f thermal expansion a.

(b) Derive the inequality

<рз,>
94. Show that heat must be introduced into a system during a 

quasi-static isothermal expansion o f a gas. Which property o f gases 
is important in this connexion and why must the property be taken 
into consideration ?

95. Show that the path o f the adiabatics and isotherms in the 
P-F-plane shown in Fig. 1 (p. 12) is derived with complete generality 
from the stability conditions.



96. Derive the solution to problem 95 from the Le Chatelier-Braun 
principle. Investigate which stability conditions play an important 
role in this connexion.

97. Suppose that a gas is in thermal equilibrium with a heat 
reservoir via a diathermic wall. Let the pressure o f the gas be con­
trolled by a manostat in experiment 1. A temperature change dT 
now causes an entropy change dXS. Let the gas in experiment 2 be 
surrounded by a rigid wall. The same temperature change now causes 
an entropy change d2S.

(a) Apply the Le Chatelier-Braun principle to both experiments. 
What immediate conclusion can be drawn from the stability 
conditions ?

(b) Which stability conditions are used in the application o f the 
Le Chatelier-Braun principle ?

(c) Can the Le Chatelier-Braun principle in the form (43.2) be used 
as the empirical basis for the derivation o f the stability 
conditions? What, therefore, is the relationship between the 
Le Chatelier-Braun principle and the stability conditions ?

§44

98. Show that a chemical equilibrium in an ideal gaseous mixture 
necessarily obeys the stability condition (44.2).

CHAPTER VII 

§46

99. Show that at the critical point o f vaporization o f a one- 
component system

(a) the condition o f thermal stability Cv > 0 is necessarily fulfilled,
(b) in general| it is also true that Cv < + oo.
*100. Prove the statements of problem 99 for multi-component 

systems.
t  Here, and in problem 102, ‘in general’ means that exceptions are of an 

accidental nature and have no thermodynamic connexion with the stability 
limit.



101. What assumption has to be made for the mechanical stability 
condition (d2F*jdV*2)TtX> 0 not to be fulfilled for the critical phase 
o f the vapour-liquid equilibrium in a binary system ?

102. Show that the mechanical stability condition is, in general, 
fulfilled for the critical solution point o f a binary system.

§48
103. Derive the Ehrenfest equations for a third order transition.

CHAPTER УШ

§55
104. The thermal strain coefficients oq are defined by the equation

« , - ( § )  . ( ; j = l , 2 , . . . , 6 )  (1*38)

and the thermal stress coefficients & by

& = ( м = 1 >2. - > 6)- (р зэ )

Express a* by means of the ^  and Д by means o f the a^
105. Show that

cq->0, ft -> 0  as T->  0, (i =  1 ,2 ,..., 6) (P40)
can be deduced from the Nernst heat theorem.

106. The molar heat capacity at constant strain is defined by

and the molar heat capacity at constant stress by

с ^ “ т( й г ,  (P42>
Use problem 104 to calculate the difference C{T x -C {S).

107. Show that * J

| ^ -> 0  as T->  0

follows from the Nernst heat theorem.

(P43)



108. The isentropic elastic stiffness coefficients are

(P44)

Use the methods described in §25 to derive a relationship between 
isentropic and isothermal elastic stiffness coefficients.

*109. Express the ratio C{Tj)jC{Sj) in terms of isentropic and 
isothermal elastic stiffness coefficients [cf. eq. (41.25)].

*110. Derive the matrix o f the elastic stiffness coefficients for a 
tetragonal crystal.

*111. Derive the matrix of the elastic stiffness coefficients for a 
cubic crystal.

*112. Derive the matrix o f the elastic compliance coefficients for a 
cubic crystal. Express the elastic compliance coefficients in terms of 
the elastic stiffness coefficients.

113. Cubic crystals whose building elements interact only by 
central forces obey the Cauchy relation

which is borne out quite well by experiments on alkali metal halides. 
Express the Cauchy relation and the isotropy condition in terms o f 
the elastic compliance coefficients. How does an isotropic substance 
which obeys Cauchy’s relation behave ?

114. Express the isothermal compressibility
(a) in terms o f the elastic compliance coefficients for a triclinic 

crystal,
(b) in terms of the elastic stiffness coefficients for a cubic crystal,
(c) in terms of Lame coefficients, Young’s modulus, and Poisson’s 

ratio for an isotropic substance.
115. What conclusions can be drawn from the stability conditions
(a) for the elastic stiffness coefficients o f a triclinic crystal,
(b) for the elastic stiffness coefficients o f a tetragonal crystal,
(c) for the elastic stiffness coefficients o f a cubic crystal,
(d) for the Lame coefficients ?
116. What conclusions can be drawn from the stability conditions
(a) for the elastic compliance coefficients o f a tetragonal crystal,
(b) for the elastic compliance coefficients o f a cubic crystal,
(c) for Young’s modulus and Poisson’s ratio.

§56

(P45)



117. Heat is evolved when rubber is stretched isothermally, 
whereas rubber contracts on heating (Gough-Joule effect).

Make the simplifying assumption that all strain components except 
the change in length can be ignored and explain this effect.

CHAPTER IX

§58

*118. What can be deduced from the stability conditions
(a) for the (scalar) electric susceptibility,
(b) for the dielectric constant.

§59

119. Calculate to the order E2 the dependence o f
(a) the partial molar entropy,
(b) the partial molar enthalpy,
(c) the partial molar volume on the electric field strength.
(d) Use the solution of (c) to derive eq. (60.3).
1 2 0 .
(a) Derive the differential equation o f the co-existence curve in the 

T-E-plane (P =  const.) for a two-phase equilibrium in a one- 
component system. Assume that the phase boundary has the 
same direction as E.

(b) Integrate the equation between 0 and E. Assume that
(T -T 0)IT0 1 for the fractional displacement of the equilibrium
temperature by the electric field and that, therefore, the 
temperature dependence of the molar heat capacities and their 
dependence on the electric field strength can be neglected.

(c) Use eq. (59.9) to derive the same result.
121.
(a) For a binary vapour-liquid equilibrium derive differential 

equations which describe the dependence o f the change in 
composition o f the two phases on the field strength at 
T =  const., P  =  const.

(b) What conclusions can be drawn from the application of the 
equations derived in (a) to a mixture which is azeotropic at 
E =  0.



Problems 343

122. Find the dependence o f the molar heat capacity Cp E on the 
electric field strength. Assume that the Debye equation

where y0 is independent of temperature and [fx] is the molar dipole 
moment, can be applied to the electric susceptibility.

123. Investigate the effect o f an electric field on a chemical 
equilibrium in an ideal gaseous mixture.

124. Find the dependence o f the molar heat capacity CP H on H. 
Assume the validity o f the Curie-Weiss law (66.6).

125. Use the solution to problem 124 to derive an explicit expres­
sion for cooling by adiabatic demagnetization. Assume that 6 x 0  
and that

126. Use the equations o f §67 to derive the Ehrenfest equations 
(48.4) and (48.5) for the setting in o f superconduction at vanishing 
magnetic field strength.

VX = X =  Хо +  з ^ / р (P46)

(P47)



Hints for solving the problems

*2. Use eq. (3.2) in the differential form. Divide the work done 
into two steps, one at constant x , the other at constant y. Expressions 
for X and Y are thus obtained. When these are differentiated and 
then subtracted, eq. (P3) is obtained.

*5. Use the equation
P  =  К  (HI)

obtained from electrodynamics, for the radiation pressure. Then use 
the expression (§8)

w - ( w ) vi T + \ Q T+ p ] i y  ,H2>
to derive an explicit equation for dQ. Find the integrating factor 
N (T) for dQ and calculate the efficiency o f the Carnot cycle.

6. Start from eq. (4.17) and represent S as a function o f T and V. 
Since dS is a complete differential, the mixed second derivatives must 
be the same. Equation (P5) is then obtained directly.

10. I f  T is not a reversible one-one, i.e. strictly monotonic, function 
of t, there must be at least one pair o f values tv t2 with tx > t2 such that 
T(tx) = T(t2). Now use the Carnot process to show that eq. (4.14) is 
not obeyed under these circumstances and that the entropy is there­
fore not a function of state, which contradicts the Second Law.

*11. Let the given process correspond to n Carnot processes. 
Formulate the statement to be proved and show that it is equivalent 
to the statement: the sum o f the areas o f the curved triangles by 
which the two processes differ vanishes for n-> oo. For the proof, use 
the argument that the curvatures can be neglected for sufficiently 
large n and that neighbouring adiabatics may, therefore, be regarded 
as being parallel.

*12. Stokes’ theorem for a vector A is

(j) A .ds = I rot A .df (H3)



where ds is the line element and d/  the vectorial area element. The 
integration on the left-hand side must be carried out over a closed 
curve, the integral on the right over the area bounded by this curve. 
Use (3.6) to transform the integral §(dQ/T) stretching over an 
arbitrary reversible cyclic process in the P-F-plane into the form of 
the left-hand side o f eq. (H3). Now apply Stokes’ theorem and use 
the continuity properties o f thermodynamic functions (homogeneous 
system!) and eq. (4.14) to show that the integrand vanishes every­
where in the P-F-plane. Equation (4.15) follows immediately.

13. Define efficiency as
WVD = (H4)

Calculate W from the part processes and remember that the heat Q22 
is introduced at constant pressure. Eliminate the temperatures with 
the aid o f the equation o f state (Pi).

14. Calculate the entropies o f the substances in the initial and final 
state by means o f eq. (4.17). Calculate the total entropy change using
(4.20) and (4.21). In order to show that AS > 0, first prove the auxiliary 
theorem

olA +($B>AocB0 for a  +  j8 =  1, А Ф В 
0  <  a , ft <  1, A ,B > 0 . (H5)

Use (H5) in the expressions obtained for Tz and for AS.
15. Return the system reversibly to the original entropy surface 

and then use the First Law.
*21. Divide the path into three parts, such that у = const, along 

the first part, z =  const, along the second, and z =  const, also along 
the third.

*23. Consider the change from empirical variables o f state s,t 
measured on an arbitrary scale to the values s*,t* measured on a 
different scale. Let the two scales be related by the expressions

s = s(s*), t = t(t*). (H6)
Write eqs. (11.5) and (11.8) for the asterisked variables and express 
the Jacobi determinant o f the right-hand side o f (11.8) in terms of 
the Jacobi determinant o f the original variables.

*24. Refer to theorem 4 o f § 13 and show that the half volumes 
generated by an adiabatic may be distinguished physically by means 
o f the empirical entropy for the special case o f an ideal gas even 
though they are generally indistinguishable. The sign o f Ф, and 
therefore that o f r, is thus clearly fixed for the present case as can be 
seen from (10.23), (11.10), and (11.20).



(a) Use eq. (10.3) and the definition preceding eq. (13.1),
(b) Use eqs. (10.3)-(10.5) together with the theorem of experience 

formulated at the end of § 13.
28.
(a) Use the fact that the entropy is a complete differential.
30. First derive the equations o f state (20.22) and (20.23) in the 

entropy representation. Use these to eliminate the intensive para­
meters of the entropy representation

(a) from eq. (20.42).
(b) from eq. (20.46).
32.
(a) Use (P5).
(b) Use (P18).
(c) Use (Pi) and (P6).
*37.
(b) Eliminate the volume by means of the approximate expression

and integrate eq. (25.36) between the ice point T0, or t0, and the 
unknown thermodynamic temperature T. Since the difference 
between the ice point and the steam point is 100°, T0 can be elimi­
nated by means of the integral to this steam point.

(a) In order to obtain comparable forms, introduce the pressure 
change dP corresponding to the volume change dv in the Joule- 
Thomson experiment.

(b) Derive the expression for the Joule-Thomson coefficient from 
eqs. (21.15) and (20.20).

(c) Use (25.9), (24.24), and (25.36).
Remember for purposes o f comparison that, in general, [d(Pv) jdP]h > 0.

*57. Use (25.3) and (26.16).
*61.
(a) Derive the analogues to the Clausius-Clapeyron equation for 

the pairs of variables /z/Р, 1 \T and /х, T. Remember that the 
finite difference quotients on the right-hand sides become 
differential quotients for neighbouring phases.

(H7)

(H8)

*51.



(b) Apply the condition pjT  = 0 and the result o f (a) to the infinite 
number o f Gibbs-Duhem equations.

*70. Put
у = T, X  = L, x = n

Y =  » (£ ' —С") (H9)

in the form of eq. (P3) valid for quasi-static processes. Remember 
that the saturation pressure is independent o f n. Use (A 117) and the 
Clausius-Clapeyron equation.

*71. Introduce the standard pressure P + and eliminate P0/P0 by 
means o f (31.5), (31.7), and (A50).

*72. Start with the differential form of the equilibrium conditions 
(27.8) and represent the chemical potentials as functions o f T , P, 
and the xt. The derivatives of /x2 with respect to the mole fractions 
are eliminated by using (26.16).

*74. Derive first a differential equation for the change in composi­
tion o f the azeotropic mixture with temperature. Start with the 
equations mentioned in the hints for problem 72 and use the condition

x[ =  x\ (H10)

for the azeotropic point. Find the second derivative of the isobaric 
boiling point curve at the point (H10) and thus deduce a criterion 
which shows whether the boiling point curve has a maximum or a 
minimum at the azeotropic point. Simplify the differential equation 
derived first by introducing the partial heats of vaporization

Z ,i  =  Ai-7*I>0, L2 = h'2-h l>  0 (H ll)

and by using the assumptions mentioned in the problem.
*81. Consider on the one hand a reaction at the temperature T 

followed by heating o f the reaction products to the temperature 
T  + dP and, on the other, heating of the reactants from T to T + dT 
followed by reaction at P  + dP. Take the work done into considera­
tion for the cases (b) and (c). In case (c), replace the pressure change 
by a constant mean value. Use the progress variable f  defined by 
eq. (14.3) as the variable for the chemical reaction.

*82. In the form o f eq. (P3) valid for quasi-static processes, put

У =  Т, X  =  Q , x  =  £

(H12)



where the summation is to be taken over the participants in the 
reaction with the sign convention o f eq. (33.15), and the denote 
the molar heat capacities for the conditions given in problem 81.

*85.
(a) Start with eq. (A31) with x = P. Remember that (dujdv)T Ф 0 

for the dissociating ideal gas. Calculate (docldv)T from (A143) 
and (dvldT)p from the thermal equation of state o f the 
dissociating gas, (A142), and (34.29). Take (34.30) and (34.31) 
into consideration.

(b) Use (A146) and (A150).
98. First carry out the calculation for V =  const, and use the 

general theory to show that the result is also valid for P  =  const.
*99. Represent 82u as a sum o f squares by the method of 

completion o f squares.
*100. Apply the method of problem 99 to the general case and 

calculate assuming that the sequence o f independent variables 
starts with s.

*109. Use the generalization of (25.19) for more than two 
variables.

* 110. A tetragonal crystal has a four-fold axis of symmetry. I f  this 
is chosen as the z-axis, the transformation of coordinates correspond­
ing to this symmetry property is

— y->x , z->z.

The derivation is analogous to that of § 56 for a monoclinic crystal.
*111. A cubic crystal has three mutually perpendicular four-fold 

axes of symmetry.
*112. Use eq. (55.11) and the expression

A '  =
1-41

(H17)

where the matrix A is formed by substituting for each element of 
the matrix A the cofactor o f Ait from the determinant | A | and then 
transposing the matrix so obtained. Remember that \c\ is a step 
determinant.

113. Express the elastic stiffness coefficients in terms of the elastic 
compliance coefficients (i.e. reverse problem 112).

114. Use (52.25), (55.12), and (56.26).
115. Use eq. (55.2).



349Hints for solving the problems

116. Useeq. (55.5).
Put the variables in a sequence such that the temperature comes

last.
117. Use eq. (55.2).
*118.
(b) The energy o f the electric field in the dielectric must be 

included in the fundamental equation in order to obtain any 
statement about the dielectric constant. The second term of 
(57.19) must therefore be introduced into the fundamental 
equation and the stability conditions must then be applied. 
Use a thermodynamic potential analogous to (59.4).

121.
(a) Express the chemical potential of component 1 as a function o f 

T , P, E, and xv Use the differential form of the equilibrium 
condition (27.8).

(b) Find the limiting value o f
dzj ldx[
dE/dE

for
x[ — x\ -> 0.

126. Use eqs. (67.14) and (67.15).



Solutions to the problems

(a) -iPj -  — p p .
11 гг

(A l)

(A2)

Wu = ~ в { т г~Т1 + Т1 In . (A3)

(b) dv is an exact differential and v is thus a function o f state 
(§2). dW is not an exact differential; W is thus not a function 
of state.

1 - £ = ( ш а - ( ш а -  <“ *
*5. The efficiency is obtained as

(A5)
Use of Carnot’s theorem then shows the possibility o f a perpetual 
motion machine of the second kind.

7.
(a) pp<*/cv)+i = const. (A6)

(b) + ̂  (v — b){R/Cv)+1 = const. (A7)

The assumption made in problem 7(a) and (b) that Cv is 
independent of temperature can be valid only for certain 
temperature ranges because of the excitation of internal degrees 
o f freedom. Details can be found in textbooks o f statistical 
thermodynamics.



8. A state P2> % can be reached from a state Pv Vx along an adiabatic 
and along an isotherm if the adiabatic and the isotherm through 
Pv Vx intersect in at least one other point. Equations (Pi) and (A6) 
have, however, exactly one solution for P  and V.

9. r> = - LT ^ -  (A8)

*11. For the sum of the Carnot processes the contributions o f the 
internal curve parts vanish since they are travelled each time twice 
but in opposite directions. The statement to be proved is, therefore,

lim
n->  oo

(A9)

where C is the curve o f the given cyclic process and C is the zig-zag 
curve which encloses the Carnot processes. (A9) is equivalent to the 
statement А ПГ J

(A10)
2n

lim 2№  •
where ̂ denotes the integral extending over the bounds o f one o f the 
curved triangles.

F io . A1

Use of eq. (3.6) (the reversible character of the cyclic process is now 
being used!) gives



The sum of the first three integrals (this does not vanish since dU\T 
is not an exact differential) may be written

AT' and AT" are o f order n~x. The differences between the internal 
energies are also o f order n~x for an ideal gas. It is sufficient for the 
general case to state that they must be o f order n~£ with e > 0. We 
thus find that

In an analogous way the sum of the last three terms o f (A ll)  is 
obtained as

The first integral represents the surface area o f the triangle shown in 
Fig. A l. Since the curvature can be ignored for sufficiently large n 
and neighbouring parts o f the adiabatics may be regarded as parallel, 
it follows immediately that this integral is o f order n~2. For an ideal 
gas, the last integral is o f order n~x. We can write the order n~€' with 
e' > 0 quite generally for each of the last two integrals. We therefore 
get

The statement (A10) then follows from (A ll), (A14), and (A16). 
*12. We have

T ’ (Ц  -  ui ) uJ - T * (Ut -  Щ ( A 1 2 )

or, for sufficiently large n,

(A14)

(A15)

(A16)

(A17)



Stokes* theorem gives

^ [ A d F + * d P ]  =  JJ dVdP,

and the equation

8A_8.В
8P d V ~ °

(A18)

(A19)

must apply over the whole o f the P-F-plane. Suppose that this were 
not so at, for example, a point £. Because o f the continuity o f thermo­
dynamic functions, there would have to be a region round £ in which 
dA/dP — dB/dV Ф 0 and this inequality would have to have the same 
sign throughout this region. We could, therefore, construct a Carnot 
cycle in this region. For this Carnot cycle, eqs. (A17) and (A18) would 
give

^  Ф О (A20)

which contradicts eq. (4.14). Equation (A19) must, therefore, be 
correct. Its correctness is easily verified explicitly by applying the 
equation to an ideal gas. We can now use eqs. (A 19), (A 17), and 
(A18) to obtain (4.15) directly.

13.
Vd — 1 № ) * - !  

« ( В Д * - 1 (F3/F2) - l
(A21)

with

с щ + ц г ,  
3 c1 + ct •

(A22)

(A23)

AS =  In
ffCi+Ci

= In + C2 T2\C'( C2 
Сг + C .T j \Cl + C1+ Cl

Ci +  C2 TJ J

T o  prove  the auxiliary theorem , prove that the function
(A24)

F( a) =  (a — l )a  +  1 — aa (A25)

is nowhere zero for 0 < a <  1 and a > 0, i.e. that in this region there is 
no poin t o f  intersection betw een the straight line (a— l )a  and the 
curve aa — 1 (F igure!). The desired equation  then follow s from  a 
consideration o f  the second derivative.



Application to (A23) gives

or

Tz = Cl
Сг + Съ21 + Сг

Сг + Сг
Тъ > 2>Ci/«?i+c«> 7’C2/(Cj-rCj) (A26)

rpCi+Ci_ 3___> 1rpCi rpC2 (A27)

and, therefore, with (A24), AS > 0.
15. I f  an amount dQ' of Joule heat is generated in the system under 

conditions o f adiabatic insulation the representative point of the 
system after internal equilibrium is attained is situated on an entropy 
surface which differs by an amount dS{ from the original entropy 
surface. In order to return the point to the original entropy surface, 
the adiabatic insulation must be removed and an amount of heat

dQ ^ T d S i  (A28)

must be removed reversibly. Since no work is done, the First Law 
states that

\dQ\ = dQ'. (A29)

(4.27) then follows from (A28) and (A29).
16.

(b) II •T )p
(А30)

17.

(a) (A31)

(b)
a

(A32)

18.

№ 4
d*U 

ф d v s f
(A33)

19.

(a) (ёу\ /8(y+x)\ 
\8y)x \ dx )y

(A34)



(b) I f  (9.18) is reduced to two variables, e.g. by putting к = j , the 
equation is always obeyed.

( c ) T =  у г , (A35)

o(x,y) = ^ - \ n y . (A36)

20.

(a)
BX 8 Y  8y dx
dy dx dy dx

dY  dZ dx dk л (A37)
8z dy dz dy °

dZ dX dk dy л
dx dz dx dz

<b> KM) (  dy dk\ (dk dx\ 
\+ X \ t e ~ b t f ~ y \by dz) #  ° ‘

(A38)

21. Part 1:

dz Уо
У - У * ’ d x  к ’ (A39)

z - z 0 =  j { x ~ x 0).

This part leads to the point x*, y 0, zv
Part 2 :

„ „ dy  У
v  d x  x ’ (A40)

У» ~У -  ~ i x -X*

The point 0,0, z, has now been reached.
Part 3 :

5Ы
 H 
IINIIN (A41)

У = xi i-

This part ends at the point xv yv zv dQ = 0 along every part.



dQ
T 't Q va t 4 [{w ) t + p \dF4 i dT+f dF (A42)

1 W _  P  1 (3P\ 
T dV dT ~  Ti + T\dT)v '

*23. d(V,P)  _ 8 ( V , P )  ds d< 
d(s*,t*) ~ d(s, t) ds*dt* (A43)

which leads to
dT* _  dT dt dS* _  dS ds 
d£* d£ d£* ’ ds* ds ds* (A44)

and, therefore, GQII*II*
=  U(s,t). (A45)

24. The empirical entropy o f an ideal gas is defined by (11.14). 
The empirical temperature defined by (11.13) remains constant 
during the Gay-Lussac experiment. The empirical entropy s there­
fore increases. (11.21) then shows that the metrical entropy also 
increases. The general validity o f the result follows from theorem 4.

25.
(a) No general statements about the sign o f r  can be derived from 

Caratl^odory’s principle. t ' / t  =  — t "\t  could, therefore, be true; for 
non-static adiabatic processes o f the part systems (according to the 
definition do-' > 0, do-" > 0) do- = 0 could apply.

(b) The theorem of experience shows that т > 0, т > 0, т" > 0. 
According to (10.4) and (10.5), a is a monotonic function o f o' and or" 
with the same sign, da' > 0, da" > 0 therefore implies da > 0 according

s =  Jtf(f In и + In v) + s0. (A46)

TvK~l = const., (A47)
PU-1)/k
— ^ —  = const. (A48)

s =  .Rlnv + s0, (A49)
s = -R \ n P  + s'0. (A50)

to (10.3). 
26.
( a )  )
(b) / 
27.
(a)

(b)



Solutions to the problems 357

28.
(b) S =  faT 3 V. (A51)

29. The form (PI5) is impossible since it is not a 
function o f the first degree of the extensive parameters.

30.

homogeneous

(a) 1
(b) j U - *an V (A52)

32.

(a) ( Щ  = T ( m\ 8 v )T Л\8Т^„- (A53)

(b) ( Щ  = _ W ^  .
\ d P ) T  \ г т * ) Р (A54)

(c) Ideal gas: 1дСЛ {дСр\ 0 
\ d v )T \ 8 P )T (A55)

Van der Waals gas: = (A56)

33.
(a) / =  -RT(\nv + % In T) + T. const. (A57)

34. f = -R T ^ n (v -b )+ ~ ^ + < l> (T ). (A58)

35. f  = — 2 ^ ^ j T i vi + T. const. (A59)

36.

(a) Ideal gas: (™\ = 0  ( Щ  = 0
W ) T u’ \ d v )T (A60)

(b) Van der Waals gas:

l™ \  = _ «  ( Щ  =0  
\ d v ) T  v*' \ d v )T

(A61)

Cf. problem 32. 
13



(a) Ideal gas: g =  i ^ l n P - f  InT) + T .const.
(b) Van der Waals gas:

(A62)

g =  RT

+  [ ( 6 Rt )  RT + [b - (a jR T )]p \ P  +  ̂ T )' (A63)

38. P (v,T) = y ( v ) T m  y (v )T -A '(v ) (A64)

where y(v is an unknown function.

s(T,v) = J ^ d 2 4  Jy(«)dt; +  «0, (A65)

h(T,v) =  A(v) + B(T) + T v y {v )-A ’ (v)v, (A66)

f (T , v) = A(v) -  T j  y(v) dt; -  r j f f l  AT + Ts0, (A67)

Cv =  B '(T), (A68)

c  -  ВЧТ) TyHv)O p - В Ц )  Ty,(v)_ A , {vy (A69)

Since (P i9) is not a characteristic function, no characteristic functions 
can be derived from it. Although f (T ,v )  is formally a characteristic 
function, it contains the unknown function y{v).

41.

(a) (dv\ kS
\dU) F ~ S(T<x -  Рк) -  P(nCP k -<x* V T )'

(A70)

(b)
(8P\ 8
\8Uje ~ V[nCv + (V a -S K )(T m K) - P ) Y

(A71)

(c)
CP kCp  
Cv кСР — Tv a2

(A72)

42. 1 Rv3(v — b) 
a v RTv3 — 2a(v — b)2 *

(A73)



44. /гн\ 8CP
\dv)T ~ VK •

(A74)

45.
(a) p  =  1 7 (F). (A75)

(b) V =  Tg(P). (A76)

(c) PV  =  const. T =  nRT. (A77)

46. ( dv\ Vmv
W J p*. TinY-

(A78)

47. (2ajRT)-b 
CP0 + (2a/RT2) P (A79)

where CP0 is the limiting value of CP for P  0.

T  — —  — 2 T 
inv ~ R b~ B‘ (A80)

48.

(a) (2alR T )-b -C iabl(R T f)P  
Ь ~ CPо +  (2a/RT2) P  -  (3ab/R2 T3) P2 (A81)

where CP0 is the limiting value o f CP for P ->0.

(b) (A82)

49.

(a) 27 R?T2 ь 1 RTC 
“  ~  64 Pc * “  8 Pc ■ (A83)

(b) p* — JLT*2 \r inv 3 V-4 inv 27-L inv/* (A84)

*50. 100. e-' 
“  eJ’ — 1 ’ (A85)

J  = P - (A86)

where primed quantities are measured on the empirical scale and J* 
is the integral (A86) with the normal boiling point o f water as the 
upper limit.



360 Solutions to the problems

*51.

(a) (8T\ 1 /8u\ 
c v \8v)r ’ (A87)

(A88)

{8T\ dv 1 /ди\ /  8v \ 
\ > / „ d P ~ ~C~V \jv)TW ) h (A89)

(b)
/8T\ i / du\ /dv\ i m pv)i 
\dp)h -  Cy \ 8v) т \8P)h Gy [ 8P J A- (A90)

(c)
18T\ T /8v\ (8T\ v 
\8P), -  CP \8T)P -  \8P)h + Cp - (A91)

Cooling during the Gay-Lussac experiment depends only on inter- 
molecular forces (and therefore disappears for an ideal gas). In the 
Joule-Thomson experiment this effect is modified by the work done 
and is generally reduced. For gases it is always true that (dTldP)s > 0. 
In general, therefore, the cooling effect in the Gay-Lussac experiment 
and in a reversible adiabatic decompression is greater than that in 
the Joule-Thomson experiment.

52. T(8i vj8Ti)P 
max (8CP!8T)P ' (A92)

53. Д T =  Г ^ -SdP Jo LP0
(A93)

where CP0 is the limiting value of CP when P -*0 .
54. We have

4T -  - i № ) / P -  «• <AM|
The condition for the vanishing o f the differential Joule-Thomson 
effect (problem 46) is

( i ) r -  <A95»
The required statement then follows. (The extremum is a maximum.) 

65. { h  ^ o )r—const =  0. (A 96)



The total cooling effect vanishes if the enthalpy at the initial 
temperature has the same value for the initial pressure and for 
P -> 0. The differential Joule-Thomson effect vanishes if, at the 
initial temperature, the enthalpy as a function of pressure passes 
through an extremum.

56. I f  P[nv and T[nv are the values of P  and T for the inversion of 
the total cooling effect, we have

2RT[nv /2 МТ'ЫЛ 
inv 3 \b a ) (A97)

and, therefore (cf. problem 48),
p: = 2 Px inv mv* (A98)

-  J P  . (A99)
RT 2  2CiC,-|B|f,-

with = n j V.

58.

;. = --- --------------1 mm
2  HCjCk\B\jk3=1 k=1

=  CX
fa2/ T,P

(A100)

(A101)

59. m
KOCiJ T,fii,Ck̂ i

m
= RT Sc,.

j - i
\B%
\B'\ (A102)

where B' ] is the determinant o f degree (то — 1) formed from the 
elements Btj with

(£<“> -  SW) 1V (Я«*> -  HW )l V
p(a) _  p<.P) ~ T(pM -pW ) ' (A103)

*61.
(a) From d(p/T) (d(U/V)\ 

d (l /Т) \ dp ] T,ftiT
(A 104)

W
D

-

II 1

is

(A105)

we obtain
и V = const. \' at T =  const. S V = const. J (A106)



(b) For the co-existence o f neighbouring phases an infinite number 
o f equations o f the form

(S/VydT — dP — pdf* = 0
(S I V y d T -d P -PndlJL =  О (A107)

is valid. The last term on the right-hand side vanishes since 
р, =  0 at all temperatures in the region o f co-existence. Because 
o f (A 106) the set o f equations (A107) reduces to the one 
equation

dP _ S  
dT~ V‘ (A108)

The co-existence of an infinite number o f phases therefore does 
not contradict the phase rule. Equation (A 108) determines the 
temperature dependence o f the ‘saturation pressure* and there­
fore takes the place o f the Clausius-Clapeyron equation.

M  (dZ\ (dZ\ dP /Ainm
62' AT \Ьт)Р+ \др)тАТ (A )

where dPjdT is determined by the Clausius-Clapeyron equation.

63. = (A110)

64. I f  the quantities referring to the gas phase are distinguished 
by ' we find the approximate expression

dF*' V*' /  L \ 
AT ~  T V  R Ty (A lll )

65. (A112)

66. AS*' L (dV*'\ \ 
AT p AV* \ dT )p  1

AS*" L {BV*"\ 1 
AT dT J p J

(A113)

67. AS*' AS*"
AT *’ A T '~  *'

(A114)



68. Gas phase: C'. = C 'p -^ , (A115)

condensed phase: C: = C p - « ^ j c L * C " p . (A116)

69. C's = C 'p- (8V*'\ (8P\ (8V*'\ dP 
1 \ 8 T ] p \ 8 T ) n - Lp ^ S T j p d T (A117)

and an analogous expression for the condensed phase.

II
4

S
,

aI> _ L  AS*> ACPJ  T T0 \ 
R T + R  +  R  V  To T  / (A118)

P+ is a fixed standard pressure (usually 1 atm), L0 the molar heat of 
transition at the temperature T0, AS*0 the change in molar entropy 
associated with the transition condensed phase -> gas phase under 
standard conditions (pressure P +, temperature P0),f and

ACP = C'P - C ^

the difference between the molar heat capacities at constant pressure. 
For TJT «  1 we find from (A118) that

P _  L0 AS*0 
P + ~  RT + R ’ (A ll8a)

*72.

K K - 0  + ( i-0 (4 -< )]d T
-  K K  -  *1)+(1 -  x\) (!>' -  vl)} dP = dx\, (A119)

- K M - < ) +  ( ! -* ; )  («2-<)]dP  =  (Ixi)r p dxi' (A12°)

d f  _  M  ~ xi) (dy-i!dx\)T,p________
dxi “ (l-xi)KK-<) + (l-x")(»'-i>")]’ (A121)

dJ* ________M  — xx) {dfx^jdx^rp^p______
<K ” (1 -  *1) KM -  О + (1 -  x'l) К -  v'i)]

(A122)

t The quantity AS*0 has been tabulated for P + =  1 atm and JJ = 298-15 K.



We know that v'2>v"2. Using (28.10) we thus obtain
Konowalow’s rules for T =  const.:

I. At constant temperature the vapour pressure as a function of 
composition has a stationary point when, and only when, 
liquid and vapour have the same composition.

II. At constant temperature the vapour pressure is increased by 
the addition o f the component whose concentration is greater 
in the vapour than in the liquid.

III. I f  the pressure is changed at constant temperature, the 
composition of the liquid changes in the same direction as that 
o f the vapour.

74. I f  we put

If x[a) is the mole fraction in the azeotropic mixture we have further

(A123)

the azeotropic point on the isobaric boiling point curve is
a minimum for A > 0, 
a maximum for A < 0.

that
dz<«> _  (1 -*<«') (A124)
d T ТА

with
Li = Ц ~ Ц >  0.

Wrewsky’s theorem follows from (A123) and (A124).
(A125)

d T   _________T (x 1 — a:x) (d/ij/8%i)x,p___________

( i - * i ) + ( i -xd(к-юг
&T = __________ T(x{-x 'l )(dli.1ldxlYTtp__________

dxl (1 -  *0  K (A i -  A0 + (1 -  x )̂(h'2 -h l)\

(A126)

(A127)

76. The following equations are valid for the binary liquid: 
(a) Co-existence with pure solid component 1

(A128)

(b) Co-existence with pure solid component 2



In case (a) dTjdx has the same sign as Lfv in case (b) dTjdx has the 
opposite sign to Lh. The point of intersection of the two co-existence 
curves (eutectic point) represents a univariant equilibrium.

77. I f  the value of xx for the solid chemical compound is denoted 
by a, the co-existing melt obeys the equation

AT =  a - x l t (Sj h \ 
da?! (1 -  х , )  Л12 \dxj t ,p

with
A 12 =  a ( » ; - A l )  +  ( l - a ) ( A ; - A ; ) .  

For Л12 > 0, we have
dT - — > 0 for a > xx(13/j

dT
t— < 0 for a < хг

dT
dxx = 0 for a = xv

(A130)

(A131)

(A132)

The isobaric melting point curve therefore has a maximum at this 
point (dystectic point).

78. The length ED' o f the curve obeys (A 130) together with the 
first of the conditions (A132). The length D'MB obeys eq. (A 128) 
together with (P27). The gradient dTjdx o f the curve is therefore 
positive in both cases. (A 130) and (A 128) generally give different 
values o f dTjdx at the point D'. The curve therefore has a kink. Pure 
solid substance B, the solid compound of composition a, and the melt 
of composition a' co-exist at the point D'. The solid compound cannot, 
therefore, be in equilibrium with a melt o f the same composition 
(unlike the state o f affairs at a dystectic point). On melting, the 
compound decomposes into the melt of composition a' and a corre­
sponding amount o f solid component B. The point D ' is therefore 
called the melting point o f an incongruently melting compound 
(incongruent melting point) and represents a univariant equilibrium.

79.
(a) I f  the composition of the phase CaC03 is characterized by the 

mole fraction of CaO, i.e. we put xx =  J, eq. (31.23) gives

d l n P _  2L 
dT ~ RT2



with
L =  iH*' + \H*" -  H*m (A134)

where ' denotes the phase CaO, " the gaseous phase C02, and 
m the phase CaC03.

(b) I f  we remember that the molar enthalpy i /g aC03 of the chemical 
compound CaC03 is related to the mean molar enthalpy H*" 
o f the ‘mixed phase’ CaO -f C02 by the expression

-^сасоз = (A 135)
eqs. (A133) and (A134) are again obtained.

80.
(a) Let the reaction under discussion by I-> II. Let

be a reaction path via an arbitrarily chosen number o f inter­
mediate reactions. The First Law then gives

2 « n - 2 « i  =  AU =  L [Z W i-Z > i - i ]
n + 1

= Ъ Щ .

(A136)

Since V is likewise a function o f state we find the heat of
reaction at constant pressure

П+1
ДЯ = £ Д Я 4. (A137)

i  =  l

(b) 6C + 602 = 6C02; 6ДЯ1; (I)
3H2 + |02 =  3H20 ;  ЗДЯШ (II)

CeHe +  ̂ 0 2 =  6C02 +  3H20 ;  ДЯШ. (Ill)
I f (I) and (II) are added together and (III) is subtracted from 
the sum, the result is

6C + 3H2 = 3C6H6; (6ДЯХ + ЗДЯП -  ДЯШ). (A138)

(A139)

(A 140)



Solutions to the problems

where the summations are taken over the participants in the reaction 
with the sign conventions o f eq. (33.15).

83. T ^ P  =  Kp> (A142)

4a2
1 —a co — Kc (A143)

where c0 = n j  V is the volume concentration of the gas without any 
dissociation having taken place.

84. I f  CVu is the molar heat capacity at constant volume for the 
undissociated gas and ^Fd is the corresponding quantity for the 
dissociation product, we have

Gv =  (1 — ot) (7Ги + 2a СГ(1 + (A144)

where AU is the heat o f dissociation at constant volume. From (A 143) 
we obtain

/da\ a(l — a) A?7 
W ) v =  2 —a R T2

which, with (A 144), gives

Of CVn + a(2Crd — CFu) + (AU)2 a(l — a) 
RT2 2 — a

85.
(a) We have

/доЛ _  a (l  — a)
\di)T = v(2 - a ) ’

(dv\ R RT a( 1 — a2) u
\дт)р~  +  2RT2 AH‘

From these we get
„  „  [2BT + «(l-<x)(A U  + RT )?
ср - ° г -  2ВТЦ2-сс)

(A145)

(A146)

(A147)

(A148)

(A149)

(A150)

Cp CVu +  a(2Cvi  -  CVn) + R( 1 + a) + [(АЯ)2/ДУ2] H I  -  a2)/2]
K ) Gr Суп + <х(2Суй-С у п) + [ ( т г1ВТ*][*(1-<х)1(2-а)] •



(a) For a «  0*57, the function a(T) shows a point o f inflexion and 
the function d(xjdT a maximum.

87. у is a maximum for a = 6, i.e. for an initial reaction mixture
of stoichiometric composition. 

88.

(a) , ^  ДЯ 
lnKp =  ~ E T  + COnSt' (A152)

(b) for 1 » ~ ~ r m (A153)

is approximately true. The degree of formation therefore 
increases proportionally to the pressure whereas it decreases 
with increasing temperature. The reaction must be carried out 
at relatively high temperatures to get an adequate reaction rate. 
The high temperature causes a decrease in yield which must be 
compensated by the application of high pressures. These 
thermodynamic arguments form the basis of the manufacture 
of ammonia. Departures from ideal gas behaviour must be 
taken into account in quantitative calculations (because o f the 
high pressures).

T C 1ff 1 С Т А Р '  С т
89. lnP  = - | | + ^ - eln r  + 5 Je ^ J e ((7;s-C ; )d T '' + i (A154)

where L0 is the limiting value of the heat of vaporization at T->0.
90.

<*> ‘" ^ - - » +T lnT4 J ' ^ 4C" dI”+/ ,AI55)
where A #0 is the limiting value of the enthalpy o f reaction at T 0.

(b) The expression (P35) is obtained from (34.3), (34.5), and (34.24).
91.

CTdT' CT'
(a) АЯ = Aff0- T j o - ^ J o bCPA T '-R T b ( j - i )  (A156)

where AH0 refers to the crystalline state.
(b) According to (38.10), (38.17), and (A156) the Nernst heat 

theorem can be expressed as
г = j

for all pure condensed phases.
(Al56a)



92. According to the Nernst heat theorem (Planck’s formulation) 
we have

93.
(a) We find from (41.16) or (41.19) that the quantity (dV/dT)P only 

appears as its square in the stability conditions. No statement 
about its sign can, therefore, be made.

(b) The inequality (P37) has nothing to do with the stability 
conditions but follows from the Maxwell relation (24.24).

94. The heat introduced during a quasi-static isothermal expan­
sion is

dQ = T{ ^ ) vdV- (A158)
Since, for gases, the coefficient o f thermal expansion a > 0, we find 
with (41.18) and (41.23) that (dP/dT)v > 0.

95. We have
fdP\ = Cp(dP\ 
# у )8 ~С у\ду)т (A159)

According to (41.16) and (41.21) we have

(!tL <0’ ! >o «ai6o)
from which the required statement is obtained.

96. Problem 95 is equivalent to the example cited in the text for 
the purpose o f illustrating the Le Chatelier-Braun principle. We see 
from (43.8) that the stability conditions used here are (41.18) and
(41.20). These are equivalent to (A160).

97.
(a) From | dx S | < | d2 S | we find that

CP >CV (A161)

which agrees with (41.21).
(b) The stability conditions used are

(A162)

The simplest way of obtaining them is by means o f the enthalpy.



(c) I f  the validity o f (43.2) is assumed, (43.7) only shows that the 
derivatives (ЗР^дХ^Р{ and (dXijdPi)X} must have the same sign. 
No stability conditions are therefore obtainable from (43.2). 
The Le Chatelier-Braun principle is a weaker statement than 
the stability conditions.

98. For V, T — const, we have

d 2  Vi М» =  2  ~ vi (A163)i i
and, therefore,

[a??™
The transformation theory of §41 shows that this condition is also 
fulfilled for P  = const.

*99.
(a) I f  82n is transformed into a sum of squares, the result is

= i)2 + A2% 2)2] (A165)
with

a‘ - I -  A> - - ( f ) r- <Aiee)
The definition o f the critical point is that (A 165) becomes 
positive semi-definite. I f  CF<0, S2u would be indefinite or 
negative semi-definite. I f Cv = 0, S2u would not exist and there 
would be no critical point in the ordinary sense.

(b) Aa =  0 at the critical point. In general, therefore, Cv must 
necessarily be less than -foo since, otherwise, 82u would 
generally be zero which contradicts the definition in (a).

* 100 . We have the general expression

82«  =  |ЕАг(8^ )2. (A167)

^ E T  n 
= 2  —  > 0.ТУ i Щ (A164)

I f  s is chosen as the first independent variable, we alw ays have

_  82u _  T  
Al “  ds2 ~  Cy

(A168)

The statement Cv > 0 is obtained by a method analogous to that o f 
problem 99. I f  it were generally true that Cv oo, this would lead to 
the definition of an additional equation for a critical phase which is 
impossible according to § 45.



1 0 1 . Variations o f the mole fractions vanish for a phase o f constant 
composition. The conditions for a critical phase therefore become 
identical with those for a one-component system for which the 
mechanical stability condition is not fulfilled.

10 2 . At the critical solution point we have
02 ]?* 02 jr*
W *2

0 2 F *
dV*dxx 

0 2  F *

02 jF *  02 /  02 ] ? *  \ 2

\dW dxj =  0’ (A169)
8x1dV* ёх\

o1 F*j'd V*2 =  0 is therefore possible only for particular cases for 
which 82F*IdV* ox̂  =  0 is also true.

dP  1 (8Cpl8T)p -  (дСр/дТУр
dT ~ v T  (дсс!дТ)"р-(да1дТ)'р ’

(д*1дТУр-(д*1дТ)'р

103.

dP 
d T

dP

104.

(ёк/дТУр — (ёк/дТУр ’

(ёос/ёРУр -  (ёос/ёРУт 
d T ~  (ёк1ёРУт-(ёк1ёР)'т'

<*i =  -
3

Pi = -  2 Сц “г
3

(A170)

(A171)

(A172)

(A173)

(A174)

105. According to the Nemst heat theorem we have

И  -\ 8 T j  t . t v h
and, therefore, because o f the Maxwell relation obtained from (55 .6),

-0 for T-+  0 (A175)

“ i ') -  / {Tj}
0 for 0.

Correspondingly, we have

( - )\SSj jvSfcH
and, therefore, using (55 .2 ),

-0 for T ->  0

(A176)

(A177)

<S)>



106. CiTj) ~  C{Sj} — Tv 2  ca ai

=  Tv^KifP^j.
(A179)

107. From 

we find that
( w k L „ . r ° for ^  ,A180)

_a
dS. f»  T-° -< Ai8i>

108.

*109.

*110.

-<S> =  c« + TvoPtPj
C,iS)>

0 (*>
_ K f:<S) I

(A182)

(A183)

С ц C 1 2 C13 0 0 0 '

C 1 2 C 1 1 C13 0 0 0

C13 C13 C33 0 0 0
0 0 0 c 44 0 0
0 0 0 0 C4 4 0
0 0 0 0 0 c66 .

(A184)

* 1 1 1 . The solution is given in the text by eq. (56.21).
* 1 1 2 . The matrix of the elastic compliance coefficients has the 

same form as (56.21).
We have ._  cll +  c12кГц

(Сц  — c12) (cn + 2 c12)

C12_______
(cn — c12) (cn + 2c12 j

1
*44

(A185)

(A186)

(A187)

*113. For the elastic compliance coefficients, the Cauchy relation is 

(*n -  *12) (*n +  2*12) =  -  *12 *44- (A188)



Solutions to the problems 

The isotropy condition becomes

2(*n “  * 12)  =  * 44 - (A 189)
If the Cauchy relation is obeyed by an isotropic substance, we have 

*11 — ~4/c12 = ^ * 44. (A 190)
114.
(a) Triclinic crystal:

* =  *n + *22 +  *33 + 2*12 + 2/<:13+2f<:23- (A 191)
(b) Cubic crystal:

3
C11 + 2C12

( A 1 9 2 )

(c) Isotropic substance:
_  3 _  3(1 -2v)

2/*l +  Ey
( A 1 9 3 )

1 1 5 .

(a) Triclinic crystal:

\cit\ with all principal minors > 0. ( A  1 9 4 )

(b) Tetragonal crystal:

C11 >  C33 >  C44 >  c66 >  0
c f i - c 2 2 > 0  ( A 1 9 5 )

с з з ( с и  +  C i 2 )  —  2 C j 3 >  0 .

(c) Cubic crystal:
Сц > 0, c44 > 0
Cj i  —  C j2 >  °  ( A  1 9 6 )

Cl l ( Cl l  *b c l 2) ~  2 c 12 >  0-

(d) Isotropic substance:

i^L> 0 » ^l  +  /xl > 0 - ( A 1 9 7 )

1 1 6 .

(a) Tetragonal crystal:

* 1 1  >  0 ,  * 3 3  >  0 ,  * 4 4  >  o ,  * 0 6 ^ 0

K11 “  *12 > 0 

* з з ( * п  +  * 12)  -  2 * 1 3  >  ° -



(b) Cubic crystal:
к > 0, 4̂4 > 0

K11 ~ K12 > ^
кп(ки + K 12) -  2 k \2 > 0.

(A199)

(0) EY< 0, l —v>0. (A200)

117.

Osj 1°^ 
1IIh

gbQ (A2 0 1)

According to this, an increase in temperature at constant extension 
must increase the stress if an extension is associated with an entropy 
decrease, i.e. with evolution o f heat.

*118.
(a) No information about у can be obtained from the stability 

conditions since the sign o f the term E.dP  in eq. (58.9) is 
determined by the sign o f y.

(b)
119.

e > 0. (A202)

(a) (A203)

(b) (A204)

(c) (A205)

120 .

(a) < ш “  1 н -  ■ <р -»■ »«• > (A206)

(b)
Т -Т , , lA(t%)

Т 2 АН* • (A207)

1 2 1 .
(a) Ax'x

M
_  (1 -  *i) K ( x i  -  xl) + ( i -  *1) (xi -  X2)] E

(x1 — x1) (A208)

_ <1-«№(х1-х» + (1-^)(х;-хЙ]Я
dE (# i— *i)

(A209)

user
Карандаш

user
Карандаш
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(b)

xi'— xi -> о d^i/d E (̂ H'iÎ xi)t,p,e
(A210)

For x[ =  x\ we therefore have, in general, that dx^jdE ф dx'JdE. 
The application o f an electric field will, therefore, destroy the 
azeotropic character.

122. СРЛ(Т, E) =  CPiE(T, 0) +  J g L  E*. (A211)

123. Kp(T, E) =  Kp(T, 0) exp ( Щ " )  (A212)

with
А Х = 5>гХг. (A213)

CT
124. CPJi(T, H) =  СР>Я{Т, 0) + H\ (A214)

125. I f  the initial state is denoted by ' and the final state by ", we 
have

JinB + CH"2 
B + CH'2' (A215)
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Index
Absolute

temperature 33
Thomson’s definition 12 

zero, unattainability o f 150 
Activities 137 
Activity coefficients 136 

for solid solutions 305 
of electrolyte, mean 286 

determination 304 
o f ions 285
o f solid mixed phases 137, 139 
o f solvent 285 
standardization 137 

Adiabatic 
curve 20
demagnetization 154, 270 
process 12 
wall 20 

Affinity 48
Amount o f substance 316 
Azeotropic 

curve 118 
mixtures 117 
point 125

Barometric height equation 312 
Binodal curve 178 
Bivariant equilibria 124^127 
Boiling point o f solvent, elevation 

319-322
Boudouard equilibrium 138 
Bridgeman’s method 95-97

Caratheodory’s principle 30 
Carnot 

cycle 12 
theorem 11

Cells—see Galvanic cell and Half-cell

Celsius scale 22 
Characteristic function 69 
Chemical

constants 338 
equilibrium,

general conditions for 129, 131 
in gravitational field 310 
stability 176, 177 

potential 50, 76, 103
for gases, standard values 133 
in presence of electric field 246 
o f electrolyte 287 
of liquid mixtures, standard 

states 136 
of solvent 107 

reactions,
phase rule in 140 
thermodynamic calculation 

141-144
Clausius-Clapeyron equation 120 

generalized,
for bivariant and multivariant 

equilibria 125
for univariant equilibrium 123 

Clausius’
inequality 16 
principle 9 
relation 324 

Coefficients,
activity 136, 137, 139, 285, 286, 

304, 305
elastic compliance 231 
elastic stiffness 229, 341 
Joule-Thomson 101 
o f thermal expansion 95 
osmotic 288 
stoichiometric 46 
thermal strain 340



Coefficients (contd.) 
thermal stress 340 
thermodynamic 205 
work 46

Co-existence curves 119, 178 
Compressibility, 

isentropic 166, 170 
isothermal 170, 237 

Congruently melting compound 334 
Conjugate parameters 76 
Connodals 178 
Consolute point, 

lower 179 
upper 179

Contact equilibrium 49 
Corresponding states, principle of 158 
Critical

opalescence 192 
parameters 213 
phase 178

degrees of freedom 182 
general equations 188 
transformation of equations 

189-192 
phenomena 191 
points 178

and higher-order transitions, 
Tisza’s theory 208-215 

temperature—see Temperature 
Cryoscopic constant 322 
Crystalline solid, vapour pressure 337 
Crystals,

ferroelectric 255 
pyroelectric 254 

Curie point, ferroelectric 255 
Curie-Weiss law 271 
Cyclic process 8

reversible, efficiency of 10

Dalton’s law of partial pressures 131 
Deformation,

infinitesimal, quasi-static work 
done in 226

small, mathematical description 
217

Degree of
dissociation, dependence of molar 

heat capacity 336 
long-range order 202

Degrees o f freedom o f a critical 
phase 182 

Densities 73
Diamagnetic substances 269 
Diathermic wall 20 
Dielectric 

constant 239 
tensor 239 

Diesel engine 325 
Differential equations

for isothermal vapour pressure 
diagram 333

for temperature dependence of 
heat of reaction 335 

Differentials—see also Pfaff differ­
entials 

complete 26 
incomplete 25

Donnan equilibrium 293-295 
Dystectic points 128, 334

Ebullioscopic constant 322 
Ehrenfest equations for second order 

transitions 198, 277 
Einstein condensation 332 
Elastic

compliance coefficients, isothermal 
231

stiffness coefficients, isothermal 229 
Electrical

neutrality, condition o f 280 
susceptibility 242 

Electric field,
chemical potentials in presence of 

246
fundamental equation for body in

245
Gibbs free energy for body in 246 
Helmholtz free energy for body in

246
quasi-static work done on system in 

242, 244
Electrocaloric effect 251 
Electrochemical 

equilibrium,
general conditions for 282-284 

in galvanic cell 300 
potential 283 
systems 279



Electrochemical systems (contd.)
fundamental equation 283 

Electrode potentials, single 286, 303 
Electrode, standard 302 
Electrolytes 279

activity coefficients, mean 286 
determination 304 

binary 280
volatile, vapour pressure equilib­

rium of aqueous solution 290 
chemical potential 287 
mole fraction 287 

mean 287 
stoichiometric 287 

solutions, membrane equilibria 
292-295

strong, solutions o f 284-292 
Electromotive force (e.m.f.), 

o f galvanic cell 297 
standard values,

for galvanic cell 301 
for half-cell 303 

temperature dependence 304 
Electrostriction 247 
Energy—see also Free energy 

internal 9, 23 
representation 68, 76 

stability conditions 165 
Enthalpy 78—see also Heat content 

of body in magnetic field 268 
standardization 155 
standard state 155 

Entropy 13, 33, 50 
calorimetric 157 
conventional zero point 156 
o f dilution 107 
representation 68 
spectroscopic 157 
standardization 156 
standard state 156 

Equations,
Clausius-Clapeyron 120, 123, 125 
Ehrenfest 198, 277 
fundamental 50, 67, 68, 69, 74, 76, 

83, 228, 245, 268, 283 
Gibbs-Duhem 69, 75, 78, 104, 105, 

107, 229
Gibbs-Helmholtz 91, 92, 134, 149, 

304

Equations {contd.)
Kirchhoff 320 
of state 69, 72 

caloric 72 
thermal 72 

thermal 22, 229, 316 
van der Waals 324 
van’t Hoff 135 
vapour pressure 333 

Equilibrium 6, 52 
bivariant 124-127 
Boudouard 138 
chemical,

general conditions 129, 131 
in gravitational field 310 
stability 176, 177 

conditions,
for constant entropy, volume and 

mole number 88 
for constant temperature,

pressure and mole number 88 
for constant temperature,

volume and mole number 88 
for homogeneous fluid in gravi­

tational field 310 
general, for heterogeneous 

systems 109-111 
transformation 85-90 

constants 132 
contact 49 
Donnan 293-295 
electrochemical,

general conditions 282-284 
in galvanic cell 300 

frozen 145 
Gibbs’ , conditions 56 
hydrostatic, condition 311 
invariant 119 
membrane 111-113 

non-osmotic 293 
o f electrolyte solutions 292-295 
osmotic 112, 293-295 

metastable 62, 160 
multivariant 124-127 
neutral 62 
sedimentation, 

equations for 312 
in centrifugal field 313 

stable 61



Equilibrium (contd.) 
thermal 21 
thermodynamic 52 

for galvanic cell 297 
univariant 120 
unstable 62
vapour pressure, of aqueous

solution of volatile binary elec­
trolyte 290

Equivalence principle 8 
Euler’s theorem 67 
Eutectic mixtures 123 
Extensive parameters 49, 68

Faraday 283 
Ferroelectric 

crystals 255 
Curie point 255

First Law of thermodynamics—see 
Thermodynamics

First-order transitions—see Transi­
tions

Force, generalized 46 
Free energy 

Gibbs 81
for body in electric field 246 
for solids 230 
mean molar 102 
of body in magnetic field 269 

Helmholtz 80
for body in electric field 246 
for solids 230
of body in magnetic field 268 

o f dilution 107
Freezing point, o f solvent, lowering 

322
Fugacities 132
Fundamental equation 50, 67, 68, 76, 

83
for body in electric field 245 
for electrochemical systems 283 
for solids 228
of body in magnetic field 268 
per mole 74 
properties 69

Galvanic cell—see also Half-cell 
definition 296

Galvanic cell {contd.)
electrochemical equilibrium, 

general condition for 300 
electromotive force (e.m.f.) 297 

standard value 301 
irreversible 296, 304 
reversible 296
thermodynamic equilibrium 297 

Gas
ideal 22
one-component, thermal equation 

of state 316
reactions, homogeneous 131-136, 

143
thermometer scale 22 

Gases,
chemical potentials 133 
ideal mixture 131

Gay-Lussac’s streaming experiment 
36, 38, 326 

Generalized force 46 
Gibbs-Dalton law 133 
Gibbs-Duhem equation 69, 75, 78 

for solids 229 
generalized 104
isothermal-isobaric form 105, 107 

Gibbs’ equilibrium conditions 56 
Gibbs free energy— see Free energy 
Gibbs-Helmholtz equation 91, 304 

integration 92, 143, 149 
Gibbs-Konowalow rule, generalized 

125
Gibbs’ phase rule 114 
Gibbs’ stability criterion 162 
Gough-Joule effect 342 
Grand potential 82

Half-cell 302—see also Galvanic cell 
standard e.m.f. values 303 

Heat 24 
capacity,

at constant volume 71 
molar,

at constant pressure 80, 95, 169 
at constant strain 340 
at constant stress 340 
at constant volume 25, 99, 165, 

169



Heat (contd.)
capacity, molar {contd.)

at saturation vapour pressure 
333

dependence on degree of dissoci­
ation 336 

conducting wall 20 
content 78—see also Enthalpy 
o f dilution 107 
o f melting 120 
o f phase change 120 
of reaction, differential

equations for temperature de­
pendence 335 

o f vaporization 120 
pump 18
‘uncompensated’ 16 

Helium, A-transition 194, 199 
Helmholtz free energy— see Free 

energy
Helmholtz’ fundamental theorem of 

kinematics 218 
Hess’ Law 335 
Heterogeneous 

reactions 138-140 
systems, stability conditions 

171-173 
Homogeneous

fluid, equilibrium conditions in 
gravitational field 310 

functions 67 
gas reactions 143 
solution reactions, in liquid state 

136, 137 
system 7, 308

Hydrostatic equilibrium, condition 
for 311

Hyperstructure transitions—see 
Transitions

Incongruently melting compound 335 
Ideal 

gas 22
solution, dilute 137 

Indifference conditions 117 
Indifferent curve 118 
Integrating factor, condition for 

existence 26
Intensive parameters 49, 68, 76

Internal
energy—see Energy 
parameters 53 

Invariant equilibria 119 
Inversion curve 329 
Ions, activity coefficients of 285 
Irreversible processes 15 
Isentropic

compressibility 166, 170 
elastic stiffness coefficients 341 
processes 13 

Isothermal
compressibility 95, 170, 237 
elastic compliance coefficients 231 
elastic stiffness coefficients 229 
process 12
vapour pressure diagram, differen­

tial equations 333 
Isotherms 23, 178, 184

Jacobi determinants, method using 
97-100

J oule-Thomson 
coefficient 101 
effect 100-102

integral (total) 331

Kelvin scale 12
Kinematics, Helmholtz’ fundamental 

theorem 218 
Kirchhoff’s equation 320 
Konowalow’s rules 126

Lagrange method o f undetermined 
multipliers 110, 289, 291, 310 

Lam6 constants 234 
Law,

Curie-Weiss 271
Dalton’s law of partial pressures 131 
Gibbs-Dalton 133 
Hess 335
of mass action 132 

Le Chatelier-Braun principle 175 
Le Chatelier’s principle 173 
Legendre transformations 63-67 
Linear dilatations 221 
Liquid

mixtures, standard states of 
chemical potentials o f 136



Liquid (contd.)
state, homogeneous solution re­

actions 136, 137

Magnetic
field,

enthalpy of body in 268 
fundamental equation o f body in 

268
Gibbs free energy of body in 

269
Helmholtz free energy of body in 

268
quasi-static work done on system 

in 268
permeability 265
substances—see Diamagnetic sub­

stances and Paramagnetic sub­
stances

susceptibility 267 
Magnetization,

adiabatic demagnetization 270 
density 267 
total 268

Magnetocaloric effect 270 
Magnetostatic work 265-267 
Mass action, 

law o f 132
equilibrium constants of 132 

Massieu-Planck functions 83 
Mathematical description o f small 

deformations 217 
Maxwell relations 71, 93, 230 
Mechanical stability condition 166 
Membrane

equilibria 111-113 
non-osmotic 293 
of electrolyte solutions 292-295 
osmotic 293-295 

potential 293, 295, 303 
Metastable equilibrium 160 
Miscibility gap, closed 180 
Molality 136 
Molar heat

capacity—see Heat capacity 
Molarity 136 
Molar quantities 73 

mean, of state 103 
partial 103

Molecular weight 316 
determination 315-322 
thermodynamic definition 317 

Mole fractions 102 
of electrolyte 287 

mean 287 
stoichiometric 287 

Motion, perpetual, 
first kind 8 
second kind 9

Multivariant equilibria 124-127

Nernst heat theorem 148,304,338, 340 
Planck’s formulation 156 

Non-static
change of state 20 
processes, Second law applied to 

41-45

Onsager type of transition 198 
Order, degree o f long-range 202 
Order-disorder transitions— see 

Transitions 
Osmotic

coefficient 288 
equilibrium 112, 293-295 
pressure 113, 295

of binary solution 317

Paramagnetic substances 269 
Parameters, 

conjugate 76 
extensive 49, 68 
intensive 49, 68, 76 
internal 53 

Partial
derivatives, conversion 94-102 
pressures 131

Dalton’s law of 131 
Pfaff

differential equation 26 
differentials 25-30

Phase 7, 308—see also Critical phase 
solid mixed, activity coefficients 

137, 139
Phase

reaction 115
rule in chemical reactions 140



Piezo-electricity 252 
Poisson’s ratio 234 
Polarization, 

density 241 
total 244

Potential—see also Chemical 
potential

electrochemical 283 
grand 82
membrane 293, 295, 303 
single electrode 286, 303 

Pressure— see Osmotic pressure,
Partial pressure and Vapour 
pressure

Progress variable 47, 53, 141, 299 
Pyroelectric 

crystals 254 
effect 254

Quadruple points 119 
Quasi-static

change o f state 20 
processes, Second Law applied to 

30-35
work—see Work

Reaction isochore 135 
Refrigerator 17 
Retrograde

condensation 191 
vaporization 191

Rotation transitions—see Transitions

Second Law of thermodynamics—see 
Thermodynamics

Second-order transitions—see Transi­
tions

Sedimentation equilibrium, 
equations for 312 
in centrifugal field 313 

Single electrode potential 286 
Solids,

crystalline,
ferroelectric 255 
pyroelectric 254 
vapour pressure 337 

free energy,
Gibbs 230

Solids (contd.)
free energy {contd.)

Helmholtz 230 
fundamental equation 228 
Gibbs-Duhem equation 229 
stability conditions 236 
symmetry properties 231-237 
thermal equation of state 229 

Solid solutions
activity coefficients 305 

Solution,
binary, osmotic pressure 317 
ideal dilute 137

Solution point, upper critical 179 
Solvent,

activity coefficient 285 
elevation o f the boiling point 319- 

322
lowering,

of the freezing point 322 
of the vapour pressure 318, 319 

Spinodal curve 185 
Stability

conditions 61, 62, 89, 90, 207, 
208

for heterogeneous systems 171— 
173

for solids 236
in energy representation 165 
mechanical 166 
thermal 165
transformation 85-90, 166-171 

o f chemical equilibria 176, 177 
Standard

electrode—see Electrode 
state,

for enthalpy 155 
for entropy 156
of chemical potentials of liquid 

mixtures 136
State 5—see also Corresponding

state, Equations o f state and 
Standard state 

change of 20 
non-static 20 
quasi-static 20

thermal equation 22, 229, 316 
variable o f 6

Stoichiometric coefficient 46



Strain
coefficients, thermal 340 
ellipsoid 220 
tensor 220 

Stress
coefficients, thermal 340 
ellipsoid 224 
tensor 224 

Stresses, 
normal 224 
rectangular 224 
tangential 224 

Superconduction 272-278 
Susceptibility, 

electrical 242 
magnetic 267 

Svedberg’s formula 314 
System 5, 6 

binary 7 
closed 6 
heterogeneous 7 
homogeneous 7 
independent components 7 
isolated 7 
open 7 
simple 8 
ternary 7

Tangent method 106 
Temperature, 

absolute 33
Thomson’s definition 12 

critical 178 
dependence, 

o f e.m.f. 304
of heat of reaction, differential 

equations for 335 
empirical 22
very low, measurement of 39-41 

Thermal
equation of state 22 

for solids 229 
o f one-component gas 316 

equilibrium 21 
expansion coefficient 95 
processes 19 
stability condition 165 
strain coefficients 340 
stress coefficients 340

Thermodynamic
calculation o f chemical reactions 

141-144 
coefficients 205
definition of molecular weight 317 
degrees of freedom 114 
equilibrium 52

for galvanic cell 297 
moduli 204 
potentials 76 

Thermodynamics,
First Law 8, 9, 23-25 
Second Law 9-17

applied to non-static processes 
41-45

applied to quasi-static processes 
30-35

general formulation 50 
Thomson’s principle 9 
Tisza’s theory

o f critical points and higher-order 
transitions 208-215 

Transition points 
electric 195 
magnetic 195

Л-Transition of helium 194, 199 
Transitions, 

displacive 214 
first-order 195 
higher order 194

and critical points, Tisza’s theory 
208-215

hyperstructure 194, 201, 215 
Onsager type 198 
order-disorder 213 
rotation 195 
second order 197, 277

Ehrenfest equations 198, 277 
Triple points 119

Ultracentrifuge 315 
Univariant equilibrium 120

van der Waals’ equation o f state 
324

van’t Hoff equation 135 
Vapour pressure 

constant 337



Vapour pressure (contd.)
diagram, isothermal, differential 

equations 333 
equation 333
equilibrium, o f aqueous solution of 

binary electrolyte 290 
o f crystalline solid 337 
o f solvent, lowering o f 318, 319 
saturation, molar heat capacities 

333
Virial

coefficients 317 
equations 317 

Virtual displacement 56

Wall,
adiabatic 20 
diathermic 20 
heat conducting 20

Work
coefficient 46 
co-ordinates 46, 216 

Work,
electrostatic 238-242 
magnetostatic 265-267 
quasi-static

done on, deformable body 228 
material system in electric 

field 242
system in magnetic field 268 

in electric field 244 
in infinitesimal deformation 226 

Wrewsky’s theorem 334

Young’s modulus 234

Zero point entropy, conventional 156 
Zero, unattainability o f absolute 150
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