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Preface

During the last 50 years our understanding of thermodynamics has achieved
considerable progress, particularly in relation to irreversible or non-equilibrium
phenomena. The principal approaches were reviewed in the book by [1] and are
briefly summarized at the beginning of Chap. 1. An important role has been played
by phenomenological thermodynamics (or nonlinear thermomechanics) called
rational thermodynamics, as developed by Truesdell and others. It has been shown
that similarly as in other classical disciplines (e.g. mechanics or electromagne-
tism), the thermodynamics may be described through general postulates valid in all
disciplines (e.g. First Law of thermodynamics (balance of energy), balance of
mass, etc., or Second law of thermodynamics). Then special models of materials
can be studied which are formulated by constitutive equations (e.g. uniform
classical thermodynamics, mixtures with transport phenomena). As a result it has
been not necessary to be confined to equilibrium phenomena only, and it has been
possible also to describe the non-equilibrium phenomena, at least in principle.

This book aims at providing consistent and integrated thermodynamic
description of chemically reacting systems which are often encountered in practice
based on methodology developed within the framework of continuum, rational
thermodynamics. Because of the extent and understanding of such a broad goal we
limit the discussion to one phase, mostly fluid (gas or liquid) systems, pure sub-
stance or (even chemically reacting) fluid mixtures, which seem to cover the most
important cases of applications. Although such modern thermodynamics is a
mathematical theory established mainly by mathematicians, this book is focused
on non-mathematicians—physicists, chemists and engineers. They are usually and
typically studying systems where thermodynamic and transport phenomena and
chemical reactions are running together (e.g. processes in industrial chemical
reactors) using properties of these phenomena obtained from their separate and
independent research. In other words, their approach is driven by (mostly tacit)
assumption, that these separate knowledges are often also valid in such complex
systems. For example, the oldest theory of non-equilibrium thermodynamics is
based on a hypothesis called the “local equilibrium”, i.e. the validity of classical
thermodynamic relations in systems with (space) gradients is assumed even though
they were obtained in a uniform equilibrium system without such gradients.

In this book we discuss models of traditional and industrially important situa-
tions in chemically reacting mixtures, which confirm (in accordance with
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experience), the validity of such a hypothesis, together with its limits. All the
methodology has clearly and explicitly given all starting axioms, all applied
assumptions and simplifications; therefore the range of its validity as well as of
derived models can be easily estimated and tested. Specifically, we show that
rational thermodynamics applied to a model of “chemically reacting mixture of
fluids with linear transport properties” (the linear fluids in brief) fulfils these
“separated” properties, even in complex systems, where all these processes take
place together—thermodynamic relations are the same as in classical equilibrium
thermodynamics (i.e. the “local equilibrium” is proved to be valid)—classical
linear transport laws are valid (e.g. Fick or Fourier laws)—classical chemical
kinetics is valid (typically, the reaction rate depends (nonlinearly) on concentra-
tions and temperature only), i.e. the mass action kinetics is proved as well.

Thus, from the point of view of modern phenomenological thermodynamics,
the current outputs of classical equilibrium thermodynamics (e.g. the description
of thermochemistry of mixtures) and the tasks of irreversible thermodynamics, like
the description of linear transport phenomena and nonlinear chemical kinetics, are
valid much more generally, e.g. even when all these processes run simultaneously.
As we noted above, these properties are not expected to be valid in any material
models: in some models the local equilibrium may not be valid, reaction rates may
depend not only on concentrations and temperature, etc.

We believe that the physical content and inner structure of this theory is not less
interesting than its mathematical formalism and therefore in this book we stress the
physical meaning omitting mathematical technicalities wherever possible and try
to be consistent and self-contained. Nevertheless, familiarity with calculus, vectors
and tensors at introductory level, at least, is supposed; as suitable and concise
study references the books by [2] or [3] can be recommended.

The book is divided into four chapters containing 27 sections in total. The text
starts with general concepts and develops and simplifies them progressively to the
model of mixture of linear fluids for which explicit formulations can be derived
and which is the model closest to common experience in chemistry and related
fields. Chapter 1 states the general framework—besides others, it introduces
general variables, explains the conception of primitive variables and states the two
basic thermodynamic laws in a very general form as the relationships between heat
and work. In this chapter, we demonstrate that general formulation enables a
construction (or the proof of existence) of quantities which are specific and basic
for thermodynamics—internal energy, entropy (even non-equilibrium) and abso-
lute temperature. Although in this generality the laws, variables or quantities are
not directly used in the subsequent development Chap. 1 justifies their existence
and applicability also in non-equilibrium states.

Chapters 2 through 4 develop modern continuum (rational) thermodynamics in
its standard and most elaborated form. The most simple example or model—
uniform systems (without space gradients of properties)—is discussed in Chap. 2
which also serves as a basic and relatively simple introduction to the methodology
(Sects. 2.1 and 2.2 in this chapter) which is not complicated by the description of
spatial distribution. Four examples—models of uniform materials with increasing
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complexity are used to explain various aspects of the methodology and to stress the
significance of constitutive equations and application of the Second Law in this
approach. Section 2.3 gives basic information about the limitations of the validity
of material models (constitutive equations). Section 2.4 shows how chemical
reactions and their kinetics enter into the methodology and constitutive equations,
whereas Sect. 2.5 illustrates the description of equilibrium between phases by our
approach. Chapter 2 thus gives an explanation of principles of how the non-
equilibrium is treated, without complicating it by spatial description, and dem-
onstrates how equilibrium is naturally incorporated as a final state of non-equi-
librium development.

Chapter 3 adds also the description of spatial distribution (gradients). Only
single fluid is considered for the sake of simplicity and preparation of the basics
for the subsequent treatment of mixtures. Mathematics necessary for the spatial
description is introduced in Sect. 3.1. Section 3.2 in the same chapter stresses the
importance of the referential frame (coordinate system) and its change in the
mathematical description. Sections 3.3-3.6 shows the development of final
material model (of a fluid) within our thermodynamic framework, consistent with
general laws (balances) as well as with thermodynamic principles (the First and
Second Laws and the principles of rational thermodynamics). The results of this
development are simplified in Sect. 3.7 to the model of (single) fluid with linear
transport properties. Sections 3.6 and 3.7 also show that the local equilibrium
hypothesis is proved for fluid models. The linear fluid model is used in Sect. 3.8 to
demonstrate how the stability of equilibrium is analysed in our approach.

The exposition culminates in Chap. 4 dealing with the mixture of fluids with
linear transport properties and representing thus the most important part of this
book. Section 4.1 explains the difference between the description of single-com-
ponent and multi-component systems (mixtures). In Sects. 4.2—4.4 the basic
principles and laws, presented in preceding chapters in the single-component
version, are appropriately modified to mixtures and prepared to be used for the
derivation of thermodynamically consistent models of a mixture. The properties of
mixtures are described using partial quantities systematically. Special attention is
paid to the accessibility of partial quantities from experiments—Sect. 4.4 also
presents the special property related to this aspect, the mixture invariance. The
derivation of consistent mixture model is exemplified in Sect. 4.5 in the mixture of
chemically reacting fluids with linear transport properties. In Sect. 4.6 the whole
classical chemical thermodynamics is derived on the basis of this model and the
validity of its equations also in the linear fluid mixture out of equilibrium is
demonstrated. Of course, the local equilibrium is completely proved in this mix-
ture model, again. Section 4.7 analyses the equilibrium in the mixture of linear
fluids in detail including its stability. In Sect. 4.8 the linear fluid model is modified
to several yet simpler material models which reflect the systems analysed tradi-
tionally in classical chemical thermodynamics. Among others, this enables to
analyse the applicability of traditional instruments of chemical thermodynamics
like activity or fugacity under non-equilibrium conditions. The consequences of
the presented thermodynamic method on the rates of chemical reactions, i.e. on
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chemical kinetics, are given in Sect. 4.9. Particularly, we show how the kinetic
mass action law naturally emerges from thermodynamic considerations and how it
can be generalised to non-ideal fluid mixtures. The last section, Sect. 4.10, elab-
orates on the transport properties (viscosity effects, diffusion, heat conduction and
corresponding cross effects) and transforms the transport equations derived in
Sect. 4.5 to more practical forms. Several traditional models or phenomena then
follow as natural consequences of presented thermodynamic methodology—e.g.
Fick or Fourier laws, Sorret and Dufour effects, as well as various phenomeno-
logical coefficients which are in classical irreversible thermodynamics introduced
a priori.

Almost every section closes with a brief summary giving an outline of the most
important information or equations and of what should be learned in the section.
The summaries should serve as the study aids and can be read also before studying
the corresponding section. Some additional thermodynamic and particularly
mathematical instruments are collected in Appendices 1-5.

We want to express our gratitude to Prof. K. R. Rajagopal for the initiative to
write this book and for stimulating discussions. Our thanks go to Drs. Miroslav
Silhavy, Willy Pabst and Pavel Hrma. We thank also the representatives of the
publisher for the patience and care devoted to this manuscript. The authors will be
grateful for any criticism concerning this book.

August 2013 Miloslav Pekar
Ivan Samohyl
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Chapter 1
Thermodynamics and Its Concepts
in Nonequilibrium

Thermodynamics deals with the behavior of macroscopic bodies (systems) when
heat, work, and mass are exchanged. It is usually divided into two parts: equilibrium
(classical) thermodynamics deals with equilibrium states while nonequilibrium (or
irreversible) thermodynamics studies nonequilibrium processes. Each approach can
either disregard the molecular structure, in which case we discuss the phenomenolog-
ical thermodynamics, or, in the contrary, stress it in the statistical thermodynamics.
Although statistical thermodynamics offers a deeper insight and useful results it can-
not totally replace the phenomenological (i.e., nonmolecular) description because the
results of statistical theory are often interpreted in (macroscopic) terms of phenom-
enological theory (regardless of the difficulties given by the complexity of molecular
models).

We prefer here the phenomenological approach permitting broader applications
but then some (macroscopic) empirical data of the studied system are necessary.

Besides immense applications, the foundations of phenomenological thermody-
namics are attempted to be reformulated in nearly every textbook or monography on
the subject, cf., e.g., [1—16],l see also thorough discussions in [17-23]. The main
reason for this situation consists in the fact that thermodynamics gives in princi-
ple only an incomplete description because the macroscopic objects it deals with
are too intricate and composed of an immense number of particles the detailed
behavior of which is mostly not necessary to know (disregarding the practical impos-
sibility of such description). Moreover in nonequilibrium situations time rates and
gradients of properties play an important role and thus the memory and neighborhood
influences on a state in a considered time and place become more important.

Therefore, we must deal with idealized thermodynamic models of real materials
forming a system (body) studied, models which stress only those material properties
which are important in the intended applications. Thermodynamic concepts (like

! Footnotes (remarks) are numbered in Chapters starting with its number and subsequent equations
in them are denoted (a), (b), . . .; reference to them is, e.g.,: Eq. (a) in Rem. 10, Chap. 3. Appendices
at the end are denoted Al, A2, ..., their equations and footnotes are denoted by letter A.

M. Pekat and 1. Samohyl, The Thermodynamics of Linear Fluids and Fluid Mixtures, 1
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2 1 Thermodynamics and Its Concepts in Nonequilibrium

heat, work, temperature, entropy, equilibrium, nonequilibrium process, etc.) may
have different meanings depending on such models and this may explain the various
paradoxes and misunderstandings.

An overview of main approaches to the thermodynamics of nonequilibrium can
be found in Ref. [24] and we review the most important of them here in brief. Per-
haps the oldest theory is the classical or linear irreversible thermodynamics which
represents a straightforward extension of classical equilibrium theory to nonequi-
librium processes. The core is formed by the local equilibrium hypothesis already
mentioned in the Preface. This hypothesis states that the relations between thermody-
namic quantities at given time and place in a system out of equilibrium are the same
as known for a uniform system in equilibrium. The most important consequence
of this hypothesis is that the Gibbs equation, i.e., the relation between entropy and
relevant state variables, remains valid locally though the involved quantities change
in time and space. In other words, the (specific) entropy is a function of (specific)
internal energy, (specific) volume, and composition (expressed usually in terms of
mass fractions) and the differential of this function is given by (equilibrium) Gibbs
equation. The local equilibrium hypothesis avoids the problem of the existence of
entropy in nonequilibrium just because of the supposed (local) equilibrium. The rate
of entropy change is supposed to be composed from two parts—the rate of exchange
with the surroundings and the rate of internal entropy production. This enables to
write down the balance of entropy and supplement it with the (second law) state-
ment of nonnegative entropy production inside the system. Combining the balances
and the Gibbs equation the entropy production is expressed as a sum of products
which are interpreted as products of forces and conjugated fluxes. Linear relation-
ships between conjugated forces and fluxes are supposed and their coefficients are
called the phenomenological coefficients. The Second Law (the nonnegativity of
entropy production) is used to set the restrictions on the sign of these coefficients.
Interested reader can learn more about this theory in a modern version and with
applications especially in chemistry and chemical engineering in books [25, 26].

This classical, linear theory has been really extended in the extended irreversible
thermodynamics [27] by relaxing the local equilibrium hypothesis. The basic concep-
tion is very similar to that of the classical irreversible theory and the main difference
is in a set of relevant independent variables. The set of classical variables used in the
classical theory (mass, energy, composition, and also momentum) is extended includ-
ing the corresponding fluxes. The extending fluxes may include, e.g., the heat flux,
stress-related variables like scalar bulk viscous pressure, or tensorial shear viscous
pressure. The Gibbs equation is then generalized, i.e., extended with the differential
terms containing the extending variables. The existence of a nonequilibrium entropy
is usually taken to be granted and the entropy is required to be a concave function
of the whole set of variables (i.e., including the extending variables) with locally
positive rate of production and additivity property. The concavity means that the
entropy as a function lies everywhere below its family of tangent lines (the meaning
of the opposite notions of concavity and convexity is interchanged in some works).
The extending variables are nonconserved and usually fast-changing and are typ-
ically used to describe the nonequilibrium phenomena in systems (materials) with
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non-negligible (though apparently short) relaxation times, e.g., ultrasound
propagation in dilute gases, neutron scattering in liquids, flow of, or diffusion in
suspensions or polymer solutions. Generalized Gibbs equation is used to derive the
expression for the entropy production. To obtain practically applicable expressions
this usually calls for introducing additional hypothesis, presumptions, or simplifica-
tions. The linearizations around the local equilibrium values or in the dependence of
some coefficients on the extending fluxes were applied as well as specific properties
of isotropic systems or functions (used also in our approach in Sects.3.5, 3.7, or
4.5; see also Appendix A.2). Once the expression for the time derivative of (specific)
entropy is obtained (on the basis of generalized Gibbs equation and its modifications)
and the specific expression for the dependence of the entropy flux on independent
variables is suggested they can be combined with the general form of balance equa-
tions and the expression for the entropy production is thus identified. The concavity
requirement places additional restrictions on derived equations or their coefficients,
i.e., on the model of a specific system or material behavior.

The youngest nonequilibrium thermodynamic theories are represented by the
GENERIC formalism which stands for the abbreviation of the General Equation for
the Non-Equilibrium Reversible-Irreversible Coupling [28]. Similarly, as rational
thermodynamics, the approach used in this book, also the GENERIC is rooted in
and closely related to mechanics. In contrast to rational thermodynamics, which has
“unwound” of the continuum mechanics, GENERIC belongs to Hamiltonian for-
mulations of mechanics and originally evolved from a generalization of the Poisson
bracket formalism proposed in the classical (Hamiltonian) mechanics particularly to
model the flow properties of complex fluids like polymer melts or solutions. Hamil-
ton’s reformulation of mechanics consists in the description of the time evolution
of a (mechanical) system using the position and (generalized) momentum vectors
as the principal set of variables. The time evolution is described by the Hamilton
equations expressing the dependence of time derivatives of positions or momenta on
total energy of the system (on its derivatives with respect to momenta or positions,
more precisely). The Hamilton equations can be reformulated introducing the Pois-
son brackets [24]. The total energy, i.e., the sum of kinetic and potential energies, is
also called the Hamiltonian of the system and referring to the Hamilton equations it
can be viewed as a potential driving the time evolution of the system.

GENERIC tries to formulate a general time evolution equation by which the
time evolution (derivative) of a state variable (which can be, e.g., mass density or
fraction, momentum, energy) is determined by two potentials: the total energy of the
system and a dissipation function. Just the latter one introduces the irreversibility
(and, in this way, “the thermodynamics”) into consideration and description of the
system behavior. The dissipation function or potential is a function of derivatives
(with respect to the state variables) of a quantity which should have the physical
meaning of the entropy of the system and this latter function is minimum at zero state
variables, is zero at zero entropy derivatives just mentioned and a concave function.
The general evolution equation can be reformulated by means of Poisson brackets.
To apply the GENERIC formalism first one has to select suitable state variables
for the problem or system which is to be modeled. The next step is to formulate
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the appropriate set of evolution equations (this, in fact, involves also finding the
Poisson brackets) which may not be an easy task. To establish a valuable expression
for the dissipation potential it requires the information on parameters related to the
nonequilibrium behavior like diffusion coefficients, viscosities, thermal conductivity,
tensors describing hydrodynamic interactions, and others. More information on this
general formalism capable of providing universal approach on every level of material
description, being it macroscopic, mesoscopic, or microscopic, can be found in the
book by Ottinger [28].

We also want to mention the contribution to modern thermodynamics made by
Miiller [10, 16, 29] which lies somewhere between the extended irreversible and
rational approaches as indicated in the title of one of corresponding books, co-
authored by Ruggeri [30]. Particularly, the reference [16] can be recommended even
for the very beginners in modern approaches to fundaments of thermodynamics.
Although the substantial part of this book deals with the equilibrium theory Miillers
reintroduce time into consideration and thermodynamics equations and treat both the
equilibrium and (and least some) nonequilibrium processes within a natural, common
framework. Their book contains a lot of real application examples and explains and
illustrates the common basis of probably all rigorous thermodynamic approaches—
the equations of balance of mass, momentum, and energy and equations describing
the specific behavior of different material bodies (systems) which were traditionally
called the equations of state and in modern terms the constitutive equations.

The last theory we want to refer to in this brief overview is the rational thermody-
namics. Because this is the core theory of our book it is explained in more detail in
subsequent parts and here only some new achievements are mentioned which are rel-
evant to our treatment and not included in it. The foundations and theoretical aspects
of practical applications were further elaborated and precised by Rajagopal and his
school (though now without the title “rational”). Sections 3.1 and 3.2 of our book
stress the importance of the referential frame for the mathematical description and
of the configurations of material bodies (systems) which should be recorded by this
frame. A new concept of natural configuration was introduced [31] which enables
more proper description of behavior of deformable bodies (therefore it seems to have
no essential effect on linear fluids which are the subject of our book). Chapters 2
through 4 systematically use the traditional principles of rational thermodynamics to
derive final versions of thermodynamic equations, i.e., mathematical models describ-
ing the behavior of the material system of interest. References [31-34] introduced
another principle—the principle of maximum rate of dissipation—and showed how
it can guide and simplify the process of finding thermodynamically consistent consti-
tutive equations. Several works from Rajagopal’s school are devoted to chemically
reacting systems which are one of the principal subjects of this book. A general
framework for such systems was presented in Ref. [35], however, for systems with-
out diffusion only. This framework is based on Gibbs potential, which is also an
important quantity in our book, particularly as a “source” of chemical potential (cf.
especially Sects.4.4 and 4.6), and on maximization of the rate of dissipation (max-
imization of entropy production, in other words). Finally, derived evolution equa-
tions for the concentrations of reacting species (kinetic or rate equations, in fact)
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contain chemical potentials as the quantities determining (among others) the evolu-
tion. This is similar to our results where chemical potentials are among possible sets
of independent variables determining the reaction rates [Sect. 4.5, (4.79)]. However,
in the example of rubber vulcanization the traditional kinetic mass action law was
applied directly in its standard form (cf. our more general treatment in Sect.4.9).
Specific examples of similar treatment of reactive pulsatile or Hagen-Poiseuille
flow can be found in Refs.[36, 37], respectively, and of synovial fluid in Ref. [38].
A simplified description of a two-component reaction-diffusion system was presented
in paper [39].

As already stated in this book we follow neither the usual method of classical
equilibrium thermodynamics [1, 2, 12, 21] nor the one of irreversible thermody-
namics [3-6, 9, 40] even in their recent variants [11, 41] although we often discuss
the same problems, cf. Rem. 2 in Chap.2. We prefer the method of rational thermo-
dynamics introduced in the following section. The main reason is very simple—it is
the field we have been working in, we are familiar with. Furthermore, it seems to be
the most elaborated approach in the principal area of our interest—the chemically
reacting systems (see also [42]). Classical and extended reversible thermodynamics
use the flux-force view on the Second Law—as a rule, the affinity is then identified
as the force driving the “chemical flux”, i.e., the rates of chemical reactions which
are usually expressed in terms of the extent of reaction. It is shown in Sect. 4.5 of this
book that due to certain orthogonality other type of affinity is not seen in the Second
Law and thus it is overlooked as a part of that “driving force” for chemical reactions.
Further, it has been demonstrated that the extent of reaction cannot be used in chemi-
cally reacting mixtures with diffusion [17] (more precisely, when the diffusion is not
“self-balanced”). GENERIC applications to the reactive systems are apparently still
in their infancy [43, 44]. Rational methodology as presented in this book enables to
rederive the whole classical chemical thermodynamics and to extend it to (at least
some areas of) nonequilibrium. In other words, the rational thermodynamic theory
of linear fluids puts the chemical classics onto a firm basis of nonequilibrium theory
and supplies it with nonequilibrium capabilities. Of course, this book does not pro-
vide any “theory of everything” and it does not claim that all systems encountered
in chemistry, chemical engineering, and related areas belong to the class of linear
fluids. This book just presents a set of models which adequately correspond to lot of
chemical experience and the application of which in a specific problem should and
can be tested. The methodology is based on clearly defined principles and axioms the
validity of which in a specific real situation can be verified or a priori estimated. The
rational thermodynamics was also a subject of criticism, see e.g., [24, 45]. Whereas
the critics can be relevant in some (perhaps very) specific systems (like plasma) in
our case of linear fluids it can be neglected.
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1.1 Introduction

Models and their developments in this book are based on the method of rational
thermodynamics which has substantially contributed to the present-day understand-
ing of the bases of thermodynamics.

Rational thermodynamics tries to construct systematically and with logical
clarity mathematical models of thermomechanic phenomena in arbitrary situations
on a nonmolecular level and therefore it is in fact modern phenomenological thermo-
dynamics or the thermomechanics of continua. It was developed in the last decades
mainly by Truesdell, Noll, Coleman, Gurtin, Bowen, Miiller, Rajagopal, Silhavy
[10, 13, 17, 23, 46-50].2 The basic procedure of rational thermodynamics (in prin-
ciple the same as in the most elaborate physical theories such as mechanics or electro-
magnetism) may be outlined as follows: First, the primitives, i.e., a priori formulated
(nondefined) concepts are introduced to describe the phenomena intended to study.
Such concepts follow from the theoretical (even molecular) ideas as well as practical
experience (immediate experience being the best) with (often special) thermome-
chanic phenomena and from the level of description intended. Primitives used in
theories might be very different but some which are “nonmechanical” are necessary
in phenomenological thermodynamics, cf. [17, Introit] (e.g., in this book these prim-
itives are (macroscopic) motion, work, and “nonmechanical” heat, temperature). In
terms of primitives the defined concepts are obtained (e.g., velocity from motion,
entropy from heat and temperature).

Primitives and definitions are used to formulate general postulates (e.g., the First
and Second Laws, balances of mass, momentum, etc.) valid for all (in fact for a broad
class of) material models. Real materials are expressed through special mathematical
models in the form of constitutive equations which describe “idealized materials”
expressing features important in assumed applications. Moreover, the same real mate-
rial may be described by more models with various levels of description. The levels
are motivated by the observer’s time and space scales—typically the time and space
intervals chosen (by the observer) for description of a real material having its own

2 Rational thermodynamics develops from critical revision of continuum mechanics [21-23, 48,
50-52], thanks to pioneer work of Coleman and Noll [46] concerning the new interpretation of the
entropy inequality (see also [53-61]).

For introduction to this theory there are useful books and results connected with the names of
Truesdell [22, 52, 62, 63], Eringen [64—66], Rajagopal [50, 67], Miiller [10, 68], gilhavy [13],
Astarita [69], Owen [70], Wilmanski [71], and others [47, 72, 73].

The physical content of the theory is discussed mainly in Truesdell’s polemics with previous
theories [17, 19, 20, 62].

For further developments see Truesdell and Noll [23], Eringen [65, 66, 74] and others [75—
81], and most papers published in Archive for Rational Mechanics and Analysis and (mostly for
applications) in International Journal of Engineering Science.

Concerning mixtures, which are of special interest in this book, the basic information may be
found in the works of Bowen [49, 82], Miiller [10, 68], Truesdell and Toupin [21], Williams [83,
84], Rajagopal and Tao [67], surveys of Atkin and Craine [85, 86], Hrma [87, 88] and Samohyl
[89, 90], see also [91-93].



1.1 Introduction 7

natural space and time scales (e.g., size of property inhomogeneities and typical time
of their disappearance); see Sect. 2.3 for further details. In phenomenological theory
all such scales are macroscopic (nonmolecular), cf. Sect. 1.2. The same real material
may therefore have different constitutive equations from which we can choose the
appropriate model for the intended application.

Constitutive equations have often been proposed empirically, intuitively, from
molecular models, etc., and some of them have been well-known for a long time
(state equations, transport laws of Fourier, Fick, etc.) but experience with their pro-
posals may be generalized in plausible constitutive principles, see also Rem.2 in
Chap. 2. These principles are used in rational thermodynamics for generalized moti-
vations, proposals, and further rearrangements of constitutive equations and, as a
result, for finding the final form of constitutive equations, cf. further sections of
this book, e.g., Sect.2.1. Important and specific role in the process of deriving final
constitutive equations is played by the Second Law or the entropy inequality. The
subsequent logical step—introduction of constitutive equations into balances and
the solution of resulting (usually differential) equations for given (boundary, initial)
conditions is a traditional task of other disciplines like hydrodynamics, elasticity,
heat conduction, chemical kinetics, etc.. But, sometimes, such a task is considered a
part of thermodynamics, e.g., the issue of stability or formation of dissipative struc-
tures [4, 7, 11]; correspondingly, these problems will be discussed in this book only
marginally.

At the end of the discussion of rational thermodynamics we stress that in this
theory we in fact study mathematical models (in this sense this theory is a part of
mathematics) and only after their application in a real situation and with real mate-
rial we can decide about the limits of their practical validity.’ Although practical
application is out of scope of the theory developed here, it motivates the types of
material models studied in this book and offered as various constitutive equations to
be selected for particular application. Such applications motivate some concepts or
procedures in the theory and also exclude some unusual properties of these models
because the real materials are much more complicated: to avoid, e.g., instabilities
(manifested, e.g., by phase changes), we exclude zero values of some transport coeffi-
cients or heat capacities. Such and similar regularity properties we add to constitutive
equations and the resulting models we then denote as regular (see (3.232), (3.234),
Rems.in Chap. 1, 2, 6, 8, and 9).

Thermodynamics is generally a very broad discipline, and to write an introductory
book self-consistently we had to select only certain, typical part. Constitutive equa-
tions offer very different models of thermomechanical phenomena in many diverse
materials for applications. In this book, intended for students of chemistry and
chemical engineering and related fields, we choose only a narrow sector from these
immense fields. Namely, we discuss the (mainly nonequilibrium) thermodynamics of
fluids (i.e., gas or liquid; for difference see Sect.4.8) and their reacting mixture with

3 E.g., indeveloping this theory we assume that some quantities may be arbitrary reals (cf. application
of LemmaA.5.1 from Appendix A.5 in Sect. 2.2) though we know that all such possible values are
far out of the limits of practical applicability of the mathematical model studied.
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unique temperature, with (linear) transport properties (heat conduction, viscosity,
diffusion) and (nonlinear) chemical reactions. We try to show that rational thermo-
dynamics describes naturally the typical nonequilibrium situations (say in chemical
engineering) of (chemically) reacting fluid mixtures where transport phenomena
take place simultaneously: local state equations fulfill the classical thermodynamic
relations and linear transport laws (Fourier, Newton, Fick) and also equations of
(nonlinear) homogeneous chemical kinetics are valid.

The other important issues (often not sufficiently established in phenomenological
nonequilibrium thermodynamics) like transport through the phase boundary, hetero-
geneous chemical kinetics, fluid—solid (heterogeneous) mixtures, etc., are noted here
only marginally for simplicity, see Sects.2.4, 2.5 and Rem. 1 in Chap. 3.

1.2 General Concepts and Framework, Thermodynamic
Systems, Processes, and the Universe

Basic ideas of (phenomenological) thermodynamics need to use some “nonmechan-
ical” concepts, like temperature, internal energy, or entropy.*

In this section we introduce these concepts in a very broad way, valid generally
for “any thermodynamics” including nonequilibrium theories, to justify their appli-
cation in our methodology. For this goal, only several primitives well-known from
common life are sufficient. We use the gilhavy’s method [59, 60, 94-97], following
mostly the papers of Kratochvil and §ilhav3’/ [98, 99] (see Sects. 1.3, 1.4), because
it is appropriate for (at least some) nonequilibrium situations. Unfortunately, this
procedure has been demonstrated for pure materials only (for discussion of mixtures
see below).

The construction of entropy and absolute temperature (even in nonequilibrium)
fulfilling entropy inequality is done by Silhavy’s method in terms of the primitives
work, heat and empirical temperature (for the latter, see Appendix A.1; cf. Zemansky
cited in [17, p. 53]). Moreover, the existence of energy satisfying the energy balance
will be also proved.

These results are achieved by postulating the First and Second Laws of
thermodynamics (in subsequent sections) as inequality assertions in terms of the
primitives mentioned (and therefore directly experimentally verifiable). These basic

4 Such concepts as entropy or (absolute) temperature are usually constructed, or motivated in
equilibrium. Their transfer to nonequilibrium situations is not so clear; therefore in nonequilibrium
thermodynamics either the existence of these concepts was simply assumed [17, 19] or hypothesis
on the local equilibrium was used [3-5, 9] (cf. also Appendix A.1).

Originally, rational thermodynamics assumed the existence of entropy and absolute temperature
in nonequilibrium (cf. Lecture 1 of [17, 19]) but this assumption has been shown to be derivable by
gilhav;’/ [59, 60, 94-97]. In simplified terms this was explained by Kratochvil and gilhaV)’/ [98, 99]
and it will be used subsequently.

Similar results were obtained by Serrin [58] (he used the concept of “hotness’’), Man [100] and
Feinberg and Lavine [56, 57] (temperature was avoided completely from primitives).
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Laws may be also presented as classical statements about the impossibility of the
perpetual motion of the first and second kind.

The procedure is performed generally for all constitutive models (independently
of the choice of independent variables of constitutive equations, cf. Rem. 6) and there-
fore the great generality of the results (mainly energy balance and entropy inequality)
is guaranteed. Conversely, however, we deal with phenomenological models where
the observer’s time and space scales are macroscopic (“human”, “terrestrial”) and
therefore giant against microscopic natural scales (molecular scales, like the relax-
ation times of energy exchange among motion modes of molecule or intramolecular
distances). This great difference between these types of scales permits to distinguish
clearly between heat and work, to formulate empirical temperature and to rely on
the inviolability of macroscopic principles with statistical origin.’

These results are obtained and applied for pure materials and closed systems
(which do not change their mass, cf. Chap.2). They may be enlarged even at mass
exchange systems using instruments like material volume or material (time) deriva-
tive, see Chap. 3. But, with the exception of some simple models, difficulties begin
with mixtures, especially with those which are diffusing or exchanging mass and heat
simultaneously. Here, because the similar Silhavy procedure is not known for the
mixture, some further primitives must be introduced (by analogy with pure materials),
and the basic Laws must be reformulated, see Chap. 4, Sects.4.1-4.4 and Rem. 14 in
Chap. 2.

In (phenomenological) thermodynamics we study the (macroscopic) thermody-
namic system (also called the body) and we assume that we know how its state can
be described.® By process we understand realizable time sequence of states from the
initial to the final state.

The manner of the description of the state plays no role in this chapter; the only
thing which is important here is that we are able to say whether two states are the
same or not. Therefore, the results are general and valid for all constitutive models
or at least for those discussed in the following Chaps. 2 and 3. But we emphasize that
phenomenological models expressed by constitutive equations, i.e., by a concrete
choice of state, may be various and therefore, the concrete meaning of concepts
discussed in this chapter (like work, definition of equilibrium, entropy values, etc.)
may differ among such models, cf., e.g., [10, 17, 47, 101]. This will be demonstrated
in constitutive models discussed in the following Chaps.2, 3 (see Sects.2.1-2.3,
3.6-3.8).

5 Like the Second Law. Difficulties may be expected if this giant difference between the observer’s
and the molecular scales breaks down as, e.g., in nanotechnologies, but we avoid these problems
here.

6 State is given by independent variables of constitutive equations modeling the properties of
such system, e.g., density, temperature, their gradients and time derivatives, deformation rate, etc.
Constitutive equations need not be only functions, but, e.g., functionals where state variables may
also be functions of time (histories in materials with memory, cf. example in Rem. 3 in Chap. 2) or
space (nonuniform or nonlocal systems). Sometimes (e.g., for energy) the state is determined also
by velocity and other external influences, e.g., gravitation or radiation. cf. also Chap. 2.
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We suppose that in any process we can determine the following three primitives
work, empirical temperature, and heat exchanged at each empirical temperature
during the process. The sum of such heats (through all empirical temperatures in
process) gives heat in the whole process.” We assume that such determinations
(measurements) are possible at least in principle.?

Work w may be measured in the usual way known from mechanics® and heat
exchanged at given empirical temperature may be measured by a calorimeter (e.g.,
by “phase calorimeter” measuring heat by the mass of a new phase formed by suitable
substance the phase change of which is just at considered temperature).

Empirical temperature ¥ is anumber adjoined to every place and instant of process
in the system and may be measured by thermometer (see Appendix A.1 for further
details; note that a priori assumptions, like thermal equilibrium, Zeroth law, are
necessary here). We use for ¢ the same units, namely Kelvins, and because we try to
measure ¥ generally in nonequilibrium situations, we consider as a reliable that value
of ¥ read from thermometer the dimension and relaxation time of which are both
much smaller than observer’s scales (cf. Rem. 8 and Sects. 1.1, 2.3, Appendix A.1).
The right value of © is assured if by repeating of identical measurement with other
thermometers with smaller and smaller dimensions and relaxation times the same
values (in Kelvins) are obtained.

In this book, we consider only the systems where empirical temperature just
described has the sense and may be used even in nonequilibrium situations. There
are, of course, also more complicated systems, e.g., mixtures with more temperatures
(like plasma from electrons and ions) see, e.g., [10, 105, 106] and [107, Sect. 4],
which will be not discussed here.

After discussion of basic primitive concepts we can proceed with the theory as
follows: Adding together the heat exchanged at all instances of the process and in

7 We use the (newer) convention in which work done by the system is negative and done on the
system is positive similarly as heat emitted from (absorbed by) the system is negative (positive),
e.g., [11, 17, 19, 21, 102-104]. See also Rem. 20 in Chap. 3.

But the traditional reversed convention for work has been often used just in the Silhavy’s proof,
see [13, 60, 90, 96, 98, 99].
8 The dimension and the time constant (or “relaxation time”—time interval needed for right
response) of measuring devices must be much smaller than the observer’s scales of space and
time; then it may be expected that the measured quantity has meaning even in the nonequilibrium
processes where heat, work, and empirical temperature may be field quantities changing with finite
rates (cf. also Appendix A.1).
9 Caused, in macroscopic thermodynamic systems, by surface or volume forces, see Sect. 3.3. Often
the volume work is used, which is defined by

vy
w:—/ Pdv
V;

where the volume V' changes from the initial V; to final V; value under the external pressure P
coming from the outside as boundary condition (P > 0 at compression, P < 0 atexpansion). Butin
important models neglecting motion (classical thermodynamics, uniform models of Chap.2), P is
determined by constitutive equations of material inside the volume, cf. Rems. 1 and 37 in Chaps. 2,
and 3, respectively.
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all places of the system where empirical temperature achieves some fixed value ¥;
—

and denoting this sum by Q; we can obtain the heat distribution Q which gives
an information how much heat was exchanged during the process at each empirical
temperature. To avoid the exact and nontrivial mathematical definition of this quantity
[59, 60, 98, 99] and to show here only the principles of Silhavy’s method with the use
of simple mathematical means (namely finite dimensional vector space) we introduce
the following “step” approximation: we assume that empirical temperature may be
measured only by steps and the number N of all possible empirical temperatures
(j =1,2,..., N)isfinite and fixed (to make this approximation realistic we assume
high number of steps, say exactly N = 10°, i.e., steps are small).'”
—

Then the heat distribution Q in the given process and given system may be
represented by an N-dimensional vector

—

Q= (01,02,....0n) (1.1)

10 If we are not satisfied with this “step” approximation giving results in the form of sums (1.20),
(1.21) instead of usual integrals (1.41), (1.42) we can proceed as follows (according to [98, 99]):

Heat distribution Q (of given process in the given system) is now infinite dimensional vector
with components dQ (i.e., Q; in (1.1) with N — 0o0) having similar properties: dQ for each
empirical temperature ¢ (generally different for different dQ) is the sum of heat exchanged at all
instances of the process and in all places of the system with this empirical temperature #; and dQ
are defined as zero on these temperatures ¢ which do not occur in the process.

From a mathematical point of view the heat distribution is the function which to each set of
empirical temperatures ¢ furnish the (real) number, i.e., it is the measure defined on the reals ¥ (cf.
[59, 60, 98, 99]). Therefore, the heat ¢ exchanged during the process (1.2) is now expressed by

g= /dQ =/n(l9)dl9 (@)

where we integrate through all possible empirical temperatures . For simplification we use here the
second integral with (primitive) density of heat distribution n = n(¢*) (function of ©) [98, 99] (more
general procedure see [59, 60]). It gives dQ = n(¥)d? as the amount of heat exchanged between
empirical temperatures ¢ and ¥ + d (of course in all (possible different) parts and instants in the
process of the system with temperature ¢). But, then we must admit that density of heat distribution
n(¥) may be also a §-function: If a process is isothermal exchanging heat Q; at the unique empirical
temperature v;, the density of heat distribution is

n(#) = Qid(F — ) (b)

Indeed, these Eqgs. (a), (b) then give for all exchanged heat ¢
a=0i [ s -v0ar = 0, ©
(we recall that by definition of §-function 6 (x) its value is nonzero only when x = 0, §(0) # 0 and

8(x) = 0 for x # 0, but its integral through all x is equal one f §(x)=1).
For further developments of this “integral” procedure see Rems. 16, 21 in Sect. 1.4.
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Its components Q ; have the signs according to the convention mentioned in Rem. 7
or they are zero; the values of Q; at empirical temperatures which do not occur in
the given process (usually great majority from N possible) are zero by definition.

In fact we need heat distribution only in the discussion of the Second Law in
Sect. 1.4; for the First Law we need only the heat ¢ exchanged during the whole
process which is the sum of heats exchanged at each temperature

N
EDNY (1.2)
j=1

(“step” approximation has no influence on the following postulates of theory
[60, 98, 99]).
We postulate now (nearly obvious) properties for studied systems and their
—
processes with ¥, w, g, Q [or Q; in (1.1)]:

_
S1. The work w and heat distribution Q may be determined in an arbitrary process

[we assume w, ¢ finite as well as components Q; in (1.1)].

S2. Composition of processes: The work or the heat distribution of the process
formed by two successive processes following each other is the sum of works or heat
distributions of both processes (vectorial sum in the last case).

S3. It is possible to connect two arbitrary states by some process. From this also
existence of cyclic process follows, i.e., cyclic process starts and ends at the same
state.

S4. The system has equilibrium state defined as the state in which the system
persists arbitrarily long time without exchange of work and heat with surroundings,

ie,withw=0and 0 = 0.1

The set of all systems (and their processes) with properties S1-S4 and all their
(though conceivable) combinations is called a (thermodynamic) universe. We pos-
tulate that the universe has the following properties:

Ul. Closeness of the universe: the composition of two arbitrary systems from

the universe is again the system from this universe. Thus, if in both such individual
—

>
systems there are processes with wy, Q1 and wj, @, both of which having the same
duration, then these processes may be regarded as one process in the compound

— — —
system with w = w; + wy and Q = Q) + Q,.

I Concrete definition of equilibrium state must be performed for each constitutive model (charac-
terized by the observer’s scales of Sect. 1.1 and mainly Sect.2.3) by time fixing of some quantities
from those determining their states (see Rem. 6). Time persistency is usually difficult to achieve
(because of molecular fluctuation) and therefore to describe real materials by such constitutive
models we must add to constitutive equations (as their regularity) the conditions of stability by
which the time permanence of equilibrium state S4 is assured. For details see Sects.2.1-2.4, 3.8,
4.7 and Rems. 7, 9, 11 in Chap. 2. Although one equilibrium state would suffice, typically there are
more equilibrium states often forming the equilibrium process as their time sequence, see Rem. 12.

Equilibrium states and equilibrium processes therefore depend on the choice of constitutive
model.
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http://dx.doi.org/10.1007/978-3-319-02514-8_2

1.2 General Concepts and Framework, Thermodynamic Systems 13

To explain the remaining property of the universe we introduce two special types
of processes.

— —
A process with w, Q is called reversible if a reverse process with —w, —Q exists
in the universe (usually in the same system) which passes the same states but in

=
reverse order comparmg to the original “straight” one with w, Q.!2

Process with w, Q is called homogeneous if a process with cw, aQ foreacha > 0
exists in the universe (e.g., in uniform systems, i.e., those without space gradient of
properties, changing the mass «-times we change the work and heat distribution in

—

aw, aQ because of extensivity of these quantities).
=
For further explanation we introduce the set A of w, Q of all cyclic processes
—

in the universe and of all ideal cyclic processes w, Q which are some limits of
preceding “real” cyclic processes (running cycle slower and slower as we approach
the reversible one, cf. Rem. 12, cycles with real gas running at lower and lower
pressure approach those with ideal gas, etc. These are experimental examples of
possible limitations to ideal cyclic process; of practical importance is the Carnot
cycle used below and discussed in Rem. 4 in Appendix A.1 in details).

Then we introduce the set B of w, Q of all real and ideal cyclic processes which
start in equilibrium (therefore B C A ).

Ultimately, we introduce the set C of w, Q of all cyclic processes starting in
equilibrium with the following property: with each such process characterized by

N

w, Q, the set C contains the cyclic process starting in equilibrium, work, and heat
—

distribution of which is c¢w, o Q respectively, where « is an arbitrary real number.

Therefore C is the set of w, Q of the cyclic reversible and homogeneous processes
starting in equilibrium (see definitions above with « = —1 meaning reversibility and
o« > 0 meaning homogeneity respectively).

Subset C is not empty (and therefore also B, A, because C C B C A) because
for two different empirical temperatures the ideal cyclic reversible and homogeneous
processes starting in equilibrium may be introduced, namely those with ideal gas—
Carnot cycle of Appendix A.1 (cf, e.g., [1, 12, 110, 111]).

As the second property of universum we postulate:

12 Cf. [98, 99, 108, 109] and classical texts [1, 12]. The states passed in reversible process are not
specified here but the results following from their existence in Sect. 1.4 [equalities in Clausius (1.20)
or (1.41) and entropy (1.21) or (1.42) inequalities, (1.40)] show how to find reversible processes in
each constitutive model of this book. Namely, such are equilibrium processes from Rem. 11 defined
in each constitutive model (see Sects. 2.1, 2.2, 2.4, 3.8, 4.7) by zero entropy production [e.g. (2.11),
(3.109), i.e., in fact by equalities in (1.21), (1.42)]. They form the time sequence of equilibrium
states S4 and their reversibility may be shown explicitly in examples, see Sect.2.2 (models A, B),
Rem.41 in Chap.3. The stability of such equilibrium states (cf. Rem. 11) explains the experience
that real processes approach those reversible if they are sufficiently slow, cf. [109], Rem.48 in
Chap. 3.
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http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_4
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_3

14 1 Thermodynamics and Its Concepts in Nonequilibrium

U2. Completeness of the universe: for every two empirical temperatures (from N
possible in our “step” approximation) there is the process in the universe which is
from C (cyclic, reversible, and homogeneous process starting in equilibrium) with
nonzero heat and work (¢ # 0, w # 0), exchanging heat only at these two empirical
temperatures. Specifically we can assume, that in C such are the Carnot cycles
(defined in Appendix A.1) for each two temperatures.

Summary. Basic thermodynamic concepts were introduced in this section which
form a very general framework to formulate two basic thermodynamic laws also at
nonequilibrium conditions. Only three primitive notions of work, heat, and empir-
ical temperature and several simple general properties of thermodynamic systems
and universe were sufficient for this purpose. In the following two sections, we
postulate the First and the Second Laws of thermodynamics and deduce the con-
sequences. Because they are formulated in terms of heat, work, empirical tempera-
tures, and cyclic processes (including those which are ideal) their direct experimental
confirmation is possible.

1.3 The First Law of Thermodynamics

In this section we continue with the method of §ilhavy and Kratochvil [13, 59, 60,
98, 99]; here we need only work and heat in the entire process (heat distribution is
not necessary and therefore also an approximation by finite numbers of empirical
temperatures is redundant) moreover we consider here often cyclic processes.

We postulate the First Law of thermodynamics as follows:

In any cyclic process (real and ideal from the set A, see end of Sect. 1.2) the system
can perform work if and only if it absorbs heat, i.e.,

w<0&qg>0 (1.3)

As we noted at the end of Sect. 1.2, direct experimental confirmation of this
postulate is possible (even for ideal process).

Examples are cyclic working heat machines producing work from absorbed heat
but (cyclic) perpetuum mobile (of the first kind) performing work w < O without
absorbing heat or even producing it (by friction) ¢ < 0 are excluded. Note that if a
process is not cyclic, inequalities (1.3) not be valid, e.g., at adiabatic expansion.

From this First Law and postulates about the system and universe S1-S4, U1, U2
we can prove the following results:

1. Existence of the mechanical equivalent of heat J: there exists a positive,
universal (i.e., the same in the whole universe) constant J such that for each cyclic
process in the arbitrary system of the universe we have

w=—Jq (1.4)
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Therefore, the value of J is given by the choice of heat and work units (usually they
are chosen the same and consequently J = 1; if different, e.g., formerly “Calorie”
for heat, J £ 1).

2. Existence of energy and balance of energy: for each system in the universe
there exists a state function—the energy U (determined within an additive constant)
such that the balance of energy holds

Up—U =lg+w (1.5)

for an arbitrary process in the system. Here Uy and U; denote values of U in the
final and the initial state, respectively.

Values of a state function are determined only by quantities describing the state and
U is the whole energy of the system if the state is described (besides the independent
variables of constitutive model) also by the macroscopic velocity of the system and/or
even by its position in external fields like the gravitation. But the influence of these
last macroscopic parameters can be included [in balance (1.5)]'3 into the work w of
inertial forces in the form of (macroscopic) kinetic energy (or even potential energy
of an external field), cf. [47, 112, 113]. Then U may be interpreted as internal energy
depending on the independent variables of the constitutive model, cf. (1.12), Rem. 15,
Sects2.1, 3.4, e.g., (3.97).

Proof of these assertions (1.4), (1.5) may be sketched geometrically.'* Values of ¢
and w of each cyclic process in the universe (i.e., from the set A) may be represented
by the point of the plane putting ¢ and w on perpendicular axes, see Fig. 1.1 (cf.
[103] and, with Rem. 7, [90, 98, 99]).

According to the First Law (1.3) these representing points (w, g) € A cannot fall
in the first and in the third quadrants (hereis w > Oandg > Oorw < Oand ¢ < 0).
By the completeness of universe U2 there is a (wo, go) € C (real or ideal cyclic
process starting from (stable) equilibrium which is reversible and homogeneous, say
the Carnot cycles). Therefore, also (¢wy, aqo) € C exists (with arbitrary real o) and
such processes are situated on the line going through the origin but not crossing the
first and the third quadrant and not coinciding the axes (C C A, wo # 0, go # 0).
Then however, all the cyclic (real and ideal) processes starting from equilibrium, i.e.,
from the set B, must have their representing points on the same line. Indeed, if it
would not be true, i.e., if there would be a (cyclic) process (say (w1, g1) on Fig.1.1)
not situated on this line, we could find a (cyclic) process (¢wog, @gg) € C (on this
line) such that the sum of these two processes in the sense of the closeness of the
universe Ul form a cyclic process, the representing point (¢wo + w1, @go + q1) of
which would fall into the forbidden (first or third) quadrant (waiting appropriately
in initial equilibrium state we can achieve the same duration of both process), see
Fig. 1.1.

13 Or even neglected as in classical thermodynamics and other models of Sects. 2.1, 2.2.

14 Original proof in [59, 60, 98, 99] stresses more the difference between First and Second Laws,
cf. Rem. 17. See also Rem. 7 concerning sign of work.
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(w1, Ql)

(awo + w1, ago + q1)

(wo, qo)

S (O{’LU(% CYQO)

Fig. 1.1 Plane representing work and heat in cyclic processes. The First Law prohibits points (w, )
to fall in the first or third quadrants

Thus Eq. (1.4) is proved for the set B (and C C B) with positive constant J the
same in the whole universe. Before extending this result to all cyclic processes (set
A) we take some equilibrium state oy (cf. postulate S4 in Sect. 1.2) as a reference
state and define the energy U in an arbitrary state o by

U=1lg+w (1.6)

where w, ¢ are the work and heat of some process p (cf. S3) from the (equilibrium)
reference state o to o.

The energy U just defined is independent of the process p from oy to o. Indeed,
let us consider the fixed backward process pg from o to og with wg, go. Because p
followed by py is a cyclic process starting in equilibrium, by S2, (1.4) and (1.6) we
obtain

Jgo +wp) +U =0 (1.7)

The same equation is valid for another process p’ from op to o with w’, ¢’.
Therefore
U=IJg+w=1Iq +w =—Jgo+ wp) (1.8)
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This means that U is a state function, i.e., depending on the state o (and, of course,
on the reference state o) and not on the processes (like p, p’).

Letus consider now two arbitrary states, the initial o; and the final oy and a process
with w, g from o; to o ¢. If we choose some equilibrium state o as a reference state,
then from the composition of the processes S2 (schematically: oyp — 0; — o) and
(1.6) it follows that

Ur=U+Jg+w (1.9)

where U s and U; are the energies in the final and initial states, respectively. This is
the balance (1.5). If the initial and the final state coincide oy = o; (cyclic process)
then Uy = U; and we obtain from (1.9) the general validity of Eq.(1.4) for any
cyclic process (i.e., from the set A). This also permits the definition of state function
U based on any (and not only equilibrium) reference state o repeating with it the
procedure from analogs of (1.6) to (1.9); therefore (1.9), i.e., (1.5), is valid also for
energy defined in this general reference state.

Moreover, repeating the deduction of (1.9) for the same process from o; to o
with the same w, ¢ but also with another (general) reference state o, giving energies
U /f and U } in o and o; respectively, we have

Up—Ul =lg+w=Us—U (1.10)

Taking U = Uy, U’ = U} and o) = o; (i.e., U/ = 0) we find that the energy of
an arbitrary state (o'y in our case) relative to the new reference state U " and to the
original reference state U respectively are in the relation

U = U’ + const. (1.11)

where “const.” is the energy of the new reference state relative to the original.
Consequently, energy (defined to general reference state) is determined within an
arbitrary constant. Therefore proof of results 1 and 2. is complete. Q.E.D.

The classical special case of (1.5) (here and in the following we use mostly J = 1)
is arrived at when the volume work in Rem. 9 is the only work considered (the work
of inertial and/or external forces is neglected); U is then internal energy.'

15 Experience (and also most constitutive models in this book, e.g., models A, B in Sects.2.1, 2.2
and in Chap. 3) shows that the internal energy of (uniform) fluids (namely real gases) are functions
only of V and ¢ (denoted later as 7', see (1.30) below). For the special case of ideal gas (defined
by i., ii. in Appendix A.1, cf. end of Sect.3.7) the internal energy is a rising function of temperature
¥ only

U=U®)

Therefore dU /dv (heat capacity of ideal gas) is positive which is also a stability condition, cf.
Rem. 7 in Chap.2, (3.256).
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Vs
Uf—Uizq—/ Pdv (1.12)
Vi
For a small change of internal energy dU by small quantities of heat dg and
volume work dw = — P dV we have the classical form
dU =dg — PdV (1.13)

Summary. The First Law was postulated as a simple general statement on
performing work by a system exclusively upon the absorption of heat. Such a general
statement was demonstrated to lead to the proof of equivalency between heat and
work and to the proof of existence of the internal energy and its balance (with heat
and work).

1.4 The Second Law of Thermodynamics

Using still the method of §i1hav3’/ and Kratochvil [13, 59, 60, 94-96, 98, 99] for
the formulation of the Second Law we need more detailed information than for the
First Law. It is necessary to know how much heat is exchanged at every empirical

N
temperature. This is given by the heat distribution Q (cf. the discussion of this quantity
in Sect. 1.2). Now we define the heat absorbed g™ and the heat emitted g~ during
the process as follows:

gt = 0k if Qx>0 (1.14)
k

g-=->_ 0 if 0/ <0 (1.15)
I

where we sum through all empirical temperatures #; where the heat is absorbed
O > 0 or emitted Q; < 0, respectively (cf. Rem. 7); if such Qy or Q; do not exist
in the process, ¢ or ¢~ are zero (see 1.1). We note that both the heat absorbed and
the heat emitted are nonnegative

gt >0, ¢ >0 (1.16)

The net heat exchanged g (1.2) is then'®

16 Using more general concepts from Rem. 10 we can analogously define heat absorbed ¢* and
emitted ¢~ (both nonnegative) as (using also the concept of density of heat distribution 1 (%) Eq. (a)

in Rem. 10)
q+=/dQ+ =/n+w>dﬂ, v =/dQ’ =/n’(ﬁ)dl’ @)

where, integrating through all temperatures 9 [cf. (1.22), (1.15)],
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g=q"—q". (1.17)

Now we are able to postulate the Second Law of thermodynamics as will be used in
the following.!”

The Second Law of thermodynamics is postulated as follows: In a cyclic process
(from the set A of all real and ideal cyclic processes) a system can absorb heat
(g™ > 0) only if it also emits some heat (g~ > 0), i.e.,

gt >0=49" >0 (1.18)

This is in fact the Carnot-Clausius formulation of the Second Law [94-96]; we
stress here especially that the inverse implication of (1.18) is not valid (e.g., on—off
cycle of electrical heating has ¢~ > 0 but g™ = 0).

Formulation (1.18) is independent of the First Law and permits a comparison with
the Second Law. Namely, the symmetry < of the First Law and asymmetry = of
the Second Law may be stressed [59, 60, 98, 99], cf. Rem. 14.

Alternatively, however, accepting the First Law (i.e., nonexistence of perpetuum
mobile of the first kind), the Second Law (1.18) may be reformulated as the nonex-
istence of perpetuum mobile of the second kind as follows:

In a cyclic process a system can perform the work w only if it absorbs heat g™
and also emits some heat g~

w<0=¢g">0 and ¢~ >0 (1.19)

This formulation excludes the perpetuum mobile of the second kind having in
(1.199 g~ =0.

Proof of (1.19) from (1.3), (1.18): if w < O then ¢ > 0 by (1.3) and by (1.17) and
(1.16) we obtain g™ > 0. Then from (1.18) we obtain (1.19). Conversely from (1.3)
and (1.19) relation (1.18) follows: if w < 0 then from (1.19) we obtain (1.18). For
w > 0 we obtain from (1.4) [which is a consequence of (1.3)] ¢ < 0, and by (1.17)
g~ > q™T. Then (1.18) follows (if g™ > 0 then ¢~ > 0). Q.E.D.

(Footnote 16 continued)
dot =dQ, dQ =0 for dQ >0
(or nt@)=n®)., 7~ @ =0 if n@) >0)
dQ0~ =—-dQ, dQoT =0 for dQ <0
(or 1”@ =-n@), nt@) =0 if n®) <0) (b)

Net heat (Eq. (a) from Rem. 10) may be expressed through (1.17) again. See also Rem.21.

17 We proceed according to [60, 98, 99] (cf. [90]) simplified [103] by using empirical temperature
¥ of the ideal gas thermometer and using as the set C (cf. property U2 in Sect. 1.2) the Carnot cycles
from Appendix A.1 (these fulfill, e.g., the relation (4.6) of [90]).

For thorough discussion of all classical formulations of Second Laws see [94-96].
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Going back we demonstrate that from the formulation of the Second Law (1.18)
and properties of the system S 1-S4 and the universe U1, U2, the following results may
be obtained (for simplicity we use the “step” approximation by the finite number N of
empirical temperatures ¥ ; but the known “integral” form (1.41) and (1.42) of results
(1.20) and (1.21) may be understood, say by the simplified method of Rems. 16, 17,
21):

1. The existence of the absolute temperature T (applicable in all the universe)
which may be identified with the empirical temperature of the ideal gas thermometer
¥ = T and is therefore positive (and increasing with physiological “hotness”) and
measurable in Kelvins.

For every system from the universe and every cyclic process (real and ideal, i.e.,
from the set A) the following Clausius inequality is valid

> 0/T; <0 (1.20)
F

where the sum is taken over all possible (in our “step” approximation j = 1, ..., N)

=
temperatures 7; = *; and Q ; are the components of the heat distribution Q (1.1) in
the cyclic process considered.

2. Existence of entropy and the entropy inequality: for each system in the universe
there exists a state function S, called entropy, such that for every process in the system
the following entropy inequality, is valid

Sp—Si=> 0i/T (1.21)
j

Here Sy and §; are values of S corresponding to the final and initial state of the system

in the process, respectively. The meaning of the sumin (1.21) is the same as in (1.20)

(but the process is not cyclic) and in fact in both of them we sum only through the
—

nonzero components of Q in the given process [cf. discussion of Eq. (1.1)]. Equalities
in (1.20), (1.21) are valid for any reversible process (cyclic in the first case). Entropy
S is the state function (its values are determined by the state o) but it is not generally
unique in the sense that more entropies satisfying (1.21) and differing by a function
of the state may be constructed. But in special cases (important in applications) the
entropy is unique within an additive constant (see (1.40) below).

Proof of these assertions will be outlined geometrically [the proof is possible also
for the more general concept, see Rem. 21; note also that some limiting assumptions
during this proof [e.g., special reference state in definition (1.31)] will be gradually

—

removed]. The vector Q of heat distribution of any cyclic process in the universe
(from the set A) may be situated in the N-dimensional Cartesian system, if we put
components Q; on each axis (accounting for each possible empirical temperature
in our “step” approximation); see Fig.1.2 for two dimensions: From the Second

=
Law (1.18) we can see that any heat distribution Q of any process from A cannot be
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situated in the hyperquadrant given by positive values of Q; > 0 [otherwise g™ > 0
by (1.14) and ¢~ = 0 by (1.15) which contradicts (1.18)]. Let us consider two heat
- -

distributions Q1, Q7 from C (cyclic, reversible, and homogeneous processes starting
in equilibrium state; by completeness U2 they exist as, e.g., Carnot cycles). Then

e
(see closeness U1) for any real 1, > there is a cyclic process with a1 — Q1 + a2 0>
- —

from C (because both processes with Q1, Q> may have the same duration achievable
—

due to the stability of equilibrium in S4) and also a process with a(¢1— Q1 + a2 Q2)

exists for any real «). Therefore all Q € C form a subspace. But this subspace must

have the dimension smaller than N because Q (from C C A) cannot be present in
the forbidden hyperquadrant mentioned above.

On the other hand, we are able to show that this subspace of all Q € C has
dimension N — 1: let us consider a cyclic process from the postulate U2, specifically
the Carnot cycle from Appendix A.1, with two arbitrary empirical temperatures 9, >
¥4, the heat distribution of which has only two nonzero components (of opposite sign)
Op=q" >0,0, = —q~ < 0 [cf. Appendix A.1 below, Formulae (A.5), (A.4),
(A.7) respectively, see also below (A.9)].

Now we select and consider processes with indices @ = j and b = j + 1 where
j=1,2,..., N—1isindex of empirical temperatures in our “step”” approximation.

N
Then the heat distributions Q; of such processes (with components Q, = Q;j,
Op = Qj,j+1)are

Qj=0,....,0;, Q10 j=1,2,...,N—1 (122

These N — 1 vectors (1.22) from C, both components of which being different

from zero and of opposite sign (i.e., Carnot cycles between adjacent pairs of all

possible temperatures according to our “step” approximations and completeness U2)
—

are linearly independent. Therefore, the subspace of vectors Q from C has dimension
N — 1 and forms a hyperplane coming through the origin in the N-dimensional
Cartesian system, see Fig. 1.2 (according to our construction this (N — 1)-dimensional
hyperplane contains all possible Carnot cycles; but in fact it contains any reversible
cyclic process, see below). Moreover, this hyperplane contains vectors with at least
two nonzero components (1.22) [Carnot cycles fulfill the Second Law (1.18)] and
therefore does not meet any hyperplane formed by the axes of the Cartesian system.
—

Then there exists an N-dimensional vector f which is perpendicular to this
hyperplane and is directed into the forbidden hyperquadrant, i.e., all its components
[ are positive only

fi>0 j=12,...,N (1.23)

N
fulfilling for any Q € C

Ql

|
Il
o

(1.24)



22 1 Thermodynamics and Its Concepts in Nonequilibrium
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Fig. 1.2 Two dimensional example of the heat distribution vectors for cyclic processes

N
Now let us consider arbitrary vector Q € B, i.e., the heat distribution of any cyclic
—
process starting in equilibrium. We will now show that vector Q € B cannot form a
—

sharp angle with vector f, i.e., it must be

0-f<0 (1.25)

—
Indeed, because Q € B C A it cannot be in the forbidden hyperquadrant or situated
between the hyperplane C and the forbidden hyperquadrant. In the latter case specifi-

cally, we are able to find such vector QC e Cce. g such Carnot cycle) which together

with Q gives a compound process with Q + QC (by Ul from Sect. 1.2; because both
processes start in equilibrium, the same duration may be achieved) which is again in
the forbidden hyperquadrant (cf. Fig. 1.2 for two dimensions). Therefore for arbitrary

N
QO € B the relation (1.25) must be valid.
Now, we can define the values (permitted by our step approximation) of absolute
temperature T by
T,=1/f; j=12,...,N (1.26)
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and therefore T'; are positive numbers [cf. (1.23)] unique for the whole universe within

multiplicative positive constant (because the length of vector f is arbitrary). Each T;
corresponds to empirical temperature ¥ ; of the ideal gas thermometer (Appendix A.1)
and therefore absolute temperature 7T is its function

Tj =T, (1.27)

universal within a positive multiplicative constant. To know more about this function
we use completeness U2 of the universe from Sect. 1.2, specifically in the form that
between every two (empirical) temperatures (of the ideal gas thermometer), say ¥, >
v, some Carnot cycle exists, specifically those above (1.22) with Q) = gt >0,
0O, =—q < 0.Then

D)% =q"/q" = (Qp/—0a) = Tp/Ts (1.28)

The first equalities are the equalities (A.9) proved in Appendix A.1 and the last one
follows from (1.24), (1.26)

(Qa/Ty) + (Qp/Tp) =0 (1.29)

because Carnot cycle is reversible from subset C (and its heat distribution have only
two nonzero members, cf. Appendix A.1).

From results (1.28) we can see that absolute temperature [introduced, after all,
within a positive constant, cf. (1.27)] is proportional to the empirical temperature
of the ideal gas thermometer T = c?}. Arbitrary universal constant ¢ may be cho-
sen; usually ¢ = 1 and we can identify the absolute temperature with empirical
temperature of ideal gas thermometer

T =29 (1.30)

Absolute temperature is therefore positive and measured in Kelvins.

Recapitulating hitherto existing results we can see that by (1.26) and (1.1), relation
(1.25) is in fact the Clausius inequality (1.20) for arbitrary cyclic process from B
(i.e., starting from equilibrium state) and, by (1.24), equality in (1.20) is valid for
any Carnot cycle.

Now we are able to construct the entropy S of arbitrary (even instable or non-
equilibrium) state o of a given system in the following way. We choose an (stable)
equilibrium state o (from S4, Sect. 1.2) as a reference state [it may be chosen even
arbitrarily as we show below (1.40)]. As entropy S in the state o we take the supre-
mum!® of the set of the sums > » Qj/T; corresponding to all processes p from
optoo

18 Supremum (least upper bound) of a given set A of real numbers (containing even infinite elements)
is the least from all numbers which are greater than, or equal to the numbers of the set.

From this definition the following Lemma follows:

If for reals X we have X > Y forall Y € A, then X > supA.
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S=sup > Q;/T; (1.31)
14

N
(we write >3, Q;/T; = 2., Q;/Tj; in fact only nonzero components of Q play
role in the sum in the given process p).

From the definition (1.31) we can see that S is independent of the process p among
the same states op and o and therefore entropy S is a state function depending only
on the state o (and on chosen reference state o().?

Now we consider an arbitrary process p passing arbitrary states between two
such states—initial o; and final oy. Choosing the (stable equilibrium) reference
state op and a process p; from oy to o;, we can regard the process p; followed by
process p as a combined process connecting o and o s. Therefore it follows from
the definition (1.31) for Sy (entropy in the state oy with oy as a reference state) and
postulate S2 that

Sp=D10i/Ti+ > 0j/T; (1.32)
Pi p

This inequality is valid for any process p; (from oy to o;) and therefore by Lemma
in Rem. 18

Sf_ZQj/Tj > S ESUPZ Q;/T; (1.33)
P Pi

Thus, we obtain entropy inequality (1.21) for entropies defined relative to the same
(stable equilibrium) reference state og.

Equality in (1.21) is valid in any reversible process (cf. its definition in Sect. 1.2)
coming from o; to oy and vice versa for forward and reverse process through the

same states respectively. Indeed, if (1.21) is valid for the forward process p with Q

from o; to oy, then for the reverse process p’ with — Q from oy to ; we have by
(1.21)

Si—=Sf=> —0;/Ti==>0;/T (1.34)
P P

where the last equality follows from the reversibility (passed states are the same at
p’ and p with the heats of reverse sign). Comparing this inequality with (1.21) for
the forward process p we have for the reversible process between o; and o ¢

19 Because the number of processes p may be infinite, the definition (1.31) has sense if § < co.
But this is fulfilled: indeed, connecting the o with o by some fixed process p we form the cyclic
process (starting in equilibrium) where by (1.20) Zp Q;/T; + Zﬁ Q;/T; < 0 (process is from

B),i.e.,
D.0i/Tj<=2.0j/T; <00
P P

The expression in the middle is a finite number (7; > 0, Q; and sum are finite in chosen p, see S1
from Sect. 1.2) (even for non “step” approximation, cf. end of Rem.21). First inequality is valid for
every process p and therefore, by Lemma in Rem. 18, S is finite.
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Sp—Si=> 0/ (1.35)
p

Thus, the entropy inequality (1.21) was proved for any process p from state o;
to oy with entropies S; and Sy respectively, defined relative to the same (equilib-
rium stable) reference state og (states o;, oy and processes p between them may be
arbitrary).

Now, if we choose (arbitrary) o; = o in (1.33) [our (1.21)], then p is some cyclic
process from A and we have S; = S (supremum (1.31) is unique); inequality (1.20)
thus follows. Analogously taking o; = oy in (1.35) we can see that for any reversible
cyclic process (the forward process and the reverse come through the same states)
equality in (1.20) is valid. Therefore the Clausius inequality (1.20) is thus proved
to be valid for any cyclic process A [and not only for B as (1.25)] and equality in
(1.20) is valid in any reversible cyclic process [and not only for C or Carnot cycles

>
as (1.24)]. Then Q for arbitrary cyclic process must be situated in N-dimensional
Cartesian system below or on the hyperplane of Fig. 1.2 (containing all reversible
cyclic processes).

We now demonstrate nonuniqueness of the entropy S (1.31) of the state o which
was defined relative to the reference (stable equilibrium) state og. Choosing another
(stable equilibrium) state, say o), as the reference state, then the same state o will
have the (new) entropy S’ by (1.31). Denoting by pg a process from oy to o) and by
p’ a process from o; to o, we have by definition(1.31) and by combination of the
processes (S2 in Sect. 1.2)

S=D 0i/Ti+ D 0;/T; (1.36)

Po P

This is valid also for supremas of these quantities through all possible pg and p/,
cf. Lemma in Rem. 18. The supremum taken for the process p’ is entropy S’ and
supremum for py is entropy Sp (the entropy of the new reference state oy, relative to
the original reference state o). Therefore

S—8'>5=> 0j/T (1.37)
Po

We can see that the difference between entropies of the same state o taken relative
to different referential (equilibrium) states [the left hand side of (1.37)] is generally
not smaller than the constant quantity on the right hand side, i.e., S’ is distinguished
from S by some state function of o [note the different behaviour of energy U, cf.
(1.11)].

Only in special cases is the difference between S and S’ a constant, e.g., when
among the processes pg from oy to a(/) areversible process pg; (with Q;) exists: then
starting from O’é to op by reverse (to po; process (with —Q;) and continuing from oy
to o by some process p we have for S’ from (1.31)
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S'=D"—0i/Ti+ > 0,/T; (1.38)

po1 p

Because (1.38) is valid also for supremum from processes p (see Lemma in Rem. 18)
we have
S—8'<> 0i/T =S (1.39)

Pol1

where the last inequality follows from the definition of Sy. Comparing (1.37) and
(1.39) we obtain
S—5 =5 (1.40)

which proves our assertion (Sg is the (constant) entropy of o(/); all entropies in (1.40)
are relative to (stable equilibrium) reference state o).

As has been shown above the Clausius inequality (1.20) is valid for any cyclic
process (i.e., from A) and it remains to show that also the entropy inequality (1.21)
[where, of course, the states of considered process p are arbitrary, cf. (1.33)] is valid
for quite arbitrary reference state o in the definition of entropy (1.31). Indeed, using
the general validity of (1.20), it is sufficient to repeat the arguments giving (1.33)
(including inequality in Rem. 19 valid now for A). Moreover, we can repeat the
arguments giving (1.35), (1.37), (1.40) and therefore equality in (1.21) is valid for
any reversible processes with arbitrary entropies but now defined relative to general
op [or in case (1.37), (1.40) also to another general 06].20 Thus the proof of our
assertions 1, 2 [i.e., (1.20), (1.21) and below them] is accomplished. Q.E.D.

As we noted above all states o (including those of reference o) may be arbitrary,
e.g. those which are instable or nonequilibrium [cf. above (1.31)]. Specification of
such states depends on the chosen constitutive model and its formulation of equi-
librium or reversible process (cf. Rems. 11, 12). In most constitutive models in this
book, where the local equilibrium is typically valid, the states of such processes are
equilibrium and even stable; entropies may be determined with precision of constant
(1.40), see end of this Sects. 1.4, 2.1, 2.2, and 3.7.

‘We now remove our ‘“step”” approximation, i.e., the assumption that the empirical
temperature could be measured by definite steps only with finite number N of “per-
mitted” temperatures. This approximation was used only to obtain the results by sim-
ple mathematics. Namely, it may be expected that by allowing the steps of empirical
temperature to approach zero (i.e., the number of temperatures N goes to infinity),
in resulting formulae (1.20), (1.21) the sums change into integrals and components

20 The same form of entropy inequality (1.21) may be obtained also with another definition of
entropy than (1.31). Such is, e.g. the entropy S defined by (with general og) S = —sup Zﬁ 0;/T;
[cf. (1.31)] giving again entropy inequality Sy — §; > >° » ©/Tj. The difference between S and
S in the same state o (and with the same reference state oy) is generally a function of state o (i.e.,

not constant), S — S < 0. But the difference disappears, if reversible process from o to o exists.
See [60, 98, 99] for details.
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of heat distributions at temperature 7" change to dQ. So we obtain from (1.20) the
Clausius inequality for any cyclic process

/% <0 (1.41)

and, from (1.21), the entropy inequality for an arbitrary process between arbitrary
initial and final states with entropies S; and Sy respectively.

-~ [4e
Sy =S, z/ = (1.42)

Here dQ is the heat exchanged in the process (may be their sum at different
places and instants) where their absolute temperature has the same value 7. We
recall that T are identified with (positive) empirical temperature ¢ of the ideal gas
thermometer (1.30).

Results (1.41), (1.42) are precisely proved by Silhavy [59, 60, 96] with a more
general empirical temperature (cf. Rems. 17) and without the “step” approximation.”!

21 Following [98, 99] we sketch this procedure in simplified form used in Rems. 10, 16 (using
existence of the density of heat distribution 7). Similarly as in Rem. 10 we consider N — o0 in our
“step” approximation; components of heat distribution are now d Q for each temperature ¥ of ideal
gas thermometer. Proof in this Sect. 1.4 then needs the infinite dimensional space with such vectors
of heat distribution. Using (nonnegative) heat absorbed g+ and emitted g ~ given now by Eq. (a) from
Rem. 16, the Second law (1.18) forbids for (infinite dimensional vector of) heat distribution of cyclic
processes (or its densities) the region with absorbed heat only (g™ > 0, g~ = 0). Moreover, using
closeness and completeness of universe U1, U2 with Carnot cycles, the heat distributions (or their
densities) must fall into halfspace which does not meet the forbidden region (with corresponding
boundary hyperplane of reversible cyclic processes). This may be similarly expressed through
positive function f (%) > 0 of empirical temperature v by

/ FdQ = / F@N@)dP <0 @)

Defining absolute temperature as 7 (¢) = 1/f(¢) we obtain Clausius inequality (1.41) for cyclic
process

d
/ ((®)/T@)dd = / L <o (b)

Again absolute temperature may be identified with empirical temperature of ideal gas thermometer
(1.30) admitting of course, that the Carnot cycle may be introduced for any two empirical temper-
atures .

Entropy S of state o (relative to reference o) may be now defined analogously [as (1.31)] as

the supremum
1Y
S = — c
sup [ ©

of all processes p from oy to o. This is the state function fulfilling the entropy inequality (1.42) which
may be proved quite analogously as before substituting finite sums Zp Q;/T; by corresponding
finite integrals [dQ/T through the same corresponding process p. All other considerations are
similarly valid in Sect. 1.4 above, e.g., sum in the center of inequality in Rem. 19 is substituted by
corresponding finite integral.
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In (1.41), (1.42) we integrate dQ [a component of infinite dimensional heat
distribution (1.1)] through all temperatures of our process, but, because dQ are the
sums of heat exchanged at all instants and places the temperature of which has a
given value T, we may use in (1.41), (1.42) the integrals in time and space instead
[in “step” approximation this is represented by summations according to postulates
S2 and U1 respectively; cf. discussion of (1.1) and, e.g., (1.32)].

Such a form of entropy inequality (1.42) and likewise the energy balance (1.5)
will be used (in fact by further simplifications) in Chap.2 where uniform systems
without space gradients are treated: The process is a time sequence of the states
and we may expect the validity of (1.5), (1.42) for arbitrarily close time instants.
Therefore we formulate these basic laws for the rate (time derivative) of the state
functions (entropy, energy) with heatings (rate of heat exchange) and power, cf. (2.1),
(2.2). Using these rate arguments in nonuniform systems (Chaps. 3, 4), an analogical
assumption in the space leads to the densities of the quantities used in the formulation
of these basic laws (see, e.g., Sect.3.4).

Recapitulating, the results of this chapter look plausible, but there is a problem??:
while the definition of energy (1.6) may be expected and useful, using the definition
of entropy as a supremum (1.31) (or by (c) in Rem.21) will be scarcely possible.
Moreover, it is not clear how to find the reference (especially nonequilibrium) state
and also the existence of more possible definitions (noted in Rem. 20) complicates
the situation further.

Conversely the results that energy and entropy are the state functions permit us to
formulate their constitutive equations in rational thermodynamics. These, together
with balances (say of energy (1.5), (2.1), etc.) and entropy inequality (like (1.42),
(2.2), etc.) with the constitutive principle of admissibility (see, e.g., Sect. 2.1), permit
to calculate entropy within a constant in constitutive models describing equilibrium
or near equilibrium situations; in this book we study models of this type almost
exclusively. This follows from Gibbs equations (i.e., local equilibrium) proved in
such constitutive models and seems to correspond to (1.40) and to the existence of
a reversible process between states (which, although nonequilibrium states, permit
to calculate entropy, cf., e.g. model B in Sect.2.2). This is in accord with results of
classical (equilibrium) thermodynamics [1, 12], and irreversible (nonequilibrium)
thermodynamics [4, 5, 9] (its basic hypothesis—the principle of local equilibrium—
may be therefore proved in rational thermodynamics).

In more general constitutive models the Gibbs equations (local equilibrium) are
not valid and therefore explicit calculations of entropy are impossible. This seems
to correspond to the nonuniqueness of entropy or to irreversibility of processes
between nonequilibrium states [see below (1.37) and Rem. 20]. Such are some con-
stitutive models in Sects.2.1-2.3, but in particular models with long range memory
[17, 23, 48]. Even the usefulness of entropy in situations far from equilibrium [11,
101, 114-120] seems questionable, the entropy inequality deduced and used in

22 Such problems, giving more or less only partial interpretation of entropy defined in this chapter
in terms of entropies introduced in the remaining chapters, are similar, apparently not incidentally,
to the interpretation of statistically defined entropy, cf., e.g., [12, Sect. 11.14].
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rational thermodynamics [13, 17, 19, 59, 60, 94-96] gives interesting informa-
tion about possible material behavior (moreover, in physics are also known further
useful nonunique quantities, e.g., Lagrange function or electromagnetic potentials).

Summary. The Second Law was postulated as a simple general statement on
heat exchange in cyclic processes. It was demonstrated that when this statement is
combined with the properties of thermodynamic systems and universe introduced in
Sect. 1.2 the existence of the absolute temperature and entropy follows, even out of
equilibrium. The entropy should satisfy an inequality (1.21) which can be viewed
as an alternative form of the Second Law and is called the entropy inequality. How-
ever, entropy need not be unique especially in complex (nonequilibrium) systems
or processes and even the transferability of the proof of its existence at such condi-
tions remains unclear. Even in such cases the supposed existence of entropy can give
important information on possible behavior which can be subjected to experimental
testing.
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Chapter 2
Thermodynamics of Uniform Systems

In this chapter we discuss uniform systems, the properties of which change only in
time. Similarly as in [1-8] our main aim here is to demonstrate the method of rational
thermodynamics and application of its principles in simple material models. In other
words, the main aim is pedagogical—to begin with simple issues, demonstrations,
and examples. Nevertheless, even this chapter contains practical results which can be
applied on many simple real systems. Among others the principal results of classical
equilibrium thermodynamics will be obtained and this will be shown also for reacting
mixtures and heterogeneous (multiphase) uniform systems.

2.1 Energy Balance, Entropy Inequality and Constitutive
Principles, and Equations in Uniform Systems

A uniform thermodynamic system—(uniform) body—may be visualized as a block
of single (i.e., pure or one-constituent) material, the mass of which is fixed (closed
system) with properties depending only on time (and not on space). Therefore, the
state and state functions change only in time. Results (1.5) and (1.42) (where it
is possible to use time integration) may be expressed in the rate form as it was
explained at the end of Sect. 1.4. Consequently, such forms of energy balance and
entropy inequality in uniform systems are [1, 3, 4]

U=Q—-PV 2.1)
S=>0/T (22)

Here the dot denotes the time derivative of state functions: the internal energy U, the
entropy S, and the volume V of the body. Q is the heating, i.e., the heat exchanged
in the time unit (we use J = 1; see (3.3)) in the considered instant when the absolute
temperature is 7. For the sake of simplicity we limit the material of the body to fluid
(i.e., gas or liquid) only and neglect the motion (kinetic energy, inertial forces) and
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external volume forces (like gravitation). Therefore, we restrict the power only to
“volume” working (see Rems.9, 13 in Chap. 1) caused by the pressure P—force on
the surface unit from its surroundings.!

Our thermodynamic system—the uniform fluid body—is therefore characterized
by following 6 functions of time ¢ (which may be looked upon as primitives in
this chapter)

o) (2.3)
U(), S(1), P() (2.4)
V@), T@) (2.5)

giving the values of these quantities in any instant of the process.

The ultimate aim of the application of thermodynamics is the finding of some of
these functions (e.g., P(¢) at prescribed (2.3), (2.5)). But the balance (2.1) (and of
course (2.2)) is not sufficient for a great class of all uniform fluids (we do not need
the other balances here, e.g., for momentum and its moment and for mass, because of
neglecting the inertial and volume forces and conserving the mass, see Chap. 3). We
must introduce additional relations among quantities (2.3)—(2.5) which characterize
the differences among different materials (of the given class of uniform fluids in this
case)—constitutive equations [1, 3]. As we noted in previous Chap. 1, such equations
are mathematical models of real materials (“ideal material”, “material model””) which
stress those of its features which are important in assumed applications; the same real
material may have different constitutive equations depending on the circumstances
where the assumed model will be used (this depends on the relations between the
natural and observer’s time and space scales, cf. Sects. 1.1, 1.2, 2.3).

Rational thermodynamics proposes the construction of such equations by the use
of constitutive principles [1, 3] which generalize long experience accumulated during
the past with proposals of special constitutive equations (cf. Sect. 1.1). Some of these
constitutive principles more resemble rules or recommendations (e.g., principles of
determinism or equipresence below) serving rather as a guidance. On the other hand,
some constitutive principles (of admissibility below and objectivity in Sect. 3.5) seem
to be sufficiently general and therefore in turn all constitutive equations should be in
accord with them.?

Going back to proposing constitutive equations in our simple systems we call
the functions (2.3)—(2.5) fulfilling the balance (2.1) a thermodynamic process.

! By neglecting the above noted, the momentum balance reduces per the action-reaction law. Closely
around (part of) the surface this provides that the external pressure P is equal to those from the
interior and therefore depends on the material inside (i.e., it is given by constitutive equations like
(2.6), (2.7) below), cf. Rems. 9 in Chap. 1, 36 in Chap. 3, and e.g., [9, p.108].

2 Other types of such principles were also proposed: “phenomenological relations” between “flows”
and “forces” in classical irreversible thermodynamics [10-19], the use of pressure (flow of momen-
tum) as independent variables in equilibrium thermodynamics and more generally the use of flows
as independent variables in extended irreversible thermodynamics [20-23]. Cf. also “internal vari-
ables” in Sect.2.3.
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We regard the balance (2.1) as fulfilled in any process because the heating Q may be
in principle adjusted from the surroundings of the studied body (and therefore we do
not propose constitutive equation for Q).

We call the values of (2.4) responses and functions (2.5) a thermokinetic process;
constitutive equations must be therefore relations among them (even if the pressure
P comes from the surroundings (similarly as Q), it is included into responses because
here it depends on material inside the body, as explained in Rem. ).

According to the constitutive principle of determinism the response (in the actual
instant) is given by deformation and temperature in the present and the past of the
body (cf. also Sects.3.5, 4.5, and Rem. 26 in Chap. 3). This means that constitutive
equations give the responses (2.4) in the actual instant as functional-independent
variables of which there are histories—thermokinetic processes (2.5) in the past and
present (in fluids, by definition, the deformations which influence the response are
expressible only through volume in mass conserving system; cf. Rems. 3, 4 in this
chapter, 30 in Chap. 3).

Constitutive principles of memory give more detailed description of the influence
of the past on the response. Section 2.3 describes the role of time scales (cf. Sect. 1.1)
for this description and the expression of the influence of the past (or history) through
internal variables. The influence of the past frequently expected from the experience
is contained in the constitutive principle of fading memory: the more the past is
remote, the less influence it has on the response. Mathematical formulation of this
principle need not be unique [24-29] (for introduction see [2, 4, 6, 30]). In limit
of equilibrium there is some time interval (natural time scale or relaxation time, cf.
Rem. 11 in Chap. 1 Sects.2.4, 3.8, 4.7) after which the (practical) influence of the
past is negligible.

Here we confine ourselves to the short range memory expressed by the constitutive
principle of differential memory: constitutive equations are functions of values and
time derivatives of the thermokinetic process (2.5) taken in the present instant. Such
constitutive equations may be expected in the material with fading memory where
the history (2.5) is developed in the Taylor series about the present instant with
restriction to the slow processes (2.5) when higher time derivatives are negligible,
cf. [31].2

Further the constitutive principle of equipresence demands that independent vari-
ables have to be the same in all constitutive equations for responses (2.4). This
principle prevents the nonjustified preference of some constitutive equations against

3 Let the response f be given by the function g(.) through the following example of functional with
fading memory F

oo
f=Fgl)= / g(s)(exp(=3s))ds  (a)
Jo
by which the number f is adjoined to functions g(.), e.g., as in the following table
2

functiong(s)| 1 | s | s |
response f [1/3]1/9]2/27]....

Understanding s as an interval passed from present time # into the past (i.e., s = t — 7, where
7 is time elapsed 7 € (—o0, t]). Therefore, g(s) is the “history” of quantity g; the exponential in
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the others in general formulation of the material model (in special cases it need not
be used, of course).

Guided by these three constitutive principles, we propose the following four
material models of a uniform fluid body generally nonlinear in independent vari-
ables [1-4, 8]:

A. Fluid without memory
U=0WV,T), S=8V,T), P=PWV,T) (2.6)
B. Fluid with memory to the volume
U=0wv,v,T), S=8V,V,T), P=PV,V,T) 2.7)
C. Fluid with a higher order memory in volume
Uu=U0w,v,v,7), S=8V,V.V.T), P=PV,V,V,T) (28)
D. Fluid with memory in volume and temperature
u=0w,v,17,7), S=8SV,v.T,7), P=PV,V,T,T) (2.9)

Here V, T are only positive and V, V, T are arbitrary real numbers.

At this point we recall again the difference between the constitutive model and
reality (cf. Rem. 3 in Chap. 1 and Sect. 2.3): here we study mathematical models and
therefore (unless said otherwise) we assume that 7', V are positive in these models
and that 7, V, V are any real numbers (e.g., in study of model we apply Lemma
A. 5.1 from Appendix A. 5 based on such assumptions). However, in practical choice
of a model (say from A, B, C, D above, motivated, e.g., by the relation between the
observer’s and the natural scales, see Sect. 2.3) we consider only part of these possible
values (i.e., these are considered in the application of a model and not in the model

(Footnote 3 continued)
the functional (a) assures fading of memory in the past: the influence of great s (remote past) is
suppressed. Developing g(s) into a series around the present instant s = 0 we have

g(s) = g(0) + g(0)s + (1/2)§(0)s> +---  (b)
which by inserting into functional (a) gives
f=(1/3)g00) + (1/990) + 1/2DGO) 4+ ---  (0)

Neglecting the remaining members (which neglect the influence of the past by the fading exponential
in (a) we obtain response f as a function of value g(0) and its time derivatives §(0), §(0) in the
present instant # (i.e., s = 0):

f=rg0),90),50) (@

For the general procedure of such an approximation of fading memory to a differential one (elimi-
nating exceptional fading exponential exp(—3s)) see [31].
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itself as studied in theory presented as a mathematical object). For example, if we try
to apply these models to real fluids with very high V we wish to prefer model B rather
than model A. Similarly, some models, especially C, D, are not very realistic, because
uniformity (as well as neglecting motion) is difficult to keep and we must apply some
more realistic nonuniform models of Chap. 3 (of which the uniform models A, B are
special cases), cf. Sect. 3.8. This consideration has been valid “unless said otherwise”
(see above), i.e., mathematical constitutive models may also be studied with some
a priori added regularity conditions (like conditions of stability, cf. Rem. 6 in this
chapter below). This procedure will be used in Sects. 2.2, 2.3, 3.8, 4.7.

To find the final forms of constitutive equations (2.6)—(2.9) we will ultimately
use* the constitutive principle of admissibility (called also the dissipation or entropy
principle [3, 8, 34, 35]). This principle was proposed by Coleman and Noll [36] and
it opens a way to building up rational thermodynamics. To formulate this principle
we define the admissible thermodynamic process as any thermodynamic process
(2.3)-(2.5) fulfilling (2.1) which is consistent with (admissible by) the proposed
constitutive equations (some model from (2.6)—(2.9); such a process is a sequence
of states in the sense of Sect. 1.2).

The constitutive principle of admissibility demands that the entropy inequality
(2.2) must be valid in all admissible thermodynamic processes. This principle then
restricts the form of constitutive equations.’

This principle will be used similarly also in other models of this book, see
Sects. 3.5, 4.5. In more complicated cases it is not easy to find an admissible process
and for these cases the admissibility principle may be achieved by I-Shih Liu method
of Lagrange multipliers [35, 41, 42]; this will be explained in Appendix 5.

Now, in our uniform systems, an arbitrary thermokinetic process (2.5) gives
some admissible thermodynamic process. Indeed, if any smooth functions (2.5)
are taken we can calculate necessary values at the present time and introducing
them into constitutive equations (2.6)—(2.9) we calculate the response. Heating Q is
then adjusted so that the balance of energy (2.1) is satisfied (therefore this balance
gives no restriction on constitutive equations; for a slightly different point of view
see [35, 42-46], cf. also Rem. 14 in Chap.4). Therefore, an admissible thermody-
namic process is obtained and thus the constitutive admissibility principle may be

4 In more complicated material models we modify or use further constitutive principles: determinism
is enlarged for densities (mass concentrations) in mixtures (cf. Sects. 2.4, 3.5, 4.5), and the definition
of fluid used in this principle is in fact the result of constitutive principle of symmetry (see Rem. 30
in Chap. 3). Another constitutive principle is the objectivity (frame indifference) principle. Here it is
trivially satisfied because motion is neglected and all quantities are objective (see Sects. 3.2, 3.5). In
nonuniform systems the influence of neighborhood is described in the principle of local action (cf.
Sect.3.5). In mixtures, the property of mixture invariance [32] may also be used as a constitutive
principle [33].

5 This differs from classical interpretation which looks at the entropy inequality (i.e., at the Second
Law) as the restriction on the process leaving the form of constitutive equations unchanged.

This admissibility is criticized by Rajagopal and his school; using instead the assumption of
maximum of entropy production rate, their further restrictions may be obtained, see, e.g., [37-39].
However, there are also reservations to the principle of maximum entropy production [40].
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formulated in our systems in the following way: entropy inequality (2.2) must be
valid in any thermokinetic process (2.5).

For the majority of applications it is sufficient to assume that the thermokinetic
process as well as the constitutive equations (2.6)—(2.9) are differentiable (for a more
general case see [2, 3]).

Before going further we introduce some definitions: Production of entropy % is
defined by

r=8-0Q/T (2.10)

Therefore, entropy inequality (2.2) may be expressed by
¥>0 or T >0 (2.11)

Entropy production multiplied by (absolute) temperature, here T, is called dissi-
pation.

Another important concept in constitutive models is equilibrium introduced for
each constitutive model with typical observer’s scales (cf. Sects. 1.1, 1.2, 2.3). We
define the equilibrium process as that with zero production of entropy. Namely, in
uniform systems of this Chap. 2 the equilibrium process is given by ¥ = 0 in any
state (instant) of its sequence.

The special equilibrium process is the equilibrium state when the system is per-
manently in the one state (cf. Rems. 11, 12 in Chap. 1). Its entropy does not change
in time (permanence) and there is no heat exchange in it, i.e., S =0and heating is
zero Q = ( separately in (2.10); therefore ¥ = 0.

But there are also equilibrium processes where ¥ = 0 is achieved by com-
pensating the two nonzero members in the right-hand side of (2.10). They may be
constructed as reversible (see Sect. 1.2 below property Ul) by zero values of quan-
tities causing nonequilibrium and achievable by adequate slowing of corresponding
nonequilibrium processes (see Rem. 48 in Chap. 3), cf. examples of Sect.2.2.6

Others examples are given in Sects.2.4, 2.5 and the concept of equilibrium
reversible process may be enlarged also to nonuniform systems in the next Chapters,
see Sects. 3.6, 3.8, 4.7, Rem. 41 in Chap. 3.

Free energy F of the body is defined by

F=U-TS (2.12)

Therefore, F is a state function for which a constitutive equation may be constructed
if we insert those for U and S in (2.12) (e.g., for model B (2.7) is F = f’(V, v, 7).
It is convenient to use the free energy F instead of U which may be calculated back
from (2.12) if necessary. Finally we eliminate heating from (2.1), (2.2) and we use
(2.11), (2.12) to obtain the reduced inequality

6 As we noted in Rem. 11 in Chap. 1 we must add the stability conditions of the equilibrium state
(as the part of regularity conditions of the constitutive model), see Rems.7, 9, 11 in this chapter.
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— TS =F+PV+ST <0 (2.13)

Therefore, the principle of admissibility may now be reformulated in the following
way now: reduced inequality (2.13) must be valid for any thermokinetic process
(2.5).

In the following Sect.2.2 we demonstrate how this requirement restricts the con-
stitutive equations (2.6)—(2.9).

Summary. In this Section, the principles used in rational thermodynamics to
derive constitutive equations modeling the behavior of specific (material) bodies
(systems) were described. Four simple general models of behavior of fluids were
proposed, (2.6)—(2.9), taking into account most of these principles. The entropy
inequality was formulated for uniform systems and modified introducing the free
energy, (2.12), to the final—reduced—form (2.13). The basic exposition of rational
methodology is thus prepared for the application of the very thermodynamic principle
in the following Section.

2.2 Constitutive Equations of Uniform Fluids

In this Section, we obtain the ultimate form of constitutive equations for model
A, B, C, D (2.6)—(2.9) using the constitutive principle of admissibility in the form
mentioned at the end of preceding Sect.2.1 [1, 2, 4-8].

A. Fluid without memory has constitutive equations (2.6) and therefore (see (2.12))
the constitutive equation for the free energy is

F=FWV,T) (2.14)

Introducing (2.14) into reduced inequality (2.13) we have

oF . . OF . )
Ty = (W(V’ T)+P(V,T)V + (a_T(V’ T)+S(V,T)T<0 (215

According to the admissibility principle (in the form quoted at the end of the preced-
ing Sect.2.1) this inequality (2.15) must be valid in any thermokinetic process and
therefore also in such a one where T > 0, V > 0, V are arbitrary constants and T
may be an arbitrary real number. Then coefficient standing next to 7 in (2.15) must
be zero; otherwise it is possible to find such a real 7' that inequality (2.15) is not
valid. Here (and often in the following) the Lemma A. 5.1 of Appendix A. 5 is used
(with X = T). Therefore,

OF |OT = —S§ (2.16)

and (because V, T was fixed arbitrarily) this is valid identically (i.e., for any V, T).
Similarly, choosing V, T, T constants and V arbitrarily, we prove an identity (again
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by Lemma A. 5.1 for any choice of V, T, T
OF |9V = —P (2.17)

Relationships (2.16), (2.17) are not only necessary but (inserting (2.16), (2.17) into
(2.15)) also sufficient for validity of (2.15).

Therefore, the free energy is a potential for entropy and pressure, i.e., Gibbs
equations are valid

F=—-ST—-PV (2.18)
U=TS—PV (2.19)

where the last equation follows from (2.12). Comparing (2.18) with (2.13) (or (2.19)
with (2.12)) it follows that in (2.13) (or (2.2)) only the equality is valid, i.e., ¥ =0
identically. Thus, all processes possible in this fluid without memory A are the
equilibrium processes (see definition under (2.11)).

Model A is in fact the main material model studied in the classical equilibrium
thermodynamics. Each state in this model A may be an equilibrium state from pos-
tulate S4 in Sect. 1.2 by fixing not only V, T, but also V = 0, T = 0; then not only
power but, by (2.1), (2.6), also heating should be zero Q = 0. Its persistence is
assured (cf. Rems. 6 in this chapter, 11 in Chap. 1) by stability conditions.’

All processes in model A may be considered also as those with reversible
equilibrium because for each process passing a sequence of states with state vari-
ables V, T and with (nonzero) V, T’ and therefore with (generally nonzero) U, S,
heating Q, or power PV and ¥ = 0, obviously there exists a reverse process pass-
ing a sequence of the same states in reverse order with V, T and —V, —T, £ = 0
in which by (2.1), (2.19) we have —U, -8, and opposite power —PV and heating
—Q. In such processes, which are equilibrium and reversible, we have ¥ = 0 where
both (nonzero) members on r.h.s. of (2.10) compensate. An equilibrium reversible
process may be regarded as a sequence of such stable equilibrium states. An apparent
contradiction (V, T in the equilibrium process are nonzero, while in the equilibrium
state are zeros, cf. their definitions under (2.11)) consists in the choice of the ob-
server’s time scale in practical applications of model A: this time scale is chosen to
be sufficiently great and therefore (all) processes in A are slow and the equilibrium
of each passed state is attained (by its stability from Rem. 7) instantaneously in this
large time scale (i.e., V, T are nonzero in the observer’s time scale, but because of
its choice, they are in fact very small and nearly zero). Cf. also analogous discussion
of model B below and [47], Rem. 17.9, Sect.2.3.

If we should shorten the observer’s time scale, we cannot use this model A and
(in the same material) we must use a more complicated model, e.g., B (or even C,
D, etc.) discussed in the following.

7 Which in uniform models A (2.6) are 30 /0T > 0, dP/OV < 0. They follow from the fact that
model A may be deduced as a special case of nonuniform model in equilibrium (cf. below (3.239)
in Sect. 3.8) stability conditions of which are (3.256), (3.257) (cf., e.g., (3.199)). Cf. Rem. 9 in this
chapter, see Sects.2.3, 3.8 Rem.48 in Chap. 3 for further details.
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B. Fluid with memory in volume has constitutive equations (2.7) and therefore by
(2.12) we have )
F=FWV,V,T) (2.20)

Introducing it in (2.13) we obtain

— TS = (OFJOV) + P)V + (OF /OT) + S)T + (9F JOV)V < 0 (2.21)
By the principle of admissibility (see end of Sect.2.1) this inequality (2.21) must be
validat all 7 > 0, V > 0, and all real V, V, 7. Choosing some T, V, V, T fixed,
and V arbitrary (Lemma A. 5.1 is used for any choice of T, V, V, T), we obtain the
identity o

OF/0V =0 (2.22)

which means that instead of (2.20) we have

F=FWV,T) (2.23)

Introducing (2.22) to (2.21), chqosing T,V,V fixed and T arbitrary (Lemma A. 5.1
is used for any choice of 7, V, V), we obtain identically

OF /0T = —§ (2.24)
and by (2.23) we have also .

S=8V,T) (2.25)

U=UW,T) (2.26)

instead of (2.7) (Eq.(2.26) followed by (2.12)). Therefore, from inequality (2.21) it
remains

= —(l/T)( (V.T)+ PV, V, T))V >0 (2.27)

Because of nonlinearity (in V) the preceding arguments based on Lemma A. 5.1 are
not usable.
Achievement of the same results is also demonstrated by application of the I-Shih
Liu method on model B in Appendix 5.
Further results follow the equilibrium process in model B defined as a thermody-
namic process with
V=0 (2.28)

motivated by ¥ = 0 in (2.27) (with compensation of both even nonzero members
on r.h.s. of (2.10), cf. below (2.11)), see Rem.9 in this chapter below.
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As a consequence, the production of entropy ¥ = S(V,V,T) is not only zero
in equilibrium but it also has (for given V, T') minimum here. Therefore, for fixed
T, V,V and real parameter \ we have

d . )
— SV, AV,T) heo=0 2.29
a ( ) Ia=0 (2.29)
d . )

WE(V, AV, T) |x»=0=0 (2.30)

Introducing (2.27) into (2.29) we obtain

A

(a—F(v T)+P(V,0,T))V=0 (2.31)
oV’ o - '

and because Lh.s. of (2.31) depends linearly on 1% (which may be arbitrary) we have
for any choice of V, T

OF OV = —P° (2.32)
i.e., identically for any V, T. Here the equilibrium pressure P°

P’ =P°(V,T)=P(V,0,7T) (2.33)

was defined (we shall denote the equilibrium values by superscript ?). As nonequi-
librium pressure Py we denote

Py =Py(V,V,T)=P(V,V,T) - P°(V,T) (2.34)
which is at equilibrium zero
P =Py(V,0,T) =0 (2.35)
For production of entropy we thus obtain
— TS =PyV <0 (2.36)
Again we can see that the validity of (2.22), (2.24), (2.32), (2.36) is not only necessary

but also sufficient for fulfilling (2.21).
From the second condition (2.30) we obtain
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Py
—(V,0,7) <0 2.37
av( ) (2.37)

by (2.27) and (2.34).8

Summing the results for model B—fluid with memory to volume—we can see
that thermodynamic responses U, S, F' depend only on 7', V and free energy F'is a
potential for entropy S but only for equilibrium pressure P°. Gibbs equations are

F=—-ST—pP°V, U=TS—PV (2.38)

which are valid in all processes.

At the end we note (cf. below (2.11) and model A) that an equilibrium state in
this model B is achieved by fixing not only V, T, V =0butalsoT = 0; then not
only power but, by (2.1), (2.26), also heating should be zero Q = 0. Its permanence
is given by stability, see below and Rem. 9 in this chapter.

The equilibrium process, defined by (2.28) in model B, is reversible: for any
forward equilibrium process passing the states with V, T, V =0,and 7, U, Q,
Zero power PV there seems to exist a reverse process passmg these states in the
reverse order, the same states with V, 7,V = 0 and —T, —U, —Q and zero power
(see (2.27), (2.26), (2.1), Rems. 12 in Chap. | and examples in Rem. 48 in Chap. 3).
Zero entropy production is achieved but generally heat exchange Q may be nonzero,
giving entropy change: both (nonzero) members on r.h.s. of (2.10) compensate in
this case. The equilibrium process in this model B is a sequence of equilibrium states
S4 of Sect.1.2. The observer’s time scale for volume V is much shorter than in
model A, while temperature T has the observer’s time scale similar to that in model
A, i.e., greater and do not contribute to entropy production (2.36). By the difference
in time scales for V and T, the equilibrium process in this model B has V nearly
zero (similar to A model 7 is nearly zero), giving zero entropy production (2.36) (in
the other, nonequilibrium processes, V may be great). Cf. analogous discussion of
model A and Sect.2.3, Rem. 48 in Chap. 3.

Important is that equilibrium states passed during such reversible processes are
stable. Such a reversible process must be slow because the time scale (for volume) in
the usual (irreversible) processes is much less than the relaxation time—practically
finite time of achieving an equilibrium state during a change of V from the old
(perturbed) value to the new equilibrium value during the process in B . These results

8 In the Sect.3.7 a (nonuniform) fluid model is discussed which as a special case leads to uniform
fluid of type B but with linear dependence on V; namely, for nonequilibrium stress the relation
(3.211) may be written as a special case of (2.34), (2.35)

Py =—((/V)V

Here the proportionality coefficient (possible function of V, T) is written with the help of volume
viscosity coefficient { = &(V, T) used in nonuniform models of Sect.3.7. From (2.37) it follows
that ¢ > 0 which is of course in accord with (3.197). Moreover, usually as regular condition, we
demand only positive ¢ , see Rem. 9 in this chapter.
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will be explicitly demonstrated in examples of reversible isothermal and adiabatic
processes discussed in Rem. 48 in Chap. 3 in linear fluid of Sects. 3.7, 3.8 (uniform
case of which may be considered as model B).?

Equations (2.38) (which are in fact the Gibbs equation with equilibrium pressure
P?, cf. (2.18), (2.19) of model A) are valid also in nonequilibrium processes and
prove (in this uniform system B) an analog of the local equilibrium hypothesis of
irreversible thermodynamics [12, 16].

Again, not all results for model B are valid if we come to more complicated models
Cand D.

C. Fluid with a higher order memory in volume [4] has constitutive equations
(2.8) and therefore by (2.12)

F=FWV,V,V,T) (2.39)

Inserting it in the reduced inequality (2.13) we obtain
—TS = ((OF JOV)+P)V+((OF JOT)+S)T+(OF JOV)V+(OF JOV) V< 0 (2.40)
which by principle of admissibility (cf. end”pf Segt. 2.1) must be valid in any
thermokinetic process. Because of linearity in V and 7 we obtain (by Lemma A. 5.1

analogously as above) the identities

OF 0V =0 (2.41)
OF /0T = —§ (2.42)

Therefore, (instead of (2.8)) we have
F=FWV,V.T),S=S\V,V.T),U=0UWV,V,T),P=P(V,V,V,T) (2.43)
and inequality (2.40) then gives (note nonlinearity of PinV)
—TX = ((OFJ8V) + P)V + (OF JOV)V < 0 (2.44)
Motivated analogously as in (2.28) we define the equilibrium process in model C

by . ..
V=0, V=0 (2.45)

° As we noted in Rems. 12 in Chap. 1, 6, 11 in this chapter, the stability conditions of equilibria
must be added which in model B means that for equilibrium pressure (2.33) and (2.26) we have
dP°/0V < 0, U /0T > 0. This follows from the fact that equilibrium in model B is, similarly
as in model A (see Rem. 7 in this chapter), a special case of equilibrium in a model of nonuniform
fluid from Sect. 3.8, cf. (3.256), (3.257). Stability forms a part of regular conditions (see end of
Sect. 1.1, Rem. 6 in this chapter). To exclude rather pathological cases in applications we add to
regular conditions that Py = 0 only if V = 0 (entropy production S(V,V,T)hasa sharp minimum
atV = 0, i.e., equalities in (2.30), (2.37) are excluded). In linearized model B from Rem. 8 such
regularity means that volume viscosity coefficient is only positive ¢ > 0, cf. (3.232).
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Production of entropy is now a function ¥ = ﬁ)(V, vV, V, T) (cf. (2.44)) and has a
minimum in equilibrium (2.45). Thus

d . o
D EV AV AV T) [ =0 (2.46)

for arbitrarily chosen V, V., V, T where \ is a real parameter (sufficient inequality of
minima (analogical to (2.30)) will not be discussed for simplicity).

We use the following definitions in model C for all V, T :
equilibrium pressure P°

P’ =P°(V,T) = P(V,0,0,7) (2.47)
nonequilibrium pressure Py
Py =Py(V,V,V.T)=P(V,V,V,T) — P°(V,T) (2.48)
equilibrium free energy F°
F°=F(V,T)=F(V,0,T) (2.49)
nonequilibrium free energy Fy
Fy=Fy(V,V,T)=F(V,V,T) - F°(V,T) (2.50)
Therefore, these definitions have in equilibrium (2.45) the following properties

R oF,
Fy(V,0,T) =0, —N(V 0,7)=0, Pyn(V,0,0,T)=0 2.51)

Inserting (2.44) to (2.46) and using (2 47)— (2 51), we obtain equality linear in
(arbitrarily and independently chosen) V and V and therefore coefficients standing
in this equality by V and V must be identically zero; this means

OF° 0V = —P° (2.52)
OFy

6_(V 0,7)=0 (2.53)

The ultimate form of entropy production is (by (2.47)—(2.52) in (2.44))

3FN oF Fy -
—TY=—"V4+—2V+P V<0 2.54
3y + 50 + Py (2.54)
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Again, results (2.41), (2.42), (2.52), (2.54) are not only necessary but also sufficient
for fulfilling (2.40). But in this material model with higher order memory the ther-
modynamic quantities F, S, U are functions not only T, V but also V, free energy
is potential for S (2.42), but only equilibrium part F° is a potential for equilibrium
pressure P° (2.52). By (2.42), (2.43), (2.50), (2.52), (2.53)

) ) . OFy. OFy.
F=—ST—PWHP5%V+~5§V (2.55)

This result gives the classical Gibbs equation only in equilibrium process (2.45),
i.e., analog of “local equilibrium” hypothesis is not valid in this material model C.
Two last members in (2.55) contribute to the entropy production.

Using appropriate regular condition (analogously as in Rems. 7, 9 in this chapter)
we can achieve that in model C the equilibrium process is identical with the reversible
or zero production processes, but we omit this for simplicity.

Again, other results follow in the last model D.

D. Fluid with memory in volume and temperature (2.9). Then, by (2.12), the
constitutive equation for free energy is

F=FV,V,T,T) (2.56)
Inserting it in (2.11) we have
—TX = ((OF/3V) 4+ P)V + ((OF/OT)+S)T + (OF/OV)V + (OF /OT)T <0 (2.57)
According to the admissibility principle (quoted under (2.13)) and because of lin-
earity of (2.57) in V and T we obtain (by Lemma A. 5.1 analogously as before) the
identities o o
(0OF/0V) =0, (OF/0T)=0 (2.58)
Therefore, in material model D
F=FV,T) (2.59)
and from (2.57) it remains (nonlinear in V, T by (2.9)23))
— TS = ((QF/3V) + P)V + (F/OT) + $)T < 0 (2.60)
In further results we obtain equilibrium process in model D defined as follow

T=0 V=0 (2.61)

motivated again by zero entropy production (cf. under (2.11)). At equilibrium, the
entropy production is minimal and therefore
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d . . .

aE(V, AV, T, AT) |x=0=0 (2.62)
d . .
— XV, AV, T, AT) |\=0>0 2.63
oz ( ) x=0 (2.63)

valid for any V, V, T, T; Alis areal parameter. Inserting (2.60) into (2.62) we obtain
an equality linear in arbitrary values of V, T" and therefore by standing coefficients
must be zero (using again Lemma A. 5.1). This gives identities
OF |0V = —P° (2.64)
OF /0T = —8° (2.65)

where we use the following definitions in model D:
equilibrium pressure P°

P’ =P°(V,T)=P(V,0,T,0) (2.66)
equilibrium entropy S°
§°=8°(V,T)=58(V,0,T,0) (2.67)
Therefore, the Gibbs equation is valid in the form
F=-ST—-PV (2.68)

i.e., free energy is a potential for both equilibrium values of entropy and pressure.
Defining in model D the nonequilibrium pressure Py

Py =Py(V,V,T,T)=P(V,V,T,T) - P°(V,T) (2.69)
and the nonequilibrium entropy Sy by
Sy =Sy(V,V.T,T) =8V, V,T,T)—8°(V,T) (2.70)
we obtain the entropy production (2.60) in the final form
— TS =PyV+SyT <0 (2.71)
It may be seen that results (2.58), (2.64), (2.65), (2.71) are not only necessary but
also sufficient for fulfilling (2.57).

Inserting (2.60) into (2.63) we obtain negative semidefinite quadratic form in V, T
with coefficients in equilibrium (2.61) and therefore, e.g.,
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oP oS
INw,0,7,00<0, Xv,0,7,0)<0
v or

For simplicity we omit further results as well as the discussion of regularity conditions
permitting equivalence of equilibrium process with the reversible and zero entropy
production processes in model D (which are similar as in Rems. 7, 9 in this chapter).

We can see that in principle the same physical system may be described by various
models with various constitutive equations with various entropies (cf., e.g. (2.25),
(2.70)) and with various equilibrium processes (cf. (2.28), (2.45), (2.61)); see also
the Sect.2.3.

In “equilibrium thermodynamics” model A and in model B “not far from equilib-
rium” (and with no memory to temperature) the entropy may be calculated up to a
constant. Namely, in both cases S = S (V,T) (2.6), (2.25) and we can use the equi-
librium processes (2.28) in B or arbitrary processes in A for classical calculation of
entropy change: by integration of d8/OT or 8S/OV expressible by Gibbs equations
(2.18), (2.19), (2.38) through measurable heat capacity 8[7/8T or state Egs. (2.6)s,
(2.33) (with equilibrium pressure P in model B).!° This seems to accord with such
a property as in (1.11), (1.40) in Sects. 1.3, 1.4. As we noted above, here the Gibbs
equations used were proved to be valid not only in classical equilibrium thermody-
namics (2.18), (2.19) but also in the nonequilibrium model B (2.38) and this expresses
the “local equilibrium hypothesis” in model B (it will be proved also in nonuniform
models in Chaps.3 (Sect.3.6), 4, while in classical theories of irreversible processes
[12, 16] it must be taken as a postulate).

On the other hand, in material models C, D with longer range memory or also
with memory in temperature, the entropy cannot be calculated: because of (2.43)s,
(2.9)2, we have no possibility to express, e.g., o8 /OV, through measurable quantities
because of more complicated (2.55) (as distinct from the finding of (’93‘/(’)V from
Gibbs equation (2.38) above). In model D, the Gibbs equation in the form (2.68) is
valid, but it permits to calculate only the equilibrium (part of) entropy. This seems
to correspond with property (1.37) in these models C, D.

Models A, B, C, D illustrate the general behaviour noted at the end of Sect. 1.4
and will be discussed further in the following Sect.2.3.

Summary. This Section illustrates the application of a typical and genuine ther-
modynamic requirement—the admissibility principle or the conformity with the
entropic inequality (the Second Law)—on the fluid models introduced in preced-
ing Section. The principle simplifies the constitutive equations, cf. e.g., (2.20),
(2.22), and (2.23), as well as the entropy inequalities, cf. e.g. (2.21) and (2.27);
reveals the relationships between (thermodynamic) variables, e.g., (2.16), (2.24);

10 Internal energy may be calculated with Gibbs equations (2.19), (2.38) again with precision of
constant, cf. Sect. 1.3. Calculation of free energy (2.14), (2.23) needs the constant with which the
entropy is known (if temperature changes) which may be obtained on the basis of the “Third Law”
of thermodynamics [48, 49] (zero entropy value of pure solids at 0 K). This is a rather constitutive
assertion (as distinct from general First and Second Laws) appropriate, e.g., for calculating of
equilibrium in reacting mixture, cf. Sect.2.4.
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confirms the validity of Gibbs equations, e.g., (2.18), (2.19); and “shows sources” of
irreversibility (typically nonequilibrium variables), see (2.48), (2.50), or (2.69),
(2.70), and inequalities below the latter.

2.3 Level of Description and Internal Variables

As we noted in Sect. 1.1 to describe different materials thermodynamically, general
postulates (balances, Second Law) must be supplemented by constitutive equations.
These are not only the mathematical models (or “ideal materials”) of different classes
of materials (like gases, liquids, solids, etc.) but, because it is superfluous and prac-
tically impossible to describe the behaviour of a body in all details, they represent
a level of description stressing typical properties important in intended applications
[17, 50, 51]. Besides others (e.g., mixture may be regarded as a single (pure, one
constituent) body if diffusion and chemical reactions may be neglected) the important
features of the level of description are time and space scales of the observer—typical
time and length intervals in which a change of observed properties in the studied phe-
nomenon plays arole. Intervals much smaller or greater than these scales are regarded
by observer as infinitesimal (instants or points) or infinite respectively. On the other
hand, each property of real material has its own natural time or space scales as, e.g.,
relaxation times (cf. memory and stability in Sects. 2.1, 3.8) or lengths on which the
properties’ changes influence the responses (cf. nonlocality in Sect.3.5). Of course,
all scales in our phenomenological (macroscopic) approach are still much greater
than natural scales of molecular phenomena (cf. Sect. 1.1, Rem. 5 in Chap. 1).!!

The choice of constitutive equations means in fact the choice of such properties
the natural scales of which are comparable with the observer’s scales. Quantities
the natural scales of which are much greater than the observer’s scale play a role
of constant parameters in constitutive equations (they are in “frozen equilibrium”
or uniform); on the other hand, quantities with a much shorter natural scale than
the observer’s may be regarded as in (“relaxed”) equilibrium or having localized
influence through their gradients.

We discuss the level of description on uniform fluid models from Chap.2. Here
the space gradients have no influence (observer’s space scales are much less than
the natural space scales) and therefore we discuss only the time scales.!? Different
constitutive models may be applied on the same physical system, say models A, B,
C, D in Sect.2.2 on a uniform, closed fluid body. This corresponds to the use of
various observer’s scales relative to the same natural time scales which are in this

11" Stability of states, i.e., the return (by some relaxation time) after some perturbation is not self-
evident. For equilibrium states this is discussed in Sects.3.8, 4.7, cf. Sects. 1.1, 1.2, Rems. 11 in
Chap. 1, 7, 9 in this chapter; for stability of other states (steady states, dissipative structures) see
[11, 16, 52-55].

12 The following results are obviously valid locally in nonuniform systems of Chaps. 3, 4. Moreover,
space scales may be discussed analogously, cf. similarity of differential memory with local action
in Sect.3.5.
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example the relaxation times for 7 and V (which may be very different). Relative
to them the observer’s scales for 7', V are very great for model A, for model B, C
is the observer’s scale for V comparable (with further shortening in model C) while
the observer’s scale for 7' remains very great; finally in model D the observer’s scale
is also comparable to 7.

Processes in model A (which are all the equilibrium processes here, cf. Sect.2.2)
may be regarded as the time sequence of equilibrium states (in the sense of S4
in Sect.1.2) because the “infinitesimal” instant (in fact the time interval between
adjoining states) in A is greater than the natural scale (relaxation time) of quantities
V, T which are in (relaxed) equilibrium, see also Rem. 48 in Chap. 3.

Only a part of processes in model B is the equilibrium process (2.28) because
only 7 (but not V) is in relaxed equilibrium, (see Rem.9). Such a limitation is
more severe for models C, D where neither 7" nor V are relaxed in corresponding
equilibrium processes.

Correspondingly, as we explained at the end of Sect.2.2, the entropy in A may
be calculated with precision of a constant using “classical” Gibbs equation. Entropy
in B may be calculated (with precision of constant) through Gibbs equation but
only with equilibrium pressure (2.33) (principally measurable in equilibrium) and,
ultimately, entropy cannot be calculated in the remaining models C, D. It may be
even expected [17] that the difference between entropies of the two constitutive
models with different observer’s scales, say C and A, is such that entropy in model
A is greater than in model C because in some instant entropy grows in model C
(nonnegative entropy production) while in model A has still an equilibrium (greater)
value. It is because that “instant”, i.e., “infinitesimal” time interval is, by the choice
of observer’s scale, much greater in model A than C. This dependence of entropy
on the chosen model (constitutive equation even in the same material body) causes
nonmeasureability of entropy and nonexistence of entropometers.

In this connection we recall the difference between the real material and its math-
ematical model, cf. Sect. 1.1 and below (2.9). In the model, i.e., in its constitutive
equations, the rates may be arbitrary (e.g., 7', V in model A, cf. Rem. 3 in Chap. 1)—
study of such mathematical models is in fact a part of pure mathematics. But in
applications of the model these rates cannot be arbitrary but must be in accord with
chosen observer’s scale, e.g., in using model A, the maximum rate V must be such
that observer’s scale V/V (where V is some typical value) is much greater than the
relaxation (natural scale) time for V. The model is thus tested on real materials and
further simplifications or limitations on its parameters may then result.

An often used method describing the influence of the (long) past and expressing
the natural scales more explicitly is the method of internal variables [17, 56-64].
Constitutive equations (for simplicity we discuss the uniform fluid body) even with
long range memory are functions of external (i.e., from outside controlled) variables
like V, T and of (even several) internal variables [3;. Each f3; is controlled by evolution
equation for its rate B,-

Gi=fV,T,8) i,j=1,2,... (2.72)
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given by constitutive function f; of (generally all) external and internal variables.!
Solving this system of differential Eq.(2.72) from the present time (as initial condi-
tion) to the past and inserting solutions for the present /3; into constitutive equations
we obtain such equations for responses (2.4) as functionals in thermokinetic process
(2.5) from the past to the present instant.

The problem is rather in the physical identification of these “hidden” 3; but if they
are known the use of internal variables with evolution Eq.(2.72) is another way to
describe materials with (long range) memory. Solutions of (2.72) is facilitated in the
case of fading memory (where always ﬂ, < 0[61]), but also more intricate cases may
be described as phase changes [65], plasticity and generally any hysteresis [66], cf.
also Rem. 31 in Chap. 3; important are applications in chemically reacting mixtures
(where [3; may be, e.g., “extent of reaction”) which will be discussed here in Sect. 2.4
and in Chap. 4.

Another simplification in solving (2.72) follows from the fact that from the gen-
erally immense number of internal variables only those play a role whose relaxation
time (characterized by (3;/3; for some typical values of 3, 3; is comparable with
the observer’s time scale). Internal variables with sufficient shorter or greater relax-
ation times are in frozen or relaxed equilibrium respectively. In both these situations
Bi = 0. In the first case (; are constant, in the second case, for example, the equi-
librium values may be expressed from (2.72) as functions of 7', V. Inserting these
values in constitutive equations (for 3; contained in them in such internal variables’
description) we obtain model A (for these relaxed internal variables).

In the next Sect.2.4 we show a simple example of an internal variable.

2.4 Uniform Reacting Mixture in Closed System

Balance of energy (2.1) and entropy inequality (2.2) may be applied also for more
complicated models [59, 67], namely mixtures and multiphase systems.'* Similarly
classical thermodynamics balances (2.1), (2.2) have given the equilibrium result
(namely model A of Sect.2.2) and we can then obtain classical results for chemical
and phase equilibria; we show them on simple examples in Sects.2.4, 2.5.

In this Sect. 2.4 we discuss the uniform fluid (i.e., gas or liquid) mixture composed
of two constituents (components of mixture) 1, 2 which (possibly) chemically react
by a simple chemical reaction

1=2 (2.73)

13 The name internal (or hidden) variables (or parameters) are connected with the fact that they are
present in expression for entropy production but not in the expression for power (where typically
external variables occur, like V). Internal variables therefore cannot be controlled during the process
with the exception of initial values.

14 However, these models are closed (not exchanging mass with surroundings). In their opposite-
open systems (the whole mass of which is not constant)-it is not clear how to formulate heat when
mass passes through the boundary simultaneously [12, 43]. Plausible formulation seems to be
known in continua, cf. Sects. 3.1, 4.4 and Rems. 23 in Chap. 3, 11 in Chap.4.
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The whole mass m of the system is constant and this closed system, exchanging
only heat and volume work with its surroundings, is supposed to be described
again by fields (time function) (2.3) and (2.4) added with fields of (positive)
masses mj(t), ma(t) of both constituents 1, 2 respectively. For closed systems (cf.
Sects. 1.2, 2.1) the balance of energy (2.1) and entropy inequality (2.2) are valid but
now together with the balance of mass

mi+my=m 2.74)

where the whole (positive) mass of the system m is a known constant. This mass
balance may be also written for time derivatives

my +np =0 (2.75)

Using free energy (2.12), we can also use the reduced inequality (2.13) joining energy
balance and entropy inequality.

For the most simple model (in fact extended model A of Sects.2.1, 2.2) of the
fluid mixture without memory, motivated by principles of determinism (with en-
larged thermokinetic process by masses m, my) and equipresence, the following are
postulated for responses (2.4)

U=UT,V,my,my) =UT,V,m) (2.76)
S=S8(T,V,my,my) =8(T,V,m) (2.77)
P=P(T,V,my,m) =P(T,V,m) (2.78)
F=FT,V,m,m) =FT,V,m) (2.79)

((2.79) follows from definition (2.12)).

Memory is removed completely assuming that values of responses in the present
instant are given by values of thermokinetic process T, V, m, m» at the same present
instant. The second functions, i.e., the functions (2.76):—(2.79)., follow for our closed
system excluding mj by (2.74), because the whole mass m is the known constant.

Before discussing the physical sense of this model, we deduce the consequences
of the admissibility principle: entropy inequality (2.2) must be valid at any admissible
thermodynamic process. The last one is (by definition) the set of any functions (2.3),
(2.4), m (), and thermokinetic process

@), V@), m(t) (2.80)

consistent with proposed constitutive equations (2.76)—(2.79) and fulfilling the
balance of energy (2.1) and mass (2.74), cf. Sect.2.1 (differentiability needed is
assumed). Again, any thermokinetic process (2.80) gives some admissible thermo-
dynamic process: it gives present values of independent variables in (2.76)—(2.79),
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balance of energy (2.1) is fulfilled by appropriate Q (2.3), and mass balance (2.74)
is fulfilled by appropriate m (m is constant). Therefore, the constitutive principle of
admissibility demands the fulfilling of inequality (cf. Sects. 2.1, 2.2)

— TS = ((OF JOT) + S)T + ((OF JOV) + P)V + (OF /Omy)iny <0 (2.81)

(arisen by inserting constitutive equation (2.79) into reduced inequality (2.13)) at
any thermokinetic process (2.80), i.e. also at any mutually independent values of
T,V,ms, T, V, ny.

Thus from (2.81) we obtain (using Lemma A. 5.1) for fluid mixture without
memory the following identities (valid at any 7', V, my)

OF JOT = —S (2.82)
OF JOV = —P (2.83)
OF /0my = 0 (2.84)

Therefore, instead of (2.76)—(2.79) we have (see (2.12))
U=UT,V), S=8T,V), P=P(T,V), F=F(,V) (2.85)

As follows then from (2.81) this fluid mixture without memory has zero entropy
production ¥ = 0 in every process and also Gibbs equations (2.18), (2.19) are valid
here. In fact, this model of fluid mixture without memory is the same as model A of
Sects. 2.1, 2.2 (the form of functions (2.85) depends on the whole mass m chosen).

A trivial example of this model is the nonreacting fluid mixture where my, my (and
therefore m) are constant parameters on which, for example, the form of F (T,V)
depends and (2.84) is valid trivially, see also the next model with memory. A more
interesting example of such a fluid mixture without memory is areacting fluid mixture
(with reaction (2.73)) in chemical equilibrium given by result (2.84), namely zero
chemical affinity (see below and Rem. 15). At usual (regular) conditions we can
calculate my from (2.73) (and from known m also m; by (2.74)) as the function of
T,V which then provide results (2.85) from constitutive functions (2.76)—(2.79).
All processes here are sequences of chemical equilibria (shifted with 7', V). A more
detailed physical insight into this model will be discussed below in the terms of the
following model of reacting mixture with memory of which this model is a special
“equilibrium” case.

The model of uniform chemically reacting fluid mixture with memory follows
naturally because it describes chemical kinetics in uniform fluid mixture as an irre-
versible (nonequilibrium) process with (for simplicity) reaction (2.73) in instanta-
neous volume V and temperature 7. Inside such a reacting mixture the masses m, ny
of constituents transform to each other during the reaction and this reacting mixture
exchanges only the volume work and heat(ing), but not masses of constituents, with
its surroundings; therefore the mass of mixture m, given by (2.74), is (a known)
constant. The forms of balance of energy (2.1) and entropy inequality (2.2) remain
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valid as well as that of mass balance (2.74). Constitutive equations (2.76)—(2.79)
remain the same here (present values of thermokinetic process give present values
of responses) but, as follows from experience of chemical kinetics, the rate of chem-
ical reaction (which may be expressed here by m, and depending on concentrations
(densities—mass per unit volume) and temperature) is given by evolution equation

o = f(T,V,my) (2.86)

Taking this (2.86) (with present values of rizy, T', V, m>) as an additional constitu-
tive equation to the original set of constitutive equations (2.76)—(2.79) (note that it is
in accord with the principle of equipresence), we obtain an example of material with
a long range memory expressed through the evolution equation (of the type (2.72))
with the internal variable m,. Such a material model [59] (which for simple reaction
(2.73) may be interpreted also as a fading memory model [61]) may be investigated
with the use of the constitutive principle of admissibility: entropy inequality and
therefore reduced inequality (2.13) must be valid in any admissible thermodynamic
process (defined in the same way as in the preceding case around (2.80) but adding
(2.86) to constitutive equations). Now, an admissible process may be obtained in this
closed system with known mass m if we choose arbitrary functions V (¢), T'(¢) from
past to present (therefore we can choose arbitrarily and independently V, V, T, T at
the present time) and arbitrary value m, at present time. Indeed, the solution of (2.86)
with this value my as the initial one (from the present moment to past; we assume
its existence with 0 < my < m) gives the function my(¢) and from such obtained
(2.80) we get responses (2.4) (and F(¢) by (2.12)) through constitutive equations
(2.76)—(2.79). With appropriate time functions Q(¢) and m(¢), the fulfilling of the
balances (2.1) and (2.74) is achieved.

Inserting constitutive equation (2.79) into reduced inequality (2.13) we obtain
again inequality (2.81) and this, by the admissibility principle, must be valid at any
values of V, V, T, T, my at the present instant. By usual arguments (based on the
Lemma A. 5.1 from Appendix A.5) we obtain identities

OF |OT = —S (2.87)
OF |0V = —P (2.88)

But the last member in (2.81) remains in this reacting fluid mixture with memory,
because 15 is not arbitrary but given by the evolution Eq. (2.86):

—TX = (OF /Omy)ii, < 0 (2.89)

Namely, the last member in (2.81) describes the irreversible process of chemical
kinetics in the reacting system. Note that the final constitutive equations remain
in the form (2.76)—(2.79) fulfilling (2.87), (2.88) (Eq.(2.89) expresses the typical
influence of an internal variable on entropy production).
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We denote —9F /Omy (the negative derivative of function (2.79): of reacting fluid
mixture with memory) as the chemical affinity (cf. also (2.94). Because of the simple
reaction (2.73) we use mass units here; for complicated stoichiometry we prefer
molar units, see (4.176)).1

Motivated by zero entropy production in (2.89) we define the equilibrium process
in the reacting fluid mixture with memory by zero reaction rate

iy = 0 (2.90)

at any T, V. Correspondingly, we denote as equilibrium value m§ of m; which is
given by solution of B
fV,T,m5) =0 (2.91)

Uniqueness and 0 < m§ < m is assumed and to such regularity we add the condition
that when rip # 0 then also affinity —9F /Omy # 0 and moreover we assume that
affinity is continuous in m> (i.e., the equilibrium process is identical to those of zero
entropy production and those which are reversible, cf. Sect.2.2 models A, B). Then
also (chemical) affinity in equilibrium must be zero

— (OF |Om)(T,V,m5) =0 (2.92)

because if iy > 0 orrin < 0then (OF /Omy) < 0or (OF /Omy) > Orespectively as it
follows from (2.89). Therefore, in equilibrium both members of product (2.89) must
vanish simultaneously (thus the form of functions f and affinity are not independent,
cf. Sect.4.9).

In such a regular model the equilibrium may be also defined by zero chemical
affinity (2.92) with result (2.90) (further discussion see Sect.4.7).

The previous model of fluid mixture without memory (2.82)—(2.85) may be
understood as the present model with memory in equilibrium process (as relaxed
model from Sect.2.3). It may be looked upon as the limiting case of a short natural
time scale (caused by a great chemical reaction rate (2.86)) in comparison with the
observer’s scale. Equilibrium is achieved instantaneously in the observer’s scale of
this previous model and therefore affinity is persistently zero (2.84) (cf. (2.92)); my
in (2.76)—~(2.79) (for m fixed) then follows from (2.91) in fact as m$, (2.85) indeed.
Arbitrariness and independency of m; and ri; used in deduction of (2.84) of previ-
ous model follows, because in the great observer’s scale, they are in fact the initial
value my and its time change selected arbitrarily in present model with memory. On
the other hand, a nonreacting mixture is another extreme (“frozen” equilibrium in
Sect.2.3) at which the rate (2.86) is practically zero (the natural scale is much greater
than the observer’s scale).

15 Using negative sign in this definition of chemical affinity we follow the tradition

[12, 13, 15, 19, 68] and it even seems more natural to use such a reverse sign, cf. (2.94), (4.174),
(4.176). Affinity with reverse sign was used, e.g., in [8, 33, 34, 69, 70].
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At the end of this Section we discuss the starting forms of constitutive equations
(2.76)1—(2.79)1 (their obtaining will be discussed below) which were used (with
m as parameter) in a reacting mixture (where evolution equation (2.86) is given),
in an equilibrium “relaxed” mixture (with (2.85)) and in a nonreacting mixture (all
results of model A in Sect.2.2 may be used with my, m; as parameters). We call
the derivatives of (more general) function F with respect to masses the (specific)
chemical potentials g1, g2

g1 = OF /omy, g» = OF /Omy (2.93)

of both constituents (they are in fact the classical definitions in mass units; cf. (2.100)).
Using (2.79) and (2.74) we can see that chemical affinity is (see Rem. 15)

—OF /0my = g1 — ¢» (2.94)
Therefore, the condition of zero affinity (cf. (2.92) or (2.84)) gives equality of
chemical potentials for reaction (2.73). Because of (2.87), (2.88) (or (2.82), (2.83))
we can see that B 3
OF /0T = —S, OF/0V = —P (2.95)
and therefore we have the Gibbs equation
F = —ST — PV + gyiny + garinp (2.96)
Defining the free enthalpy (Gibbs energy) G as
G=F+PV (2.97)
we obtain with (2.96) the Gibbs equation in the form

G = —ST + VP + g + garnp (2.98)

From the assumption of invertibility of (2.78) for V we can use T, P, my, m> as
classical independent variables. For instance,

G = G(T, P, mi, m) (2.99)

and (2.98) gives the classical forms for chemical potentials [67]
g1 = 0G/0my, g = 0G/Omy (2.100)
In uniform systems we have the extensivity of V, U, S (and therefore also

F, G). This means that, e.g., F is a homogeneous function of first order in my, mo,
i.e., for any real « it is valid that
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F(T, aV,amy, amy) = aI:"(T, V,my, mp) (2.101)

This property follows from additivity of these quantities, cf. Rem. 7 in Chap. 3 (for
S and U this may be expected from their definitions and from the extensivity of heat
and work in homogeneous processes, see Sect. 1.2); other fields, like 7', P, g1, g2,
are intensive ones .

By Euler theorem for homogeneous functions

V(OF JOV) + m(OF |dmy) + my(OF /Omy) = F(T, V, my, my) (2.102)
from which, by (2.95), (2.93) and (2.97)
G = gimi + gama (2.103)
From (2.103) and the Gibbs Eq. (2.98) follows the Gibbs-Duhem equation
ST — VP + gimy + goma =0 (2.104)

Thus the classical relations of equilibrium thermodynamics have been obtained.

Finally, we discuss how to obtain (in principle) the constitutive equations
(2.76)—(2.79):. This is possible for the model of nonreacting mixture using the cal-
culation of S, U as in model A described at the end of Sect. 2.2 for fixed but arbitrary
parameters mp, my (this may be obtainable also for chemical reacting mixture by
shortening of the observer’s scale sufficiently to obtain chemical reaction rates of
nearly zero). Integration constants also depend on such parameters. They may be
obtained in the gas phase from U and S of pure constituents provided the pressure
of the initial state is sufficiently low to use the change of U and § in mixing for ideal
gases (such change in U is zero; cf. ideal gas from Appendix A. 1, Sect.4.8). For
liquid or solid phase we choose the initial state in phase equilibria with a gas phase
(cf. conditions of phase equilibria (2.116), (2.129)) values of which may be calculated
as before. By (2.103) and the composition of such a phase we know the initial value
of G and from (2.98) every (2.76)—(2.79): follows. Constitutive evolution equation
for reaction rate (2.86) then remains as a postulate, the explicit form of which can
be found from ‘“external” theories, i.e., chemical kinetics. This is quite a common
approach in thermodynamics of chemically reacting mixtures. A different approach
is shown here in Sect. 26.

Summary. Section 2.4 illustrates the extension of rational thermodynamics
methodology on mixtures with chemical reaction(s) using a very simple model of
two-component uniform mixture. The composition variable(s) enters the constitutive
equations, cf. (2.76)—(2.79). In a uniform mixture, the classical chemical thermody-
namics was obtained, i.e., its validity also in nonequilibrium covered by this model
was demonstrated, cf. e.g., (2.82), (2.83), (2.85), (2.87), (2.88). Traditional quantities
known from the equilibrium chemical thermodynamics may be thus introduced and
used out of equilibrium—affinity by (2.89), chemical potential by (2.93) or (2.100),
or Gibbs energy by (2.97). Gibbs and Gibbs-Duhem equations also remain valid,
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cf. (2.96) and (2.104), respectively. The necessity of “external information” from
chemical kinetics is indicated by (2.86); this requirement will be relaxed by more
general thermodynamic treatment in Sect.4.9.

2.5 Phase Equilibria

Another model for which (2.1), (2.2) may be applied is the two-phase fluid system
without memory which models two-phase equilibria in pure fluid. It has one con-
stituent in two phases which are uniform bodies where the masses and volumes of
which are denoted by mD m@ and v, yv@, respectively. For the whole volume
V and mass m we have

v=vD4y® (2.105)

m=m" +m® (2.106)

where m is a known constant. Basic laws (2.1), (2.2) may be applied to this whole
two-phase system because it exchanges with its surroundings only heat and volume
work but not a mass (exchange of heat, volume work, and mass between its phases
is possible).

Constitutive equations for a two-phase system are postulated as

U=0Y%T1, v, mD)+ 0T, v® m@) (2.107)
S =8O, vD My 4 5O, v 1) (2.108)
P=PT, v, v® mD 53 (2.109)

Therefore, we assume that energy and entropy are additive—each of them sums
corresponding quantities of both phases taken as pure uniform bodies (i.e., we ne-
glect surface energy or entropy on the phase contact). Memory is excluded because
independent and dependent variables are taken in the same present instant. On the
other hand, the pressure (2.109) and also temperature 7' (intensive quantities) are
assumed to be the same in both phases (cf. discussion at the end of this Sect.2.5).
Using the definitions of free energies F for the whole system (2.12) and for both
phases F(V, F?)

FY =y@_715® =12 (2.110)

we have the constitutive equation for free energy (by (2.106))
F=FOT, v W)y FOT, v m@®)y=FT, v, v m®) @.111)

Because also the reduced inequality (2.13) for the two-phase system is valid,
introducing here (2.111) we obtain with (2.105), (2.106):
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0 > ((OFV/0T) + (OF P /0T) + )T + (OFV jov Dy 4+ pyy D
+ (OF@av®) + PYV P 4 (@ — gDyi® (2.112)

where chemical potentials of both phases are defined as (cf. (2.93))
gV = F D /gmD, ¢® = 9F® jom® (2.113)

According to admissibility principle, the entropy inequality must be valid at any
admissible thermodynamic process. The last one is again defined as time functions
for V, V@ m® m, T (o = 1,2), and (2.107)—~(2.111), which fulfill the balances
(2.1), (2.105), (2.106). Again, arbitrary time functions T(¢), V) (r), V@ (1), m® (1)
(thermokinetic process) suffice to obtain some admissible thermodynamic process,
namely, (2.107)—(2.109) may be found and balances (2.1), (2.105), (2.106) may be
satisfied by appropriate Q, V, m!) (at given m). Then the inequality (2.112) (fol-
lowing from entropy inequality (2.2), balances (2.1), (2.105), (2.106), and constitu-
tive equation (2.111)) must be satisfied at any mutually independent values in the
present instant T, v y@ ;@ T, V(l), V(2), m® (because from them may be
constructed a certain thermokinetic process).

In a standard way (with Lemma A. 5.1) we obtain from (2.112) identities

—S = (OFM/0T) + (9F P /8T = OF /0T (2.114)
OF W oy = gF® 1y @ = _p (2.115)
gV =4¢@ (2.116)

The last Eq. (2.116) expresses the equality of chemical potentials in both phases. As
aresult only the equality is valid in (2.112) and therefore all processes in this model
of a two-phase system may be considered those of zero entropy production and equi-
librium (and those reversible). Namely, it is an analogical result as for model A in
Sect.2.2 because we confine to the model without memory: assuming the indepen-
dence of /#® and m® we confine to the system the equilibrium of which (between
the phases) is attained much more quickly than observer’s time scale.

In a similar way we can discuss the more complicated system: a two-phase and
two-constituent fluid system without memory which models (two-)phase equilib-
rium in fluid mixture. The model is composed of two phases (upper indices (2.105),
(2.106)) each representing the (chemically) nonreacting fluid mixture containing two
mutually nonreacting constituents (in the sense of Sect. 2.4; constituents are denoted
by lower indices 1, 2). We have therefore two constituents distributed in two phases
with the masses

w0, @)

Mass balances are
mP +m? = m (2.118)
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m" +m$ = my (2.119)

where m1, my are known constants because the system (without chemical reactions) is
closed exchanging heat(ing) and volume work (but not mass) with the surroundings.
The balance of volume (2.105) and energy (2.1) as well as entropy inequality (2.2)
are again valid for the whole system.

Constitutive equations of this two-phase and two-constituent fluid system without
memory are assumed in the form

U=, v, m" m)y + 0P, v® mP, m?) (2.120)
S =30, v Y mDy + 3O, v m®, mP) (2.121)
P=pPT, vO v " P mi" mP) (2.122)

(U™ and S are the internal energy and entropy of each phase o = 1, 2, respec-
tively). Pressure P, similar to temperature 7, is assumed to be equal in both phases.
Defining the free energies of both phases again by (2.110) we have the constitutive
equation for free energy (2.12) of the system

F=FO@, v " iy + FOT, v, m® m?) (2.123)

Now we insert (2.123) into reduced inequality (2.13) (which is valid by (2.1),

(2.2) for the whole system). Because from masses in (2.118), (2.119) only mgl), mg)

are independent, we obtain
0> ((OF "V /0T) + (OF® )OT) + )T + ((OF P jov D)
+ PV (OF@ /v @) 4 pyv@
+ (g1 = 9" + (95" — g5y (2.124)

where chemical potentials of constituents 1, 2 in both phases (2.105), (2.106) are
defined by

gV = oF W jomV . ¢P = oF® jom (2.125)
gV = 0FVsom® . ¢ = 9F @ jom? (2.126)

Again the time functions (thermokinetic process) for 7', v y@, mgl), mél) give

some admissible process (Eqs.(2.120)—(2.123) fulfilling (2.1), (2.118), (2.119)
by some O, mgz), méz); mp, my are known constants), for which (2.2) and there-
fore also reduced inequality (2.13) must be valid by the dissipation principle.
Therefore, inequality (2.124) must be valid at any values of independent vari-
ables T, VWD, v©@, mgl), mél), T, V(l), V(z), r'nil), mg” (because some thermoki-
netic process may be constructed from them; absence of memory means that time for
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attaining the phase equilibrium is much smaller than the time scale of the observer,

ie., m§1), mél), rhil), mg” may be mutually independent). Thus, by usual arguments

(Lemma A. 5.1), we obtain from (2.124) the identities

©F " /0T) + (9F? /0T) = —S (2.127)
aFW 19y — gF® 19y@ — _p (2.128)
gil) _ 9?)7 gél) _ gf) (2.129)

where the last Eqgs. (2.129) are known conditions for phase equilibria: equality of
chemical potentials of both constituents in both phases.

In this and preceding Sects. 2.5, 2.4 (and also in Sect. 2.2 in model A) we showed
how to obtain some classical results of equilibrium thermodynamics without stability
arguments (which use extremes of thermodynamic functions, cf. Sects.3.8, 4.7) as
it is usually done in classical theory. Its modern version [65, 71, 72] give not only
these results but also stability of equilibrium phases (through conditions like (3.256),
(3.257)); moreover, the Gibbs phase rule may be properly founded as valid for stable
phases [73, 74]. It would be desirable to enlarge these results by some models with
memory and mass exchange (e.g., between the phases and by obtaining the equal-
ity of their temperatures and pressures in equilibrium). But (a sufficiently general)
evolution equation (like (2.86)) is not known and moreover the main problem is how
to formulate (or interpret) the entropy inequality for an open system, i.e., when heat
and mass are simultaneously exchanged (cf. Rems. 14 in this chapter, 11 in Chap.4).

Summary. The last Section illustrating the basics of rational thermodynamics
shows how phase equilibria can be treated by this methodology. Constitutive equa-
tions should be modified to describe the effects of different phases, see (2.107)—
(2.109). Traditional condition of phase equilibrium in terms of chemical potentials
was derived, (2.116) or (2.129).
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Chapter 3
Continuum Thermodynamics of Single Fluid

In this chapter, we advance our exposition of rational thermodynamics further. The
uniformity is abandoned and the description of space effects enters the scene. To
keep the explanation simple, we deal with the rational thermodynamics of a single
(pure) substance only (i.e., a substance composed of only one constituent as opposed
to many constituent substances—mixtures—discussed in the following Chap.4) and
confine our discussion to fluids. We thus study properties changing not only in time
but also in the space, but in such a way that the discrete structure of matter may be
ignored. That is, we use the methods of continuum (thermo)mechanics by reducing
properly the space scale (in comparison with uniform bodies of Chap.2). On the
other hand, the timescale will be similar to that in Chap.2, i.e., we confine ourselves
only to materials with differential memory. Finally, we discuss the linearized case,
which is the most important model in applications, in the subsequent chapters of this
book.!

3.1 Kinematics of Continua

First, we review some basic concepts from deformation theory; although they are not
needed in most applications for fluids they are necessary to develop and understand
the general theory [6—13].

We study the body (composed of a single substance) and its parts which we
perceive through their configurations (connected region in three-dimensional Euclid-
ean space), which this body (or its parts) occupies or may occupy in the space.

! For simplicity we do not discuss bodies in which there exist surfaces of discontinuity even though
such models are very important in chemical engineering, e.g., they model phase boundaries, surface
chemical reactions, or shock waves. But even in such simplified models (ignoring specific surface
phenomena like surface tension) [1, 2], we obtain the important results of phase equilibria (like
equality of chemical potentials in bulk phases, cf. Sect.2.5, which may be generalized to Eshelby
tensors of chemical potentials, cf. Rem. 38, [2, 3]). Further generalization with surface phenom-
ena uses configurational forces (in fluids these are chemical potentials related to unit volume)
see [4, 5].
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We select one arbitrary configuration as a reference configuration (we denote it
simply as a “reference”) and radius vectors of points in such reference, X, we call
the particles of the body (identified with their positions).?

The motion of the body is described mathematically as the time succession of the
actual configurations in real space. Namely, vector x (relative to frame discussed in
Sect. 3.2) gives the position of particle, X, in the instant ¢ through the vector function
x called the motion or deformation function as

x=xX,0), ¥ =x'&X",0 i,J=123 (3.1)

The second expression is given in the component form (which is a concise form
of x = Xi(X 1 x2 x3, t)). For simplicity, we use for the reference and actual
configurations Cartesian coordinates only which need not coincide; therefore, we
denote referential or actual (spatial) components by great or small upper Latin indices
respectively. Motion (3.1) therefore assigns to every particle X its place x in the
actual configuration in the instant #. A given body or its part contains in all its actual
configurations the same particles (as in reference). For a given particle, the X gives
(3.1) its trajectory. A simple example of (3.1) is the rigid motion in Rem. 5, others
(shear, volume expansion, etc.) may be easily written [9, 12, 14]. For simplicity, we
assume that function (3.1) is smooth (continuous and differentiable in both variables)

and invertible for X
X=yx"'x1 (3.2)

Therefore, two particles cannot be present at the same place and conversely; we
exclude from description such phenomena as a tearing or a penetrating of the bodies,
destruction and origin of new particles and trajectories, crossing trajectories, etc.
A typical quantity i we are interested in (which may be scalar, vector, or tensor) is
a field, i.e.,

v =v(X1) (3.3)
v =vX,1) (34

which are connected through (3.1) and (3.2). Using (3.3) we speak about space or
actual (or Euler) description and using (3.4) we speak about material or referential,

2 From a molecular point of view such a “macroscopic” particle X contains a great number of
molecules.

We fix this reference once and for all, but in the general theory the change in this reference may
be used to describe the symmetry inherent to the material of the body; in the special case it may be
used for the definition of fluid (cf. Sect. 3.5 and Rem. 30).

In some continuum theories of more complicated models (e.g., micromorphic or microcontin-
uous) X may have some inner structure (cf. Rem. 26).
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(or Lagrange) description of the field for quantity . The time or space derivative
in space description (3.3) we denote 9 /9t or gradys (in components 9y /dx"),
respectively, the time derivative in referential description (3.4) we denote by a dot

XD

) 35
v a7 (3.5)
and call it the material or substantial (time) derivative. This quantity expresses the
change of i in time along the trajectory of the chosen particle. Gradient in the

referential description we denote as Grad:

(X, 1)

Gradyr = X

(3.6)

We define the velocity v of a particle as the time (material) derivative of the motion
3.1

v=ay/dt=x (3.7)

From (3.1), (3.3), (3.5), and (3.7), it follows for material derivative

.0y ;oY Oy
A AU AL — 3.8
V= T g T TR G:8)
where the second expression is valid for scalar ¥ (dot in r.h.s. denotes the scalar
product); for vector v/

.. 31ﬁj ,gwj

=T gy 3.9

L PR G2

Here we use the summation rule: we sum through the repeating indexes, e.g.,

QY QY
i _ i
v dx! _;v axt

Deformation gradient F is a derivative of a motion y with respect to X

X iJ _ dx'

F=——= AN
X’ D¢

(3.10)

It is a tensor of the second order® which describes changes in the mutual position of
two close particles during the change of configuration from reference to actual one
as it is seen from

3 Defined in the following Rem. 4 generalized here in a (generally) different Cartesian system (here,
a space and referential one). Then, e.g., the matrix of F = 1 need not be the unit one (Kronecker
delta), but a so-called shifter; cf. e.g. [9, 15]. Here, for simplicity, both Cartesian systems are mostly
chosen as the same.
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dx = FdX (3.11)
Because of the invertibility of motion

J =| detF |> 0 (3.12)

-1
and inverse of F, denoted by F~! (in components F/! is a gradient of x ! (3.2)).
‘We note that
Gradyr = (grady)F (3.13)

Velocity gradient L is defined by
L = gradv = FF~! (3.14)

where the second relation follows from (3.6), (3.4) and (3.2). Symmetric or skew-
symmetric parts of velocity gradient

(L+L"), El(L—LT), L=D+W (3.15)

D=
2

N =

(where superscript T means transposition) we call stretching (or rate of deformation)
D or spin W respectively. We note that (div and tr are divergence and trace, respec-
tively)

divv = trL = trD (3.16)

Euler’s relation is )
J = Jdivv (3.17)

which follows from (3.11), (3.12), (3.16) and from the properties of second order
tensor function. 4

4 Tensors of 2nd order A are linear transformations (matrix 3 x 3) of vector a to vector b

b = Aa
b= Alal (@)
where the second expression is in Cartesian components (with summation rule of course).

But vectors and tensors are more than matrices 3 x 1 and 3 x 3: changing (Cartesian) coordinates
by orthogonal matrix O (cf. Rem. 8) the components b' of vector b transforms into new (starred)
*

components b/ of the same vector b by
*

bl = /'y (b)

That is, b is the same “arrow” looked at from these different (starred and original) coordinates.
Transformation (b) is valid for the usual polar vectors (less usual axial vectors, e.g., thqse
obtainable by vector product [16], are discussed in Rem. 10). Similarly, the components A"
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A motion is said to be rigid if the distances between the particles do not change
in time.> Killing’s theorem asserts that motion of the body is rigid if and only if
stretching is zero in all its particles

D=0 (3.18)

This follows from the definition of rigid motion (3.11)—(3.13) and from the very
definition of material derivative (quadratic form with skew-symmetric tensor W is
Zero):

0= | dx |2 = dx.dx = 2dx.dx = 2FdX.dx = 2Ldx.dx = 2Ddx.dx

As a material volume we denote such volume which contains the same particles
during the motion. Therefore, configurations of a given body or its parts occupy
material volumes. Similarly, material surface and material line are defined. It fol-
lows from properties of (3.1) that material volume, surface, or line are those in any

(Footnote 4 continued)

*
of tensor A transform into starred components A of the same A by

*
AM = Q¥ Al Qli ©

(namely, transformation (c) guarantees linear transformation (a) with both vectors transformed by
(®)).

Relations (b), (c) inspire in Sect.3.2 the more general notion of changes of frame and frame
indifference, cf. (3.31), (3.32).

Generalizations of tensors for nonCartesian coordinates see, e.g., [7, 16, 17] and Appendix A.4.
Similar to matrices (3 x 3), tensors may be symmetric, skew-symmetric, etc., about vector and outer
products. See Rems. 6, 16.

If A = A(¢) is a fensor function of the scalar ¢ then detA is the scalar function of 7. Its derivative
is

ddetA  ddetA dAY dAl L

@ A q ey A @)

where we use the following derivative of detA with respect to its components (using its development
according to line)

ddetA -1
SAT = (detA) AT (e)

5 Rigid motion (3.1) has the general form
x=0X+y

where © () and y (¢) are some orthogonal (Rem. 8) and vector functions of time 7 respectively. This
follows from the preservation of distances of any two particles in reference X, X and in actual
configurations (positions X, Xo) in rigid motion, i.e.,

x —x0 = O(X — Xo)

where orthogonal ® and x( are arbitrary time function, cf. analogous deduction of (3.25).
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configuration even if their magnitude or shape changes. An element of material vol-
ume dV in reference configuration transforms into an element of material volume
dv in actual configuration by

dv=JdV (3.19)

Indeed, if we express such elements as parallepides with dX, or dx, (@ = 1,2, 3)
in reference or actual configurations, respectively, their volumes are given by triple
products
dv =] ekdxide)dxt |, dV =]/ Kldx{dxKaxt | (3.20)

where £'/% (or £/ K1) is the permutation or Levi-Civita symbol.®

Inserting (3.11) into (3.20): (both elementary volumes contain the same particles)
and using the property of detA from the end of Remark 6, Eq. (3.19) follows.

If ¥ (x, ) has a meaning of the density of some quantity W, then (at given instant)

¥ = / Y(x,t)dv = v(X, 1) JdV = WV(r) (3.21)
% Vo

where V) is a material volume in reference configuration which in an actual one
takes the material volume V. The relation (3.21) expresses the change of integral
variables from actual to reference configuration.’

Now we can use the material derivative on the material volume: it is a time
derivative of quantity (3.21) when the number of particles is constant

6 (In fact a cubic matrix) defined by

e132 — 213 321 _

(the remaining elements of this 3 x 3 x 3 matrix are zero)
From this definition, it follows (by direct calculation) the following properties of the permutation
symbol (and its relation to Kronecker delta §'/)

giik — giki _ gkij — _ kjii _ _gjik _ _gikj
(such “cyclic” permutation does not change its value)
8ijk8ilm :leskm _8jm5k1 , gijkgjkn :251'71 , gijkgijk -6
With this symbol we can express the vector and triple products as (a, b, ¢ are vectors)
(a x b)i = glikgipk , c(axb)= glik i gJ pk
and for the determinant of matrix A it is valid that
8ijkAimAjnAkp — "M"P detA

See also Rems. 4, 10, 16.

7 The density ¥ may be deduced assuming W as primitive and continuous with volume, i.e., when
YV — 0also ¥ — 0[7, 10, 18-20].
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/1/fdv= wav:/ dez/ W d + J)dv
v Vo Vo Vo

= | (¥ + ydivw)JdV = / (¥ + ¥divv) dv =/ W dv
Vo % y ot

+ / (divyrv) dv (3.22)
%

Here (3.19), (3.21), the independence of the reference configuration on time, (3.17),
(3.8) were used.
Using Gauss’ theorem

/(divwv)dvz/ Yv.nda (3.23)
1% v

(where n is an outside normal and da is an element of the material surface 0}
of material volume V in actual configuration) we obtain from (3.22) the Reynolds
theorem

/wdv:/ %dv—i-/ @lfv.ndazi/ wdv—}-/ Yv.anda (3.24)
v v at VY dr \%4 aV

where the last expression follows for the fixed volume V with fixed surface 0V (i.e.,
this geometrical object is not changed in time) which at a given instant coincides
with material volume V.

Therefore, the Reynolds theorem asserts that the rate of change of quantity ¥ in
a material volume V in a given instant is equal to the rate of its change in a fixed
volume V (coincided with V in that instant) and the flow of such a quantity through
its fixed surface dV. Consequently, it expresses the natural change from closed to
open system in continuum theory where  is sufficiently smooth and V is a volume
of any part inside the body (cf. solidification principle in Sect.3.3 and Rems. 14 in
Chap. 2, 23 in this chapter, 11 in Chap.4). The Reynolds theorem may be generalized
on a surface moving with arbitrary fictive velocity [13].

Summary. Mathematical basis for the description of space changes or effects
is presented. They are based on calculus with vectors and tensors (usually of the
second order) and their functions. The most important concepts or quantities are
the two derivatives—time and space, cf. (3.5) and the notation above it, and (3.8)—
the velocity gradient (3.14) and its decomposition (3.15), and the density of some
physical quantity (3.21). It is also essential to realize the difference between the

(Footnote 7 continued)

The additivity of W in volume (W for volume consisting of two separate volumes is the sum
of W of each separate volume) follows from (3.21). Such quantities W are usual in continuum
thermomechanics, cf. mass, energy, entropy, etc.; using mass and mass density we can introduce
specific quantities instead of densities (cf. (3.66) and Sects.3.4, 4.6) and extensivity instead of
additivity (cf. Sects. 1.2, 2.4). Similarly, [19, 20] there are quantities continuous in surface with
surface densities (cf. (3.58), (3.99) and Rems. 14, 18).
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actual and the material volume (see the paragraph above (3.19) and to understand
related derivatives of volume integrals in (3.22) and (3.24)).

3.2 Change of Frame

It was assumed so far that the frame in which we observe our thermodynamic system
in actual configuration is fixed. Frame is a set of objects the mutual distances of
which do not change (like the walls of a laboratory, arms of the rotor of a centrifuge,
distant stars, or any body in rigid motion) and which are combined with some clock.
An observed event in the actual configuration is characterized by a place (position
vector) x and an instant ¢ and the same event may be described in a different “starred”
frame by place x* and instant *. Some frames—those which are inertial—play a
special role (see below and Sect.3.3), but more important is the change of frame
in actual configurations (reference configuration is not influenced by it) [7, 10, 12,
21-24] (for generalization, see end of Sect.3.4).
Change of frame from the original frame to a new “starred” one is given by

x* =c(t) + Q(1)x , ¥ () + Q7 ()X (3.25)
*f=t+b (3.26)

Here, the function ¢(#) or Q(#) of time 7 (cf. under (3.119)) give vectors or orthogpnal

. . . *J
tensors,3 respectively, and b is a scalar constant. In actual reference, the x' or x are

Cartesian components of the same event in a Cartesian coordinate system fixed with
an old (original) or new (starred) frame, respectively: in the Cartesian system of a
new frame at given instant ¢, ¢/ and Q/'x’ are the positions of origin and of event
(seen in the Cartesian system of the old frame), respectively, cf. Fig.3.1.
Transformations (3.25) and (3.26) follow from the expected properties of the
change of frame in classical physics: the distance between two simultaneous events

8 Orthogonal tensor Q transforms any vector a into vector Qa of the same length a.a = Qa.Qa.
Then the basic properties of orthogonal tensor Q follow:

Q'Q=0QQ" =1, incomponents Q" QY = Q*Q/k = s/

Q'=Q". @eQ’=1

An example of the orthogonal tensor is (3.29).

Orthogonal transformations Q form a group: generally (cf. [9, 15, 16]) a set of elements with
a defined “product” giving another element from this set (here a matrix product of two orthogonal
tensors giving again an orthogonal tensor) with inverse and unit elements (here Q7 and 1 respec-
tively). This group is called a full orthogonal group with det Q = =£1 which expresses rotation
or/and reflection. A proper orthogonal group forms its subgroup with det Q = +1 (a subgroup is
a subset with group properties again).

The corresponding orthogonal matrix Q/ may be also used for rotation (and/or inversion) of
Cartesian coordinates, cf. (b), (¢c) in Rem. 4 and Rem. 10.
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2*

Qx

c(t) v*

2*

t 1

Fig. 3.1 On relationships between two frames

is preserved and the time interval between two events and the time order of events
is left unchanged. Indeed [12, 14, 22], let us consider two simultaneous events
taking place x and X in the original frame and x* and x§ in the new, “starred”
frame. Because their distance must be preserved | x — xo | =| x* — x{} |, vectors in
this equation must be connected by orthogonal transformation Q (see Rem. 8), i.e.,
x* —x§ = Q(x—xo). Taking ¢ = x; — Qxo we obtain (3.25) because both frames are
moving each to the other generally not steadily and therefore, ¢ and Q are functions
of time (see Fig.3.1) (this deduction is analogous to the deduction of rigid motion
in Rem. 5, where distances are also preserved, see also discussion of (3.223) and
Rem. 40). Further, let us consider two arbitrary events, the earlier and latter having
their instants 7o and ¢ or 75 and #* in the original or “starred” frame, respectively.
From the preservation of the time interval, we have | t — # | =| t* — 7 | and from
the preservation of the time order we have t* > #; because of ¢ > #o. Then preceding
equality gives t* — 15 =t — 1y, i.e., (3.26) if we choose b = 1 — 1.

It is evident from (3.25) and (3.26) that b is the time shift in the origin of the time
axes, c is the shift in the origins of the Cartesian systems and Q (from full orthogonal
group, cf. Rem. 8) expresses the rotation (detQ = 1) or reflection (detQ = —1) of
the starred frame relative to the original one.® We also note the inversions of change

9 Use of a full or proper orthogonal group puts the additional property of preservation of
right- or left handedness on the change of frame; some authors [12, 23-26] (motivated usually
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of frame (3.25), (3.26)
x = QT (H(x* — (1)) (3.27)

t=t"-b (3.28)

The change of frames (3.25), (3.26) and its consequences below is also demon-
strated in the following example of centrifuge: We take as an original frame the
walls of the laboratory and as a new “‘starred” frame the rotor of centrifuge, having
a constant number w /25 of revolutions in the time unit (w is the angular velocity)
and rotating from the first to the second axis around the third axis of original frame.
Here, (3.25) is

o - _ - coswt sinwt 0
x = QM (@{)xt, | QY () || = | —sinwt coswt O (3.29)
0 0 0

with corresponding orthogonal time function. There is also no shift in space and
time origins: ¢/ (1) = 0 and b = 0 in (3.25) and (3.26) respectively. Other results
concerning centrifuge are noted below (3.41) and below (3.46).

The special case of (3.25) is the Galileo transformation where function c¢(t) is
linear and Q is a constant, i.e., frames are moving each to the other with constant
velocity and differ by a constant angle (or also by inversion). A special set of frames
must be noted—inertial frames which contain the frame formed by distant stars
and those obtained from it by Galileo transformation (cf. Sects.3.3, 4.3; in many
applications the frame fixed with earth surface may be taken as an approximately
inertial one). Their typical property is zero inertial acceleration (3.48).

A more special case with ¢ = o and Q constant is physically trivial because it
expresses the change of coordinate system only. Therefore, a change of coordinates
(in Rem. 4) is not the same as the much more general change of frame (where time
and its transformation (3.26) and shifts in origins are moreover considered).

Many quantities used in the following considerations are called objective or frame-
indifferent, if they are “invariant” in the change of frame (3.25), (3.26) as follows
(because this change contains rotations and/or inversions of corresponding Cartesian
systems as a very special case (cf. Fig. 3.1), the following definition is motivated by
(b), (c) of Rem. 4):

Objective or frame-indifferent scalar a, vector a and (second order) tensor A
transform by the change of frame on scalar a*, vector a* and tensor A* as follows:

a*=a (3.30)

a* = Qa (3.31)

(Footnote 9 continued)

by nonmechanical arguments) confine (3.25) only to the rotations. This problem seems not to have
been settled. Because it has no influence on the linear models preferred here, we use in the following
the full orthogonal group, see Appendix A.2.
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A* = QAQT (3.32)

This is because an objective scalar a does not change its value, objective vector a is
the same “arrow” looked at from different frames and, ultimately, an objective tensor
A transforms an objective vector (say a;) to an objective vector (say ay) in all frames:
indeed if in the original frame a; = Aaj and in the “starred” frame aj = A* aj then
by (3.31) we obtain (3.32).

But there are also quantities which are nonobjective, i.e., they do not transform by
(3.30)—(3.32) when the frame is changed. Generally, we can find the transformation
of any quantity at the transformation of ¢, x to *, x* and vice versa according to
(3.25),(3.26), (3.27), (3.28), i.e., to decide about objectivity or nonobjectivity (frame
indifference or not) according to the following nearly obvious precepts:

e The reference configuration and its properties (like particles and bodies in ref-
erence) are not influenced by changing of frame (this affects actual references
only).

e For primitives we must decide about their objectivity (frame indifference) a priori
(e.g., it may be expected that primitives of this Chap. 3 connected with the body,
like density, temperature, internal energy, entropy, etc., are objective).

e For the other defined quantities, we decide from their definitions assuming that the
definition itself is not influenced by change of frame (i.e., definitions are the same
in any frame). Not only those, but in fact all relations between quantities (e.g.,
those from Sect.3.1) are valid also for new (starred) frame, i.e., for new starred
quantities if we use #*, x* (3.25), (3.26) simultaneously. This is evident from the
fact that the frame used for actual reference (say in Sect.3.1) was chosen quite
arbitrarily. Cf. also end of this section.

Applying the change of frame (3.25), (3.26) to the above definitions of Sect. 3.1
and, using these precepts, we can decide about objectivity or nonobjectivity (frame
indifference or not) of the following quantities (more detailed proofs of some of them
are written in the footnote-sized script below); the remainder from the next sections
may be proved analogously.

It follows from (3.25), (3.26) that time ¢ and place x are not objective because
these scalar and vector do not transform as prescribed by (3.30), (3.31) (but time and
space intervals are objective).

Motion (3.1) transforms as

XX ) = et + Q) x (X, t) (3.33)

and therefore it is not an objective vector (cf. objective (3.31), (3.56))

Proof Motion (3.1) in the starred frame is by (3.25), (3.28)

XX, 1) = . ¢t —b) + Q7 (t* — b) x' (X, t* — b) (3.34)

(particle X is not influenced) which is nonobjective (3.33). Q.E.D.
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Velocity v is transformed as
Vi =Qv+¢+Qx (3.35)

and therefore it is not an objective vector.

Proof Velocity (3.7) in the new starred frame is (using (3.34))

* _ a;?J(XJ, %) 0 (t* =) + Q7 (t* = b)x' (X7 . t* — b))

RIE At

_ded () d* —b) QI dt* —b) ; i X X 0 da* —b)
Todr dr* dr a X X7 0+ 070 ot dr*

=0l ' X+ )+ 0T X' (X7 1) (3.36)

which is (3.35) by (3.1); here

R 0) i — do/'(t)  dt* —b)

¢l . 1 (3.37)
dr dr dr*
have been used. Q.E.D.
This (3.35) may be written by (3.27)
Vi=Qv+eée+ QE"—¢) (3.38)

where (tensor of) angular velocity 2 (of original frame relative to the new one) is
defined as

2 =QQ" (3.39)

and this tensor is skew-symmetric (this follows from time derivative of QQT =1,
namely QQ” + QQ7 = QQ” + (QQ”)T = 0 which is zero tensor).
By inversion of (3.38) and by (3.39), (3.25), Rem. 8

E3
v=QTv —QTe + @x (3.40)

*
where we define the (tensor of) angular velocity €2 (of the new frame relative to the
original one) by

2 = -Q’2Q (3.41)

The origin of the name “angular velocity” for (3.39), (3.41) may be seen in the

example of centrifuge (3.29): Calculation of tensors of angular velocities (3.39),
21 12
(3.41) gives for this example Q2 = 5 = w = —;2 = —Q2 (their

other components are zero). Define the vector of angular velocity w as axial
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10

one correspondmg to skew-symmetric tensor Q according to (b) in Rem. 10 as

o' = (1/2)gl kQ . This ax1al vector (changing parity it changes the sign) has only
one nonzero component w> = . From (3.40) for the point fixed on the rotor v* = o
(we consider x perpendicular to the rotation axis, ¢(t) = 0) we obtain

*
=QX, V=wXxX (3.42)
where the equivalent second relation (using the vector product) follows from (c) in
Rem. 10 and the vector product noted in Rem. 6. This is in accord with the name of

*
 because w is the vector of angular velocity of new frame (centrifuge) relative to
the old one (laboratory).

Similarly, for point fixed in laboratory (v = 0) we have by (3.38)

=Qx* o VvVi=-wxx* (3.43)

) x Jk -
(—w is an axial vector equivalent to Q : Q/F = —Q = —w'&k). Acceleration v
is also not objective. Namely, by (3.38)

10 As distinct from usual polar vectors which by coordinate changes (characterized by orthogonal
matrix Q/', see Rem. 8) transform by (b) of Rem. 4, the axial vector w is defined by transformation

*J

w' = (detQ) Q' w' (@)

and therefore changes the sign at parity (right-handedness or left-handedness) changes (detQ = —1,
cf. Rem. 8)

Lemma (equivalency of skew-symmetric tensors with axial vectors): For every skew-symmetric
tensor (of second order) W it is possible to define an axial vector w (both contain three (independent)
components) and vice versa by

w' = 1/)e*WE By, wWik=weM (o)

Indeed, the usual coordinate transformation of tensor W (i.e., of the type (¢) in Rem. 4) leads to
axiality transformation (a). Namely, (b) must be valid also for the new (starred) coordinate system

oow k] . . . .
— (l/2)8”k‘;/ — (1/2)811kalWlm Qjm — (1/2)811kalwp8plejm
which multiplying by Q' gives

J)i Qir — (1/2)wp€pml€ijk Qir Qjm le — (l/z)wpgpmlgrml (detQ) = (detQ)wr

where properties of permutation symbol from Rem. 6 were used. Multiplying it by orthogonal Q7"
we obtain (a) and therefore w is an axial vector.

Axiality of w is automatically achieved by the usual transformation ((c) in Rem. 4) of tensor W.
Therefore the skew-symmetric tensors instead of axial vectors and outer product (see Rem. 16) may
be used and we do it this way at the moment of momentum balances in the Sects. 3.3, 4.3, cf. [7, 8,
14, 27]. Generalization of this Lemma to third-order tensors, made by M. §ilhavy, is published in
Appendix of [28].
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v = Qv +i* (3.44)

where i* is defined by ) )
i"=2Qv+¢+Qx (3.45)

Proof From the definition of acceleration in the new, starred frame and by (3.36),
(3.28) we have

(X 1)
at*
QI (t* — by (X7 1* = b)+é/ (1* = b) + Q' (1" — b)x' (X!, 1* — b))
at*

W) =

av! (XJ 1) dQﬁ(t) " déd (r)

— Jl 1

= Q' (1) i V(X7 1)+ 4
dQ (t) iwd 5 ji aXi(XJ’t)

t—g X X', 0+ 0 (t)—az

= QM 4207 + ¢ 4+ Q7!

which is (3.44), (3.45) with (3.37) and

&=

dé/(t) . dQI@)
d "= dr

Q.E.D.

This inertial acceleration i* (perceived in the new, starred frame) may be tradi-
tionally rewritten as (using (3.40), (3.41), (3.39), 3.27) and 2 + Q> = Q — QQ” =
QQ") ,

i =2Q(v —¢) — QX(x* —¢) + Q(x* —¢) + ¢ (3.406)

The terms on the right-hand side of (3.46) are, subsequently, the Coriolis, centrifugal,
and Euler accelerations and the last term is the acceleration of the origin.

For example of centrifuge (3.29) above (angular velocity is constant in time) the
inertial acceleration i* (3.46) in the place x* perpendicular to the rotation axis and
fixed with the rotor (starred frame, v* = 0 ) is therefore only the centrifugal one (see
below (3.43) and Rem. 6)

i* = —Q°x* = ’x* (3.47)

Note that in Galileo transformation (c(¢) linear, Q constant)
i"=o0 (3.48)

This zero inertial acceleration is assumed in the frame fixed with distant stars and
therefore also in any inertial frame and at change between them. Therefore, in inertial
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frames the identity (3.48) is valid and the acceleration v behaves objectively (frame
indifferently).

Applying the change of frame (3.25), (3.26) on the further definitions of Sect. 3.1
and using the three precepts above we can decide about their frame indifference
(objectivity); those remaining may be proved analogously.

Deformation gradient F (3.10) is not a frame-indifferent (objective) tensor,
because it transforms as

F* = QF (3.49)

Namely, deformation gradient (3.10) in starred frame transforms by (3.33), (3.28)
wJJ s ] K 7 . . UK ;
F =X (X", t%/0X’ =03/t —=b)+ Q' (t* —b)x' (X", " —b))/0X
=0/ (0ax' (X", n/ax’ = Q1" FY
But the scalar J defined by (3.12) is the objective one
J* =| detF* | =| detQ || detF | =| detF |= J (3.50)
Obviously, GradF is an objective vector (cf. e.g., [28, 29])
(GradF)* = Q GradF (3.51)

(at fixed reference, F and GradF may be considered as objective vectors (3.31),
cf. (3.122)).
The velocity gradient L (3.14) is transformed at frame change as

L*=QLQ! +Q (3.52)

and therefore it is not an objective tensor (recall the skew-symmetry of 2 (3.39)).

Proof We write transformation of velocity (3.38) in actual (Euler) description and
use (3.27), (3.28):

iﬁi(il, t*) = QR () & ) + ¢ () + Qik(t)(x*k — k)
= Ok (" — k(@M — B)E — " (F — b)) t* —b)
FE - b+ 2K~ HE — = b))

Using this and starting with definition (3.14) in the new, starred frame we obtain
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xi] 4l e ) " DK (M (1t — b — Mt — b)), 1* — b)
L (x,t= —"-2=0"t"-b) -
*J *J
0x 0x
+k k(ox
ik _ P by
xJ
ax
k.l mn (4% o M ek
_ Q”‘(z)av (x', 1) 0(Q" (™ —D)(x ¢ (t* —b))) 4 ik sk
0™ ox’

= 0" LM Q" 8™ + QY (1) = QLM (e ) Q7" (1) + QY (1)

and this is (3.52). Q.E.D.
Using (3.15) in the starred frame we find with (3.52) that the spin W is not
objective
W =QWQ” +Q (3.53)

but the stretching tensor D is objective (frame indifferent)

D* = QDQ’ (3.54)

Transformation properties of some objects (mostly derivatives useful in the
following chapters) formed from scalar a, vector a, tensor A which are objective
(frame indifferent) (3.30)—(3.32), will be discussed now. We must realize that these
objective conditions must be valid at any x*, t* transforming by (3.25), (3.26) to
X, t (the same event seen from different frames passing at the same particle X);
therefore!!

aX, N =a*&x*"t=a"=a=akx,t) =alX, 1) (3.55)
a* X, ") =a*(x*, ") =a* =Qa=Q(nax, 1) = Q(naX, 1) (3.56)
A*(x*, ") = A* = QAQT = Q(HA(x, t)QT(t) (3.57)

As a result, we obtain: If scalar a is objective (3.55) then its material derivative
a and space gradient grada are objective while Grada and da /9t are not. If a is an
objective vector, diva, a.a = a? are objective, while material derivative a is not.
Ultimately, with objective (second order) tensor A, the vector divA and the scalars
trA, detA are objective.

Proofs Transformation (frame change) of objective scalar a (3.55) with (3.28) gives
the objectivity of scalar material derivative

1T Note that functions on both sides of (3.55)1 are different: a*(x*, t*) = a*(x*(X, t*), *) =
a*(X, t*). Remark that the assumption (3.30) is crucial for validity of (3.55); namely, the function
a(x, t), defined by (3.25), (3.26) as a*(x*, t*) = a™(c + Qx, t + b) = «(X, 1) is generally different
from function a(x, ¢). Similarly (3.31) and (3.32) are crucial for (3.56) and (3.57).
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da* (XX, ") da(XL r*—b)  da(XL.n) d@*—b)

. _
@ = ot* at* ot dr*

and also objectivity of vector grada (by (3.27), (3.28))

a1 9a(QP(t* — b)Y — cP(* — b)), 1* — b)

*J *.J
ax 0x

da(x", 1) QP (t* —b)(E — cP(t* — b))
T axd '

Ba(x” t)

*J
ox
————= 07 (t) = @/ (grada)’

But the vector Grada is not objective because

da* (XX, 1) da(Xt. 1)

*
—J
Grad. = =
(Grada) ax7 ax7

= (Grada)”’
as well as da/dt (by (3.28), (3.27))

da* (X 1) 9a(e" 1) 0a(OP (1t — b)(X —cP(t*— b)), 1* — b)

(Ba/00)” = at* arr ar*
_ da(x", 1) d(t* —b) N da(x", 1) D(OP (t* — b)(x — cP(t* — b))
T dr* axi ar*
_da(x", 1) | da(x",1) (dQP(1) xp T vi dc )
=t ( i (x =P =b)) - OV (t)—— )

a oL .
o -+ (erada)’ Q7 Q") — Q")

or (using time derivative of QP! QP/ = §i/)
(8a/d1)* = da/dt — QP! (grada)’ (QP) x/ + ¢P)

i.e. the (space) time derivative of objective scalar a is not the objective scalar.

Transformation (frame change) of objective vector a (3.56) gives the objectivity
of the scalar product a?

ol wi o o o
@) =a*a*=aa = Q0% 0*d" = s/% 4/ d* = a’ o/ = a.a = a?
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and also the objectivity of the (space) divergence diva (scalar) using (3.27), (3.28),
Rem. 8

96 G a0 0l (", 1)

(diva)* : :
ax 9%

D(0' (" — b)al (Q"™ (" — )X — c"(t* — b)), 1" — b))

2%
= g WD NOT pE e b
X *
0x
_ G0 ik @G
B axk Q' (nQ7 (1) = o] =diva

But the material derivative of objective vector a is not objective: From (3.56),
using (3.28), it follows

aE‘Zi(XJ, ") 3(QY(t* — byal (XX, 1* — b))

@ =— *
t Jt
o dal (XK, 1) d@e* — b)
— 1)
=2’ ot dr*
dOY (t) d(t* — b)

i pTE al (XX, 1) = 0Yal + Qlal

and therefore a is not an objective vector.
Transformation (frame change) of objective (second order) tensor (3.57) gives the
objectivity of the scalars trA and detA :

ii . .
(rA)* = rA* = Z — Ok AM @il = gk AL — Al — (A
(detA)* = detA* = detQAQ” = detQdetAdetQ” = detQQ” detA = detA

Also the vector divA is objective (from (3.57)) using

ij . .
(d.—*Ai LA (KL 90k mAR (10T (1)
vA) = PR y
0x 0x

QR — D) AR QP — b)E — eP(t* — b)), 1* — b)) QI (1* — b))
- *J
0x

JAK (P (% — by(XT — P (% — b)), 1* — b)

= 0 (1) 0/ ()

*J
ax
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IAK (™ 1) 9 OPI(1* — bY(x — cP(t* — b))

ik Jjt
= 0% (1) o 3;j Q7 (1)
kl¢,.m kl(,.m
= 0" " 01070 = 0 T = ot aivat

Therefore, divA of objective tensor A is an objective vector. Q.E.D.

As we noted in the precepts above the remaining relations of Sect.3.1 are also
valid in all frames, e.g., (3.21), (3.22) or Reynolds theorem (3.24). Because of no
influence of the change of frame on the reference configuration (and material points),
no such influence may be also expected on material volume )/, material surface 9))
(they behave as objective scalars), and the outside normal n should be an objective
vector.

Objectivity of other quantities occurring in the remaining chapters may be
obtained analogically.

Summary. The change of frame refers to the change (rotation, translation, etc.) of
coordinate system used to describe space and time variations and the effects of this
change on various (physical) quantities or functions. The change is mathematically
described by (3.25) and (3.26). Special quantities which are in some sense invariant
to this change were called objective or frame-indifferent, cf. (3.30)—(3.32), and are of
special importance for the methodology of rational thermodynamics. The objectivity
of several quantities or functions was tested; the most important conclusions are the
objectivity of stretching tensor, cf. (3.54), and the nonobjectivity of velocity, cf.
(3.35), and its gradient, cf. (3.52), and of deformation gradient, cf. (3.49).

12 Moreover, it should be expected that

(./‘jlbdv)*:'/vw*dv, (./avw"d”)*:_/avW*Qnda

because the objectivity of da, dv follows from the objectivity of space intervals (¥ may even be a
component of a vector or a tensor).

Note also that the following relationships are valid in the starred frame for the time derivative
of function ¢(¢) (see (3.26), (3.28))

do*(t*)  de*(t*) d(t* —b)  dp*(t7)
dre T dr dre T dr

* .
® = ¢*

Such a function ¢ may be, e.g., ¥ (X, t) or ¥ (¢) in (3.21); for the latter the relation (3.22) and the
previous formula (with (3.50)) gives

(/wdv) = [ GDrav= J?dv:/idv
Jy Vo Vo JV

because V) is a material volume in reference configuration.
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3.3 Balances of Mass, Momentum, and Moment of Momentum

In this and in the following paragraphs, we formulate general postulates, mostly
balances for a single substance [6-9, 11, 13, 23]. We use classical mechanics and
formulate them in the inertial frame (specifically those fixed with distant, remote
stars, see Sect. 3.2); generalization in other frames (even noninertial) will be shown
at the end of the discussion of each special balance (for further developments, see
end of Sect.3.4).

To formulate the balance of mass let us consider the single (one-constituent) body
in arbitrary actual configuration (in inertial frame noted above).

As a primitive we assign to each particle X of this body the (mass) density p—
positive and (assuming) objective (frame indifferent) scalar. Mass of the body or its
arbitrary part with material volume V is then

/ pdv (3.58)
%

It follows that mass is continuous and additive with volume (cf. Rem. 7) and therefore
we exclude the concentrated masses (mass points) from consideration. The mass
balance is postulated by the conservation of mass of some part of the body (or body
itself) containing the same particles during its motion. In other words, the mass of
material volume V is not changed in time

/ pdv=20 (3.599)
v

Using Reynolds theorem (3.24), mass balance (3.59) may be written in (space) fixed
volume V with surface a9V as

d
—/ pdv+/ pv.nda =0 (3.60)
dr Jy IV

i.e., mass in the fixed volume may be changed only by a flow through its (fixed)
boundary. Using Gauss theorem (3.23) in (3.60) we have

9
/ LS +/ div(py) dv = 0 3.61)
v 0t v

We assume now validity of this mass balance for any part of the body, specifically
for that whose volume V is sufficiently small. Then also the integrand here must be
zero and we obtain the local mass balance

ap

di =0 3.62
5y Tdvov (3.62)
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Another form of local mass balance follows using material derivative (3.8) of the
density
o+ pdivy =0 (3.63)
We note that using Euler relation (3.17) we can write the mass balance (3.63) as
pJ =0 (3.64)
which after time integration gives the mass balance in the form
po = pJ (3.65)
Here py is the density in the reference configuration (because J = 1 when F = 1).
Assumed continuity and additivity of mass permits to introduce (cf. Rem. 7) the

specific quantities ¢ related with densities ¥ by

Y = pg (3.66)

We note two useful formulae for specific quantities ¢ (which may also be acomponent
of vector or tensor)

0

g + divpev = p¢ (3.67)

/ pedv :/ p@dv (3.68)
% %

which follows for (3.66) from (3.22), (3.63) in material volume ).

Mass balances obtained so far were formulated and deduced in an inertial frame
fixed with distant stars. But their form is the same in any frame (even a noninertial
one), i.e., formulae (3.58)—(3.68) are independent of the frame. This may be seen
from the assumption of objectivity of scalar mass density p ((3.30) is valid). Using
the last formulae from Rem. 12 with objective density p as the scalar i we find
general validity of mass balance (3.59) in any frame. In some new frame, Reynolds
theorem (3.24) may be quite analogously deduced and used and then, by localization,
all remaining formulae (3.60)—(3.68) are valid in any frame. Indeed, e.g., (3.63) is
valid in any frame because of the objectivity of the material derivative of the objective
scalar p and, see (3.16) divv = trD, because the trace of objective tensor (3.54) is
objective. Similarly, so is (3.65) with the same pq (reference is unique for all actual
configurations) and by (3.50). This is also (3.68) for ¢ from such a new frame.

To postulate the balance of momentum, we define the momentum or linear momen-
tum of a part of body (or the whole body) with material volume V in actual configu-
ration in given (arbitrary) frame as

/ pvdv (3.69)
v
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The postulate of the balance of momentum expresses the experience that the time
change of momentum (3.69) is equal to the forces acting on the corresponding part of
body with material volume V in actual configuration. Simple, classical formulation
of this balance is done in an inertial frame, specifically that fixed with distant stars.
The main reason for this is the nonobjectivity of velocity in (3.69), see (3.38); forces
are a priori considered as objective. Below (3.78) we show that such formulation
is the same in any inertial frame and that in a general frame the balance must be
modified a little.

Forces are primitive quantities and we confine here two types of forces: the
external or body, volume, outer forces exist inside material volume )V but have their
origin outside the (whole) body and are characterized by a vector of body, or volume
forces b per mass unit (an example is the gravitation coming from the environment
of the body). The second type are the contact or surface forces acting on the surface
of the chosen part of the body. These imaginable forces come from the outside neigh-
borhood of the surface considered (“‘short range interaction forces” from the outside
part of the same body) and they are characterized by the stress vector or traction
t—force per unit surface of the chosen part coming from its outside.'® Therefore, we
exclude in the following a “long range interaction body forces” among distant parts
of the same body like self-gravitation; for such a more general case see e.g., [18,
19, 30]. They might appear in ion mixtures, but in salt solution may be neglected by
electroneutrality, cf. Rems. 6 and 32 in Chap. 4.

The Balance of momentum or balance of linear momentum for an arbitrary part
of a body in actual configuration and in inertial frame (fixed on distant stars) is

postulated as'* )
/vadv:/vtda—i-/vpbdv (3.70)
3

where this part of the body has the material volume V' with the material surface 9.
We shall assume in the following, that vectors t, b are objective (frame indifferent).

Experience shows that the body force is a field (i.e., a function of position x and
time ¢) but that traction depends not only on the x and ¢ but also on the orientation
of the surface; this is expressed by Cauchy’s postulate"

13 On the real surface of the whole body the surface forces t (originated from the outside of the
whole body) are given by boundary conditions; cf. Rems. 18 and 24 in this chapter, 9 in Chap. 1.

14 Again [7, 10, 18-20] as we noted in Rem. 7, it would be more natural to postulate forces for any
part of volume or surface (which bound them) and then to deduce pb or t as the volume or surface
densities.

In fact, the formulation of balances in Sects. 3.3 and 3.4 for each part of the body is motivated by
the solidification principle: we imagine the part of the body isolated from the remainder of the body
and interactions with this remainder and surroundings of the body are expressed by appropriate
(volume or surface) densities. This principle will be used also in the following, e.g., contact and
body forces in formulation of (3.70) are such interactions.

15 E.g., hydrostatic pressure (typical traction in steady fluid) is directed always perpendicularly to
any orientation of the surface in a given place. Moreover, assumption (3.71) may be also proved
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t = t(x, 7, n) 3.71)

where n is the outside normal to the surface ) in a given place x and instant 7.
In fact, the dependence of t on n (3.71) is linear as the Cauchy theorem asserts

t=Tn (3.72)

where the field T = T(x, ¢) is the stress tensor.

The Cauchy theorem may be proved by application of (3.70) to an infinitesimal
tetrahedron at considered place x and instant ¢, the walls of which are formed by
coordinate planes and a tangent plane perpendicular to considered n. The estimate
of the surface and volume integrals in (3.70) gives (using (3.68))

PV Av =tAa+t;Aa’ + pb Av (3.73)

Here Av is the volume of the tetrahedron and t and t; are the tractions on the surfaces
Aa and Aa’ (the latter are formed by coordinate axes) respectively (summation rule
is assumed). But Av = (1/3)h Aa (where h is the height of the tetrahedron) and
Aa’ = nJ Aa where n/ are components of n. Inserting these relations into (3.73)
and limiting 2 — O (assuming continuity) we obtain t = —t jnj which is (3.72) in
Cartesian components #' = Tn/ if we take 7%/ as ith component of vector —t;.
Moreover, T depends only on x and ¢ because also t; depends on x and 7 and not
on n as follows from the construction of the tetrahedron. The sign of T is given
by a convention which gives to t the meaning of tension by which the exterior of
the surface d) acts on material inside (cf. e.g. [13]; modern versions of this proof
[7, 30-32] show the much more general validity of (3.72)). The stress tensor T is
objective because of the objectivity of t and (arbitrary) n (see end of Sect. 3.2); the
deduction is similar to that of (3.32).

Inserting (3.72) into (3.70) we obtain the balance of momentum in the inertial
frame (fixed on distant stars) as

/pvdv:/ Tnda+/ obdv (3.74)
v vV %

d
—/ ,ovdv+/ pv(v.n)da =/ Tnda+/ pbdv (3.75)
dr Jy av av %

where the last form (3.75) was obtained using (3.24) (Reynolds theorem obtainable
in any frame) for the volume V with the surface dV fixed in the space. Because
(3.74) and (3.75) are valid for any volume we can use the Gauss theorem to convert
the surface integrals into those of volume(only those are permitted by stress field

(Footnote 15 continued)
[7, 21, 30, 31]; from this proof it follows that t cannot depend on the other local properties of
surface, like curvature, etc.
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as distinct from traction (3.71)) and using (3.68) we obtain the local balances of
momentum in the inertial frame

ov =divT + pb (3.76)

9
BLIV +div(ov ® v) = divT + pb (3.77)

(in components (divT)’ = a7/ /dx/ and (div(pv ® v))' = dpviv/ /ax).

So far we have assumed that the inertial frame (fixed with distant stars) was used.
To transform balances (3.70), (3.74)—(3.77) into another frame we note that the stress
tensor T is objective (see below (3.72)). Considering any new (starred) frame and
using (3.30)—(3.32), (3.44), (3.46) (note that divT is objective vector and p objective
scalar) in (3.76) (multiplied by orthogonal transformation Q of coordinates in the
inertial frame to the new one at considered instant) we obtain the local balance of
momentum in any frame (stars denoting the new frame were removed)

pv =divT 4+ p(b + 1) (3.78)
where the inertial acceleration i (3.46) in this new frame is
i=2Q2(v—8 -2 (x—0)+Qx—0)+¢ (3.79)

Here, the tensor €2 is the angular velocity (of original, inertial frame relative to new
one) (3.39) and c is the position of origin, v is the velocity, x the position in the new
frame at the considered instant.

Then it is not difficult to see that transformation of any momentum balance (3.70),
(3.74)—(3.77) into an arbitrary frame means inserting b + i instead of b. Indeed, the
starting postulate of momentum balance (3.70) has in an arbitrary new frame the

form .
/,ovdv:/ tda+/ p(b+i)dv (3.80)
% vV %

because balance (3.78) in the new frame may be integrated in this frame through
material volume (which is independent of the frame, cf. end of Sect.3.2) and uses
Gauss theorem (3.23), (3.72) and (3.68) (where ¢ is component of velocity) in the
new frame (because these formulae are the same in all frames as well as the Reynolds
theorem (3.24), mass balances above, etc.).

Repeating the previous procedure in the new frame we obtain all remaining bal-
ances in this new arbitrary frame, e.g.,

/pvdv:/pﬁdv:/ Tnda+/p(b+i)dv (3.81)
% % A% %
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d
—/ pvdv + / pv(v.an)da = / Tnda +/ p(b+i)dv (3.82)
dr Jy v v v

apv . . .

ar + div(pv ® v) = divT 4+ p(b + 1) (3.83)

Because of zero inertial acceleration (3.48), we can see from these general results
(3.78)—(3.83), that the balances (3.70), (3.74)—(3.77) are valid in any inertial frame
and not only in the one fixed with the distant stars. This assertion expresses the
Galilean relativity principle about the impossibility of preference of any inertial
frame.

Momentum balances (3.81), and (3.78) in the arbitrary frame may be written as
(cf. [1, 7, 1820, 22, 33])

0=/ Tnda+/ ppBdv (3.84)
v ) 2

o =divT + pp (3.85)
where the total body force B (coming from the outside of the body) is defined by

B=b+i-—v (3.86)

This force é is objective: indeed, (3.85) is valid in all frames, therefore

B = (—=(1/p)divD)* = (=(1/p")(dVD)*) = Q (—=(1/p)divT) = QB  (3.87)

where objectivity of scalar p and vector divT have been used (see Sect.3.2; stress
tensor T is objective).

Balance of momentum in the objective form (3.84), (3.85) may be interpreted as
the general action and reaction law: sum of all forces is zero (in total body force
(3.86) the force i — v caused by “distant, remote stars” is included).

To formulate another main principle—the balance of moment of momentum—we
introduce for some part of body (or body itself) with material volume V in actual
configuration of the considered frame the moment of momentum or angular moment
related to the point y as follows'®

16 We use the outer product A defined for two vectors a, basa Ab =a®b —-b®a, ie.
(a Ab)J = a’b/ — a’b'. This product is obviously the skew-symmetric tensor which, using the
results from Rem. 10, is equivalent to the axial vector created by the vector product of these vectors,
see Rem. 6

bxa=—-axb

Then, e.g., the balance of angular moment (3.90) may be written in a more traditional way as

/(x—y)xp\'/dv:/ (x—y)xTnda+/(x—y)><pbdv
% B2y %
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/ x—y) A pvdy (3.88)
A%

Here, x is the place where density p and v is considered and y is the point which
may be outside of the body and usually fixed in the considered frame.

To obtain a simple form of the balance of moment of momentum, we confine its
formulation to inertial frame with angular moment (3.88) having point y fixed here
(although we use here the inertial frame fixed with distant stars, resulting formulations
are valid in any inertial frame as will be shown at the end of this section). Again,
the main reason for that is the nonobjectivity of x, y, v in (3.88), cf. (3.25), (3.38);
generalization of this balance in the arbitrary frame will be discussed below but we
note that the main local result—symmetry of stress tensor (3.93) below—is valid in
the arbitrary frame.

Such a balance of the moment of momentum (balance of angular moment) asserts
that the time change of the moment of momentum is equal to torques acting on a
considered part of the body (or the body itself). Here we confine to the simplest case
of (mechanically) nonpolar materials where torques are moments of forces (i.e., their
outer products of Rem. 16 with x —y) used in the preceding balance of momentum.!”

Therefore, the balance of moment of momentum or balance of angular momentum
related to the fixed point y in actual configuration in the inertial frame (fixed with
distant stars) for (arbitrary part of) body with material volume V and its surface 0}
is postulated as

/(x—y)/\pvdv:/ (x—y)/\Tnda—}-/(x—y)Apbdv (3.89)
v A% v

Traction t is here expressed through the stress tensor by (3.72). We also note that
postulating (3.89) for one fixed point y the form (3.89) is valid for arbitrary but fixed
point (say yo as follows from the balance of linear momentum (3.74) multiplied by
constant (y —yo)A (i.e., as outer product in Rem. 16) and by summation with (3.89),
of course all in our inertial frame). For this reason the origin y = o is often used in
formulations of this postulate, e.g., [16], without loss of generality.

Using (3.68), (3.7) (namely x A v = 0) and the assumption of fixed point, i.e.,
the time derivative y = o (note that (3.25) applied on point y shows that y may be at
most a function of time in the arbitrary frame; cf. below (3.94)), we obtain

17 In more general (mechanically) polar materials [13, 34], the local result (3.93) must be changed
(cf. also Rems. 32 in this chapter, 9 in Chap.4). Namely, the balance (3.89) then contains (besides
moments of forces) forques expressing the direct exchange of angular moment on a microscopic
level (something like heat in energy exchange). These “microscopic” torques may be expressed
by the objective field of density of skew-symmetric tensor M adding to the right-hand side of the
postulate (3.89) the integral fv M dv. Then instead of local result (3.93), we obtain

T-T =M.
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/(x—y)/\pi]dv:/ (x—y)ATnda+/(X—y)Apbdv (3.90)
% vV %

Using Gauss’ theorem (cf. (3.23); note that ;he fqllowing skew—symme;tric tensor is
in components (div((x —y) A T)Y = a((x! — y)TI* — (x/ — y/)YT™*) /9 (x*), cf.
Rem. 16) and by localization using assumed validity of (3.90) for any ), we obtain

x=yY)Apv=div(x—y)AT)+ (x—y) Apb (3.91)
Calculating divergence (simply in component form above, y is fixed) we obtain
div(xk—y)AT) = T - T+ (x — y) AdivT (3.92)

Inserting it in (3.91) and using in this inertial reference configuration the balance of
momentum (3.76) multiplied by (x — y) A from the left, we obtain the local balance
of moment of momentum as

T=1" (3.93)

expressing the symmetry of the stress tensor (but see Rem. 17). Though our deduction

was performed in the inertial frame fixed with distant stars, we can see that such
symmetry of the stress tensor is valid in any frame, even a noninertial one, because
the stress T is an objective tensor (see above and (3.32)).

Starting with (3.93) in any frame and tracing back the deduction we can obtain the
integral form of the balance of angular momentum even in the noninertial frame; as
may be expected such a result will be more complicated because of the nonobjectivity
of X, y, v and objectivity of forces T, b, cf. e.g. [7, 14].

Namely, taking the outer product of x — y with local momentum balance (3.78)
in an arbitrary, even noninertial frame we have (we use (3.92) and the validity of
moment of momentum balance (3.93) in any frame)

=y Apv=div(x—y) AT) + x—y) A p(b+1i) (3.94)

where y may be an arbitrary function of time (at most, cf. our remark above (3.90); it
would be better to denote all quantities in this new arbitrary frame say by stars as in
Sect.3.2, e.g. y* may be obtained from y by (3.25) as y* = ¢(¢) + Q(¢)y with fixed y
(say from inertial frame fixed with distant stars above), but we do not use this mark
for simplicity).

Integrating (3.94) through material volume V in this new arbitrary “starred” frame
and u§ing Gauss’ theorem (3.23) we obtain (3.90) with b + i instead of b. Because
X—y)AV=(X—y)AV—YAV(namely X Av=v AV = 0; scalar p is objective)
we obtain by (3.68) (y is function of time at most) the balance of the moment of
momentum related to even the nonfixed point y in an arbitrary (even noninertial)
frame as



94 3 Continuum Thermodynamics of Single Fluid

/(x—y)/\pvdv—i—)"/\/ dev:/ (x—y)ATnda+/(x—y)Ap(b+i)dv
% v vV % (3.95)

Using here the Reynolds theorem (3.24) we can, e.g., write the balance of moment
of momentum related to even a nonfixed point y in an arbitrary (even noninertial)
frame for a fixed volume V in actual configuration as

i/(x—y)/\pvdv—i—/ (x—y)/\pv(v.n)da—i—y/\/pvdv
dr Jy av v
=/ (x—y)ATnda+/(x—y)/\p(b—i—i)du (3.96)
v 1%

Therefore, as follows from (3.95), if point y is fixed (i.e., y = o) the balances
of moment of momentum (3.89) may be used also in an arbitrary (even noninertial)
frame if body force b is enlarged by inertial acceleration i (3.79) (i.e., b is substituted
by b +1). This is valid also for balance (3.90) (see deduction of (3.95)) and for local
balance (3.91) (cf. (3.94)).

Balance of moment of momentum (3.93) expressed through the symmetry of a
stress tensor (at least for mechanically nonpolar materials, cf. Rem. 17) is valid
in any frame, even noninertial. Finally we can see that because (3.48) is valid for
transformations between any inertial frames, the balances of angular moment related
to fixed y (3.89)—(3.91) are valid in any inertial frame and not only in those fixed
with distant stars.

Summary. The first three balance equations are formulated in this section. The
balances are necessary conditions to be fulfilled not only in thermodynamics but
generally (in continuum mechanics). The balance of mass was formulated locally in
several alternatives—(3.62), (3.63), or (3.65). The most important consequence of
the balance of momentum is the Cauchy theorem (3.72), which introduces the stress
tensor. The local form of this balance is then expressed by (3.76) or (3.77). The most
relevant outcome of the balance of moment of momentum is the symmetry of the
stress tensor (3.93). Note that in this section also an important class of quantities—
the specific quantities—was introduced by (3.66); note particularly their derivative
properties (3.67) and (3.68).

3.4 Energy Balance and Entropy Inequality

In Chap. 1 we postulate the First Law as (1.3) which gives the existence of internal
energy fulfilling (1.5). Similarly as in Sect.2.1 we can write (1.5) as a balance: the
time derivative of internal energy is equal to the sum of heating and power (cf. (2.1))
[11, 18, 22, 35]. This is applicable to the material volume of a (nonuniform) body
or its arbitrary part consisting of a single substance. We postulate the existence of a
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specific internal energy u and assume that heating is composed of the surface heating
q (exchange of heat between neighbourhood parts by conductivity) and the volume
heating Q (exchange of heat by radiation from the outside of the body) which are
surface and volume densities respectively.'® Therefore assuming that power is given
by forces from Sect. 3.3, i.e., by traction t (3.72) with symmetrical stress T (3.93)
and the total body force 8 (3.86), we can postulate the balance of energy in the form

/pudv:/ qda+/ de+/ v.Tnda—}-/pﬂ.Vdv (3.97)
v A% v A% v

for any material volume V with the surface ) but in actual configuration, cf. end of
Sect.3.1. The justification of the name internal energy on the left hand side follows
from using all forces (including those inertial in 8) for the construction of power on
the right-hand side, cf. discussion of (1.5). N

We postulate also that u, g and Q are objective scalars (but see Rem. 21); then
(3.97) is valid in all frames: by Rem. 12 the first three integrals in (3.97) are objective
as well as the remaining scalar

/ v.Tnda +/ pB.vdv =/(V.(divT+p,3) + tr(LT))dv =/ tr(DT) dv
v Vv % -
(3.98)

obtained by (3.23), (3.14), (3.85), (3.15), (3.93). Its objectivity follows from the
objectivity of D, T and therefore of DT (as may be easily seen) and its trace, see
Sects.3.2 and 3.3.

Densities in (3.97) are field quantities; but'” we assume that the heating surface
density g depends, in excess, on the external normal n

t19

q =q(x,t,n) (3.99)

Then using the tetrahedron arguments (similarly as in deduction of (3.72)) we prove
from (3.99), (3.97), that dependence on n is linear

g =—qn (3.100)

18 Exchange of radiation between distant parts of the same body is neglected; ¢ on the real surface
of body is given as a boundary condition. Assuming the validity of such a balance for each part
of the body, we use again the principle of solidification and again volume and surface densities
(pu, Q, q etc.) could be deduced from more plausible primitives. Cf. Rems. 7, 13 and 14.

19 Surface heating is scalar. Vectorial heat flux in (3.100) will be deduced quite similarly as the
stress tensor was obtained from the traction in (3.72). Dependence of ¢ on n may be expected,
e.g., in a body under temperature gradient it may be expected in a given place that ¢ on the surface
perpendicular to such a gradient will be greater then on the surface parallel to it.
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i.e., there exists a field®” of the heat flux vector q = q(x, ¢). Indeed, if we apply
(3.97) to a small tetrahedron (as in (3.73)) and use (3.68) and Gauss’ theorem, we
obtain

pit Av =g Aa + g’ Aa’ + Q Av + (div(YT)) Av + pB.v Av (3.101)

Here Av = (1/3)h Aa, h, Aa, Aa’ = n/ Aa have the same meaning as in (3.73).
Inserting these relations into (3.101) and limiting # — 0 we obtain ¢ = —¢g/n/
where ¢ / (independent of n) are components of the heat flux q. Moreover, because
of objectivities of ¢ and (arbitrary) n, the heat flux q is an objective vector
(cf. motivation of (3.31) and below (3.72)).2! Inserting (3.100) into (3.97) and using
(3.68), (3.86) we obtain the balance of the whole energy (internal and kinetic) in the
usual form

/p(u+(1/2)v2)dv=/p(u+(i/2)v2)dv
1% v

:—/ q.nda+/ de+/ v.Tnda
v % A%

+/ p(b+i).vdy (3.102)
1%

which is valid in an arbitrary frame (in inertial frame i = 0). Balance (3.102) may
be also written for fixed volume V with surface 9V if we use the Reynolds theorem
(3.24)

i/ p(u+(1/2)v2)dv+/ o(u~+ (1/2)v*)v.nda
dr Jy av

:/ V.Tnda+/,0(b+i).vdv—/ q.nda+/ Odv (3.103)
av \%4 A% \%4

A special case follows when the body force has a potential ® constant in the

time?? 90
b +i= —grad®, o = 0 (3.104)

Inserting (3.104) into (3.102) and using (3.8), (3.68) we can interpret this special
case as the balance of internal, kinetic and potential energy

20 The sign is in accord with convention mentioned in Rem. 7 in Chap. I: negative heat g is
emitted when q has direction of outer normal n. Also Fourier law (3.187) directs heat flux q against
temperature gradients, cf. [1, 14, 24, 27, 36, 37].

21 Heat is based on molecular motion; therefore the possible nonobjectivity of heat flux has been
discussed [24, 38—40]. Because of the molecular chaos this effect is probably negligible with the
exception of very rarefied gases. Cf. also Rem. 33 in Chap. 4.

22 Such s, e.g. the potential ® = (1/2)x*.Q2x* giving centrifugal force (3.47); Q (as a product
of the identical skew-symmetrical tensors) is symmetrical.
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/ p(u+(1/2)v2+d>)dv=/ V.Tnda—/ q.nda+/ QOdv (3.105)
% A% % %
Now we can obtain the balance of energy in a local form using (3.68), Gauss’

theorem and validity of (3.102) for all VV

o+ (i/2)v2) = —divq + Q +div(vT) + p(b +1i).v (3.106)

From this we subtract the balance of “kinetic energy” obtained from (3.78)
multiplying it by v and using (3.14), (3.15), (3.93) to get the local energy balance

pit = —divq + Q + tr(TD) (3.107)

(this follows also by localization from (3.97), (3.68), (3.100), (3.98)). This result is
valid in any frame because of objectivity of all members here, cf. Sect.3.2.

We now apply the entropy inequality (1.42) to our continuous body (or arbitrary
part of it). Because the integral in (1.42) may be understood (by definition of heat
distribution) as time and space integral we can formulate an entropy inequality using
the entropy rate, heating and corresponding densities of these quantities (cf. end of
Sect. 1.4 and the way we obtained (2.2); again it is possible to proceed more naturally,
see Rems. 7, 14 and 18) [11, 18, 35, 41]. Therefore entropy may be expressed if we
introduce the specific entropy s as a primitive objective scalar. Because the heating
now contains surface and volume parts with densities ¢ and Q (cf. (3.97)) and because
the absolute temperature is now scalar field T = T (x, t), assumed to be objective, it
follows that the entropy inequality may be formulated as (we use (3.100))

/psdv > —/ (q/T).nda+/(Q/T)dv (3.108)
v v %

for the material volume V with the surface 3V of a body or its arbitrary part.>3
By Gauss’ theorem and (3.68) we obtain entropy inequality in the local form
called the Clausius-Duhem inequality

o= ps+div(q/T)— Q/T >0 (3.109)

valid in any frame. The left-hand side of inequality (3.109) defines the production
of entropy o which is therefore never negative and by the objectivity of its defining
quantities it is an objective scalar.

Using (3.68), Gauss’ theorem (3.23) and definition (3.109) we can write entropy
inequality (3.108) as

23 Using Reynolds theorem (3.24) in (3.108) we obtain quite naturally the entropy inequality for
open systems in (single) continua. Cf. Rems. 14 in Chap.2, 11 in Chap.4 and the end of Sect.3.1.
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/dev+/diV(q/T)dv—/(Q/T)dv:/advzo (3.110)
1% 1% 1% 1%

Finally, we can eliminate q and Q from energy balance (3.107) and Clausius-
Duhem inequality (3.109) and use the following definition of the specific free energy
f and the temperature gradient g

f=u—Ts (3.11D)

g=gradT (3.112)

(it follows that both are objective quantities, cf. Sect. 3.2) to get the reduced inequality
—To=pf+psT+T 'qg—t(TD) <0 (3.113)

This is again objective and will be useful later in Sect. 3.6.

At the end of these Sects.3.3 and 3.4 we note that energy balance and entropy
inequality motivated by procedures like those in Chap. 1 together with generaliza-
tion of frame indifference (plausible objectivity is postulated not only for motion
(Sect.3.2) but also, e.g., for power of surface and body forces or heating) permit to
deduce balances in Sect. 3.3 (i.e., for mass, linear and angular momentum), internal
energy, entropy and their objectivity, etc. For details see, e.g., [1, 22, 42, 43] and
other works on modern thermomechanics [7, 8, 18, 20, 41].

Summary. Energy balance containing heat transfer, and entropy inequality are
typical thermodynamic conceptions. In fact, they constitute the (general forms of)
First and Second Law of thermodynamics, respectively. Perhaps the most important
for further development are the local energy balance in the form (3.107) and the
Clausius-Duhem formulation of entropy inequality—(3.109). Introducing the (spe-
cific) free energy, (3.111), the latter is transformed to the reduced form (3.113).

3.5 Constitutive Principles and Constitutive Equations
for the Single Substance

In preceding paragraphs, the balances and the entropy inequality in local form (3.63),
(3.76), (3.93), (3.107), (3.109) have been obtained. Because of the general validity
of balances (for broad class of nonuniform single continua in a given case; cf. similar
situation in Sect. 2.1) these independent relations are not sufficient for determination
of all fields (functions of x, t) occurring there

X, p, T (3.114)
u, s, q, T (3.115)

O, b, i (3.116)
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We call the fields (3.114)—(3.116) fulfilling the balances of mass (3.63), (3.65),
momentum (3.76), moment of momentum (3.93), and energy (3.107) a thermody-
namic process, because only these are of practical interest. Then we denote the fields
(3.114) as the thermokinetic process and the fields (3.115) as the responses (we
limit to the models with symmetric T (3.93); in more general models we must intro-
duce also the torque M into responses (3.115), cf. Rems. 17, 32). The fields (3.116)
are controlled from the outside®* (at least in principle). Just constitutive equations,
which express the difference among materials, represent the missing equations and
are relations between (3.114) and (3.115) [6, 7, 9, 10, 23, 34, 38, 40, 41, 44, 45].
Referring to Sect.2.1 we briefly recall that constitutive equations are definitions of
ideal materials which approximate real materials in the circumstances studied (i.e.,
at chosen time and space scales). Constitutive equations may be proposed in rational
thermodynamics using the constitutive principles of>: determinism, local action,
memory, equipresence, objectivity, symmetry, and admissibility.

The constitutive principle of determinism asserts that responses (3.115) in the
present instant and given place are determined by thermokinetic process (3.114) in
the past and present in all the body. But in single substances, the field of density is
given by the motion through (3.65) (field pg is assumed to be known) and therefore
response (3.115) is given by fields x and 7 only (in fact mass balance was used; this
will be used also in the following applications of thermokinetic process, cf. Sects. 3.6,
4.5). Thus, the constitutive equations are functionals giving values of (3.115) in given
particle X and present time ¢, independent variables of which are functions

x(Y, ), T(Y,7) (3.117)

in all the particles Y of the body and all times T < ¢. This very general material
model is significantly reduced by the following two constitutive principles. The
principle of local action asserts that responses (3.115) are influenced only by values
of (3.117) in particles Y = X and in immediate neighbourhood of X (“locality,”
cf. Rem. 12 in Chap.2) and, similarly, the principle of differential memory asserts
that the response (3.115) is given only by the values (3.117) in the present time ¢ and in
the immediate past. Mathematically we can express these principles in the following
way (cf. Sect. 2.1 and Rem. 3 in Chap. 2 for memory effect only): we expand (3.117)
in the Taylor series around the present time ¢ and given particle X; then the response
is influenced only by the values and several space and time derivatives taken at
these ¢ and X. This means that the response functionals are reduced to the following
functions:

{s,u,q, T} = f(x, v, F, GradF, F, T, GradT, X, t) (3.118)

24 Such are also boundary values q, T on the real surface of the whole body, cf. Rems. 13, 18, see
also Rem. 36.

25 Repeating those noted in Sects. 1.1 and 2.1 the name “principles” here is stilted a little: they are
rather rules or recommendations which generalize motivation or proposals of such equations in the
past [40], cf. exceptions in Rems. 21, 26, and 28.
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We believe that the choice of derivatives is representative for the materials intended
for study here. Note the elimination of temperature memory; otherwise the “local
equilibrium” might be invalid (cf. Sects.2.2, 4.5).

In (3.118), the concise form of writing of several constitutive equations with the
same variables was used, i.e., here F stands for constitutive functions &, i, q, T
respectively (overhead symbol — differs function from its value; rare exclusion,
see, e.g., Sect.3.2). Because the response as well as the independent variables are
functions of X and ¢, we add in (3.118) also explicit dependence on these quanti-
ties.?® In formulation of constitutive equations (3.118) the constitutive principle of
equipresence was used: in all constitutive equations (3.118) we used the same inde-
pendent variables. This prevents the unjustified preference of some of such equations;
itis arather plausible rule, cf. Rem. 25, Sect. 2.1, which in special cases, e.g. [28, 60],
may be left.

The explicit dependence on X in (3.118) means that in different particles of our
body there may be different material of the same type (i.e., depending on the same
variables but in different way). We eliminate for simplicity this dependence, i.e., our
body consists of the same material in all particles.27 Then we use (3.14), (3.15),
(3.112) to write (3.118) in the form

{s,u,q, T} = F(x,v,F,GradF,D, W, T, g, 1) (3.119)

where F means functions §, i, q, T.

Further reduction of constitutive equations (3.119) may be achieved by the con-
stitutive principle of frame indifference or the principle of objectivity: the mater-
ial properties and therefore also constitutive equations must be independent of the
choice of frame. This principle is a generalization of common experience with mate-

26 Great numbers of more general models have been studied e.g. with long range memory (as fading
memory or with internal variables mentioned in Sects. 2.1, 2.3), where differential memory is not
suitable. Its analog for a space coordinate is the nonlocal material [46—-50] where the local action is
not sufficient. Another type are materials with a microstructure (micromorphic materials) in which
the particles have a more complicated structure [11, 45, 48, 51, 52] (cf. Rem. 2). For simplicity we
excluded in (3.118) the temperature memory studied in [23, 26, 53] (the influence of which was
outlined in Sect.2.2; cf. Rem. 31 in Chap. 4). The principle of determinism is modified in materials
with internal constraints [6, 7, 10, 12, 54-58] manifested usually as some a priori limitation on
the motion (but there are also nonmechanical constraints such as perfect heat conductivity). Most
important are incompressible materials where the internal constraint is J = 1 (by (3.64) density
of particles does not change and therefore only isochoric motions are allowed). The limitation is
achieved by forces (pressure in incompressible material) which are not determined by the motion
and do not work. The remaining part of the stress is given by the usual principle of determinism.
Modification of determinism is also given by using pressure as an independent variable (usual in
classical thermodynamics); then incompressibility may be also understood as pressure independence
here [24, 59], cf. end of Sect.3.7.

27 Moreover a unique reference configuration was tacitly assumed in the whole body. But there
are (nonfluid, usually solid) materials with dislocations which may be just described by nonunique
references and dependence on X remains even if they are from the “same” material, cf. [6, 8, 41],
cf. also Rem. 30.
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rial properties.”® Mathematically this principle means that the functions in (3.119)
(considered in some frame) are the same in the arbitrary other “starred” frame

(%, u*, q*, T*}) = F(x*, v*, F*, (GradF)*, D*, W*, T*, g*, t*) (3.120)

where starred quantities in the new frame are transformed by (3.25), (3.26), (3.38),
(3.49), (3.53), (3.54), (3.51) and (3.30)—(3.32) for objective s, u,q, T, T, g.

In a special choice Q = 1 and arbitrary b, c, ¢, Q, these transformations must
give the same values of responses in (3.119) and (3.120) (because F is the same
in both frames) and this is possible (change from (3.119) to (3.120) is valid for any
values of independent variables) only if responses are independent of variables x, ¢, v
and W. This means that two observers with a shift in origins of time and space and
with different velocities of translation and rotation must obtain the same responses.
Therefore, the constitutive equations (3.119) must be reduced by the principle of
frame indifference (or objectivity) to the form

{s,u,q, T} = F(F, GradF,D, T, g) (3.121)

where again F means functions 5, i1, q, T.?° Because responses are given by (3.121)
in the actual reference, the F must be such that responses are the same if we only
change reference configuration (F and GradF change correspondingly but describe
the same deformation; the other independent variables in (3.121) remain the same
[6, 7, 41, 63], cf. Rem. 30 for application).

But this is not all. Using again the change of frame with arbitrary Q in the con-
stitutive equations (3.121) we have (note that here all dependent and independent
variables are objective; we can regard F and GradF as objective vectors, cf. (3.49),
(3.51))

{s,u, Qq, QTQ"} = F(QF, QGradF, QDQ’, T, Qg) (3.122)

which must be identically valid for any values of independent variables and any
orthogonal tensor Q from the full orthogonal group (see Rem. 8), i.e., at any rota-

28 E.g. we tacitly assume such a principle in the assertion that the same force extends by the same
amount the loaded spring when it is suspended in gravitational field or it is attached in the centre
of rotated disc. Namely, we assume that the constant of the Hook’s law of the spring (i.e., its
constitutive equation) is the same in these both frames [6, 7, 61]. But, cf. Rem. 25, even here they
are exceptions [62] (from nonclassical physics).

29 Namely, the substitution described below (3.120) gives
{s.4.Qq. QTQ"} = F(Qx+¢, Qv+¢+2Qx, QF. QGradF, QDQ" . QWQ' +2. 7. Qg. 1 +)

which by choice
Q=1c=—x¢=-V+Wx,Q=-W, b=—t¢

gets . B
{s,u,q, T} = F(o,0,F,GradF, D, 0, T, g, 0) = F(F, GradF, D, T, g)

valid for any independent variables, i.e., giving (3.121).
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tion and inversion (also restriction on rotation only is used; cf. Rem. 9). This
condition (3.122) restricts the form of functions to the so-called isotropic functions,
the form of which in vector and tensor variables is very limited [6, 9, 64—66] (cf. also
Appendix A.2 for linear functions on which we concentrate later, see Sect.3.7). We
name the model with constitutive equations (3.121) the nonsimple (or second grade)
material with heat conduction and viscosity.

A special case is a simple material which does not depend on GradF, cf. [67, 68]

{s,u,q. T} = F(F.D.T,g) (3.123)
Such functions F must again be isotropic (for Q from full orthogonal group)

{s,u,Qq, QTQ"} = F(QF,QDQ’, T, Qg) (3.124)

Further simplification of (3.123) is thermoelastic material (with heat conductivity,
see Sect. 3.6) B
{s,u,q, T} = F(F,T,g) (3.125)

(orelastic at T fixed, cf. Rem. 31) again isotropic, i.e., fulfilling analogical conditions
(3.124).
The following constitutive principle of material symmetry demands that constitu-
tive equations must be in accord with the inherent symmetry of the material studied.
Here we confine mainly to fluids (gases or liquids) defined as materials with
maximal symmetry. Using this principle we find that dependence on F and GradF
may be in fluids expressed through dependence on density p and its gradient h

h = gradp (3.126)

respectively, and constitutive equations are independent of the reference. Other
important materials are solids, mainly those isotropic (not to be confused with the
isotropic function!), or crystals of different crystal classes, etc. For the purposes of
this book, we plainly define the fluid using p instead of F in (3.125) for a simple
fluid, and using p, h instead of F, GradF in (3.121) for a nonsimple fluid. But such
replacement may be deduced.?”

30 How the principle of symmetry works we outline on simple material (3.123) (see [6, 7, 10,
14, 41, 63, 69] for details); for nonsimple fluid the similar procedure is more complicated, see
[14, 70, 71]. Assume for simplicity a unique reference with reference density pgp in the whole body
(everywhere is uniform material without dislocations, see Rem. 27) and all responses behave equally
(their symmetries are the same). The material symmetry may be expressed by (referential) tensor H
(in components H’X) which, changing deformation F to FH in constitutive relation (3.123), gives
the same response
F(F) = F(FH) (a)

(nonchanging variables are omitted for brevity) and also the same (actual) density p at considered
reference density py, i.e., by (3.65), (3.12), po = p|detF| = p|detFH]|. This latter condition limits
tensors H to those which are unimodular
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Also other criteria for classification of materials may be used.!
Therefore constitutive equations of nonsimple fluid with viscosity and heat con-
duction are
{s,u,q, T} = F(p,h,D, T, g) (3.127)

where F stands for functions § i, q, T (independent variables including p and there-
fore h are objective, cf. Sect. 3.2). We repeat that response T here and in all mentioned
constitutive functions is a symmetric tensor. Moreover, the principle of objectivity
demands that functions & must be isotropic, i.e., for any Q from full orthogonal
group and all values of independent variables the following is valid

(Footnote 30 continued)

| detH | = 1 (b)

E.g. indistinguishable rotation may be described by orthogonal H ((b) is valid, cf. Rem. 8).

All such H form the symmetry group G (e.g., two such rotations Hy, Hy give indistinguishable
rotation Hy Hy) which characterize the inherent symmetry of studied material (3.123) in the consid-
ered reference configuration. For example, material is isotropic if any rotation (or even inversion)
is indistinguishable, i.e., G contains a proper (or even full) orthogonal group.

Note that a symmetry group depends on a considered reference: its change (which may also
alter referential density) generally changes the group. This is described by Noll’s rule; for this and
other details see, e.g. [10].

A symmetry group of simple material divides it in two parts (and each of them in isotropic and
anisotropic subparts) [6, 7, 63]:

e simple solids: isotropic or anisotropic (crystal classes like cubic, hexagonal, triclinic etc.)
e simple liquid crystals: isotropic (simple fluids, i.e., gases or liquids) or anisotropic (liquid
crystals).

E.g. in simple solids there exists a reference the symmetry group of which is contained in (full)
orthogonal group; if they are identical then the material is the simple isotropic solid.

Simple fluid has a group of symmetry identical to a unimodular group (contains all H with
| detH | = 1); this group is therefore the maximal one and fluids are isotropic (because they contain
the orthogonal group, cf. Rem. 8; note that unimodular deformations (indistinguishable in fluids)
need not be orthogonal, e.g., isochoric shear). Replacement of F by p follows from (a), (b) by the
choice H = J'/3F~! (unimodular for given F: | detH | =| det(J!/3F~1) | = J | detF |[~' = 1).
Indeed, by (3.65), the response is

F(FH) = F((po/p)'?) = F(p) (©)

where F is in fact independent of any reference (and its pp) because the response (in actual config-
uration) must remain the same if the reference (and therefore F, pp) is changed (cf. remark under
(3.121) valid also for (3.123)).

31 Besides those based on symmetry in Rem. 30, see e.g., [8], another was used by Haupt [72]
according to the size of memory for the stress tensor T in an isothermal body: materials (mostly
solids) are

(i) elastic: T is (deformation) rate independent without hysteresis, e.g. (3.125).

(i1) plastic: T is rate independent with hysteresis (by appropriate internal variables, cf. Sect.2.3).
(iii) viscoelastic: T is rate dependent without hysteresis, e.g. (3.123).
(iv) viscoplastic: T is rate dependent with hysteresis (possible even in equilibrium).
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{s,u,Qq, QTQ’} = F(p, Qh, QDQ’, T, Qg) (3.128)

Analogously, starting from (3.123), simple fluid with viscosity and heat conduction
has the constitutive equations

{s,u,q. T} = F(p.D, T, g (3.129)

with analogical properties (3.128).
Finally the specialization of (3.125) on fluid leads to

{s,u,q, Ty = F(p,T,g) (3.130)

with analogical properties (3.128). This is the thermoelastic fluid or, in isothermal
case, the elastic fluid or ideal (Euler) fluid.

The final form of constitutive equations for these models (3.125), (3.127), (3.129)
will be given in Sect. 3.6 where we use the constitutive principle of admissibility.

Summary. A procedure really specific for the rational thermodynamics is intro-
duced in this section in the form of several principles put forward to derive the
thermodynamically consistent constitutive equations. In their most general form, the
constitutive equations were proposed as functions (3.118) on the basis of the princi-
ples of determinism, local action, differential memory, and equipresence. They were
further reduced to the form (3.121) considering the same material throughout the
body and applying the principle of objectivity. Because of our interest in fluids only,
the constitutive equations were further modified to this material type by means of
the principle of material symmetry giving the final form (3.127). Two special types
of fluid were defined by (3.129) and (3.130).

3.6 Principle of Admissibility — Constitutive Equations of Single
Material. Fluid with Viscosity and Heat Conduction

The last constitutive principle of admissibility (or dissipation or entropy principle)
proposed by Coleman and Noll [68] is the most typical for rational thermodynamics
[6, 7,9, 23, 24, 34, 38, 45, 63, 73] (cf. Sects.2.2,2.4,2.5,3.7,4.5).

We call a thermodynamic process which is possible in a given material model,
i.e., fields (like (3.114)—(3.116)) fulfilling all balances (like (3.65), (3.76), (3.93),
(3.107)) combined with proposed constitutive equations an admissible thermody-
namic process. Now, we want such a process to also fulfil entropy inequality.
According to Coleman and Noll [68] (cf. Rem. 5 in Chap. 2) we leave the admissible
thermodynamic process arbitrary and restrict the constitutive equations in such a way
that the entropy inequality (3.109) is satisfied identically.

Therefore, the constitutive principle of admissibility (also called the principle of
dissipation or entropy) may be formulated as follows: entropy inequality must be
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satisfied in any admissible thermodynamic process; mathematical justification of
this principle was given by Muschik and Ehrentraut [74].

But, because of the validity of balances (3.107) (and remaining balances (3.93),
(3.78), (3.63)), the entropy inequality (3.109) may be expressed as reduced inequality
(3.113), the constitutive principle of admissibility may be alternatively formulated
as follows: reduced inequality (3.113) must be satisfied in any admissible thermo-
dynamic process.

Moreover, as we show in the following examples, an admissible process may be
constructed from a thermokinetic process fulfilling the mass balance (using consti-
tutive equations proposed so far and using outside controlled fields like (3.116)).
Therefore, the results of the admissibility principle (i.e., simplifications and further
properties of constitutive equations) follow from inequality obtained by inserting the
constitutive equations into the reduced inequality and by using suitable thermoki-
netic process (fulfilling the mass balance, cf. above (3.117); there is also alternative
method of I-Shih Liu explained in Appendix 5 avoiding the construction of admis-
sible process in complicated cases. As was shown in Appendix 5, this method gives
the same results for our fluid models of Sects.2.2, 3.7, 4.5).

Although fluids are our main interest, first we demonstrate the admissibility
principle on thermoelastic material (3.125).

Here the free energy (3.111) used in (3.113) has obviously the following consti-
tutive equation

f=fET.g (3.131)

We calculate f using FF~! = 0 and (3.13)—(3.15) and introducing result in (3.113)
we obtain (in Cartesian components):

3 R 3 . N\ 3 :
—To =p fF/JW’/+(,0 fFf’—Tﬂ)D'f+p(—f+s)T

aFiJ oT

*1' 3];— 7%. af J 7}. K 1
@(GradT)J —p F*! @(GradT) F7FIR 4+ T q'¢" <0

(3.132)

According to the dissipation principle, this inequality must be valid at any admissible
thermodynamic process, which in turn, may be obtained from the appropriate
thermokinetic process (3.114) fulfilling the mass balance (cf. general procedure
sketched above).

Namely, the inequality (3.132) must be valid in an arbitrarily chosen particle X
and (say present) instant 7 (x is the place of X at ¢ according to motion (3.1)) and
the following thermokinetic process (cf. (3.114)) may be constructed in any particle
Y and any time t (with place y) in the body as follows: for it we use the following
expansions about considered X and present time #

y=xY.1)=x+FY -X)+FY -X)(r — 1) (3.133)
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TY,r)=T+ (GradT)(Y — X) + (GraidT)(Y - X)(r —1) (3.134)

wherex, T, F, F, GradT, (GradT) are values of these fields and its derivatives taken
at X, ¢, and the density field follows from mass balance (3.65)

p(Y, 1) = po(Y)/ | detF(Y, 7) | (3.135)

(cf. above (3.117); itis valid by the field of density in the given reference configuration
po(Y) which is assumed to be known. The fixed mass of the body is then given by
(3.58)).

The thermokinetic process (3.133)—(3.135) in thermoelastic material (3.125)
fulfilling mass balance generates the admissible thermodynamic process. Indeed,
for chosen values of F, 7 and g = (GradT)F~! at X (or place x) and 7 (see (3.13))
the fields of responses (3.115) follow by (3.125); the symmetric response T fulfils the
balance of moment of momentum. Mass balance is satisfied by (3.135) and the bal-
ance of momentum (3.78) and energy (3.107) are satisfied by the appropriate choice
of external body force b(Y, t) (or/and inertial force i(Y, t)) and volume heating
Q(Y, ) because (3.116) are controlled from the outside.

Therefore, an admissible thermodynamic process exists and is caused by thermoki-
netic process (3.133)—(3.135); by the admissibility principle the inequality (3.132)
must be satisfied. Then this inequality must be satisfied at (arbitrarily chosen) parti-
cle X and instant 7 by arbitrarily chosen values of mutually independent F, T', g (or
GradT) and W, D, T, (GradT) (this follows from the independence of derivatives
in expansions (3.133), (3.134) and (3.14), (3.15); note that 7' (and p) are positive
scalars and D, W are symmetric or skew-symmetric tensors, respectively). But the
inequality (3.132) depends only linearly on the latter values and therefore members
containing them must be zero because of Lemmas A.5.1, A.5.2 from Appendix 5.

Indeed, if we choose F, T, g fixed, D, W, (GradT') zero, the following relation
follows from Lemma A.5.1 B
af

=— 1
5T s (3.136)

because 7" may be arbitrary scalar (and p > 0).
Similarly, if we choose (GradT) arbitrary at F, T, g fixed and D, W, T zero, the
following vector must be zero

9 _ (3.137)

by Lemma A.5.1 (applied on components, i.e., we choose the components of vector
(GradT)/ for J = 1 arbitrary and for J = 2, 3 as zeros; then the first component
af

-1
of vector p F/! i must be zero. Repeating such application of Lemma A.5.1 for
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remaining J = 2, 3 we also obtain zeros for the remaining components of this last
-1
vector. Because matrix p F Ti g regular we obtain result (3.137)).

Further, we use Lemma A.5.2 (with consequences for symmetric and skew-
symmetric tensors). Namely, if we choose D, (GradT), T zero at arbitrary F, 7', g,
the first member in (3.132) must be zero at any skew-symmetric tensor W, i.e., the
following tensor in this member must be symmetric

= T
%FT =F (%) (3.138)
OF OF

By analogical arguments, we obtain from Lemma A.5.2 that the tensor standing
at D in (3.132) must be skew-symmetric. But it is at the same time symmetric (see
(3.138), (3.93)) and therefore it is zero.?

)7
T= pa—ﬁFT (3.139)

Moreover, these results (3.136)—(3.137) are valid identically: at any F, T, g and
any X, t. Therefore, (3.131) is reduced to

f=/F@ET) (3.140)
and (3.136) and (3.139) show that free energy is a potential for entropy and stress,
i.e., the corresponding Gibbs equation is valid. Therefore also s (and by (3.111)
also u) and T depend on F, T only (only heat flux q depends on temperature gradi-
ent g).

Production of entropy is caused only by heat conduction
o=-T"2qg>0 (3.141)
and it is zero in the equilibrium process defined here by

g=o0 (3.142)

(cf. the end of Sect.2.1 and Rem. 11 in Chap. 1). But in equilibrium (3.142) the
production of entropy o = o (F, T, g) (cf. (3.125)) has a minimum and therefore

d
—G(F, T, [)=0=0 3.143
5.0 F.T.28) =0 (3.143)

where A is a real parameter. Inserting (3.141) into (3.143) gives

32 Note that by analogical calculation for (mechanically) polar materials Rem. 17, the result (3.139)
is valid but its skew-symmetric part gives torque M.
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qQ°=q(F, T,0)=0 (3.144)

and therefore equilibrium value q° of the heat flux is zero.

Without going into details we note also that sufficient conditions of minima of
o may be discussed and further simplifications of these results using objectivity
(3.124) and material symmetry may be obtained: using Cauchy-Green tensors, Piola-
Kirchhoff stress tensors, the known linearized constitutive equations of solids follow,
e.g. Hook and Fourier laws with tensor (transport) coefficients which are reduced to
scalars in isotropic solids (e.g. Cauchy law of deformation with Lamé coefficients)
[6, 7,9, 13, 14].

Results for thermoelastic fluid might be also obtained by the constitutive principle
of symmetry but we get them directly from the following fluid model, cf. (3.182)
and the end of this section.

Our main goal is to apply the admissibility principle to fluids [39, 53, 75-78],
namely to nonsimple fluid (3.127) (the special cases of simple (3.129) and ther-
moelastic (3.130) fluids will be discussed at the end of this section but the most
important are fluids with linear transport properties contained in Sects. 3.7 and 3.8).
In nonsimple fluid (3.127) it is sufficient to use the field of velocity (instead of
motion), cf. (3.14)1, (3.15)1. Therefore we define the thermokinetic process in fluids
as the fields of (instead of (3.114))

v, p, T (3.145)

An admissible thermodynamic process in fluids is defined as fields of thermokinetic
process (3.145), responses (3.115) (given by constitutive equations (3.127)), and
outside fields (3.116) which fulfil balances (3.63), (3.78), (3.93), (3.107).

Although the spatial (Euler) description X, ¢ is simpler in fluids, the material
(time) derivative, expressed by (3.8), is preferred below because it gives more concise
results.

The principle of admissibility demands to fulfil entropy inequality (3.109) and
therefore also the reduced inequality (3.113) by any admissible thermodynamic
process. Here the free energy (3.111) is used for which, as follows from (3.127),
we have the following constitutive equation

f=/f(,hD,T, g (3.146)

in our nonsimple fluid. Hence we can write

f=—,0'+—.f1+tr—D+—T+—g.g (3.147)
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Here tr 3f D= ai)f, - DY/ where both tensors are symmetric. This is clear for D but the

symmetry of % follows from the rule that the derivative of a scalar function with
respect to a symmetric tensor is symmetric.’> )
Now we express p from (3.63) using (3.16) and h from

h = —h(D + W) — htrD — p grad(trD) (3.148)
which may be obtained if we take the gradient from balance of mass (3.62) and use

(3.126), (3.9), (3.14), (3.15). Both p and h we use in (3.147) and then we insert f
into reduced inequality (3.113). After rearrangement we obtain (in component form)

af y 4 af oD af
—To = — —(hf DIt 4 Wi h’Dkk)— 29 9 D
o= =P (L )+ on oxi T Papi
af af ) N -
+p3—f,g +p %H T—\T"+p"5 f TN+ T g <0

(3.149)

3 Let f be a scalar function f of symmetric tensor D, i.., a function of 6 independent variables:

- . = 1
f — f(D) — f(Dll,DIZ,D13,D22,D23,D33) — f(D“, E(D12+D21)’
1 1
E(Dl3 + D3l), D22, E(D23 + D32), D33)
= f(D”, D12, DI3’ D21’ D22, D23, D3], D32, D%) _ f(D)

The last definition of function f of 9 variables (allowed by symmetry of D) permits to employ
the customary tensor (or matrix) descriptions, e.g. the summation convention in component form.
This is the reason for using this definition of f in (3.146), (3.147) and other formulae in this book
(similar definitions may be used for skew-symmetric tensor and vector and tensor functions [7, 14,
79]). As may be seen from the definition above, the main property of f is (when D is symmetrical

and this is just such a case) that f is indeed symmetrical, e.g.
af 1 af af

D12 — 29p12 ~ gp2l

If B is a symmetric tensor then, as may be expected,

af af af 1, 0f 1 af
tr—B = = B B
oD 8D’/ ~ apl + aD!2 + aD13
f . Of 3. Of 6f
B B B
+ 9D22 + aD?3 + D33 3D

and therefore this expression may be also written as an inner product in the space of symmetric
tensors, i.e., as a scalar product (denoted by dot) of 6-dimensional vectors. This way is also often
used; then, of course, we understand (in (3.146) etc.) f as a function in the space of symmetric
tensor D, i.e., as f. Similarly it may be proved that the derivative of a scalar function with respect
to a skew-symmetric tensor is again skew-symmetric.
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This inequality depends through constitutive equations (3.127), (3.146) on
p,h,D, T, g (3.150)

and linearly on o
W, graduD,D, T, ¢ (3.151)

In accord with our general procedure sketched in the beginning of this section we
now construct the following thermokinetic process (assumed to fulfil mass balance)
which generates an admissible thermodynamic process which in turn, by the admis-
sibility principle, must fulfil the inequality (3.149). From this then further properties
of constitutive equations (3.127), (3.146) will be obtained.

Namely, we construct the thermokinetic process (3.145) in arbitrary point y of
the actual configuration of the body and arbitrary instant t as bounded expansions of
fields v(y, t), T (y, t) around the arbitrarily selected place x in the body and (present)
instant ¢

. ) . . ) oL ) )
V(. D) = v D) 4+ (LY x 0)(0 = x) + (T(X’ t)) O =xN)@ =0

1 oLV L
+5 (W(X’ t)) ) = xH =5 (3.152)

9T
T(y,©) =T, 1)+ (gx,1)).(y —x) + (E(X’ t)) (t —1)
+ (%(x, t)) (Y —X)(T — 1) (3.153)

Density field p(y, ) need not be formulated explicitly because mass balance is
assumed to be valid (in fact it has been assumed at deduction of (3.149) in eliminations
of p, h by (3.63), (3.148); note that',[), h are not present in (3.150), (3.151)). It is
satisfied, e.g. as (3.63) by choice Inp = p/p = —divv for appropriate velocity
(3.152) atany y, 7.3

This thermokinetic process (with validity of mass balance) generates an admis-
sible thermodynamic process: we can obtain the values of independent variables of
constitutive equations (3.127), (3.146) in the whole body at any time (see (3.126),
(3.112), (3.15)) and therefore also fields of responses (3.115) (with f). Further the
balance of moment of momentum (3.93) is satisfied because of symmetric tensor T

34 Construction of p(y, ) in Euler description is more complicated: in principle we can use current
deformation of the body in present time ¢ (assumed to be known as well as density fields p(y, ¢) in
it) as the reference, calculate relative deformation functiony = x . (x, ) (cf. (3.1)) by integration
of velocity field (3.152) and in turn the relative deformation gradient F, = grad X, (see [8] p. 9 for
details or [7, 10]). Then p(y, ) = p(y, t)/ | detF,(y, t) | following analogy with (3.65).
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in (3.127) and ultimately balances of momentum (3.78) and energy (3.107) may be
fulfilled if we use appropriate fields of body force b (or/and inertial force i) and body
heating Q respectively.

Thus for each choice of obviously mutually independent values of v and 7 and its
derivatives in (3.152), (3.153) taken in some x and ¢ the admissible thermodynamic
process exists and, according to the constitutive principle of admissibility, the reduced
inequality (3.113) and therefore inequality (3.149) must be valid in this X, ¢.

We choose these quantities in X, ¢ as follow: density and its gradient have the
values p, h, fields (3.152), (3.153) and its derivatives have values 7', g and

oL .
v(x,t) =0, L(x,t)=D+W, E(X’ t)y=D

oLy 1aD" .
= Sl
axk 3 gxk
(8% is Kronecker delta),
aT . ag . ap
— =T, —==¢g, — =—pttD—v.h=—ptrD
a1 or B0 e T TPEETY P

This choice of (3.150), (3.151) may be arbitrary and independent (p, T are posi-
tive scalars, D, D are symmetric tensors, W skew-symmetric tensor and T, h, g,
grad trD, g are arbitrary scalar or vectors); here the zero velocity in x, # was used
(see (3.8), (3.9)) and the choice of value %—f (not needed in (3.149)) simply expresses
the mass balance (3.62) at x, .

But because (3.149) depends on values (3.151) linearly, we can use Lemma A.5.1
from Appendix A.5, and the following restrictions on the constitutive equations
follow

af af . of

o, —0, L —p (3.154)
oh ) dg
07
A (3.155)
aT

)7
—TU:T_lq.g—tr((T+p2a—f )D)go (3.156)
0

E.g. to prove (3.154); we choose (3.150) and W, D, T, g as some constants in
Lemma A.5.1 applied on components (similarly as in proof of (3.137)): we choose
the 1st component of gradtrD as arbitrary reals, while its 2nd and 3rd component

are selected equal to zero. Then the result % = 0 follows from Lemma A.5.1
(p are always positive). By repetition of this procedure for remaining components
2,3 analogously we obtain the results (3.154):.
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By a similar procedure we obtain (3.154):: we choose (3.150) and fixed W, T, g
(and grad trD or we use the previous result) and because tr%D may be considered
as a 6-dimensional scalar product, cf. Rem. 33, we obtain by Lemma A.5.1 the
result (3.154): analogously as in the previous case. But we can use equivalently

Lemma A.5.2 understanding D as 3 x 3 symmetric tensor: because D is symmetric,

the tensor STJ; is skew-symmetric but at the same time it is symmetric (cf. Rem. 33)
and therefore zero (3.154)..

Quite similarly we obtain the remaining results (3.154)s, (3.155). Thus the original
entropy production (3.149) is simplified to inequality (3.156).

Note that the same results follow using the I-Shih Liu method of Lagrange
multipliers (see Appendix A.5) and the discussion of mass balance in the construction
of an admissible process is not needed. This method is described in Appendix A.5
in the example of thermoelastic simple fluid, cf. (3.11).

Relations (3.154), (3.155) are valid identically because values (3.150) and x, ¢
are chosen arbitrarily. Therefore the free energy f and also the entropy s (and by
(3.111) also u) depend on p and T only in the nonsimple fluid

f=Fen (3.157)
s=5(p,T) (3.158)

We say that in a given place and instant there is an equilibrium process when
D=0, g=o0 (3.159)

The motivation for such definition is that the entropy production (3.156) is zero
(cf. end of Sect.2.1 and Rem. 12 in Chap. 1); we omit for simplicity more detailed
discussion of equilibrium, reversibility, regularity (cf. Sect.2.2), because this may
be done analogously as in the special case of the linear fluid in Sect. 3.8.
We denote the equilibrium values of stress tensor and heat flux by T? and ¢°
respectively
T’ =T°p,h, T) = T(p,h,0, T, 0) (3.160)

9’ =4(p.h,T) =q4(p.h,0,T,0) (3.161)
and we define the nonequilibrium stress tensor T by

Ty =Tn(p,h,D, T,g) =T - T° (3.162)
We note that both stresses T? and T are symmetrical and equilibrium value of T y

is zero .
T3, =Tn(p.h,0,T,0) =0 (3.163)
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Inserting (3.162) into (3.156) we have
)7
o= T_ltr((To + ,02a—fl)D) + T 't (TND) — T72q.g > 0 (3.164)
0

Production of entropy o = 6 (p, h, D, T, g) is not only zero but also minimal at
equilibrium (3.159). Therefore the following conditions must be fulfilled

d

aa(p, h,AD, T, Ag) [r=0= 0 (3.165)
2

d76(p’ h,AD, T, Ag) |)=0> 0 (3.166)

where A is a real parameter (values of p, h, D, T, g may be fixed arbitrarily).
Inserting (3.164) into (3.165) and using (3.163) we get

)7
T—ltr((T" + p28—£1) D) —T2q°g=0 (3.167)

This equality is linear in arbitrary independent values of D and g and therefore we
obtain, by Lemmas A.5.1, A.5.2, identities ((3.167) is valid for any p, h, T)

T = —P1 (3.168)
R af
P=P(pT)= pz—f (3.169)
ap

where P is called the (equilibrium) pressure which, as well as T?, is function of only
p and T as follows from (3.157). Further it follows from (3.167) that the equilibrium
value of the heat flux is zero

q°=q4(p.h,0,T,0)=0 (3.170)

The condition (3.166) gives some restrictions on the sign of derivatives of Ty
and q but we omit them here (we elaborate on them only in the linearized model in
Sect.3.7).

As a result of all constitutive principles the constitutive equations of nonsimple
fluid with (nonlinear) viscosity and heat conduction are (see (3.111), (3.127), (3.157),
(3.158), (3.162), (3.168), (3.169))

f=Fp.T), s=5§p.T), u=ip,T) (3.171)

q=q(p,h,D, T, g (3.172)
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T=—P(p, )1+ Tn(p.h,D, T, g) (3.173)

with the properties (3.155), (3.169):

9
af _ —s (3.174)
aT
)7
20f _ P (3.175)
ap

Functions ¢ and 'i‘N are isotropic (see (3.128), (3.173), Rem. 8), i.e., for every
orthogonal tensor Q we have

Qd(p,h,D, T,g) = G(p, Qh, QDQ’, T, Qg) (3.176)
QTy(p.h, D, T,2)Q" = Ty(p, Qh, QDQ’, T, Qg) (3.177)

Entropy production is caused by nonequilibrium stress (viscosity) and heat flux
(conduction of heat) (see (3.164), (3.168), (3.169))

To =t(TyD)— T 'q.g>0 (3.178)

In the equilibrium process defined by D = 0, g = o (3.159), entropy production
is zero o = 0, stress is reduced on pressure P and heat flux is zero

T°=-P1 o T =0 (3.179)
Q=0 (3.180)

Isotropic functions (cf. (3.176), (3.177)) permit only a certain combination of vectors
and tensors on which q and T, may depend. This is described by the so called
representation theorems [6, 9, 23, 64]; for general dependence see [65] (for full and
proper orthogonal group from Rem. 8). An example for a simple fluid is given in
Rem. 35 below, more details (as well as discussion of other results, e.g. (3.166)) we
leave to the special model of linear fluid in Sect.3.7.

The assertion that the results (3.171) with properties (3.174), (3.175) (in fact the
same as in classical thermodynamics and proved in this model of nonsimple fluid)
are valid even at nonequilibrium process (at nonzero o in (3.178)) is known as local
equilibrium. This was taken as a starting principle in the classical theories of non-
equilibrium processes [36, 80]. But in more complicated models local equilibrium
need not be valid, cf. Sect.2.2.

Now we turn to the less complicated case of constitutive equations (3.129)—
simple fluid with (nonlinear) viscosity and heat conduction in which an independence
of the density gradient h was assumed from the start. By inspection of the results of
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the preceding more complicated model we obtain the same results (3.171)—(3.180)
with the exceptions that the heat flux q and nonequilibrium stress Ty (Eqgs. (3.172),
(3.173)) are independent of density gradient h. Flows of such simple fluids are often
studied in rheology.®

The last specialization is the thermoelastic simple fluid excluding also a
dependence on D in constitutive equations of simple fluid (3.129) (independent of
h). Then the results (3.171) are valid, heat flux in (3.172) is independent of h and D
and nonequilibrium stress Ty are identically zero, i.e., instead of (3.173) we have

T=-P(p,T)1 (3.181)

with (3.174) and (3.175). Production of entropy (3.178) is reduced to To =
—T~'q.g > 0. This model was used in Appendix A.5 to demonstrate I-Shih Liu
method with more constraints giving the same results, cf. (A.158).

All the results for the thermoelastic fluid follow also from (3.136)—(3.144) for
thermoelastic materials if we use the constitutive principle of symmetry (cf. Sect. 3.5
and Rem. 30). In this case the constitutive equations (3.125), (3.131) are realized
through (3.65), (3.12), e.g.

fR.T.g) = f(po | detF |7, T, g) (3.182)

Using (3.182) in (3.139) with the use of (e) from Rem. 4, we deduce (3.181), and
(3.175) as well as the other results for thermoelastic fluid.

All these models may be specialized also to incompressible fluids, which
practically model liquids (at nonextreme, say atmospheric, pressures). Such fluids
may be defined mechanically by J = 1 [10, 83], cf. Rems. 26, 35 or thermodynam-
ically [24, 43] and this will be discussed at the end of Sect.3.7.

Further simplification of these fluid models (3.172)—(3.180) we obtain by lin-
earization presented in Sect. 3.7. We note that the formulae (3.198)—(3.207) are valid
also in the nonlinear model of this section.

35 Consider an example of the non-Newtonian liquid (e.g., solutions and melts of polymers, suspen-
sions, etc.), isothermal and without heat conduction for simplicity. Isotropic nonequilibrium stress
fulfils (cf. (3.177)) A .
QTy(p.D)Q" =Tn(p.QDQ")
forany Q € O.Representation theorem of this symmetric isotropic nonlinear function of symmetric
tensor is (see [9, 12, 64])
Ty = yol + 71D + yoD?

where coefficients yy, y1, y» are (nonlinear) functions of p (7 is constant) and trD, trD?, trD?. Such
nonNewtonian liquid is practically incompressible (trD = 0, see Rem. 26, (3.17), (3.16), below and
end of Sect.3.7), Y may be included in the undetermined pressure and for small velocity gradients
the last member may be neglected. Constitutive equation for nonequilibrium stress is reduced to
[81]

Ty =D

where y; depends nonlinearly on trD? (and p, T). For more complicated models see [8, 10, 82].
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Ultimately these fluid models may still be reduced to the uniform models discussed
in Chap. 2 mainly as the model A or B in Sects. 2.1 and 2.2. Due to the uniformity, the
dependence on the gradient g must be eliminated and the dependence on D should
be expressed through trD, i.e., through p or equivalently V (see (3.63), (3.16)).

Because of neglecting the motion in the uniform models, the pressure (stress) on
the boundary of the body (usually defined from the outside as a boundary condition,
cf. Rem. 13) is given by the constitutive equation of material inside the body,?® cf.
Rems. 9 in Chap. 1, 1 in Chap.2 and 37 in this chapter.

Generally, the results for simpler models may be obtained from a more gen-
eral model by specialization of constitutive equations, but sometimes to get all the
results, we must again use the admissibility principle on the remaining inequality
(entropy production) of the more complicated model (cf. deduction of (3.181) and
also Sect.3.7).

Summary. This section finalizes the exemplification of rational thermodynamics
methodology applying its most typical principle—the principle of admissibility. In
fact, this principle represents the requirement of consistency of a material model
(constitutive equations) with the Second Law or the entropy inequality. It was applied
to finish the derivation of constitutive equations for a single fluid initiated in preceding
sections of this chapter. Starting with the form (3.146) for the free energy we arrived at
its final simplification in the form (3.157) which indicates also the final constitutive
equations for the (specific) entropy and internal energy, see (3.171). In contrast
the constitutive equation for the heat flux was not simplified and remained in the
form (3.172). The same conclusion was found for the stress tensor but this could
be decomposed to equilibrium and nonequilibrium parts, cf. (3.173), the former
leading to the (equilibrium) pressure known from classical thermodynamics. Both,
pressure and specific entropy are related to (specific) free energy in the form of its
derivatives, see (3.174), (3.175). The final form of entropy inequality in this material
model is (3.178); the definition of equilibrium, (3.159), is motivated by zero entropy
production. Note that during the derivation of constitutive equations not only the
entropy inequality as such was applied but also the fact of zero and minimum entropy
in equilibrium was used, cf. (3.165) and (3.166). Several simplified fluid models were
mentioned at the end of this section. The exposition is thus prepared to derive the
key fluid model of our book in the subsequent section.

36 Namely, neglecting the motion and external fields (v, v, b, i are practically zeros) the momentum
balance (3.81) of the thin layer along the real boundary reduces to fv Tndv = o with (mostly)
pressure P, T = —P1 (cf. [84], figure on p. 108). In the limit of this narrow sub body this balance
expresses the action-reaction law; therefore the pressure from the outside is given by the constitutive
equation of the fluid inside (under the boundary). Pressure P in the model B is given by (2.7)3 (the
pressure may contain here a nonequilibrium part (2.34) given (in linear approximation) by the
volume viscosity, cf. Rems. 9 in Chap. 1, 1 and 8 in Chap.?2, 37 in this chapter).

The equilibrium pressure part is given by the state equation, see (2.33), (2.32). This, in fact
“equilibrium” pressure in “reversible” processes, forms the whole pressure (2.6)s of the “classical”
thermodynamic model A (density of uniform body with constant mass is given by its volume V).
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3.7 Fluid with Linear Transport Properties

In this paragraph we specialize the results for the nonsimple fluid (3.171)—(3.180)
on the linear dependence in vectors and tensors i.e., in D, g and h (while the depen-
dence on scalars p, T may be nonlinear) [9, 14, 23, 24, 27, 45]. We denote this
model as a linear fluid or fluid with linear transport properties because the results
describe the classical Navier-Stokes (Newtonian) and Fourier fluid with linear vis-
cosity and heat conduction; at the same time the classical thermodynamic relations
(local equilibrium) are valid.

From the principle of objectivity it follows that functions q and Ty must be
isotropic (3.176), (3.177). In the linear case the most general form of such isotropic
functions is given by the representation theorem (see Appendix A.2) of vector and
tensor functions (3.172), (3.162) which are linear in vectors and tensors (cf. (A.58),
(A.68)):

q=—kg+ xh (3.183)

Ty =yl + y1(tD)1 + D (3.184)
where all scalar coefficients k, x, y0, y1, y2 are (generally nonlinear) functions only

of p and T. But in equilibrium (3.159) the nonequilibrium stress and heat flux must
be zero (3.163), (3.170) at any p, T and h and therefore in (3.183) and (3.184) the

following coefficients are identically (i.e., for all p, T') zero’’
x=0 (3.185)
1 =0 (3.186)

Therefore from (3.183) and (3.185) we obtain the Fourier law of heat conduction

q=—kg (3.187)

37 As we note at the end of Sect.3.6 all this and the subsequent results follow if the assumption
of linearity has been used in a constitutive relation of a nonsimple fluid with viscosity and heat
conduction (3.127), (3.146) (i.e., before application of admissibility principle). These constitutive
relations are scalar, vector and symmetric tensor isotropic functions (3.128) (including f) which
are linear in vector g, h and symmetrical tensor D.

The representation theorems for such linear functions (A.67), (A.58), (A.68) from Appendix A.2
then gives for scalar functions

s =50 4 50uD, u=u®+uDub

f= f(O) + f(l)trD

and (3.183) and (3.184) for vector and tensor functions. Similarly, as scalar coefficients here, the
scalars s©@, 4O f(o) =4O — 750 (@ 1) f(l) =u® — 75D are (generally nonlinear)
functions of density p and temperature 7'. Using them in the reduced inequality (3.113) and by the
admissibility principle, we obtain all the results (like (3.185), (3.186), etc.) of this section (namely
s M f(l) are zeros identically), see [14, 27, 84].
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where k = l%(p, T) is the heat conductivity which is a function of p, T. Similarly
from (3.186) and (3.184), using the divergenceless stretching tensor ]O) defined as

D=D—(1/3)uDl, D=0 (3.188)

and with ¢ = y1 + (1/3)y2, n = (1/2)y,, we obtain the Newton law of viscosity

Ty = (D)1 + 27 D (3.189)

where ¢ = g:(p, T) are the volume (bulk) viscosity and n = 11(p, T) the (dynamical)
viscosity coefficients respectively, both are (generally nonlinear) functions of p, T

only. Note that trD and Io) are mutually independent (choosing them arbitrarily and
independently we obtain the corresponding D according to (3.188)).

The other constitutive equations are the same as in Sect. 3.6 (cf. (3.175), (3.171),
(3.173))

f=7.T (3.190)
s =35, T) (3.191)
u=1i(p,T) (3.192)

af
57 = (3.193)
0° W _p_ P(p,T) (3.194)

ap

T=—P1+¢uD)1+2nD (3.195)

where P, ¢, n are functions of p and T only. Production of entropy in the linear fluid
follows from (3.178) inserting (3.187) and (3.189)

To = ¢(uD)? + 2ntr(D)* + T~ 'kg® = 0 (3.196)

Because this quadratic form (of mutually independent variables) is positive semidef-
inite [85, 86], we obtain that the transport coefficients ¢, n, k are nonnegative for all
p, T

>0, n=0, k=0 (3.197)

Equilibrium in the linear fluid will be thoroughly discussed in Sect. 3.8 in which we
also confine this model to the regular one to avoid unusual situations or to achieve
its stability (see (3.232)—(3.234), (3.256), (3.257), Rem. 42).
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It is noteworthy that the independent variable h is not present at all in this linear
model; therefore we would obtain the same results by analogous linearization of
simple fluid (3.129), cf. end of Sect.3.6 [9, 23, 24, 45] (but the presence of density
gradients will be important in mixtures, see Sect.4.8).

At the end we stress several characteristic features of the linear fluid. Though the
thermodynamic quantities f, u, s, P as well as the transport coefficients k, ¢, n are
functions of p and T only, no relationships exist between these two groups. Therefore
it is impossible to obtain transport coefficients from equilibrium measurements. But
such measurements suffice to obtain the thermodynamic functions, because the Gibbs
equation is valid (by (3.193), (3.194))

f=—sT+P/p>)p=—sT — PO (3.198)
where the specific volume v was introduced
v=1/p (3.199)

(remember that the same symbol used in dv in integrals has a different meaning, cf.
(3.21), (3.275)).

These and other thermodynamic relations below are written in classical thermo-
dynamics with differentials instead of material derivatives, e.g. dT instead of T, cf.
Sect.4.6. As may be seen from Sect.3.1 also d/d¢ or grad may be used here.

Again, the (principle of) local equilibrium (cf. end of Sect. 3.6) which was deduced
by the method of rational thermodynamics for the linear model (results (3.198)-
(3.209) is also valid for the more general model of nonlinear fluid of preceding
Sect.3.6;cf. (3.157),(3.155),(3.169) [24, 75, 77, 78]); however, the local equilibrium
is not to be expected as generally valid (cf. Sects. 2.2, 2.3).

Other forms of the Gibbs equation are

w=Ts+ (P/p>)p=Ts5— P (3.200)
¢ =—sT +vP (3.201)

Here (3.111) and the specific Gibbs energy (free enthalpy) or (specific) chemical
potential g defined as

g= nf (3.202)

ap

have been used. Then, by (3.194), (3.199), a more classical form of this definition
may be seen as in
g=f+Pv (3.203)

It is well known that chemical potentials play an important role in many, usually
more complicated models in the description of phase and chemical equilibria in
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mixtures (cf. Sects. 2.4, 2.5 and Chap. 4), surface phenomena, etc. Chemical potential
may be generalized to more general material models (including, e.g. solids).?

Often the inversion of the function (3.194) P = 13(,0, T) for p is used

o = p(T, P) (3.204)

assuming % # 0 for every temperature T, cf. (3.234). This is practically fulfilled

out of phase changes because of the stability criterion % > 0, see (3.257).

Then P, T may be used instead of p, T as independent variables, e.g.
§=8p.T)=g(T,P), u=u(T,P), s=35(T,P) (3.205)

Comparing (3.205) with (3.201) we have

.
98 _ g (3.206)
9T

.

98 _ (3.207)
9P

and from (3.200), (3.204), (3.205)

§=1/T)a — (P/(Tp*)p = (1/T) (— —(P/p* ) T
+(1/T)(8 —(P/p 2) ) (3.208)

From the last equation the form of derivatives §(7', P) may be seen. Using them in the
integrability condition 825/9 P9T = 9%5/dT 3 P we obtain after some calculation

ou <T/p2) 7+ (P/PZ)— (3.209)
E)P '

38 As the configurational or material forces [4, 87] (note that the density of chemical potential
pg has a pressure dimension). An analog of chemical potential is the Eshelby tensor (of chemical
potential) I" defined as FT=®H1

L= f1-1/p)F TF T

Note, that if stress is reduced to pressure P, T = —P1, (usual in fluids) this definition gives
the classical result (3.203) I’ = g1, see (3.199). The Eshelby tensor, e.g. gives the condition of
phase equilibria (Maxwell relation—equality of chemical potentials (2.116) in fluid phases), namely
equality of I'n on both sides of equilibrated solid phases (n is the normal to phase boundary) and
may be also used to describe surface phenomena, dislocations, etc. [1, 4, 87]. Eshelby tensors may
also be defined in mixtures [2, 3].
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With (3.204) we can write the transport coefficients k, ¢, n (functions of p and T')
also as functions of P, T

k=k(T,P), ¢=0(T,P), n=iT,P) (3.210)

We also note that the vector or tensor responses (3.187), (3.189) depend only on
the vector or tensor “driving forces” respectively. This fact is known in linear irre-
versible thermodynamics as the “Curie principle” [36, 80, 88, 89] (cf. discussion in
[34, 38]). Present theory shows however, that this property follows from the isotropy
of constitutive functions and from the representation theorems of such linear func-
tions, see Appendix A.2, Egs. (A.11)—(A.13) and (A.57)—(A.59). But representation
theorems for nonlinear isotropic constitutive functions [64, 65] show that the “Curie
principle” is not valid generally.

o
In processes with g = 0 and D = 0 the nonequilibrium stress is reduced to the
nonequilibrium pressure Py

Ty = —Py1,where Py = —ctD = —(T, v)~ (3.211)
v

where (3.189), (3.63), (3.16), (3.199) have been used. Such nonequilibrium pressure
exists even in a uniform system which is in fact the uniform model B from Sect.2.2
(see (2.34); volume V is proportional to v) with linear dependence on V discussed
in Rem. 8 in Chap. 2.

Recapitulating the results we need (from experiment or from molecular models)
in this model of fluid

(1) to describe their transport behaviour: the heat conductivity k, volume viscosity
¢ and viscosity n and their dependences on temperature and density;

(i1) to describe their thermodynamics: the state equation P = P (p, T) (3.194)
and the caloric state equation u = u(p, T) (3.192). In fact, here we need the
dependence on temperature only (usually in the form of dependence of heat
capacity at constant volume) (see Appendix A.1, Rem. 5 in Appendix A) because
dependence (3.192) on density may be calculated from the state equation (3.194)
(namely, this gives, by interchangeability of mixed derivatives in (3.198), the
dependence of s on density and therefore, by another form of Gibbs equation
(3.200), the dependence of u on density).

In the simplest case of ideal gas (defined in Appendix A.1) the state (3.194) and
caloric (3.192) equations are

P/p = Pv=RMT (3.212)

(see (A.3), (A.10) with use (3.199) and molar mass M) and (see Rems. 15 in Chap. 1,
5 in Appendix A)
u=u(T) (3.213)
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As we explain in Appendix A.1 the experience shows that (3.212), (3.213) are valid
for any gas in the limit of zero densities, even with nonlinear transport>® and they
were used for the definitions of absolute temperature and entropy (see (A.9), (1.28),
(1.30), (1.31)).

Finally we can define the incompressible fluids which model liguids approxi-
mately because the dependence of liquids properties on the pressure may be neglected
at nonextreme, say atmospheric, values of the pressure.

Incompressible fluids have been defined by mechanical internal constraint J = 1
in Rem. 5.3 but they may be defined (more specially and naturally) from previous
thermodynamic formulae (3.204)—(3.209) neglecting their dependence on pressure
[24]. Namely, we have by definition (instead of (3.204), (3.205))

p=p(T), s=35(T), u=i(T) (3.214)

Then from integrability condition (3.209) it follows that density is independent of
temperature
0 = const. (3.215)

therefore density is a unique (positive) constant in this definition of incompressible
fluid.
But then, by (3.16), (3.63), (3.65), we obtain

divw=tD=0, J=1 (3.216)

which we have seen also in the mechanical definition. Note that even these formulae
are valid for the linear fluid model and they are valid also in the nonlinear model
from the previous Sect.3.6 because thermodynamic formulae (3.204)—(3.209) are
valid there too (cf. the discussion of local equilibrium above (3.200)).
Transport equations in the incompressible fluids are (see (3.187), (3.188), (3.195),
(3.216))
q=—kg (3.217)

T=—P142D (3.218)

where, by the definition of incompressible fluids, the thermal conductivity k and the
viscosity 1 are functions of temperature only

k=k(T), n=iT) (3.219)

39 If we assume that the ideal gas studied fulfils the local equilibrium (and this is the usual case:
ideal gas may be from the linear fluid models discussed here, but it may be also from some nonlinear
models fulfilling this principle, e.g. those in [78]), then property (3.213) follows from state equation
(3.212). Indeed, the local equilibrium means the validity of Gibbs equations (3.200)1, (3.198)1, from

which 8ii/8p = T35/3p + P/p* and 385/8p = —d(P/p2)/dT. By their combination and using
state equation (3.212) we obtain identically di/dp = 0. Cf. also [27, Sect. 16], [90, 91].
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and the pressure P is arbitrary scalar, cf. Rem. 26.

At the end we note that generalization of incompressibility on fluid mixtures is
not straightforward, see Sect.4.8.

Of course the results concerning nonlinear transport phenomena must be trans-
formed correspondingly.

Summary. Section 3.7 derives the main model of interest in our book for the
case of single fluid. This model of fluid with linear transport properties started with
linearization of constitutive equations derived in preceding section for fluid vector
and tensor quantities, i.e., for the heat flux and (nonequilibrium) stress tensor, taking
into account that they are isotropic functions—see (3.183) and (3.184). Two classical
laws immediately followed, viz. the Fourier law (3.187) and the Newton viscosity law
(3.189). In the same time entropy inequality put some restrictions on the coefficients
in these laws, cf. (3.197). It also followed that the Gibbs equation (3.198) is valid in
this model and also the local equilibrium was proved. For our subsequent applications
the definition of (specific) chemical potential (3.202) is important. Traditionally, the
pressure is used as an independent variable in (chemical) thermodynamics. Though
this was noted and used in paragraphs among Eqgs. (3.204)—(3.210) the verification
of this exchange of variables should be postponed to the next section. At the end the
simplification to incompressible fluids is made which are defined by (3.214).

3.8 Equilibrium Processes in Linear Fluid

An equilibrium process in the linear fluid of Sect. 3.7 may be defined by (cf. (3.159))
D=0 (3.220)
g=0 (3.221)
because just these conditions give the zero entropy production
o=0 (3.222)

as follows from (3.196), cf. discussion of (2.10), (2.11) and Rems. 12 in Chap. 1, 7
and 9 in Chap. 2.

Consider first an equilibrium process in the linear fluid model where (3.220),
(3.221) are valid through all the body and persistently (at least for considered time
interval); practically this is achieved by the stability discussed below [14, 18, 92-95].

The validity of (3.220) throughout the body is expressed by Killing’s theorem
(3.18), which is that the motion of a linear fluid body in an equilibrium process is
rigid. This means that a frame fixed with such a body exists in which

v=0 (3.223)
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through the body and persistently.*? Such a frame, giving the zero velocity (3.223)
in an equilibrium process, will be used in the following (among others it means
that instead of material derivative we can use d/9¢ in this frame). By persistence of
(3.223) we have also

v=o0 (3.224)

through the body and persistently.
Constitutive equations (3.195), (3.188), (3.187) in such an equilibrium process
are
T=-P1 (3.225)

q=o0 (3.226)

With those equations the following forms of balances (3.63), (3.85), (3.107), (3.109)
are valid ((3.93) is trivially satisfied)

p=0 (3.227)
gradP = p(b + i) (3.228)
pit = O (3.229)

pi = Q)T (3.230)

The persistence and validity of these equations through the body therefore give
the behaviour of other formulae such as z—‘; =0, % =o, % = 0, etc.

Now, we restrict ourselves to some equilibrium process persisting in one equilib-
rium state of the linear fluid model in the sense of the property S4 from Sect. 1.2 (one
equilibrium from those more possible which is compatible with the given boundary
and external conditions).*! Such an equilibrium state may be achieved if no radiation
heat transfer is considered

0=0 (3.231)

40 Cf. (3.18), Rem. 5 and deduction of (3.25). Because the change of frame describes the change
of frame in a rigid motion to another one the result (3.223) is intuitively clear. Formally, inserting
rigid motion from Rem. 5 into (3.25) we seek the (starred) frame in which x* = X (and therefore
v¥ = o, i.e., (3.223)) through the body. It may be seen that this need the change of frame by time
functions Q = ®7 ande = —Q7 y.

41 Note that an equilibrium process (as the time succession of states with (3.220)—(3.222))
with nonzero radiation Q # 0, which is even reversible, is possible: in the “straight”
part of the process the heating (defined by the first two members on the right-hand
side of (3.97)) is given as [, Qdv by (3.226) (V is the volume of the body); see also
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Moreover we add to the linear fluid model the following regularity conditions*?

valid at any p, T, i.e., at any state, not only in the equilibrium one:
Transport coefficients are always positive (as different from (3.197))

>0, n>0, k>0 (3.232)

and the following derivatives are nonzero

ou
— £0 3.233
a7 # ( )
P
— £0 (3.234)
ap

atany 7, p.

Therefore, in this section, we study the regular linear fluid body or the fluid with
linear transport properties with regular responses consisting of the linear fluid body
of Sect.3.7 to which we add the regularity properties (3.232)—(3.234).

In such regular linear fluid with no radiation (3.231) we define the equilibrium
or equilibrium state by the zero entropy production (3.222) which is valid through
all the body and persistently.

(Footnote 41 continued)
Sect. 1.2, models A, B in Sect.2.2 and Rems. 12 in Chap. 1, 48 in this chapter.

Temperature may change in time but not in space (3.221) during such an equilibrium process in
the rigid and not moving body, density does not change in time (3.227) (but may change in space);
u, s change as the temperature changes, similarly P changes by a corresponding time change of b+1i
(say by (3.192), (3.191), (3.194) in the linear fluid model). The reverse process may be imagined
to exist as going through the same states of the equilibrium process, power and entropy production
are again zero, heating is of reverse sign — || v @ dv (in comparison with the appropriate instant of
“straight” equilibrium process).

Even this reversible process is rather a special one. We note it here to demonstrate that in the
model of the linear fluid equality (in entropic inequality) is possible, see (1.35), and to show that
entropy may be calculated with the precision of a constant, see (1.40), cf. application of reversible
processes in Sect. 1.4. An equilibrium state is also an equilibrium process formed by a unique state
with (3.231), cf. definition below (2.11).

42 Similarly as in Rem. 11 in Chap. 1 and in Sects. 2.1, 2.2, we try to avoid in this way the unusual,
often “pathological” situations of real complex materials in our simple models (as, e.g. zero values
of some transport coefficients (3.197) at certain p, 7'); other motivation is the “practical realization
of the persistence of the equilibrium state” which may be achieved through its stability (discussed
below), e.g. regularity conditions (3.233), (3.234) are even intensified in such a stable equilibrium
state (both derivatives are positive, see (3.256), (3.257) below).

Again we assume that the constitutive model together with regularities introduced is valid in all
situations, e.g. the model of fluid with linear transport properties with regular response is assumed
to be valid for all values of p, T'. Namely, we study the (properties of) model even though we know
that there are values of p, T for which a real fluid does not fulfil some regularities assumed (e.g.
stability in the region of phase transformations); as usually, such difficulties are resolved by the
appropriate limiting applications of the model studied.
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Then “equilibrium conditions” (3.220), (3.221) are valid through the body and
persistently because the quadratic form (3.196) is positive definite due to regularity
conditions (3.232)*3 and, reversely, from (3.220), (3.221) equation (3.222) follows.

Therefore (3.225)—(3.228) are valid and, by (3.229)-(3.231), we have

=0 (3.235)
§=0 (3.236)

From (3.235), (3.192), (3.227), and regularity (3.233) we have through the body
and persistently

. oT
T =0, orby (3.223) o = 0 (3.237)

This, together with (3.221), means that a unique and constant (in time) temperature is
everywhere in the body in this equilibrium (note that, reversely, Eq. (3.231) follows
from (3.237), cf. (3.192), (3.227), (3.229) [76]).

Inserting constitutive equation for P (3.194) into (3.228) and using (3.221) we

have R
opP .
—h=pb+1i (3.238)
ap

and making another time derivative of this equation (using zero time derivatives of
p,h, T) we obtain d(b + i)/dt = o, i.e., the body and/or inertial force must be
constant in time in such an equilibrium process. Further, from (3.238), it follows that
h # o because of (3.234); in the special case b + i = o (no body and/or inertial
forces), density gradient disappears h = o.

Therefore we can conclude that during such equilibrium process in the frame
with persisting and everywhere zero velocity (3.223), the body is in one “persisting”
equilibrium state in the sense of Sect. 1.2 in which density does not change in time
but may change in space (if the body or inertial forces are nonzero constants in
time), while temperature is everywhere the same persistent constant. Heating and
power (the right-hand side of energy balances), e.g. of (3.103), (3.106) or (3.107)
are zero (see (3.226), (3.231), (3.220), (3.223)) and in such an equilibrium state also
all responses in the particles of the body do not change in time (cf. (3.227), (3.237),
(3.225), (3.194)) but some of them (the density and properties depending on the
density) may have nonzero space gradients (parallel to the time constant nonzero
body and/or inertial forces; cf. (3.238), (3.221), (3.192)); temperature is a unique
constant in all body.

43 Calculation of tr(D)? in (3.196) gives r(D)? = (D2 + (D)2 + (D)2 + 2(D'2)? +
2(D'3)2 4+ 2(D?)? and therefore zero entropy production (3.222) and positivity (3.232) give from

(3.196) the result (3.221) as well as trD = 0 and D'!= D?2= p33= p!2= p3= p23= 0 which
with definition (3.188) of IO) gives (3.220).
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The body force having a potential ® is of practical importance; the potential,
similarly as with this force, must be constant in time (3.104). In this case the chemical
potential (3.205)—(3.207) is preferred (note use of regularity (3.234) here) because, by
(3.221), (3.199), gradg = (1/p)grad P and therefore the equilibrium result (3.228)
with time constant potential ® (3.104) may be written as

grad(g + ®) = o (3.239)

in such an equilibrium state.** Probably the most important is this equilibrium in an
inertial frame without the body force (i = o, b = 0) because then space gradients
disappear as we noted above and we obtain a uniform equilibrium state, not changing
in time which, in fact, was exemplified by the uniform model A or by equilibrium in
the model B of Sects. 2.1, 2.2, see also below.

Time persistence of an equilibrium state through the persistence of its conditions
(like (3.220), (3.221), (3.227), (3.237)) may be realized in practice with great dif-
ficulties (or it is even impossible) because of molecular fluctuations. The practical
persistence of an equilibrium state (and therefore also the assumption S4 in Sect. 1.2)
may be achieved by its stability and this is analyzed in the rest of this section; we
are inspired mainly by [1, 18, 92, 93], see also [94, 95, 97-102].

We concentrate here on the stability of our model of regular linear fluid (giving the
classical Gibbs stability) modelling one-phase fluid.*> We try to find such properties
of constitutive equations which permit to realize equilibrium states in our model
at some p, T (and also motivate some of the regularity conditions above). If such
stability properties are not fulfilled then, typically, our (one-phase) fluid system
disintegrates into more phases, cf. Rem. 45.

The stability of equilibrium state may be roughly defined as gradual return to the
equilibrium after some disturbance from this state at fixed boundary and exterior
conditions of the body. The mere removal of such disturbances (caused by molecular
nature of studied material) causes the real persistence of the equilibrium state. As
noted above, this property need not be valid generally in real material and depends
on its formulation. Here we discuss sufficiently general stability of an isolated body
resulting from the classical Gibbs stability [93-95, 97] which permits to obtain
additional regularity properties—the conditions of stability of constitutive equations
of our fluid model. Namely, consider an isolated body modelled by the linear fluid
(3.187)—(3.196) with regular response (3.232)—(3.234) which is in an equilibrium

44 This result (3.239) may be generalized for Eshelby tensor I' (generalization of chemical potential,
e.g. for solids, see Rem. 38) as
Div(l + ®1) =0

cf. [1, 96] (Div is the divergence in referential description).

45 But we omit the generalizations of equilibrium stabilities for phase transitions [1, 103-106] (for
them typically criteria stability like (3.256), (3.257) are not valid), for more general materials (say
solids), and the more complicated problem of stability of nonequilibrium states (e.g. the vast field
of dissipative structures [24, 37, 80, 107-109]) because most of these issues do not concern our

(one-phase) model or are now in the stage of intensive and not completely resolved research; see
also Rem. 31 in Chap.4.
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state defined by (3.222) (or by (3.220), (3.221)) the persistence of which is achieved
by the zero body heating (3.231), the zero inertial and body forces (i = 0, b = 0) and
the zero velocity v = o (3.223) everywhere. The body is in the uniform equilibrium
state mentioned above and as may be seen, such a state may be realized in the
isolated body in which no exchange of heat, work and mass with environment exists
and the boundary of which is fixed. Denoting constant (throughout the body and
time) equilibrium values of temperature 7 density p° and therefore also specific
volume v, internal energy u® and entropy s° (cf. (3.191), (3.192), (3.199)) we can
express the volume V?, energy E° and entropy S° of the body in such equilibrium
by

VO =1v'm° (3.240)
E° = u®m® (3.241)
S¢ =s5°m° (3.242)

where m® is the mass of the body.

We say that such a uniform equilibrium state is dynamically stable under isolation,
if an arbitrary “perturbed” state of the body compatible with isolation decays back
to this equilibrium state. Compatibility with isolation means that during the whole
return to the equilibrium state the energy and the volume is the same as in the
original equilibrium state, E°, V?, further b = o0, Q = 0 through the body and
v = 0, q = o0 on the boundary (but generally nonzero inside the body). Therefore in
an arbitrary state during this return (and including the original perturbed state as well)
we have by (3.21) (with the density p and dm = p dv; cf. (3.199)), using the specific
volume v, total energy and entropy and integrating through mass m? of the body,

VO = / vdm (3.243)
mﬂ

E° = / (u + lv2) dm (3.244)
= 5 _
me

while the entropy S of an arbitrary state grows up (see (3.108)) to its maximum value
S9 (3.242)

S =/ sdm < §° (3.245)
m()

i.e., in accord with the regular equilibrium response, we can conclude that the equality
in (3.245) is valid only for a uniform equilibrium state (the stability of which is tested).

In fact, by the assertion that this equilibrium state is dynamically stable under
isolation, we express an extra postulate that the state compatible with isolation and
with the entropy S comes back to the equilibrium state with the entropy value S°
(3.242) in this isolated system.
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This postulate is in agreement with traditional and reasonable expectation of
achieving finite extremal values of entropy in a process occurring in an isolated
system (an increase of entropy only follows from inequality (3.108)). Similarly, finite
extremal values of other potentials at corresponding conditions, like the minimum
of (say Gibbs) energies, etc., may be expected cf. [1, 37, 92, 110, 111].

In what follows we deduce the conditions of stability (3.256), (3.257) from this
postulate. Then, in the remaining part of this section following mainly [18, 93], we
try, on the contrary, to show that the stability conditions in the regular linear fluid
lead to this postulate, see (3.266).

Result (3.245) is valid for any perturbed state and therefore also for such a state
with zero velocity inside the body; then, instead of (3.244), we have in that perturbed
state

E° = / udm (3.246)
m(l

with volume and entropy given again by (3.243), (3.245) (in the following states of
a body when approaching the equilibrium state the velocity need not be zero inside
although it must be zero at the boundary). This special case of any perturbation with
(3.243) and (3.246) (instead of (3.244)), considering (3.245), is in fact the classical
definition of the Gibbs stability under isolation [92, 93]. Although the Gibbs stability
is studied in classical thermodynamics with uniform model (like A of Sect.2.2), its
dynamical interpretation [18, 93, 97, 106] cannot be described in terms of such a
uniform model, namely a nonuniform perturbed state permitting the nonequilibrium
processes and therefore inequalities in (3.245) must be possible (in fact this is more
or less explicitly expressed in classical proofs, see, e.g. [112, p. 82, Sect. 21]). This
motivates the following procedure [93]:

Assume that a given uniform equilibrium state of the linear fluid with regular
equilibrium response is dynamically stable under isolation. Therefore it is also Gibbs
stable (namely its starting perturbed state may have zero velocity inside and (3.246)
is valid). This suffices for the following result: the function

s = 5(u, v) (3.247)

is strict concave in the corresponding domain (such function (3.247)* follows from
(3.191) inserting inversion of (3.192) for T (which exists by (3.233)) and using
(3.199)).

Indeed, let us choose a perturbed state with zero velocity inside in the following
way: we divide the body on two parts with masses am® and (1 — a)m® where
0 < « < 1;internal energies u“, u® and specific volumes v¢, vb u* # ul, e =~ vb)
are constant (uniform) but different in these parts and entropies s, s” are given by

46 Tt follows from our intention to use the theorem of concave function from Appendix A.3 for
the proof. This assumes the negative (or positive) definiteness of a matrix composed from second
derivatives of such a function. This property has, besides (3.247), e.g. function g(7, P) (3.205)
(used also below in this section) but unfortunately not the more natural f (p, T) (3.190) or even
Ff (v, T) (see (3.199)); cf. [113, Sect. 39].
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(3.247). Because of the compatibility with isolation of that perturbed state we have
by (3.243), (3.246), (3.240), (3.241)

viam® + 0P (1 —a)ym® = VO, ulam® +uP(1 — a)m® = E° (3.248)
Inserting (3.240), (3.241) and removing m° we obtain
Ve +0P(1—a) =07, wo+u’1—a)=u’ (3.249)
But using such a perturbed state in (3.245)
stam® 4+ s°(1 — a)ym® < §° (3.250)

(equality disappears because of the nonuniformity of the perturbed state; cf. (3.245)).
By (3.242), (3.247) we have

asw®, v + (1 — )5, v?) <5, v%) (3.251)

By definition (i) in the theorem of concave functions (Appendix A.3), the function
(3.247) is strict concave (see (A.70), (A.71), (A.72), (3.247), (3.249), (3.251) with
@ = (u,v) and I" = ). Therefore property (iii) of this theorem is equivalently valid
for function (3.247): the matrix of its second derivatives is negative definite at all
corresponding u, v, i.e.,

3%s 5 il

= aT)‘1 <0 (3.252)

9%5 025 9% \°  a(T,p) (T~ PT~Yy o2 9P (o0 .
—_— = = —- o >
du? 9v? dudv A(u, v) AT, p) T3 9p \OT

(3.253)
Here we use the properties of the negative definite matrix and Jacobians [85, 86],

(3.192), (3.194) and (as follows from (3.200))

0s 1
— == (3.254)
ou T
0s P
— = — (3.255)
ov T

Thus it follows from (3.252), (3.253) (because T > 0, p > 0) that if the linear fluid
body with regular equilibrium response is dynamically stable (or Gibbs stable) under
isolation then at each corresponding 7', p the following stability conditions are valid

i
oo (3.256)
3T
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AP
— >0 (3.257)
dp

in our models. In what follows we use these conditions (3.256), (3.257) instead of
(3.233), (3.234) as regular conditions (besides (3.232)) to our model of fluid with
linear transport properties because, as we shall show in the rest of this section, such
models then have dynamical stability not only under isolation but even at other
conditions.

Ithas been shown that results (3.256), (3.257) are necessary for dynamical stability
of our linear fluid of Sect.3.7 (with regularity (3.232)).

Now we try to prove also the sufficiency: assuming stability conditions (3.256),
(3.257) we try to show that the body of regular linear fluid of Sect. 3.7 (with further
regularities (3.232)), kept permanently in isolation (defined below) develops asymp-
totically to uniform equilibrium state. That is we prove the dynamical stability under
isolation (and also Gibbs stability) for such a body. But the time behaviour of the
perturbed system is generally a very complicated task—we need to solve the sys-
tem of differential equations obtained by substitution of constitutive equations into
balances.

For simplicity therefore we show only that the uniform equilibrium state (those
given by (3.240)—(3.242)) is the possible one in which the perturbed state kept perma-
nently in isolation (defined below) develops asymptotically as time goes to infinity
[1, 18, 93, 97].

Let us have some perturbed state of a body made from the linear fluid (3.187)—
(3.196) with regular equilibrium response ((3.232) is valid) and with stability condi-
tions (3.256), (3.257), which is held permanently in an inertial frame without body
force in isolation (no heat, work and mass exchange with surroundings). That is we
have persistently through the body i = o0 (3.48), b = o, no heat radiation Q = 0
(3.231) and on its boundary no heat exchange q = o0 and zero velocity v = o.

Therefore the body, having permanently constant mass m?, volume V° and energy
E° given by (3.243), (3.244) with corresponding local specific volume v and energy
u of the given state, develops asymptotically to a uniform equilibrium state with
specific internal energy #° and volume v° given by

u’ = E°/m° (3.258)
v =V /m° (3.259)

Because of assumed stability conditions (3.256), (3.257) we achieve from (3.252),
(3.253) the fulfilment of property (iii) from Appendix A.3 for function (3.247).
Therefore equivalently (A.73) is valid for this function (3.247), giving s for values
u?, v° (3.258), (3.259) and s for values u, v in any place of the body in arbitrary state
during the process, i.e.,

s <54+ /T (u—u’)+ (P°/T%) (v —0°) (3.260)
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where 77, P? are values given by (3.254), (3.255). Equality in (3.260) is valid as

s =s° (3.261)
when (cf. in (A.73))

u=u’ (3.262)

v=1° (3.263)

Now we add to the right-hand side of (3.260) the nonnegative quantity (27°)~'v?
(with v in the same place and instant as in (3.260)) and integrate such inequality
through the body at some instant; using (3.243), (3.244), (3.258), (3.259) we have

S(1) E/ sdm < / s’dm = S° = s’m° (3.264)
me m°

where the equality sign in the middle occurs if the system is a uniform one ((3.261)—
(3.263) are valid in any place of the body; this is the final state with entropy S, see
above (3.266)).

Before going further we note that result (3.264) for a special perturbed state with
(3.243), (3.246) (i.e., (3.244) with zero velocity through the body) expresses the
Gibbs stability of a uniform state with U, V?, §? (3.258), (3.259), (3.264), deduced
from the stability conditions (3.256), (3.257).

Turning back to dynamical stability we can see from entropy inequality (3.110)
and (3.68) in this isolation (3.226), (3.231) that at any moment # during the develop-
ment

S(r)z/ sdm:/ odv>0 (3.265)

Therefore, during the process, the entropy function S(¢) has two properties: it does
not decrease in time (3.265) and has the upper limit §° (3.264) (in this connection
S(t) is called a canonical function). We add a simplifying (and in fact expected)
assumption that whenever inequality in (3.264) is valid, the inequality in (3.265) is
valid too (cf. [93, Rem. 4.5, Theor. 3]). Then in uniform equilibrium achieved at
t — oo entropy reaches the value S° from (3.264)

lim S(¢) = S° (3.266)
11— 00
cf. [93, Eq. (4.40)]. ]
Assuming also that lim;_, o, S(#) exists it cannot be positive because of the upper

limit S° (3.264) and therefore by (3.265)

lim S(r) =0 (3.267)
—00



3.8 Equilibrium Processes in Linear Fluid 133

Moreover, motivated by (3.265), we assume that this limit (3.267) may be written
as lim;_, S (1) = f Vo 0% dv where ¢ are limits of (local) nonnegative entropy
productions o

To localize these results we simply assume that all deductions may be repeated
with any part of the considered body, i.e., with the corresponding part of mass, volume
and other extensive quantities. Then result (3.267) may be written locally

0’°=1limo=0 (3.268)

—>00

in any place through the body.*’

Therefore at + — oo the body achieves the state where there is zero entropy
production ¢ = ¢” = 0 (3.222) in any place and permanently, and this is the
equilibrium state defined with (3.240)—(3.242). In our linear fluid with regularity
(3.232) we obtain from (3.196) (cf. Rem. 43) everywhere and permanently D = 0
(3.220) and g = o (3.221). Because of assumed zero velocity on the boundary of
this equilibrium body, this rigid motion (3.18) gives zero velocity v = o (3.223)
everywhere and permanently inside. Constitutive equations (3.187), (3.195) give
in this asymptotically equilibrium body (3.225), (3.226) and momentum balance
(3.78) is then gradP = (813/8,0)h = 0. By (3.257) we obtain h = 0 and by mass
balance (3.227), we can see that the density (and therefore also the specific volume v
following from (3.259) because of the constant volume V °) in this equilibrium body is
everywhere and permanently constant, as is similarly temperature. The latter follows
by (3.221) and (3.237) which is given by energy balance (3.235) at Q = 0 (3.231).
From this and similarly from the entropy balance (3.236) and also from (3.192),
(3.191) results that also the specific internal energy and entropy are everywhere and
permanently constant with values u® (following from constant energy E° in (3.258))
and s? obtainable then from (3.247), cf. (3.261).

Admitting the results (3.266), (3.268), the conditions (3.256), (3.257) are sufficient
for the dynamical stability of a uniform equilibrium state compatible with isolation
for a linear fluid body with regular equilibrium response.

Similarly as with classical Gibbs stability it may be shown that the stability condi-
tions lead analogously to dynamical stability at other conditions. As another example
of such a kind we discuss the fluid body of a constant volume immersed in a ther-
mostat and in a body force field (and, also without it as special case). We use again
the method similar to those giving (3.266), see also [94, 95] and Sect.4.7.

47 Although assumptions giving (3.267), (3.268) look natural, this is not so, e.g. such S(¢) fulfilling
(3.264), (3.265) may exist where S‘(t) > 0 changes oscillatorily for any time and therefore a limit
does not exist. Similarly the existence of limit (3.268) is not clear, e.g. ¢ in (3.267) may be nonzero
on surfaces or lines (sets of zero measure) and such a situation may be obtained even by limitation
from smooth function o.

However, these difficulties may be avoided by other means, e.g. it is possible to prove (often
with special types of material or with other potentials instead of entropy) the dynamical stability
(even asymptotical one) but mostly in integral form (deviations are expressed by integral through
the body). For further discussions see [1, 18, 93-95, 97-103, 114, 115].
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Let us have a body consisting of linear fluid (of Sect. 3.7) with regular equilibrium
response (3.232) with stability conditions (3.256), (3.257). The thermostatic bound-
ary of this body has everywhere the same temperature 7 constant in time (the
temperature inside the body may be arbitrary) and the boundary is fixed with v = o;
therefore the volume of the body V' is a constant. Heat may be exchanged but not
by radiation, i.e., Q = 0 (3.231) through the body is valid. The mass of the body m?
is a constant which is independent of time

/ pdv =m° (3.269)

The body is situated in the body force field b constant in time (e.g. earth gravitation),
having the potential ®
b = —grad® (3.270)

0P .
— =0,ie. ®=P(x) (3.271)
ot

but the frame is inertial, i = o (cf. (3.104)).

We intend to show that a perturbed state compatible with these conditions may
develop in t — o0 to the state which is in fact the equilibrium one: It has constant
T and v = o throughout the body, the stationary (equilibrium) pressure P?(x) is
obtained by solution of (equilibrium) equation (3.228), (3.270)

grad P’ (x) = —p?(x) grad® (x) (3.272)

with stationary (equilibrium) density field p°(x) = p(T?, P°(x)). Such solution

contains only one constant—pressure at one equipotential surface and this may be

determined with the help of the known mass of the body (3.269) m? = f vo p°(x) dv.
The balance of energy for such a body follows from (3.105)

/ p(u+ 1vZ + @)dv = —/ q.nda (3.273)
o BVU

where 0V is the boundary of the body with fixed volume V°. Because temperature
T? is a constant we can eliminate the surface integral from (3.273) using entropy
inequality (3.108) (with the help of entropy production ¢ (3.109) and (3.68), (3.23))
for such a body with (3.231). After rearrangements we obtain

—/ q.nda—/ pT"sdv:/ p(u— T + v + @) dv
ave o vo

= —T"/ odv <0 (3.274)
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Because field P?(x) and V? are time independent we have (by (3.199) and below)

d d
0= — Pldv=— pvP°dv (3.275)
dr Jyo dr Jyo

Using the Reynolds theorem (3.24) in (3.275) for v = o on the boundary and adding
this to (3.274) we obtain (the volume V° is fixed, the dot over the integral and %
have the same meaning)

R(t) = —T”/ odv<0 (3.276)
V()
where the canonical function R(t) is defined by
R(t) = / p — T + P°v + 1v? + @) dv (3.277)
V{)

Because of conditions of stability (3.256), (3.257) we obtain again the inequality
(3.260) (1 # u®,s # s°,v # v°; T > 0, using again (A.73) from Appendix A.3
for function (3.247)). This may be written as

u—sT°+vP° >u’ —s°T° +1°P° = g° (3.278)

where (cf. (3.191), (3.192), (3.199), (3.111), (3.203)) we can choose u?, s°, v°, g° as
the valuesat 77, p°(x) = p(T°, P°(x)) inthe given place x (calculated from (3.272))
and u, s, v are values at 7, p in this place and some instant. Adding nonnegative
quantity %Vz (the velocity is taken at this place and instant) to the left-hand side
of (3.278) and adding the potential @ to both sides, multiplying then the resulting
inequality by p > 0 at this place and instant and integrating over the fixed volume
V¢ of the body in the given instant, we obtain

R(t) > R° (3.279)

(theequalityisvalidif T = T, p = p°, v = o through the body). Here the definition
of canonical function (3.277) was used and R is defined by

RO = / p(g” + ®)dv = (g° + Bym® (3.280)
Vl)

The right-hand side of (3.280) and therefore R’ is constant; indeed, g°(x) =
g(P°(x), T?), (3.278) was obtained using the solution P?(x) of (3.272) and there-
fore (remember that for time-constant potential ® the equilibrium relation (3.239) is
valid) g° + & is constant as well as the mass (3.269).

Therefore we constructed the canonical function (3.277) which does not increase
(3.276) and which has alower bound (3.279). Using a similar simplifying assumption
as at (3.266), namely, whenever the inequality in (3.279) is valid, the inequality in
(3.276) is valid too (cf. [93, Rem. 4.5, Theor. 3]), we obtain
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lim R(1) = R° (3.281)
t—00

i.e., the time limit of canonical function R(¢) achieves value R°. Therefore this regular
linear fluid achieves asymptotically the equilibrium state with constant temperature
T and no movement inside v = 0 (3.223) (such were permanent on the boundary).
This is the equilibrium with equilibrium pressure P°(x) and density p? (x) fields given
by (3.272). Adding similar simplifying assumptions leading to (3.267), (3.268), we
obtain, in this equilibrium, e.g. the result (3.268) in such a nonuniform body.

The dynamical stability just described contains as a special case the zero body
force b = o (again i = o) which leads to a final uniform equilibrium state (noted
below (3.239)) without potential (say ® = 0).

The stability conditions (3.256), (3.257) lead analogously to stability at further
conditions, e.g. the stability of a fluid in a thermostatic cylinder closed by a piston
under constant pressure, cf. [14, 95, 97]. This may be done similarly as for mixtures
in the last example of Sect.4.7.

The processes going asymptotically to equilibrium discussed in this section may
be used for understanding the reversible equilibrium processes as those processes
which pass so slowly that the entropy production in (3.265), (3.276) may be neglected,
cf. Sects. 1.2, 2.1, 2.2, in models A, B, Rems. 12 in Chap. 1, 7 and 9 in Chap.2, 41
in this chapter and [116] (for simplicity we use linear model of Sect.3.7).*8

Summary. This section shows the analysis of equilibrium state for a given
system (single linear fluid in this case), which can be made once its final consti-
tutive equations were derived. The equilibrium is defined so as to give the zero
entropy production, cf. (3.220)—(3.222). To ensure the persistence of equilibrium (see
the property S4 in Sect. 1.2), the regularity conditions (3.232)—(3.234) were added to
the model of linear fluid. The majority of this section was devoted to the analysis of
the stability of equilibrium; the concept of stable equilibrium was explained on page
127. The condition of stability called the Gibbs stability are (3.256) and (3.257). We

48 Namely, we discuss two examples of equilibrium reversible processes: the isothermal and then
those which are adiabatic. Such processes with ideal gas (i.e., with real stable gas at sufficiently
low pressures) are used in the Carnot cycle in Appendix A.1.

The uniform process described here for linear fluid (see below (3.239) and (3.211)) which is
isothermal (temperature T = T is permanently the same constant) may be considered as a special
case of equilibrium reversible processes in the fluid model B of Sect. 2.2 if the entropy production
(given by (2.36) or (3.196)) may be neglected. A stable equilibrium state in a given instant has
(besides the constant temperature 79) the volume V (with zero velocity everywhere (3.223)). The
change of this state to another one with the volume V 4 dV (and the same temperature 7° and
zero velocity) by such a reversible process can be imagined as a sudden change of the volume by
a small dV and as a development of this perturbed state isothermally to a new stable equilibrium
state as described above (the second example without the body force: b = o in (3.270)). A new
equilibrium state will be practically achieved after a time interval much greater then the typical
time scale in model B. Therefore the reversible process composed from sequences of such V to
V 4+ dV changes must be slow V is zero as well as the entropy production (2.36) and all this
happens in the time scale of the model B. Heat exchange is nonzero and gives the entropy change,
i.e., both members on the left-hand side of (3.274) compensate (similarly as in (2.10)) because
the entropy production is zero (in (3.196) the second order contributions of heat and viscosity
are neglected in fact, while in (3.274) the not neglected first order heat contribution is compensated).


http://dx.doi.org/10.1007/978-3-319-02514-8_4
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_2

3.8 Equilibrium Processes in Linear Fluid 137

want to stress that the latter condition enables the inversion of density as a function of
pressure, i.e., it allows to use the pressure as an independent variable (in place of the
density)—this condition was only supposed in preceding section and also in other
thermodynamic approaches. During the evolution to the stable equilibrium state the
entropy does not decrease in time, see (3.265) and also has an upper limit (3.264).
Analogous conditions for the stability at different conditions (fluid of a constant vol-
ume maintained in a thermostat and under the effects of body forces) were derived
in the form of canonical function defined by (3.277)—the conditions are given by
(3.276) and (3.279).
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Chapter 4
Continuum Thermodynamics of Mixture
of Linear Fluids

This is the core chapter of our book. Here we discuss rational thermodynamics of
mixtures and our main interest is the classical subject—the chemically reacting fluid
mixture composed from fluids with linear transport properties (linear fluid mixture).
In the last section, we discuss the relation of our results to those classical.

4.1 Principles of Mixture Theory

Thus far, with the exception of Sects.2.4 and 2.5, we have studied only one-
component system. In chemistry and its applications, multicomponent systems are
much more encountered and the description of mixtures is much more important.
The first systematic study of the non-equilibrium behaviour of mixtures was given in
the linear thermodynamics of irreversible processes, mainly by Prigogine, Meixner
and others [1-5]. It uses usually the properties of mixtures as primitives and it for-
mulates balances (with the exception of those for mass) for mixture only. Also the
newer extended thermodynamics (see Rem. 2 in Chap. 2) is studying mixtures [6-9].

Rational thermodynamics (the basic ideas of which have been presented in previ-
ous chapters) of mixtures has been promoted mainly by Truesdell [10-13], Bowen
[14, 15], Miiller [16-19], Williams [20, 21], see also reviews [15, 22, 23]. It also
uses the classical approach [24-26] but most of its mixture theories [17, 27-73] use
Truesdell’s more detailed conception of mixture as superposing continua of its con-
stituents [10, 11, 13]. These theories use the analogy with single (one constituent)
material but because of the non-uniqueness of such analogy these theories differ
sometimes in conceptions and details. Therefore, their comparison is often difficult
but (because of limited knowledge of mixture properties) their results do not differ
essentially [22, 23]. Mixtures studied by rational thermodynamics may be very dif-
ferent [13, 15, 17, 22, 23, 45, 54, 62, 74-78]. They include not only the one phase
mixtures of fluids but also the more complicated (and therefore touched only mar-
ginally in this book) “heterogeneous mixtures” like porous solids filled with liquids
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and other phases, suspensions, emulsions, etc. (even non-linear in transport) [14,
15, 29-37, 54, 59, 60, 70-72, 79-81] and models with temperature memory effects
(cf. Rems. 26 in Chap. 3, 31, Sect.2.2 model D) [17, 18, 82, 83] (where the “local
equilibrium” is invalid, cf. Sects.2.2, 3.7 and 4.6), and systems with more tempera-
tures (Rem. 2, [14, 15, 59]). Among them are also the mixtures with fading memory
[35], mixture surfaces (waves and phase boundaries) [17, 40, 49, 51, 52, 55, 73,
84-92], Gibbs’ phase rule [93, 94] and non-local materials [41, 95, 96]. Yet newer
theories of mixtures are beginning to be developed based on modern concepts of
continuum thermomechanics [97-100] and promoted mainly by Williams [20, 21,
67, 68, 101-103]. These theories use, in fact, only the solidification principle (in its
broader form noted below) to construct the mixture, but so far they are elaborated
mainly in mechanical aspects (cf. Rems. 7 in Chap. 3, 11).

In this book, we use Truesdell’s conceptually most simple idea of mixture [10-
12] and we confine ourselves to a classical task important in applications: we study
the mixture of chemically reacting fluids (mechanically non-polar, cf. Sect.4.3 and
Rem. 17 in Chap. 3), with the same temperature of all constituents and with linear
transport properties (like diffusion, heat conduction, viscosity; generalization on non-
linear transport, see [60, 71, 72, 104]). This model, called shortly the linear fluid
mixture, contains as special cases non-reacting fluid mixtures and some further ones
(see Sect.4.8).

At least for this linear fluids mixture, we (partially) overcome the usual objection
to Truesdell’s conception: how to find the thermodynamic partial properties taken as
primitives in this theory. Namely, we show that such partial quantities may be calcu-
lated from the dependence of corresponding mixture properties on the composition
using the so-called mixture invariance of balances [59], see Sects.4.5 and 4.6.

To construct the theory of mixture, we use as a basis the following three “meta-
physical” principles of Truesdell [12, 13]:

1. All properties of a mixture are consequences of properties of its constituents.
By this principle, we introduce the properties of constituents as primitives and
properties of mixture are then defined.

2. So as to describe the motion of a constituent, we may imagine it to be isolated
from the rest of the mixture, provided we allow properly for the actions of the
other constituents upon it. This solidification principle (which is an extension of
those noted in Rem. 14 in Chap. 3) permits us to formulate balances by analogy
with pure materials.

3. The motion of the mixture is governed by the same equations as is a single body.
By this principle, the properties and balances of mixture are formulated on the
basis of pure substances.

Obviously, the interpretation of these principles is not unique. In this book, we
interpret the third principle in the sense that if we neglect the diffusion (relative
movement of one constituent towards the others—a phenomenon typical only for
the mixture) the mixture must behave as a single substance (then even chemical
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reactions may be described with the use of internal variables); the balances in such
a non-diffusing mixture must be the same as in Chap. 3.!

In the mixtures, we postulate two types of balances: balance for each constituent «
and balance of mixture. Motivated by principles (1) and (2). we propose the balances
for individual constituents (of mass, momentum and its moment, energy and entropy)
similarly as for the single constituent (see Sects.3.3 and 3.4), i.e. their left-hand
sides form the change of corresponding partial quantity in a fixed volume and to the
right-hand sides we add the interactions with the remaining constituents. Balances
of mixtures we postulate as the sums of left-hand sides of individual constituent
balances, putting the sums of interactions on right-hand sides equal to zero because of
their assumed compensation, see Sects. 4.2, 4.3 and 4.4 for details. Entropy inequality
is postulated for the mixture only (as may be expected physically; partial entropy
inequalities seem to be too strong [15, 22, 23], cf. Rem. 2).

We simplify the mixture model in this book by assumption that all constituents
(occupying simultaneously the same place of mixture, see below (4.1)) have the same
temperature; then it suffices to formulate the energy and entropy balances for the mix-
ture only, see Sect.4.4.> Note that entropy, as a quantity depending on the material
model (cf. Sect.2.3), is not only the function of composition but also depends on the
number of constituents (cf. Gibbs paradox: the presence of additional constituent dis-
continuously changes the entropy regardless of its (physical) proximity); therefore,
we assume the number of constituents as firmly given in the following.

Concluding, it seems that the thermodynamics of mixtures has not yet been solved
satisfactorily in spite of great endeavour and specific results. The main problems are
rooted in distinguishing between heat and matter flowing simultaneously through
(even imaginary) boundary which necessary appears in diffusing mixture exchanging
mass (of different constituents by different velocities) and energy. While for single
substance this difficulty has been removed by using the instrument of the “material
volume” and this permits to construct the theory of single substance on the basis
of Chap. 1 (namely, the First and Second Laws are postulated there for closed, i.e.
not exchanging mass, system), this is impossible in diffusing and heat exchanging
mixture. Here we must add rather intuitive postulates (on summing the left-hand
sides of component balances or on the compensation of interactions) noted above.
In spite of this, Truesdell’s mixture theory seems to be simpler than the classical

! Literal interpretation [12, 13] of the third principle is that “a body does not know if it is a mixture
or not” which leads to complicated and not fully clear expressions in mixture when diffusion is
present; cf. Rems. 3, 7, 10, 11, see also [60, 67, 68, 73].

2 Energy and entropy balances may be formulated for individual constituents (and entropy inequality
is given as the non-negativity of sums of entropy productions in individual entropy balances), cf.
[14, 15, 59] but, even the constitutive equations for partial heat fluxes or energy interactions may be
formulated, if the temperature of all constituents is the same, they play a role only through the sum
of partial heat fluxes (i.e. through the heat flux for mixture as in Sect.4.4) and the sum of energy
interactions disappears by compensation, see [59, Sect.3].

For mixtures with different temperatures, e.g. plasma is a mixture of electrons and ions with
different temperatures, see [32, 59, 105].
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theory [1, 3] with postulates for mixture only, where especially ad hoc proposition
of energy and entropy balances is complicated and not unique, cf. Rems. 10, 11.

Properties of constituents which are of fixed number n will be denoted by the
Greek subscriptae = 1, 2, . . ., n (inthis chapter, if it is not noted otherwise, subscripts
oy, e=1,2,...,nand B,5,¢ =1,2,...,n— 1 are used).

For each constituent, we can use the same kinematic description as for the single
substance in Sect. 3.1. Namely, for each constituent « invertible and smooth motion
X, is defined as

x=x,Xg,0) a=1....n 4.1)

where X is the place of the particle X, of constituent « = 1, ..., n in the instant ¢
(X, is defined by its place in reference configuration of constituent «); see also [73,
90, 91, 106].

Mixture is an intersection of actual configurations of all n constituents, i.e. it is
a superposition of such parts of actual configurations of every constituent that each
place in the mixture is occupied simultaneously by n different particles each from
every constituent of the mixture. The meaning of reference, actual configurations as
well as other quantities for constituent o are quite analogous to those in Sect.3.1.
e.g. velocity v, of every constituent « = 1, ..., n, is defined by (cf. (3.7)):

\o

Vazala/atzi a=1,...,n “4.2)

o= Xy
where the second equality denotes the material derivative relative to constituent «;
the last expression is the simplified description of this derivative when upper « is the
same as in the lower index.

Each quantity—field ¢—may be, by (4.1), described by the spatial as well as
material (to some constituent «) description ¢ = ¢(X, t) = ¢(Xy, t); therefore the
material derivative to the constituent « is also (cf. (3.8) and (3.9))

\a g ; 0
= — — 4.3
Y=o Tl *+3)
and we have
Grady = gradp F,, 4.4

Here the deformation gradient F,, as well as the velocity gradient L, stretching Dy,
and the spin W, for constituent are defined analogously as (3.10), (3.12), (3.14),
(3.15) and (3.16), e.g.

Fo =y /0Xq (4.5)

L, = gradv, = Dy + W, = F,F;! (4.6)
1 T 1 T

Dy = (Lo 1), Wa= (e —Lg) 4.7

divvy = trDy (4.8)
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Killing’s theorem is valid for all constituents @ = 1, ..., n: The motion of the mixture
is rigid if and only if for all «

D, =0 a=1,...,n 4.9)

It is clear that analogues of (3.12), denoted J,, are valid for each constituent as well
as that of Euler relation (3.17) and Reynolds theorem (3.24) with \« instead of the
dot in the original equations, cf. (d) in Rem. 3, but material volume (containing the
same particles of constituent «) is not as important as for the pure substance.

Results of Sect.3.2 concerning the change of frame are possible to transfer to
mixtures directly if we keep in mind that transformations (3.25),(3.26) concern all
constituents of a mixture simultaneously (c(z), Q(¢), b are the same for all con-
stituents of the mixture). Velocities v, and accelerations v, (concisely written like
(4.2)) are transformed again by (3.38) and (3.44), i.e.

Vi =Qvg+¢+ Qx* —c¢) (4.10)
Vi =Qvy +1i, 4.11)

where the inertial force of constituento =1, ..., nis
if =20V — &) - Q*(x* —0) + Qx* —¢) + ¢ (4.12)

with © given by (3.39) (cf. (3.46), see also (3.79) and (4.58)). The dot means the
derivative of the function of time only. Note that in inertial frame i}, = o for the same
reasons as (3.48). Stretching D, of constituent « is an objective tensor

D = QD,Q” (4.13)

(by the same arguments as in (3.54)) and similarly in other cases.

4.2 Balances of Mass and Stoichiometry of Chemical Reactions

In the mixture, in the given place and instant, we introduce the mass density p, of
constituent « = 1, ..., n as a primitive. It has the meaning of mass of constituent «
in a volume unit of the whole mixture (in chemistry this quantity is called the mass
or “weight” concentration). The (partial) densities p, = py (X, ) are assumed to be
objective and only positive—this is clearly a plausible model even when a “practically
pure” constituent is formed as a result of chemical reactions. The density of mixture
p (defined as the sum of partial densities through all constituents, cf. (4.21) and
Rem. 3) has the usual meaning [11, 15, 17, 22, 23, 50].

Balances for constituent s and mixture (postulated in accord with in Sect.4.1
proposed procedure) are as follows.
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The balance of mass for each constituent « is

d
— ,oadv—i—/ pava.nda=/radv a=1,...,n 4.14)
dr Jy v v

for each volume V fixed in space with the surface 9V which is contained in mixture
(cf. (3.60)). The first integral on the left-hand side is change of mass of constituent
a in V, the second integral is flux of mass of « through 0V (the left-hand side is
the time change of mass in fixed volume) and the integral on the right-hand side
expresses the change of mass of constituent « by chemical reactions: r, is the mass
produced (r, > 0) or consumed (r, < 0) by chemical reactions in the time and
volume unit (the right-hand side is just interaction with the remaining constituents).
If identically
re =0 (4.15)

we denote such constituent « as the non-reacting one, cf. (4.28).

The balance of mass for the mixture asserts that in any fixed volume V of the
mixture the whole mass (sum of mass of all constituents) can be changed only
through the fixed surface 0V as a result of the flow of each constituent « by the

velocity vy
d n n
— d vy-nda =0 4.16
a2, pett 2 [ pvena .16)

This postulate is in accord with the general proposal of construction of mixture
balances givenin Sect. 4.1: the left-hand side of (4.16) is the sum of the left-hand sides
of (4.14) and the right-hand side of (4.16) expresses the compensation of interactions
(cf. (4.20)).

Assuming, similarly as for pure substance in Sect. 3.3, the validity of these pos-
tulates for any part of the mixture we can localize them using Gauss’ theorem (3.23)
(cf. deduction of (3.62) from (3.60); note independency of V on constituents).

We obtain the local balances of mass for constituent

o ..
W+dlvpava:ra a=1,...,n “4.17)

which may be rewritten with the use of material derivative of each constituent (4.3),
4.2)
Pa + pedivvg =1, a=1,...n (4.18)

Using (4.17), (4.3) the analogue of (3.67) may be obtained for field ¢

2%

. \a
Y + divpg vy = po ¥ + ¢ry 4.19)
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Local balance of mass for mixture may be expressed as

D ra=0 (4.20)
a=1

as follows from the local forms of (4.16) and (4.17).

We assume that r, are objective scalars and therefore balances (4.18) and (4.20)
are the same in any frame (cf. (4.8), (4.13); py is objective which may be proved
similarly as objectivity of the material derivative of the objective scalar in Sect. 3.2).

We introduce several definitions which will be useful later.

Density of mixture p is defined as

n
p=>p 4.21)
a=1

Mass fraction w,, of constituent ¢ (in physics denoted as “concentration’)
We =po/p a=1,...,n (4.22)

with property

3 Using density of mixture (4.21), mass fractions (4.22) and barycentric velocity v, defined by

n
VW= Z weVe  (a)
a=1

in (4.16), we obtain the same form as (3.60) or locally the form of (3.62) or (3.63) with v = v?
o w . W
m + divpv? =0, p+pdivv’ =0 (b)

where “dot” denotes the material derivative relative to barycentric velocity (cf. (3.8)), i.e.

ap

o +v¥.gradp  (¢)

p=
Using “dot” (like in Chap. 3) is natural if the all velocities v, are the same as in Sect. 4.7, see (4.322),
(4.323).

Unfortunately, so simple a result is not obtainable with other balances (see Rems. 7, 10, 11) but
even here, if all velocities are the same v, = v, they are in accord with the interpretation of the
third principle in Sect. 4.1, cf. Rem. 1.

If we use material derivatives, balances (4.14) and (4.16) may be written

\o \a&
e P U
P dv:/ re dv, /,0 dv=0 (d)

where the analogue of Reynolds theorem (3.24) for constituent o was used (cf. (3.59)); V is a
material volume chosen the same for all constituents.
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D wg=1 (4.23)

In Sect.4.1 we denoted as diffusion the relative motion of mixture constituents
caused by their generally different velocities. Therefore, it is useful to define the
diffusion velocity ug relative to the n-th constituent (there are more possibilities of
such definitions, cf. Rem. 7 and Sect.4.10)

ug =vg— Vv, B=1,....,.n—1, u,=o0 4.24)

The latter expression is useful in sums like (4.64). Note, see (4.10), that diffusion
velocities (4.24) are objective (frame indifferent) as well as (4.21), (4.22).

In chemically reacting mixture r,, 7# O (for several reacting constituents at least)
due to chemical reactions among reacting constituents. The reactions are described
by stoichiometry. Here we follow Bowen [14, 30, 31], see also [12, 48, 65], using
non-orthogonal bases (see Appendix A.4); therefore, we use upper or lower indices
for contravariant or covariant components. In stoichiometry, we assume that each
constituent is composed of atomic substances (atoms—often chemical elements) in

definite proportions. The constituent « = 1, ..., n is characterized by a positive
constant—the molar mass M, which is therefore a linear combination of atomic
masses A° of atomic substanceso =1,2,...,z2
Z
MO[:ZA”TM a=1,....n (4.25)
o=1

where T, may be interpreted as the “number of atoms o in one molecule of con-
stituent o™’
We define reaction rate J of constituent o (in mols in time and volume units) by

J*=ry/My a=1,...,n (4.26)

expressing the number of mols of constituent o formed or destroyed by chemical
reactions in a volume and time unit.
The basic postulate of stoichiometry is the permanence of atomic substances

n
D Tud®=0 o=1....z (4.27)
a=1

which expresses the indestructibility of atoms in chemical reactions. This postulate
is in accord with the balance of whole mass (4.20): summing r, from (4.26) through
constituents and using (4.25), (4.27), we obtain (4.20) (therefore, we could use (4.27)
instead of (4.20)). In the following, the rank / of matrix || 75| of dimension z X n
plays animportant role. According to its definition (rank 4 of a matrix is the dimension
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of the highest non-zero determinant formed from the matrix) # < min(z, n) and
therefore h < n.

The case h = n (this is possible if z > n) is the chemically non-reacting mixture
because the solution of the system z equations (4.27) with n unknowns J* is

J*=0,ie. 1 =0 a=1,...,n (4.28)

Note that if this is valid only for some constituents o (4.28) then those may be denoted
as non-reacting, cf. (4.15).
In this section, we are interested mainly in chemical reactions where

h<n (4.29)

The rank % of || Ty« || gives the maximum number of the linear independent rela-
tions in (4.27) and n — h gives the number of chemical reactions in the system (which
are independent, namely no such chemical reaction follows by linear combination
from those remaining), see below (4.33).* Therefore, only & independent relations
from (4.27) (as well as any other system of /4 linearly independent relations obtained
by linear combinations) are useful. Therefore, the permanence of atomic substances
(4.27) may be expressed by

n
ZSMJ“=0 o=1,...,h (4.30)
a=1

where the matrix || Sy || of dimension 4 x n and of rank /4 is one from the matrices
obtained from || 75| in the way described above. If we use S, instead of Ty, in
(4.25) we can write

h
MO,=ZE"SM a=1,....,n (4.31)
o=1

where E° are certain linear combinations of atomic masses. Therefore, a “molecule”
of constituent « is a combination of “atomic substances with atomic masses” E°
(which are not generally the chemical elements, cf. examples at the end of this
Sect.4.2). With such interpretation Eqs. (4.30) and (4.31) will be used in the following
instead of (4.27) and (4.25).

We introduce an abstract n-dimensional vector space U and we call it the mixture
space. In it we select bases ¢, and &%; for now it is sufficient to assume that these
bases are othonormal, i.e.?a =é“, cf. Appendix A.4. In the space U, we define the
vectors of molar masses M and reaction rates J by

4 Results (4.28), (4.29) depend on the a priori choice of n constituents to obtain reasonable accord
with chemistry: e.g. if we choose HCI and NaOH as constituents only we obtain non-reacting
mixture (z = 4, n = h = 2); adding NaCl, H;O (n = 4,z = 4, h = 3), one reaction is possible.
On the other hand in practice, (4.28) may be valid even when (4.29) is valid (“frozen” reactions).
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n
M= My (4.32)
a=1
n
J = Z JYe, (4.33)
a=I1

Then we define /& independent (contravariant) vectors f(, by
n
fUEZSME“ o=1,...,h (4.34)
a=1

which form a basis in A-dimensional subspace W of the mixture space Y. The
subspace YV uniquely determines a complementary, orthogonal and n—h dimensional
subspace in the space U which we will call the reaction space V.

The postulate of permanence of atomic substances (4.30) may be equivalently
expressed as follows [30]:

The vector of molar masses M is situated in the subspace WV and the vector of
reaction rates J is situated only in the reaction space V, i.e.

MeWw (4.35)

-

JeV (4.36)

where W1V and W @ V = U (& means Cartesian sum).

Proof Necessity of (4.35): inserting (4.34), (4.31), (4.32) into the left hand side of
following expression (4.37) we obtain

h
SEfo=M (4.37)
o=1

ie. M may be expressed in the basis of V and therefore (4.35) follows. The necessity
of (4.36): using (4.33),(4.34),(4.30) in the left-hand side of following expression
(4.38) we obtain .

J.fo=0 o=1,...,h (4.38)

ie. Jis orthogonal to the basis of ¥V and therefore (4.36) follows. To prove the
sufficiency, we show that (4.30), (4.31) follow from (4.35), (4.36): indeed, let fg (o =
1, ..., h) be some basis of the #-dimensional subspace WV and S, are components
of each ﬁ,, in the basis €5 (@ = 1,...,n) of the mixture space U, i.e. (4.34) is
valid. According to (4.36), Egs. (4.38) must be valid. Introducing (4.33), (4.34) into
left-hand side of (4.38) we obtain (4.30). Further, let E be components of M in the
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basis f:, of subspace W, i.e. (4.37) is valid. If M has components M, in the space U
according to (4.32), we can see, by substitution of (4.34) and (4.32) into (4.37), that
(4.31) must be valid. Q.E.D.

From the permanence of atomic substances (4.35), (4.36) then follows
n
M.J=0 o > MyJ*=0 (4.39)
a=1

which, according to (4.32), (4.33), (4.26), expresses again the mass balance for the
mixture (4.20).

Now, let us choose n — h linearly independent covariant vectors g7 as basis in
the reaction subspace ) and show that n — £ is the number of independent chemical
reactions in the mixture, cf. below (4.45) and Rem. 4. These vectors can be written
in the basis of U/ as

n
i =>"Pr, p=1,...n—h (4.40)
a=l1

where matrix || PP%|| of the dimension (n — h) x n is called the matrix of sto-
ichiometric coefficients (of independent reactions noted above). Because of linear
independency of g”, the rank of this matrix || P?%|| is n — h. From the orthogonality
of subspaces V and W follows (with the use of (4.40) and (4.34))

n
fod? =D SeaP? =0 o=1,....h p=1...n—h (4.41)
a=1

Therefore, an arbitrary matrix of dimension (n — h) x n of the rank n — A fulfilling
the relations (4.41) for the given matrix || Sy || may be chosen as matrix || PP%|. If
we use (4.40) and (4.32) then from (4.35), (4.36) it follows that

n
GPM=D Pr*M*=0 p=1....n—h (4.42)
a=1

From the permanence postulate (4.36) further follows
J=>"1J,5" (4.43)

where J, (components in chosen covariant basis g” of reaction space V) is called
the reaction rate of p-th chemical reaction.
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From (4.43) and (4.40), (4.33) we have
n—h
J*=>"J,P" a=1....n (4.44)
p=1

On the other hand, the reaction rate J, (r = 1,...,n — h) may be obtained by
multiplying (4.43) with vectors of contravariant basis g, (see (A.89)). Inserting in
such product from (4.33), from the relation between contra- and covariant bases in
V (see (A.86)) and from (4.40), we obtain (by using of orthonormality of €,) the
relation between rates (reversal to (4.44))

n n—h

=2 >JPMg, r=1,....n—h (4.45)
a=1 p=1

(covariant metric tensor g, , is obtained by the inversion of contravariant metric tensor
g'P = g". gP which follows fom (4.40) and chosen reactions; cf. (A.83)).

It follows therefore, that chemical changes can be described selecting basis g7 in
the reaction space V (systematic choice see, e.g. [107, 108]). Such n — / independent
reactions may be seen from (4.42) if we use the corresponding chemical symbols
instead of M,, and use the following convention: in the following, we call the products
in p-th chemical reaction these constituents for which PP¢ > 0; constituents with
PP% < 0 are the reactants in the reaction p. If P?% = 0 then constituent & does not
take part in the reaction p; if this is valid in all reactions p = 1, ..., n — h then such
« is a non-reacting constituent (indeed, from (4.44) we obtain (4.28)).

The same reacting mixture may be described by infinite numbers of systems of
n—h independent chemical reactions equivalently (each of such systems corresponds
to some choice of basis g” in V) which may be mutually recalculated by linear
transformations of the type (A.87). Using (4.40), we recalculate the corresponding
stoichiometry coefficients; zero column P”* for non-reacting constituent o will be
again zero. Therefore, reacting and non-reacting constituents are such in any choice
of the system of independent chemical reactions.

Chemical kinetics is described by (constitutive equations for) rates J% or J,, (see
Sect. 4.9 for further details); note that J, PP* from (4.44) may be interpreted as the
number of moles of constituent « produced (or consumed) in the time and volume
unit in p-th reaction.

As an example of the preceding formulae, we consider the mixture of NO; (o = 1)

and NyOy (@ = 2) with atoms N (¢ = 1) and O (¢ = 2). Then ||Tyo| = (; i)

with 7 = 1 and therefore, e.g. ||Soell = (1 2) (i.e. atomic substance is NOy).
As stoichiometric matrix, e.g. [|PP¥|| = (2 — 1) may be chosen, corresponding to
reaction

N>O4 = 2NO, (4.46)

or |PP¥|| = (=1 1/2) with reaction
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NO; = 1/2N,04 4.47)

Another example is again NO, and N,O4 but with atoms Q (¢ = 3 = n).
120

Correspondingly [|Tye || = (z 4 o) with & = 2 and, e.g. [|Spal = (g 2 ?). Then,
001

e.g. |PP¥| = (2 —1 0) which corresponds to the reaction (4.46) with Q as non-
reacting constituent.
The last example is O, Oy ,03 (o = 1, 2, 3) with atom O (o = 1). Then || To4 || =

(1 2 3) = ||Syall (the last choice is possible). As the stoichiometric coefficients
are, e.g. || PPY| = (g (3) j) corresponding to the reactions
203 =30,, 03 =30 (4.48)

Another equivalent set of these reactions is
O03=0,4+0, 0,=20 (4.49)

See also Rem. 4 and Sect.4.9.

Summary. The balance of mass can be written either for each component sep-
arately or for the mixture as a whole; both involve the mass density (mass concen-
tration) of individual components. Their local forms are (4.17) or (4.18) and (4.20),
respectively. The mass changes during chemical reactions are restricted by additional
conditions resulting from the stoichiometry of chemical reactions or, in other words,
by the permanence of atoms in reactions—see (4.27). Linear algebra of stoichiom-
etry leads then to a restriction on rates by which the masses or molar amounts of
reacting constituents are changed—see (4.39). Further it gives the stoichiometric
matrix, (4.42), and translates the rates (of chemical transformations) of individual
constituents to the rates of (independent) chemical reactions, cf. (4.45). Thus only
the independent reactions are sufficient to be included in a model of chemically react-
ing mixture and to describe chemical transformations mathematically. Note also the
definition of the density of mixture (4.21) and of the mass fraction (4.22).

4.3 Balances of Momentum and Moment of Momentum
in Reacting Mixture

Postulation of momentum balances for constituents and for mixture [11, 12, 15, 17,
22, 23, 50, 65] is sufficient (similarly as for pure constituent in Sect. 3.3) to be done
in the inertial frame because our main results—Ilocal balances (4.58), (4.63)—will be
valid in any frame. For every fixed volume V with fixed surface 9V in the mixture,
we postulate the balance of momentum of constituent « in the inertial frame as


http://dx.doi.org/10.1007/978-3-319-02514-8_3
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d
— | paVa dv+/ pava(va.n)daz/ ty da+/ ,oabadv+/ k, dv
dr Jy av av % %

+/ravadv a=1,...,n (4.50)
1%

(For modification for general, non-inertial frame see below (4.58)). On the left-
hand side, there is the change of momentum of constituent « in the fixed volume V
(momentum density is obviously pq Vo) and its flux through the fixed surface dV. On
the right-hand side of (4.50), the forces on constituent « are postulated (according to
principles discussed in Sect.4.1): the first two represent surface and volume forces
respectively (similarly as in pure material in Sect. 3.3) and those remaining describe
interactions (but see Rem. 5). Namely, the first integral on the right side expresses
through the partial traction t, the all contact forces (on surface unit) acting on the
constituent «; these (partial stress) vectors are assumed to be objective (material
frame indifferent). Such are the inner surface forces by which all constituents act
from the outside (of V') on the constituent « on the surface oV (if 9V, or its part, is a
real boundary of the mixture they are outer surface forces from the outside given as
boundary conditions) and also interaction surface forces coming from the remaining
constituents acting from the inside (of V') on the constituent « on the surface 9 V.3
The second integral on the right-hand side of (4.50) expresses the action of body
(volume, external and outer) forces by, in the inertial frame (they have their sources
in the outside the body); we assume that b,, are objective vectors. The third integral on
the right-hand side of (4.50) characterizes the volume interaction among constituents.
Here the volume interaction force k, expresses the action of other constituents on
the constituent «. It is assumed that k, are objective vectors. The last integral on
the right-hand side of (4.50) expresses the time change of momentum caused by
chemical reactions [11, 14, 25]; we assume that the velocity of reacting constituent
o i8S Vg0

5 These last forces from inside were introduced by more detailed mixture theory [101], see also
[20, 67, 68, 109, 110], but we do not distinguish them in t, (or in partial stress T, (4.53) below).
These therefore contain also surface interactions (analogues of volume interactions k,, below) which
compensate themselves in sum of tractions or stresses in (4.60), (4.61).

6 This is not obvious but if it is not so this may be always achieved: let us assume that v/, is a real
velocity of chemically reacting constituent o and real interaction force is k/,. Then the last two

members in (4.50) are
/ k;var/ ravgldvz/ kadv+/ FaVe dv
Jv v 1% 1%

where the form postulated in (4.50) was achieved defining k, = k{, + (v, — vo)rs. Because the
objectivity of ki, and r, may be assumed, the k, are also objective (in this way, the different
formulations of these last two members used in the literature [12, 16, 22, 40, 41, 46, 49, 52, 95,
105, 111] may be transformed in the form used here in (4.50)).

Other possible forces are neglected in (4.50), e.g. long range body forces (cf. Sect. 3.3; they may
occur in ionic salt solutions, but they may be neglected by electroneutrality, see Rem. 32), influence
of (mechanically) polar components, cf. Rem. 9, hyperstresses [112].
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The left-hand side of postulate (4.50) may be arranged by Gauss’ theorem and
with (4.19) using the component of partial velocity as ¢; then the partial balance of
momentum of constituent « is

/pai'adv:/ tada—i—/pabadv—i—/kadv a=1,...,n 4.51)
1% v 1% 1%

To achieve momentum balance in a local form, we have the analogous difficulties
with surface integral in the right-hand side of (4.50) as in Sect. 3.3. We therefore use
analogical Cauchy’s postulate and theorem but concerning here partial tractions and
stresses (motivation and deductions are quite analogical as in Sect. 3.3): The Cauchy
postulate for partial tractions is

te =to(x,t,n) aoa=1,...,n (4.52)

i.e. partial traction depends (moreover) on the (outside) normal n to the chosen
surface. Cauchy’s theorem then asserts that such dependence is linear, that is

ty=Ten a=1,...,n (4.53)

where the partial stress tensors T, = Ty (X, t) are fields (functions of position and
time only) which are objective as follows from the objectivity of t, and n (similarly
as by (3.32)).

Proof of (4.53) may be done analogously as of (3.72): we construct a similar infin-
itesimal tetrahedron on the tangent plane given by n on which we apply the balance
4.51) '

PaVa AV =ty Aa + (tg) j Aa’ + (poby + ko) Av (4.54)

By limiting the volume of the tetrahedron to zero, we obtain result (4.53) quite

analogously as (3.72) (components of stress tensor Toij are components of vectors
—(t) ;). QE.D.

Inserting (4.53) into (4.51) we obtain the balance of the momentum for constituent
« in the inertial frame as

/paifadv:/ Ta.nda—l—/pabadv—}—/kadv a=1,...,n (4.55)
1% v 1% 1%

Assuming its validity for any volume V' the local formulation of momentum balance
of constituent « in inertial frame may be obtained from (4.55) by Gauss’ theorem

PaVe = divTy + pobe + ke a=1,...,n (4.56)

or (back by (4.19) choosing ¢ as velocity component)


http://dx.doi.org/10.1007/978-3-319-02514-8_3
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0o Vo
at

+ div(paVe ® Vo) = divTy + pobe + Ko + 7oV a=1,...,n (4.57)

Balances of momentum for constituents have been formulated in the inertial frame.
Their form in a general (non-inertial frame) remains the same if we simply replace
b, with b, + i,. Indeed, the local balance of momentum of constituent « in any
frame may be obtained from (4.56) if we use (4.11) and the objectivity of remaining
quantities assumed above (cf. analogous deduction of (3.78))

PV = divTy + py(by +ig) + ke a=1,....n (4.58)

where i, is given by (4.12) (without stars; other symbols as in (3.79)).

Starting with (4.58) in any frame (instead of (4.56) and going back through all
previous formulae (as in inertial system) it may be seen (cf. analogous behaviour
in Sect. 3.3 before (3.80)) that for transformation from inertial to non-inertial frame
here, it suffices to use by, + iy instead of by, in all preceding relations for the inertial
frame including the starting postulate (4.50). Therefore, e.g. the integral momentum
balance for constituent in an arbitrary (non-inertial) frame will be

/pai'advz/ Ta.nda—l—/pa(ba—l—ia)dv—{—/kadv a=1,...,n
1% av 1% 1%
(4.59)

instead of (4.55) in an inertial frame.

In accord with the general procedure proposed in Sect. 4.1 (summing of Lh.s. of
(4.50) and compensation of interactions) we postulate the balance of momentum for
the mixture in the inertial frame as

d/n n n n
— PaV, dv+/ pv(v.n)da:/ tda+/ Paby dv
. VQZ:;M wgaaa BVQZ:}O[ VQZ:;H

(4.60)

for arbitrary fixed volume V with fixed surface dV in the mixture. Using here
Cauchy’s theorem (4.53) we can write momentum balance of mixture in the inertial
frame as

d / i / n n n
— PaVe dv + Z PaVa (Vo.m)da = / Z Tynda +/ Z Poby dv
dt Voz:l v a=1 v a=1 V(x=1

4.61)

Therefore, we assume that interaction forces (including the surface interaction forces
assumed to be contained in the ty, Ty) and exchange of momentum in chemical
reactions compensate each other among the constituents.’

7 Postulate (4.61) is in accord with our interpretation of the third principle in Sect. 4.1: if the mixture
is non-diffusive, i.e. velocities of all constituents are the same v, = v, then (4.61) has the form


http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_3
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Local momentum balance of mixture in the inertial frame follows from (4.61)
with Gauss’ theorem and arbitrary volume V (using (4.19))

n n n n n n
Z 0PV, . . .
g[a + div z (PaVo @ Vo) = Elpava + Elrotvot =div EIT(X—’_ Elpabot
o= o= o= o=

a=1 a=1
(4.62)

Summing (4.56) through the constituents and comparing it with (4.62), we obtain
the local momentum balance of mixture as

Z(ka +reVe) =0 (4.63)

a=1

Although we have deduced this balance in the inertial frame, it is valid in all (even
non-inertial) frames because both sums on the left-hand side are objective (for the
second sum, this follows from (4.10) and (4.20)). This is also seen directly if we
write the momentum balance of the mixture with the use of diffusion velocity (4.24)
(which is an objective vector)

D (ke +ray) =0 (4.64)

a=1

The momentum balance for the mixture in integral forms (4.60), (4.61) may be
written again in an arbitrary frame simply by substitution of b, with by, +i,. Indeed,
adding rq v, to both sides of (4.58) and summing through all constituents we obtain,
by (4.63), the result (4.62), with aforementioned substitution. Going backward with
the corresponding integration, we obtain integral momentum balances for the mixture
in any frame with substitution mentioned above.

Postulation of moment of momentum balances for constituents and for mixture
[11, 12, 15, 17, 22, 23, 50, 65] is sufficient (similarly as in Sect.3.3, cf. Rem. 16
in Chap. 3) to be done in the inertial frame with the construction of moment against
fixed point (y below) because our main results—Ilocal balances (4.70), (4.75)—are
valid in any frame independently of y (for generalization, see Rem. 8).

For simplicity, we confine to models where all constituents as well as the mix-
ture are mechanically non-polar (for polar models, see Rem. 9; cf. also Rem. 17 in
Chap. 3), i.e. time changes of moment of momentum are equal only to moments of the

of a momentum balance for pure substance(3.75); here (4.21) is used, and T = ZZ:I T, (4.94),
pb =" _| paby are defined.

In the general case of a diffusing mixture the interpretation noted in Rem. 1 is possible, i.e. we
transform (4.61) in the form (3.75), if we use barycentric velocity v? (see Rem. 3) and define the
whole stress as > o (Ty — pou? ® u?) (i.e. different from (4.94)) where u = v, — v* is the
diffusion velocity relative to the barycentric velocity (note > 1, pou? = o). Cf. [12, Lect. 5], [15,
18, 50].
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forces introduced in the balances of momentum. Surface tractions will be expressed
through stress tensors (4.53).

The balance of moment of momentum for constituent « in the inertial frame relative
to the fixed point y is postulated in any fixed volume V with fixed surface 9V in the
mixture as (we use outer product from Rem. 16 in Chap. 3)

d
_/(X_Y)/\pocvozdv+/ (X —¥) A paVa(Ve.n) da
dr Jv av
:/ (x—y)/\Tanda+/(x—y)Apabadv
av 1%
+/(x—y)A(ka+rava)dv a=1,...,n (4.65)
1%

To find the local moment of momentum balance for constituent & we use here
Gauss’ theorem (3.23) in surface integrals and by localization (validity of (4.65) is
assumed for any volume V') we obtain

9 X — AV
W=D 4 div(puls =) A Ve @ o)
=div(x—y) ATg) + X—Y) A pgbey + X —Y) AKy

+X—y)Argvg o=1,...,n (4.66)

where both divergences with tensors v, ® v, and T, are defined (in components)
analogously as under (3.90). Using (4.19) in the left-hand side of (4.66) we find (an
analogue of (3.91))

X=Y) A paVe = div(X—Y) ATe) + X=Y) Apebo + (X —y)AKy @ =1,....n
(4.67)

because R
X—Y)AVe=(X—Y) AVy (4.68)

\o
namely \)((x AVy = Vg AVy = 0 and Y= o (y is fixed); for the same reason (cf.
(3.92))

div(x —y) ATg) =TL — Ty 4+ (x — y) A divT,, (4.69)

Inserting this resultinto (4.67) and subtracting (4.56) multiplied by (x—y) A we obtain
the local partial moment of momentum balance for constituent o as a symmetry of

the partial stress tensor
T,=T! a=1,....n (4.70)
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This is valid in any frame because of the objectivity of tensors T, (even (4.70) was
deduced in the inertial frame); generalization for (mechanically) polar constituent
see Rem. 9.

According to general procedure discussed in Sect. 4.1 (summing of 1.h.s. of (4.65)
and compensation of interactions), we postulate the balance of moment of momentum
for the mixture in inertial frame relatively to the fixed place y for any fixed volume
V with the surface 0V in the mixture as

d n n
—/ X=Y)A D paVady +/ X=Y) A D PuVa(Vem)da
dr 4 a=1 av a=1

n n
=/ (X—y)/\ZTanda+/(x—y)/\Zpabadv 4.71)
v a=1 |4 a=1

To obtain the local moment of momentum balance for the mixture, we use Gauss’
theorem in (4.71) and localization similarly as in (4.66). This result is

3 (w +div(pa (X = ¥) A Vo ® V“))

a=1

=D div(x =Y ATa) + (X = ¥) A D pabe (4.72)

a=1 a=1

Using (4.19) in the left-hand side (¢ are components of (skew symmetric) tensor)
and (4.69) in the right-hand side of (4.72) we obtain

n < n
Zpa(x_)') AVg +(x—y) /\Zrotvot
a=l1 a=1
n n n n
=D TL =D Ta+x-y)AdivY To+ &=y A D puba  (473)
a=1 a=1 a=1 a=1

Adding (x —y) A >l _; Ky to both sides, using (4.68) and rearranging we obtain

n

n
X =Y A D (paVe —divTy — puby —ka) + (X —y) A D (Ka + raVa)

a=1 a=1

n n
=D T - T,
a=1 a=1

(4.74)

But the left-hand side of this equation is zero because of the local momentum
balance for each constituent (4.56) and for mixture (4.63). So, the local balance of
moment of momentum for the mixture has been obtained
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n n n T
D Tu=> T, = (Z TO,) (4.75)
a=1 a=1 a=1

which is valid in any (even non-inertial) frame (on the same grounds as (4.70)).

Integral balances (4.71), (4.65) in any frame might be obtained by similar means
as for a single substance (see end of Sect. 3.3) but we omit them here (for our appli-
cations, the local forms (4.70),(4.75) suffice).’

For our model of (mechanically) non-polar constituents and non-polar mixture’
(4.75) is a trivial consequence of (4.70) and therefore the moment of momentum
balance for mixture is not needed in this non-polar model (indeed, (4.71) follows by
summing (4.65) and using (4.63)).

Summary. The balance of momentum postulated for individual constituents leads
to the Cauchy’s theorem for partial stress tensors (4.53) and the local form of this
balance is given by (4.56) or (4.57). The balance of momentum for mixture as a whole
is given by (4.63) or (4.64). The balance of moment of momentum postulated for
individual constituents gives the symmetry of the partial stress tensor—see (4.70).
Analogical balance for mixture as a whole gives “symmetry” of sum of these tensors,
cf. (4.75). Note that in mixture conceptually new quantities entered these balances—
especially partial quantities and the interaction forces between constituents.

4.4 Balance of Energy and Entropy Inequality in Reacting
Mixture: Mixture Invariance

Because we study only mixtures with a unique temperature of all their constituents,
we need only a balance of energy for the mixture as has been explained in Sect.4.1, cf.
Rem. 2. Namely, in this case, the constitutive principles give no restrictions on energy
interactions in energy balances for constituents [11, 15, 46, 50, 53, 65]. This is the
difference with a more general mixture of constituents with different temperatures
[10, 14, 37, 46, 59, 113].

We postulate the balance of energy of a mixture in the inertial frame motivating it
by the energy balance of a single substance in the form (3.97). That is we postulate that
the change of sum of kinetic energy (given by partial velocity v, ) and internal energy
characterized by the primitive specific partial internal energy u,, of constituent « in
fixed volume V of the mixture and the change of the total whole energy by the mass

8 In fact such calculation (see, e.g. [79, Sect. 30]) gives results similar to (4.65) or (4.71), only we
mustadd y A [}, paVe dvory A [i, 20| paVe dv to their left-hand sides respectively and again by,
must be substituted by by + iy ; note that by (3.25) y (fixed in some inertial frame) is in any frame
function of time at most and y is its time derivative like in the end of Sect. 3.3, cf. also (3.96).

9 Often [13, Lect. 5], [27, 28, 37, 40, 46, 79] the mixture with polar constituents (containing partial
torques My ) which compensate themselves in the mixture is studied. Balance (4.65) then contains
f » Mg dv oniits right-hand side, balance (4.71) is the same. As the results we obtain My = Ty — Tg
(instead of (4.70)) and Zgz 1 My =0 (i.e. (4.75) remains valid), cf. Rems. 17, 32 in Chap. 3.
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flux through the fixed surface dV is given by the power of all forces (in mixture, cf.
balance (4.61); partial stress tensors (4.53) were used) and by heat exchange caused
by the scalar surface heating g (heat exchanged by unit surface in time unit) and by
the volume heating Q (heat exchanged by unit volume in time unit with external heat
source by radiation):

%/Vgpa(ua+(1/2)V§)dv+/waz:;pa(ua+(1/2)v§)va_nda

n n
:/ ZvaTa.nda—}—/ Zpaba.vadv—i—/ qda+/ Odv (4.76)
) Vi av v

Similarly as for the single substance in Sect. 3.4 we postulate that scalars uy, g, O
are objective (frame indifferent) as well as py, by, Ty .

Using Gauss’ theorem in the left-hand side of balance (4.76) and then (4.19) we
obtain the energy balance of mixture in the inertial frame in the form

%/‘/;pa(ua + (1/2)v2) dv +/av§pa(ua + (1/2)v2)vy.nda
=/ Zpade/ D ralug + (1/2)vg) dv
V=1 v

n n
=/ ZvaTa.nda—l—/ Zpaba.vadv—/ q.nda+/ Odv (4.77)
) Voo av v

where the (field of) heat flux vector q = q(X, t), resulting from the (heat analogue
of) Cauchy’s theorem
g =—q.n (4.78)

was used.'® This is obtained in the same way as (3.100) in Sect.3.4, Rem. 20 in
Chap. 3, from the (heat analogue of) the Cauchy postulate, i.e. that scalar heating g

depends on the normal n to the chosen surface (cf. (3.99) with the same motivation)

q=q(x,t,m) (4.79)

10 We can transform (4.77) (see, e.g. [13, Lect. 5]) into the form (3.103)(with i = o) if we use the
interpretation from Rem. 1 and define the internal energy as % > 1 Palug+(1/2) (ug’)2), the heat
fluxasq—> 1 _ (WY To — po (ug +(1/2) (u;’)z)u;’), the heat source as Q+ > | pube.u? and use
the following quantities (introduced in Rems. 3,7, 11): v as the velocity, 22:1 (Ty — pouy @uy)
as the (whole) stress, u); as the diffusion velocity and b as the body force.

Our interpretation of the third principle in Sect.4.1 is then achieved in non-diffusing mixture
with uY = o, with the internal energy u naturally given by (4.90), (4.22).

o
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Namely, the balance (4.77), with Gauss’ theorem in the right-hand side applied on
a small tetrahedron with volume Av as in Sect. 3.4 is

S pultta + (/W) A0+ > rylutg + (1/2)v2) Av

a=1 a=1

n n
=g Aa+q’ Aal + Q Av+ (div D VaTa) Av+ D pybe.ve Av (4.80)

a=1 a=1

from which (by limitation of tetrahedron volume to zero) we obtain result (4.78):
components of vector q form scalar surface heatings ¢/ (independent of n) in the
axes of the Cartesian system in tetrahedron, see Sect. 3.4.

Moreover, because g and (arbitrary) n are objective (see end of Sect.3.2), then
from (4.78) follows (similarly as below (3.101)) that the heat flux q in mixture is
objective (frame indifferent) vector; cf. also Rem. 21 in Chap. 3.

By Gauss’ theorem and by the arbitrariness of volume V, we obtain the local form
of (4.77); as

n n n n
. 1= 1
E Palla + E ,OaEV(%-I- E FalUg + E raivg
a=1 a=1 a=1 a=1

n n
=div > voTa + Y pabe.ve — divg + 0 (4.81)

a=1 a=1

Subtracting from this the local balance of kinetic energy (obtainable from momen-
tum balance (4.56) by multiplying with v, and summing through constituents) and
using (4.8), diffusion velocity (4.24) and mixture balances of momentum (4.64) and
that of mass (4.20), we obtain from (4.81) the following local balance of (internal)
energy in the mixture

n

9puit n ’ n . n
z Bat <+ Zle(PaMaVoz) = zpaua + Zraua
a=1 a=1 a=1

a=1
n n—1
=—divg+ 0+ > tuT,Dy — > kpug
a=1 B=1
n—1
—(1/2) D" rpu (4.82)

B=1

where the left-hand side follows from (4.19). Although the deduction of (4.82) was
given in the inertial frame, this form is valid in any frame: indeed, (4.82); contains
only objective quantities (material derivative i1, of objective scalar is objective; proof,
with (4.3) here, is analogous to that below (3.57)).
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Entropy inequality for the mixture [10, 14, 15, 17, 50, 65] is motivated by such
inequality for single substance (3.108) (with (3.24)). We postulate it using two fol-
lowing primitive concepts (assumed to be objective scalars): the specific partial
entropy s, and the absolute temperature T > 0. Therefore, we confine ourselves
to mixtures with only one temperature, the same for all constituents. For any fixed
volume V in the mixture with fixed surface 0V, we postulate the entropy inequality
as

d/ n / n
— PoSe dv + PaSa V. .ndaz—/ (q/T).nda—i—/(Q/T)dv
dr v; o avazz} e av v

(4.83)
Using Gauss’ theorem, we can obtain the entropy inequality in the local form called
the Clausius-Duhem inequality

n

o=> OPase | > div(pasaVe) +div(q/T) — Q/T =0 (4.84)
a=1

ot

a=1

The left-hand side of this inequality is defined as the entropy production o . Relation
(4.84) (and in fact also (4.83)) is valid in any frame because of the objectivity of
most quantities and because of

n

900s n ' n . n
Z ;ll‘ = + Z div(pgSeVa) = Z PoSa + Zrasot (4.85)
a=1 a=1 a=1

a=1

which can be obtained quite analogously as Eq.(4.82); (with similarly motivated
objectivity of its right-hand side). Therefore also the entropy production o is an
objective quantity.'!

11 So far no deduction of entropy inequality, entropy and absolute temperature in mixtures (“open”
systems) as presented in Chap.1 is known. Moreover, in formulation of entropy inequality in mix-
tures, there are discrepancies among the authors; here we follow the one of Truesdell [10] (cf. also
[14, 15, 56, 59, 60, 79]) which seems to be the most simple; the other proposals see [2—4, 16-18,
24, 25, 51, 52]. As the most natural the theory of Williams [20, 21] can be considered which is
based on a single body [100] but still an additional (even plausible) assumption (superadditivity of
entropy production) must be added. The problem grows in mixtures with different temperatures of
their constituents [10, 14, 37, 46, 59] where inequalities analogous to (4.84) for each constituent
give too stringent results (in admissibility principle below) [22, 40, 43, 49] and therefore such par-
tial inequalities are not considered here. The main source of discrepancies may be seen as follows:
if we use the entropy of mixture s naturally defined by ps = Zg:l PaSq (cf. (4.91), (4.22)) and
barycentric v and diffusion u}; velocities (see Rems. 3,7) we can write (4.83) as

d n
—/ psdv+/ psv? nda > —/ T*I(q—i-z,o(,Tsau}f).nda +/(Q/T)dv
dr Jv av av = v

which, with ¢ = ps, v = v, has the form (3.108) (with (3.24)) as the interpretation of the third
principle in Rem. 1 demands. But here the heat flux q + > _; po Tsqu? and the heat source Q are

o
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Later, another form of entropy inequality will be useful. To this end, we eliminate
divq — Q from balance (4.82) and inequality (4.84) using the specific partial free

energy fu
fo=uq—Tsq a=1,...,n (4.86)

and thus we obtain

ap, oT n .
—To = Z afa + Z Vo.grad(pq fo) + Z Pasa - + Z P [ divyg
a=1

a=1
n—1
—l—z,oasavag—l—(l/T)qg ZtrT D, + > kpug
a=1 a=1 B=1
-1
+(1/2) > rpug <0 (4.87)

p=1

Here we replace the velocities by diffusion velocities (4.24) and use (4.8) and the
generalization of divergenceless tensor (3.188) in the mixture

]

Dy=Dy — (1/3)tDy 1, Dy=0 a=1,....n (4.88)

In this way, we obtain the reduced inequality for mixtures

ap
—To = Z "f“ + Zpafa Dy + Zuﬁ grad(pp fg) + Va gradeafa
a=1 B=1 a=1

n—1

+Zpasa +Zpﬁ5ﬂuﬂ g+ V. gZpasaHl/T)qg

a=1

n n n—1
= > Ty Dy —(1/3) D trTotDy + D kp.ug
= o= B=1

n—1
+(1/2) D rpug <0 (4.89)
B=1

(Footnote 11 continued)

different from these quantities in the energy balance noted in Rem. 10. In our formulation of (4.84),
we use the weaker interpretation of the third principle from Sect. 4.1 which stresses the specific role
of diffusion in a mixture (in non-diffusing mixture u}; = o) and we obtain the accord of all these
postulates. Moreover, discrepancies may also be understood in the light of “mixture invariance”
[59] discussed below in this section 4.4. The formulation used in (4.83) (as well as in (4.76), (4.50),
(4.60), (4.65), (4.71), (4.16), (4.14)) for such mass exchanging (open) systems follows naturally
from Reynolds’ theorem (3.24) for (fictive) surface 9V, but for a real boundary exchanging the
mass (especially with different velocities of different constituents and together with heat exchange)
this is not as clear as it seems, cf. Rems. 14, 23 in Chaps. 2, 3 and the end of Sect.3.1.
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which we use in the following discussions of a (chemically) reacting fluid mixture
with (mechanically) non-polar constituents with unique temperature, see Sect.4.5.

Now, we write down the following useful definitions concerning the mixture (see
(4.22)): the specific total (i.e. of the mixture) internal energy u, entropy s and free
energy f are defined by

u= Z W lly (4.90)
a=1

5 = Z Wo S (4.91)
a=1

f=> wafa (4.92)
a=1

where (4.86) has been used; the following equation is then valid (cf. (3.111))
f=u—"Ts 4.93)

We also note that mixture properties (4.90)—(4.92) are objective (frame indifferent).
For later applications, it is useful to define the total stress T by

T= i Ty (4.94)
a=1

In the following applications in fact only the local balances (4.18), (4.20), (4.58),
(4.63), (4.70), (4.75), (4.82), (4.84), (4.85) are useful. They are valid, as has been
proved in Sects. 4.2, 4.3 and 4.4, in any (even non-inertial) frame. But these balance
equations have another interesting property, which we shall call the mixture invari-
ance [56, 59, 65, 79, 114], (in older references called also the “form invariance”);
its possibility is noted in [95, 112].

To discuss this property, we first rewrite local balances and rearrange balances of
energy and entropy (inequality) into more appropriate forms:

Pa+ pattDy =1y, a=1,...,n (4.95)
n
> e =0 (4.96)
a=1
PaVe = divTy + pobe +ky a=1,...,n 4.97)

(as follows from (4.56), (4.58), in the non-inertial frame we change here b, for
by + iq),
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n
Z(ka +raVy) =0 (4.98)
a=1
T,=T, a=1,....n (4.99)
n n
ZTQ=ZT§ a=1,....n (4.100)
a=1 a=1

n n n n n
> puite + ) ratte = —divg + Q + D tTeDg — D ko Vo — (1/2) D rave

a=1 a=1 a=1 a=1 a=1
(4.101)

o= puda+ D rasy +diviq/T) = Q/T =0 (4.102)

a=1 a=1

(for (4.101) we use (4.24), (4.98), (4.96) in (4.82) and (4.102) follows from (4.84),
(4.85)).

To discuss the mixture invariance, consider first a process described by the quan-
tities occurring in the balance equations (4.95)—(4.102) and let

Eur» MNa a=1,...,n (4.103)

be two sets of fields defined in the mixture, the &, having the physical dimension of
energy, and the 71, having the physical dimension of entropy, such that identically

n
> puga =0 (4.104)
a=1
n
D Patla =0 (4.105)
a=1
Define fields ¢, by
Oo=¢6q—Tng a=1,...,n (4.106)

so that

n
D Pata =0 (4.107)
a=1
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Now wereplace uy, Sy, To, Ko, qin (4.95)—(4.102) by the following primed quan-
tities (@ =1, ...,n)

U, =ty + £ (4.108)
s(; = Sq¢ + Nu (4109)
T, = Ty + patal (4.110)
k, = ky — grad(pe¢e) (4.111)
n
O =q-TD punava 4.112)
a=1

while the remaining quantities in (4.95)—(4.102) are left unchanged, i.e.

p(;:pots V(/y:vav rt;:ras b(/)[:ba» p/:p
w,=wy, D,=D,, 0'=0, T'=T, o =o, (4.113)

We call the quantities with trivial transformations such as (4.113) the mixture invari-
ant quantities. In what follows we assume that the definitions themselves are mixture
invariant, e.g.

fo= fot ¢a 4.114)
f=> w,f, 4.115)
a=1

(cf. (4.108), (4.109), (4.92), (4.86)), similarly u’, s, V|, = V4,0, = Po>U,, =
Uy + &y, (trDy)" = trD,, etc. Some of them are mixture invariant, cf. (4.116).

The mixture invariance may be described as follows [56, 59, 65, 79, 114]:

Consider a process in our mixture model described by the unprimed quantities in
(4.108)—(4.113) that satisfy (4.95)—(4.102) and define the new primed quantities by
(4.108)—(4.113). Then the primed quantities satisfy (4.95)—(4.102).

This means the change from the original, unprimed quantities to the primed quan-
tities does not change the form of local balances (4.95)—(4.102) for arbitrary 2(n — 1)
independent fields (4.103).

Proof of mixture invariance follows by a direct substitution of (4.108)—(4.113)
into (4.95)—(4.102). This proof is trivial for (4.95), (4.96) because of the mixture
invariance of all quantities, for (4.99), (4.100) it is simple, (4.97) in primed quantities
it follows by (4.110), (4.111) as po Ve = p,V,, = div(T,, — pe@el) + o, b, + K|, +
grad(pq @ 1) and (4.98) we obtain by (4.107). To prove the remaining relationships
(4.101), (4.102) in primed quantities we use
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n n \CZ n n n
Zpozsot = z Pata — ZpaSa = Zngfad(,OaSa) - Zpotgot
a=l1 a=1 a=1 a=1 a=1

(which follow from (4.3), (4.104), (4.86)) and their analogues for 7y, namely using
transformations (4.108)—(4.115) and (4.8), (4.106), (4.18). Q.E.D.

The possibility of changing systematically the values of certain quantities without
breaking the validity of the balance equations indicates a certain degree of arbitrari-
ness of the quantities in question. Using the mixture invariance property in the next
section on the constitutive level, i.e. when the additional quantities (4.103) are given
by constitutive equations similar to those for the main quantities, the new mixture with
the new constitutive functions (4.108)—(4.112) leads to the same evolution equations
for temperature, densities and motions of the constituents provided the same external
fields of force and radiation are applied. Hence, the new mixture is indistinguishable
from the original one. Therefore, the physical meaning of the mixture invariance
consists in the fact that only the mixture invariant quantities have direct physical
significance, i.e. they are expected to be measurable. Among them are the exter-
nal fields of force and radiation, kinematical quantities, densities, chemical reaction
rates, temperatures, etc. cf. (4.113), and total densities, total thermodynamic quanti-
ties and total stress (cf. (4.21), (4.92), (4.94)) as may be seen from (4.115), (4.114),
(4.107), (4.110), (4.113)

n n
F= wafo=> we(fo+¢u)=f similatly u'=u, s'=s (4.116)

a=1 a=1
T =T (4.117)

On the other side, partial quantities (4.108), (4.109), (4.110), (4.111), (4.112) are
not mixture invariant in accord with their expected non-measurability. Note, that the
heat flux (4.112), which may be also written as (see (4.105), (4.24))

n
0 =q-T) pealie (4.118)

a=1

isinvariant in a non-diffusing mixture (when all constituents have the same velocities,
the heat flux is measurable as in single material, cf. Rems. 14, 23, 11 in Chaps. 2,
3 and 4, respectively). This also reflects different choices of entropy flux in many
classical and rational mixture theories, cf. [3, 14, 17, 18].

The property of mixture invariance will be used in the application of our model,
see Sect. 4.6, namely, it gives the possibility of explicit calculations of partial ther-
modynamic properties similarly as in classical thermodynamics of solutions. Other
applications (e.g. using mixture invariance as a constitutive principle permits to sim-
plify constitutive equations for partial quantities) are discussed in [59, 60].
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Summary. Balancing the energy introduced additional partial property—the
partial internal energy. Because the different constituents do not have different tem-
peratures in our model of mixture it is sufficient to write down the balance of energy
only for the mixture as a whole. In the local form, this is expressed by (4.81); cor-
responding balance of internal energy is given by (4.82). Similarly it is sufficient
to postulate the entropy inequality for the mixture as a whole. In the local form the
Clausius-Duhem inequality is given by (4.84) and in the reduced form by (4.89).
The (specific) partial quantities represent an essential instrument of rational ther-
modynamics approach to mixtures. Partial free energy was introduced by (4.86);
corresponding properties of mixture can be obtained as indicated in (4.90)—(4.94). In
our model these quantities are linked up with an interesting property of the mixture
invariance, which is essential for the possibility of experimental determination of par-
tial quantities. The mixture invariance simply means that only the mixture invariant
quantities are measurable. Mathematically, it is expressed by the invariance of (local)
balances to transformations of mixture invariant quantities; these transformations are
indicated in (4.108)—(4.113).

4.5 Chemically Reacting Mixture of Fluids with Linear
Transport Properties

We start this section by a brief explanation of the transfer of principles of rational ther-
modynamics, which have been explained for single component systems in Sects. 3.5
and 3.6, to mixtures. Similarly as in the case of the single fluid in Sect. 3.5, balances
of Sects.4.2-4.4 are not sufficient to solve any concrete problem: we must add the
constitutive equations—further relations among fields in balances which describe
the material model to be studied.

In models of fluid mixtures, cf. [16, 17, 27, 28, 56, 65], the following fields are
called a thermodynamic process:

Thermokinetic process
X, Py T (4.119)
Responses
rﬁs ua, sas (L kﬂs T(x(sym) (4120)
External fields
0, by, iy 4.121)

witha,y = 1,...,n;8 = 1,...,n — 1, which fulfil (often through the fields
deducedin Sects. 4.1, 4.2, like (4.2), (4.24)) the local form of mass (4.17), momentum
(4.57) and energy (4.82) balances; the remaining balances (4.20), (4.63), (4.70) (and
(4.75) trivially) are satisfied defining r,, k,, and three components of T, for each
constituent, respectively.
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Because fields (4.121) are controlled from the outside (of the mixture), constitu-
tive equations are relations between (4.119), (4.120): according to the constitutive
principle of determinism their independent variables form the thermokinetic process
(4.119) giving their values as responses (4.120). For simplicity, we restrict to recent
past and nearest surroundings of the considered response by constitutive principles
of differential memory and local action. Constitutive equations for responses (4.120)
are then functions of the following values of thermokinetic process (4.119) and their
(time and space) derivatives taken in a considered instant and place of response (in
referential description introduced in Sect.4.1 similarly as in Sect.3.1, i.e. as (4.1),
py = pyX,, 1), T =T(X,, 1)), namely

x, vy, F,, GradF,, Fy, oy, Gradp,, T, GradT, ¢ y=1,...,n (4.122)

(memory expressed through p,, is superfluous, namely it may expressed through
(4.122) as well, see (4.18), (4.8) and response for rg); temperature memory is not
studied at all (because local equilibrium would not be achieved, cf. Sects. 2.2 and 3.5)
and dependences on X, expressing, e.g. “heterogeneous mixtures”, see Sect. 4.1, are
not considered).
Using (4.6), (4.4) and the following definitions of space gradients of densities and
temperature
h, = gradp, y=1,...,n (4.123)

g = gradT (4.124)
the independent variables (4.122) may be chosen as
x,v,,F,, GradF,,Ly,, p,,h,, T, gt (4.125)

and used, by the constitutive principle of equipresence, in all constitutive equations
for responses (4.120).

By the constitutive principle of symmetry, we confine in this treatise to fluids
mixtures only in which the independent variables of constitutive equations for (all)
responses (4.120) reduce to!2

x,t,py,hy,v,, L, T, g y=1,...,n (4.126)
Now we restrict such constitutive equations—responses (4.120) as functions

of (4.126)—by the principle of objectivity (or (material) frame indifference), cf.
Sect. 3.5: constitutive equations cannot depend explicitly on (non-objective) x and ¢

12 This may be looked upon as a definition of fluids mixture, but it may be deduced by the principle
of symmetry defining the (non-simple) fluid (constituent) [79, 115-117] as the material with the
greatest possible symmetry. If the fluid constituent y is non-reacting, dependence on F,,, GradF,, is
performed through p,,, h,, (by mass balance like (3.65) similarly as for single substance; cf. Sect. 3.5
and Rem. 30 in Chap. 3); if fluid constituent « is a reacting one, then dependence on F,, GradF,
is completely eliminated [60, 115, 116, 118]. Then (4.126) follows from (4.125).
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(cf. below (3.120)) and the dependence on the non-objective quantities L,, and v,,
may be achieved through the objective quantities D,,, diffusion velocities (4.24) and
relative spins Qg (cf. difference with single substance in Sect. 3.5)

Qs =Ws — W, 6=1,...,.n—1 (4.127)

Therefore, the constitutive equations of a mixture of reacting fluids are functions
F =7g, Uy, Sa, q. kg, Ty as follows (o, y =1,...,n; 8,8 =1,...,n—1)

{rﬁ! uou SO{» qv kﬁ» Ta(sym-)} = f(pys h]/a u(Sv Dy, Q&’ T? g) (4'128)

Moreover it follows from the objectivity principle that functions (4.128) are isotropic,
i.e.

{rp. tta. Sa. Q4. Qks. QTQ” ) = F(p,. Qhy. Qus. QD, Q. Q2,Q” . T, Qg)
(4.129)
are valid for any orthogonal tensor Q (cf. Rem. 8 in Chap. 3 and discussion under
(3.122)).

Note, that, as was shown by Miiller [16—18], the presence of density gradients in
a thermokinetic process is important for obtaining the classical thermodynamics of
mixtures. Models without h,,, called simple fluid mixtures give vast simplifications
of thermodynamics, e.g. partial free energies are independent of densities of other
constituents (cf. Sect.4.8), a simple gas mixture is reduced to the mixture of ideal
gases only [61]. These and other special cases will be discussed in Sect. 4.8.

In this book, we confine ourselves only to the special case of fluids mixture (4.128)
which is linear in vector and tensor variables.'> We denote it as the chemically react-
ing mixture of fluids with linear transport properties or simply the linear fluid mixture
[56, 57, 64, 65]. Then (see Appendix A.2) the scalar, vector and tensor isotropic func-
tions (4.129) linear in vectors and tensors (symmetrical or skew-symmetrical) have
the forms:

n
rp=ry + > rdub,  p=1.....n-1 (4.130)
y=I

(for non-reacting constituents coefficients réo), r}(gy) are identically zero),

n
uazuéo)—i—Zug’)trDy a=1,...,n (4.131)
y=1

13 For more complicated non-linear mixtures, even those non-fluid, see, e.g. [18, 60, 71, 72],
the thermodynamic relations are similar (local equilibrium is valid) but constitutive equations for
chemical reaction rates are not simplified as in the linear model here, cf. Sect.4.9.
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n
sa =50+ sPub,  a=1.....n (4.132)
y=I
n
fa=f0+D fPuD,  a=1.....n (4.133)
y=1

Constitutive equations (4.133) follow from definitions

fO =y _ 75©® (4.134)
9 =uy) — 15 (4.135)

and (4.131), (4.132), (4.86).
The remaining constitutive equations are (with the use of (4.88))

n—1 n
q=-kg— > Asus+ > x,hy (4.136)
6=1 y=1
n—1 n
kp =—£pg8— > vpsus+ > wpyh,  B=1.....n—1 (4.137)
§=1 y=1

n n
Ty = —pal+ Z;ay (trD,) 1+ Zznay D, a=1,....n (4138
y=I1 y=I1
All coefficients in these constitutive equations réo) , rgy), u® WP, 5O )

050), fofy), k, As, Xy, &8, Vs, @By, Pas Cay, Nay are functions of the scalars

T, p1,p2,...,pyonly(e.g. fogo) = féo)(T, py)). We note that linear dependence on
skew-symmetric tensors £2; does not exist because T, are symmetric (this is not the
case in mechanically polar constituents [27, 28]; cf. Rem. 9).

Of course this important reduction (known also as the “Curie principle” roughly
asserting that response of given tensor rank (scalar, vector and tensor) depends on
variables of the same tensor rank [2—4, 119, 120]) is valid only in this linear case
[12, 13]. The non-linear case is much more complicated [79, 121-123].

It remains to apply the principle of admissibility to our material model of linear
fluids mixture (cf. Sect. 3.6). According to the principle of admissibility [ 124] also the
entropy inequality (4.84) must be fulfilled in an arbitrary admissible thermodynamic
process. Such process is defined (cf. (3.145) and Sect. 3.6) by fields (4.120), (4.121),
by thermokinetic process (4.119) (where instead of motions yx it is sufficient to use
velocities v, as may be clear from the choice of independent variables in consti-
tutive equations (4.128) for our fluids mixture) and fields of r,, k, and calculable
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three components of each symmetrical T, which fulfil all balances (of mass (4.17),
(4.20), momentum (4.57), (4.63) and its moment (4.70) and energy (4.82)) in which
responses (4.120) are given by constitutive equations of the studied model, i.e. in our
case given by (4.130)—(4.133), (4.136)—(4.138).

The principle of admissibility demands also that reduced inequality (4.89) must be
fulfilled in any admissible thermodynamic process (because (4.89) was constructed
from all these balances, mainly those of energy and entropy inequality). Then, and
this is the main idea of Coleman and Noll [124], inserting constitutive equations of
the studied model into (4.89), the identical fulfilling of inequality obtained in this
way at any admissible thermodynamic process permits to obtain further properties
of the constitutive model (for this, it suffices to choose the thermodynamic processes
appropriately).

We perform this procedure in detail for our linear fluids mixture. First, we insert
the constitutive equations (4.130)—(4.133), (4.136)—(4.138) into reduced inequality
(4.89).

Quantities py £.2 or py £ in (see (4.133)) pu fu = P OSO)—FZV | Pa fa )trDy
are functions of 7 and p, only. Their derivatives, written as 0pq ];050) /
aT, 0py ADSV)/BT, 00y ?.50)/8,0},, B,owfogy)/ﬁ,oE (o, y,e =1,...,n), are used for cal-
culation of the first two members on the right-hand side of (4.89). We eliminate
0py /0t using the mass balances (4.17), (4.8), (4.123) and constitutive equations
(4.130) and we deduce the part of the result (4.139) containing these derivatives. A
further part is obtained using constitutive equations (4.130)—(4.133), (4.136)—(4.138)

in the remaining part of (4.89).
After laborious rearrangements, we obtain inequality (P is the dissipation,
cf.(2.11))

n

n—1 n 20
b=To=— |:Z(Z aﬁafa _ Z aﬁafa ) (0):| [Z apotfot + Z aséO)]
a=1

p=1 a=1 a=1 9pn

3pa fi = aaa L. dpafy
+Z|:p}/z 0o f (o) Z(Z O f _Z Pa f )réo)

)
y=1|  a=l B=1 a=1 a=1 OPn

n—1 n

p " apa fO L D
S e S L, 3 S |
n a=1

B=1 a=I o by
n n—1 #(0) n
pa [ dpp fg
+2 2 Z gy — b —wpy fughy — 3 (xa/Thhe g
bl o B % Py ot

B [Z 3pafol + Zpas ]Vn-g - Z [z 3p0!j0( =+ Z ,OO(S(V)] itl‘DV

a=l1 y=1 Lla=1

n n—1 n n
— z Z {pﬂféy)} ug.grad trD,, — z [Z pafogy)] vp.grad Dy, + (k/T)g2

y=1p=1 y=1 la=1

n—ln—1 © n—1 )\ﬁ 3,0ﬁ f-}éO) ©
+f§1 ;(Vﬂs — (1/2rg”8gs)us.ug +,sz—‘1 - +é — 7 PBSp | vpE
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n n-l g n o ay) n Fv)
+ Z Z |:Pe Z dP(;Za _ Z (Z pafa Zl 30;;3 )rl(ge)
a=

e=ly=1| a=1 B=1 \a=1 dop

- Pefe(y) + {eyi| trDetrD,y,

n n n—l1 n ap, f(y) apﬂj(y)
oJo
+ZZ(Znay)tr(DaDy)+Zz > Sy~ e [ "Dy (heup)
a=1y=1 e=1y=18=1 |a=1
n—1 n ap f(y) n n—1
B
—ZZ dTﬁ +pﬂv trDy, (ug.g) — zz (y)}u,zg Dy,
B=1ly=1 y=18=1
n n () f
—Z‘Z PoJa +Zpas(y)]trDy(vn.g)ZO (4.139)
y=1 La=1

where 8, is Kronecker delta (with §g, = O forall 8 =1, ..., n —1). According to
the admissibility principle, this inequality (4.139) (obtained from entropy inequality
(4.84) or reduced inequality (4.89) and from constitutive equations (4.130)—(4.133)
and (4.136)—(4.138)) must be fulfilled at any place in mixture x and instant ¢ with
arbitrary values of the following mutually independent quantities

o

T,py, D, hy, ug,g,D,, y=1,....,n;8=1,...,n—1 (4.140)
oT ouD,
o Br ,Vp,graduD, y =1, (4.141)

Namely, such values (4.140), (4.141) generate some admissible thermodynamic
process as follows (cf. analogical procedure for fluid model in Sect. 3.6):

Temperature and velocities fields of the thermokinetic process in place y and time
T are constructed by bounded expansion about chosen place* x and instant 7, i.e. as
(cf. (3.152), (3.153))

oT
Ty, D) =T+ @Dy =X+ (- 0)E —1) (4.142)

ij
vl (y. 1) = vl (x, 1) + (LY (x, ) (3 = x7) + (aaif(x, t)) (v —x))(x —1)

1oLy J— i)k — ik
+2(8x" (x,t))(y —xH" —x") (4.143)

where for values taken at x, t we choose v, =u, +v,,L, =(1/3)uD,1+ D,,

= (1/3)(%52%) 1 and 55 = (1/3)(%50%)8/*. This is motivated by (4.24), (4.6),
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(4.88) and choosing W,, = 0 ((4.139) is independent of W,,). These choices express
possible (4.142), (4.143) through independent quantities (4.140), (4.141).

The density fields of the thermokinetic process are given by solutions of differen-
tial equations (4.17) (assuming their existence; we follow [14, 15, 125]) using fields
of velocities (4.143) and constitutive equations (4.130) (r,, follows from (4.20)) with
the following initial conditions for density fields at chosen instant ¢

py(y, 1) = py (x,1) + (hy (x, 1)).(y — X) (4.144)

Therefore, mass balances (4.17), (4.20) are satisfied by such density fields.

It may be seen from this construction that any mutually independent choice of
quantities (4.140), (4.141) gives some thermokinetic process (4.119) fulfilling the
mass balances (4.17), (4.20). Using them in constitutive equations (4.130)—(4.133),
(4.136)—(4.138), we obtain responses (4.120) and ultimately we fulfil the balances
(4.58) and (4.82) by appropriate (4.121) (because these may be controlled from the
outside the mixture) and balances (4.63) by appropriate k,, (there is only n — 1
constitutive equations (4.137)); fulfilling (4.70) (and therefore trivially (4.75)) is
achieved by symmetric responses (4.138).

In this way, the admissible thermodynamic process may be obtained for any
(mutually independent) values (4.140), (4.141) (in any chosen place x and instant ¢)
and therefore it follows from the admissibility principle that (4.139) must be valid
at any such values of (4.140), (4.141).14

The same results as (4.139) and its validity at any independent values of (4.140),
(4.141) might be obtained directly by the method of Lagrange multipliers (see Appen-
dix. A.5 with example of simple thermoelastic fluid from Sect. 3.6).

From the latter formulation of the admissibility principle, we obtain the necessary
and sufficient validity of the following results concerning constitutive equations
(identically for all x and ¢ in mixture and for all values of fields p,,, T in it):

n 8,0 ~(0) n
o) o 0

> v +> pas? =0 (4.145)

a=1 a=1
) =0 (4.146)
s =0 (4.147)
g’ =0 (4.148)
Xy =0 (4.149)

14 The weak point of argument above is that the arbitrary b, influencing only the constituent o
is difficult to find (e.g. Coriolis force in i, (4.12) is specific on constituent « through v, but this
cannot be maintained arbitrarily [126]).
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>

a=1

A 7(0)
dpa fu 5. P8l
0py opy

= wp, (4.150)

wherea,y =1,...,n;8=1,...,n—1and

n—1 n 2(0) n 2(0)
00a fu 00 fu 0)
3 DI S

}3:1 dpp o 0pn

n n
Opofa
+Z< VZ a: — oy [V = p)tDy + D"ty DD,

a=1 a=1y=1

1
(vps — (1/2)rg 8ps)us.up + (k/ T)g?
5=1

+ Z Z(2nay)tr(D D,)+

a=1y=1 p=

A dpp f
+Z( Pt ep— ﬁ" pﬂsf;’))uﬂ.gzo 4.151)

n—1n—
1

Proof the sufficiency follows immediately and the necessity is proved, using mainly
Lemma A.5.1 from Appendix A.5, as follows. For any fixed choice of p,, T (such
fields of x, ¢ in (4.144), (4.142) may be chosen arbitrarily; repeating the follow-
ing procedures with other such choices and at any x, ¢ we obtain identical validity
of results noted above (4.145)) and zero choice of other quantities of (4.140) the
inequality (4.139) depends linearly on %—f or
dently arbitrary reals). Therefore, the coefficients at these quantities in (4.139) must
be identically zero to fulfil inequality (4.139) at all values of these quantities (coef-
ficients which, as the result will be zero, are denoted in (4.139) by curly brackets
and they will be discarded from it sequentially during the proof). From this (4.145)
follows and

(4.152)

S

n
DS paf =0 y=1....

Then, if we use (4.145) and (4.152), the inequality (4.139) depends linearly on grad
trD,, ; because ug is arbitrary we have

£ = B=1,....n—1 y=1,....n (4.153)

which in combination with (4.152) gives (4.146) (identical validity of these results
noted above (4.145) which is obtained by repeating procedures with other values
Py, T, give zero values of all derivatives of fy A" and therefore to eliminating them
from (4.139) in what follows). Further (4.139) is linear in hy; choosing g # o and
ug = o we obtain (4.149) and then by choice ug # o0, we have (4.150). In (4.139)
there is another linear member in 2C a +> choosing trD,, # 0 and using (4.146) we have
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n
Zpasy:o y=1,....n (4.154)
a=1

With (4.154), (4.145), (4.146) and choose g = o the last member in remaining
(4.139) is of the third order, i.e. it is necessary for (4.148) to be valid because oth-
erwise, when ug and trD,, are sufficiently great, this member determines the sign
of expression (4.139); see Lemma A.5.3 of Appendix A.5. By (4.154), (4.146) the
remaining third order member in (4.139) (with non-zero g) must be zero from the
analogous reason and we obtain s;}’/) = 0 which with (4.154) gives (4.147). Finally
using the results (4.145)—(4.150), we obtain inequality (4.151) from (4.139) and the
proof of results (4.145)—(4.151) is finished. Q.E.D.

By (4.135), (4.146), (4.147), there is also
ul? =0 a,y=1,....n (4.155)

and therefore constitutive equations for scalar quantities (4.130)—(4.133) are (here
and in the following we omit the index (0))

r(xZf(x(Taplspr--apn)Zfot(T»py) C{,y:l,...,n (4156)

For a = n this follows from those previous by balance (4.20). The last expression
in (4.156) is the usual shortened form (used, e.g. in (4.128) and in the following).
Similarly,

ug =g (T, py) o,y =1,....n (4.157)

Sa =585«(T,py) a,y=1,....n (4.158)

I
—_
3

fo=fuT.p)) ay (4.159)

Using definitions of total specific quantities (of mixture) (4.90), (4.91), (4.92) it then
follows (cf. (4.21), (4.22)) similarly

u=0a(T,py)). s=38T.p,), f=F(T, py) (4.160)

Now we define the specific chemical potential g, by'>

=00 =0u(T,py) o, y=1...,n (4.161)

15 Tn Sect.4.6 we shall see that this is the usual definition, cf. (4.194). Its density has a dimen-
sion of force; in some theories, using partial Eshelby tensors [88] as generalization of (4.161)
(cf. Rem. 38 in Chap. 3), the “configurational” or “material” forces are introduced instead
[127, 128].
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and define (recall above (4.156))

Apy = pa(Ge — fa) — P a=1,...,n (4.162)

Ag 3 f;
Vg = —+$ﬁ—pﬁa?—pﬁSﬁ p=1,...,n—1 (4.163)

Then we can write the results (4.145), (4.150) as

9
L (4.164)
ar +
)
gysﬂy—%fﬁ=wﬁy B=1.....n—1; y=1...n (4165

and instead of (4.136), using (4.149), we have the constitutive equation for the heat
flux

n
q=—kg— > rgug (4.166)

Constitutive equations (4.137), (4.138) are not changed. The remaining inequality
(4.151) may be written as

Z(Qﬂ —gnrpg + Z Apy Dy, + Z Z Cay Dy trD,,

a=1y=1

n—1n—1

+ Z Z 2ay rDaDy) + 3> (g5 — (1/2)rp8p)usug + (k) T)g>
a=1y=1 B=16=1
n—1

+ > Ypupg>0 (4.167)
B=1

This inequality may be written as the sum of two non-negative expressions

To =TI, + 1) > 0 (4.168)
n n n
M =To+ Y ApatDy + D > Lay ttDutrD, > 0 (4.169)
a=1 a=1y=1
n—1n—

1
M, = Z Z(znw)trmany) + D (vps — (1/2)rp8ps)usug + (k/T)g.g
B=

a=1y=1 16=1
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n—1
+ > Vpupg=0 (4.170)
p=1

where I is the dissipation (entropy production in fact) caused by chemical reactions

n—1
Mo =~ (g~ ga)rg >0 4.171)
p=1

Inequalities (4.169) and (4.171) follow from (4.168) due to independence of quan-
tities (4.140); note that Ap,, is generally non-zero, see below and cf. discussion of
(A.98) in Appendix A.5. To prove (4.170) we fix T and all p,, set trD,, = 0, then
(4.168) has the form: non-negative constant + real quadratic form >0. Transform-
ing this quadratic form into canonical form we can see that all its coefficients must
be non-negative (otherwise >0 is not fulfilled for some values of its variables) and
therefore this form must be positive semidefinite.

Now we define the molar chemical potential ji

fo=gaMy a=1,....n 4.172)

(where M,, is the molar mass (4.25)) and the vector of chemical potentials [i in the
mixture space I with Cartesian basis e*

n
f= Zp,a & (4.173)
a=1

This vector may be uniquely decomposed in the orthogonal subspaces V and W
(see Sect.4.2)

L=—-A+B, jielU, AeV, BeW, VIW, VeW=U (‘4174

The vector A is called a vector of chemical affinities

n—h
A=>"Arg, (4.175)
p=1

because, using (A.85), (4.40), (4.173)—(4.175), its components are the chemical
affinities AP of the p-th chemical reaction defined as [3, 4, 108, 129-131]

n
AP == u PP p=1,...n—h (4.176)
a=1
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with the usual convention about stoichiometric coefficients (Sect.4.2); see also Rem.

15 in Chap. 2 and (2.94) (because of simple reaction (2.73) the mass units were used

here) where the traditional definition of chemical affinity is discussed.
Decomposition (4.174); may be expressed in component form as

n—hn—h h
Ho=— D > APgpPi*+> B7S,q a=1.....n 4.177)
p=lg=1 o=1

which follow from e = fL.€% inserting (4. 174) and using (4.175), (A. 86), (4.40),
expression of B in the subspace W, namely B= ZO | B? fg, and (4.34). Cf. also
stoichiometry in Sect.4.2 and Appendix A.4.

The production of entropy by chemical reactions (4.171) may be written with
(4.20), (4.172), (4.173), (4.26), (4.33), (4.174), (4.36) using rates J, (4.43) and
affinities A” (4.175) of n — h independent chemical reactions as

n —h
Mo=— gata=—jid =AJ =) J,AP >0 (4.178)
a=1 p=

=

—

It should be stressed that because the vectors J and B lie in orthogonal subspaces,
cf. (4.41), (4.174), the product B.J vanishes and B does not appear in (4.178).
Consequently, theories of irreversible thermodynamics which try to find fluxes and
forces from the production of entropy overlook the dependence of reaction rate (flux)
on force B, see also (4.179) below.

Note, that reaction rates J, (see (4.45), (4.26)), similarly as rates r, (4.156),
(4.20), are functions (beside T') of p, and by the usual assumption of invertibility
(see the third regularity condition at the end of Sect.4.6) they may be expressed as
functions J, » of chemical potentials (see (4.161), (4.172))

Jp=Jp(T,0)) =JTp(T, ) = J,(T,B°,A")  y=1,....,n; o=1,....k;
p,r=1,....n—h 4.179)

The last function J, » may be defined by insertion of (4.177) into the previous one:
B, A may be looked upon as independent vectors in VW, V respectively which by
composition (4.174); gives some vector ji.

The last quadratic form in (4.169) must be also positive semidefinite

n n
DD Cuy ttDuttD, > 0 (4.180)
a=1y=1

This follows from (4.169) with (4.180) in the canonical form because this member of
second order determines ultimately the sign of the whole (4.169). From the positive
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semideﬁnity16 of quadratic forms (4.170) (such are also its two first quadratic forms
by independency of (4.140)) and (4.180) there follows the non-negativity of certain
determinants formed from their symmetrized matrices (e.g. symmetrized matrix of

(4.180) is [[(1/2)(Cay + Lyall) as, e.g.
k>0, Naa >0, $aa =0 a=1,....n (4.181)
vgg = (1/Drg B=1,....n—1 (4.182)

Relations (4.182) express the limitation of reaction rates by diffusion known in
chemical kinetics [132] (roughly, inversions of vgg are proportional to diffusion
coefficients, cf. Sect.4.10).

We note that whenever

Iy =0 (4.183)

it must be also
Apy =0 a=1,...,n (4.184)

as may be seen from (4.169), see (A.98) and Lemma A.5.4 from Appendix A.5.4.
Important examples are non-reacting mixtures where r, = 0 (4.15) (see Sect.4.8)
identically (by (4.178), (4.183), Lemma A.5.4, the (4.184) must be valid atany py, T')
and (chemically reacting) mixtures in chemical equilibrium where (4.183) is valid
at certain py, T giving, by Lemma A.5.4, Eq. (4.184) at these values (equilibrium
in fluids mixture will be discussed in Sect.4.7). Equation (4.184) is valid also in the
case when coefficients ¢y, are zero, e.g. in a mixture of monoatomic ideal gases
[133] or if we neglect viscosity phenomena completely.

As we shall see in the next Sect. 4.6, Ap, causes the difference between pressure
Pe 1n stress (4.138) and the pressure used in thermodynamic formulae (“thermody-
namic pressure”, see (4.186)), e.g. in chemical kinetics out of equilibrium.

To estimate Apy, we choose some values of T, p, and therefore some values
of Ilp, Apy, {u) are fixed. For simplicity, we assume that quadratic form (4.180)
is positive definite with elements ¢, of symmetrized matrix and denote by {;Vl
the elements of its inversion. Taking first derivative of I1; (4.169) (in arbitrary real
trD,, at chosen T, p, ) as zero we obtain the extremal values trD,, (in fact in mini-
mum because second derivatives of (4.169) form positive definite matrix of (4.180),
cf. [134, Sect.11.3-3]). Inserting this values into (4.169) (for which this inequality is
valid too) we obtain the following minimal values of IT;

n n
Mo — (1/4) DD ¢ar) ApaApy = 0 (4.185)
a=1y=1

16 From this generally does not follow the symmetry of its coefficients. The skew-symmetric part of
these coefficients disappears and to obtain them as zero we must add the new assumptions, namely
Onsager reciprocity, cf. Sect.4.10, Rem. 31.
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valid for chosen T', p, (and therefore similarly for other values). This inequality may
be used for the estimation of values Ap, if we know volume viscosity coefficients
and entropy production by chemical reactions.!”

Summary. This section began with a short description of the application of prin-
ciples of rational thermodynamics on mixtures. Then the principal model of our
book—the mixture of fluids with linear transport properties—was defined generally
by the linearization of constitutive equations (for fluids) in vector and tensor variables
see (4.130)—(4.133), (4.136)—(4.138). The general forms were then modified and sim-
plified by the admissibility principle. The final forms are given by (4.156)—(4.160)
and (4.166); the constitutive equations (4.137) and (4.138) remained unchanged. The
final form of entropy inequality is seen in (4.167) and can be separated into several
relatively independent parts the most important of which is the part representing the
entropy production by chemical reactions—(4.171) or in modified form (4.178). The
entropy inequality put also the restrictions on transport coefficients, (4.181), and on
reaction rates coupled with diffusion, (4.182). Note also the definition of (specific)
chemical potential (4.161) and the decomposition of its molar counterpart into affini-
ties (4.177). All this enables to formulate the reaction rates as functions of various
sets of independent variables (4.179) though the necessary regularity conditions are
given in the following sections only.

4.6 Thermodynamic Relationships in the Linear Fluid Mixture

We now deduce basic thermodynamic properties of the mixture of fluids with linear
transport properties discussed in Sect.4.5. Among others, we show that Gibbs equa-
tions and (equilibrium) thermodynamic relationships in such mixtures are valid also
in any non-equilibrium process including chemical reactions (i.e. local equilibrium
is proved in this model) [56, 59, 64, 65, 79, 138].

Besides the definitions (4.21), (4.22), (4.90)—(4.92), (4.161)—(4.163), we define
the partial thermodynamic pressure Py and the total thermodynamic pressure P of
mixture

17 Though our model excludes by (4.120) influence of trD,, on chemical reaction rate (usually
discussed in classical linear non-equilibrium thermodynamics [3]) this influence remains indirect
through the volume viscosity coefficients as may be seen from (4.185). We can estimate the (whole)
pressure difference Ap for (chemical) reaction of hydrogen nuclear isomers p —H, (1) to o —Hj (2)
at 650 °C, 100 torr in which the rate is J = 1.52 x 10~>mol/m?s at halftime 450 s [135]. Because
of similarity of both isomers we take Ap; = Ap> = Ap/2 (cf. (4.186), (4.187)) and as ¢y (those
which are diagonal; the remaining are neglected) we can take approximate volume viscosity ¢ of
pure H, for both isomers (estimated by ¢ = 327 from usual viscosity n = 1.9 x 107> kg/m.s of
pure Hy [136]). Affinity A in halftime (the same concentrations of isomers) may be calculated by
A = RTInK where the equilibrium constant is K = 3 [137], cf. (4.479), (4.481) and (b) from
Rem. 28. Resulting Ap, calculated from (Ap)2 < 8¢JA (which is (4.185) with (4.178) in this
example), is not greater then 0.25 Pa; unfortunately, for more realistic cases, we have difficulties in
knowing the values of ¢y, .
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Py =pa+Apy a=1,....n (4.186)
n
P = Z P, (4.187)
a=1
the partial volume v, the partial enthalpy hy (¢ =1, ..., n)
Vg = Py/(pa P) (4.188)
he = Uy + Py (4.189)

and the total specific enthalpy h, volume v and free enthalpy (Gibbs energy) g of
mixture

n
h = Z woh (4.190)
a=1
n
V= wevy (4.191)
a=1

(the same symbol used in dv in integrals, like (4.14), has another sense, cf. (3.199)),

n
9= Waga (4.192)
a=1

All these quantities are functions of 7', p1, ... p, only.
By (4.186) and (4.162)
Py = po(go — far) (4.193)

and P,, P play the role of pressures in the following thermodynamic relationships
although P, are generally different from “real pressures” p, (cf. (4.138) and (4.186)).
But when (4.184) is valid (e.g. chemical equilibrium or non-reacting mixture) both
pressures are the same (cf. end of Sect.4.5 and Rem. 17).

From (4.186)—(4.193), (4.21)—(4.23), (4.90)—(4.93), (4.161), (4.86) it may be
obtained

9o = fa+Pvy a=1,....n (4.194)
v=1/p (4.195)

n
D pava =1 (4.196)

a=1

f=u—Ts (4.197)
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g=[f+Pv

h=u+ Pv

P 3 oy
a=z,0a,0ya— a=1,...,n
y=1 Po

From all these relations, the Gibbs equations may be obtained

n
d(pf) = —psdT + 3 gu dpa

a=l1

d(pu) =T d(ps) + D gu dpa

a=1

n—1

du=Tds— Pdv+ > (g5 — gn) dwp
p=1

n—1

df = —sdT — Pdv+ D (gp — gn) dup
p=I

n—1

dh =T ds +vdP + > (g5 — g) duwp
p=I

n—1

dg = —sdT +vdP + > (g5 — gn) dwy
p=i

(4.198)

(4.199)

(4.200)

(4.201)

(4.202)

(4.203)

(4.204)

(4.205)

(4.206)

Because all these quantities are fields (i.e. functions of x, #), we can use these equa-
tions with the time and space derivatives (gradients) instead of differentials (cf. below

(3.199)).

From (4.206) and (4.192), the Gibbs-Duhem equation may be obtained

n
—sdT+vdP—Zwadga=0

a=1

(4.207)

We can also deduce the following relationships from (4.165), (4.193), (4.187),

(4.207), (4.22), (4.195), (4.92), (4.164)
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; .
df
> wpy dpy = dPy _pﬁdgﬂ+pﬁa—7’?dT B=1,....n—1  (4.208)
y=I
n—1 n afn
Z Zwﬂy dp, = —dP, + p, dgs — pn o7 dr (4.209)
p=1y=1

We denote by y, all specific partial thermodynamic quantities of constituents and
by y corresponding specific fotal (or for mixture) thermodynamic quantities:

yOlZuOta Sas fola ga’ Vo hou (x:lv'--an

y=u,s, f, g, v, h (4.210)

Relations (4.90), (4.91), (4.92), (4.190), (4.191), (4.192), may be written as

n
Y= WaYe 4211
a=1
y =T, py) (4.212)
Yo =3a(T,py) o,y =1,....n (4.213)
Besides the independent variables T, p1, ..., p,, variables T, P, wy, ..., W,—1

are often used in classical thermochemistry (as well as their molar analogues, cf.
(4.288) below). To obtain this change of variables we take (using (4.195), (4.22),
(4.23))

n—1

P =P(T,py) = P(T,wi/v,....wa1/v, (1= wp)/v)
p=1
= P(T,v,wi, ..., wa_1) (4.214)
and assume the existence of an inversion of P (4.214) for volume

v=3(T, P, wi, ..., Wa1) (4.215)

(such assumption is fulfilled in the usual stable mixture where (4.358) is valid, see
Sect.4.7).

The arbitrary function of T, p1, ..., py, may be transformed analogously as
(4.214) and using (4.215) we obtain functions of 7, P, wy, ..., w,— denoted by
the tilde and written shortlyas (e = 1,...,n;8=1,...,n— 1)

Yo = You(T, P, wp) (4.216)
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y=y(T, P, wgp) (4.217)

Therefore, the classical relations of thermochemistry were obtained. Especially, the
Gibbs equations (4.201)—(4.206) are valid in arbitrary process in this chemically
reacting mixture of fluids with linear transport properties, i.e. the principle of local
equilibrium is valid in this mixture. But we show in the following relations that this
accord with classical thermochemistry (e.g. [138] ) is not quite identical: indeed, if
we differentiate (4.211) and use (4.22), (4.23) we obtain

05 05w
— vy =1.....n—1 4218
dwy ~ VPt Z waawﬂ B n (4.218)

and comparing the differentials from (4.211) and (4.217) and use (4.218) we obtain

n—1 n

ay 9y,
S7 AT+ LA Zwa dyg +,;Z;wa L dwg =0 (4.219)
o

We can see that these relations (4.218), (4.219) are in accord with classical thermo-
chemistry if the sum in the right hand side of (4.218) is zero (which is known as
(generalized) Gibbs-Duhem equation) for all y, (4.210). Exceptions are chemical
potentials g, and specific Gibbs energy ¢ as may be seen from (4.206) and (4.217)
a9
—=g5—9« B=1...,n—-1 (4.220)
dwg

i.e. for chemical potentials the Gibbs-Duhem equations are valid

n

e
> we Ja _0 B=1,....n—1 (4.221)
dwg

a=1

But we show now that validity of relations similar to (4.220), (4.221) (Gibbs-
Duhem equations) may be achieved even for remaining y,, y (4.210) and therefore
the complete accord with classical thermodynamics of mixtures will be obtained
(specifically, e.g. classical expressions (4.266), (4.267) will be valid).

For this, we use the mixture invariance discussed in Sect.4.4 in the following
programme with two Propositions (defined more precisely below):

e Proposition 23.1 gives by mixture invariance the equivalent description of linear
fluid mixture (i.e. all constitutive equations and their properties from Sect.4.5
remains valid) even with new “primed” quantities (introduced similarly as in
Sect. 4.4) with arbitrary functions (4.222), (4.223) below (instead of arbitrary quan-
tities (4.103)).

e All remaining hitherto obtained results of Sects.4.5 and 4.6 of the linear fluid
mixture will be shown to be valid also for primed quantities,



4.6 Thermodynamic Relationships in the Linear Fluid Mixture 189

e Proposition 23.2 achieves (by appropriate choice of functions (4.222), (4.223),
namely (4.257)) the (still absenting) validity of Gibbs-Duhem equations for all
Yo, ¥ (4.210).

e All these results then give the complete accord of thermodynamic relations with
classical thermodynamics of mixtures.

Recall that the mixture invariance described in Sect.4.4 means that all bal-
ances (4.95)—(4.102) remain valid with primed quantities defined by transforma-
tions (4.108)—(4.113). But here we proceed further: with functions (4.222), (4.223)
instead of (4.103), the Eqgs. (4.108)—(4.112) permit the formulation of linear con-
stitutive equations with primed quantities by constitutive principles analogously'®
as in Sect.4.5. Remaining parts of Sects.4.5 and 4.6 will be done with analogous
(but primed) definitions keeping the rule that the definitions themselves are mixture
invariant (cf. above (4.114)). Procedure and description will be similar as in Sect. 4.4.
Quantities or expressions which do not change by using (4.108)—(4.113) we denote
as mixture invariant, e.g. quantities (4.113). For simplicity, we use the primes for
mixture invariant quantities rather exceptionally.

Proposition 23.1 (equivalent description of linear fluid mixture with primed quan-
tities). Assuming some a priori unprimed quantities uy, Sy, Ty, Ky, q and some fur-
ther (4.108)—(4.113) used in balances (4.95)—(4.102), we choose for the quantities
(4.103) the following arbitrary (but differentiable) functions of (mixture invariant,
see (4.113)) T and all p,,

o =8u(T,py) a,y=1,...,n (4.222)
Ne =0a(T,py) a,y=1,...,n (4.223)

having the dimension of energy and entropy respectively, which fulfil (4.104) and
(4.105) identically (for all 7', p, ). These functions may be written as

ta=Cu(T.py) ayy=1,....n (4.224)

fulfilling identically (i.e. for all T, p,)

n
> puta =0 (4.225)
a=1
together with primed (specific) partial thermodynamic quantities y,, = u,,, si,, fa-
Gup» Vs, hY, defined as
Vo =Yat+la a=1,....n (4.226)

where

18 This may be generalized also for non-linear models but then it seems plausible to give up the
(principle of) equipresence [59, 60, 72, 114].
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CO( = Eu Na, Pa 07 _wa/P7 Tnoz (4227)

corresponding to the original y, = uy, Se, fu> Ju> Vas e, respectively. Here the
following definition was used:

Yo =€ —Tne=0¢u(T,p)) a=1,...,n (4.228)

Besides gy, also the total thermodynamic pressure P = P’ is mixture invariant
in (4.227), for which P’ = 3! _, P, (see (4.187)), with partial thermodynamic
(primed) pressure obtainable from P, (4.186) by transformation

P, =Py —poa a=1,...,n (4.229)

Total thermodynamic primed quantities y’ are defined with (4.226) as (cf. (4.210),
4.211))

n
y = Z WYy = (4.230)
a=1

and they are mixture invariant (cf. (4.116)).

Transforming original unprimed quantities according (4.108)—(4.118) to corre-
sponding primed quantities using some functions (4.222), (4.223), the resulting
form of constitutive equations and their properties for primed quantities remains
(cf. (4.157)—(4.159), (4.166), (4.137), (4.138))

uy =io(T, py) + Ea(T, py) = i1y (T, py) a,y=1,....n (4.231)
Sy =38a(T, py) +0a(T, py) =5,(T,py) a,y=1,...,n (4.232)
fo= foa(T.py) + @a(T. py) = fi(T.py) ey =1,....n (4.233)
n—1
q =—kg— D Myug (4.234)
p=1
n—1 n
Ky = —£p8— D vgsus+ D wp by,  p=1,....n—1 (4.235)
=1 y=1

n n
T, =—pyl+ D Laoy@D)1+ > 20, D,  a=1....n (4236
y=1 y=1

where primed quantities in their right-hand sides are transformed as
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)‘:3 =g+ ppTng (4.237)
09
& =&+ ppot (4.238)
o = oy, — P89 (4.239)
By By dpy )
P(/x = Pa — PaPu (4.240)

Coefficients k, vgs, Luy , Ny are mixture invariant. The remaining constitutive equa-
tions for reacting rates (4.156) are the same, because they contain the mixture invari-
ant quantities only.

Chemical potentials g, (4.161) are mixture invariant as well as quantities Ap,
(4.162), g (4.163). Therefore resulting expressions (4.164), (4.167)—(4.171) are
the same, i.e. I[1p, [y, [1, o are mixture invariant in these inequalities. The result
(4.165) is

dpp f
apﬂ:“’%y B=1,...n—Ly=1...n (4.241)
14

Gy Sy —

Proof Results follows by appropriate construction of constitutive equations and
their properties (as in Sect.4.5, i.e. starting with (4.128)) for primed quantities here
proposed (i.e. as in Sect.4.4):

Relations (4.226), (4.225) and mixture invariance (4.230) follow directly for
y = u, s as in Sect. 4.4 using (4.222), (4.223) instead of (4.103) (cf. (4.108), (4.109),
(4.104), (4.105), (4.90), (4.91), (4.116)). For y = f, these relations and mixture
invariance (4.230) then follow from definition (4.86) with primed quantities (defin-
ition formulae are mixture invariant) f, = u,, — T's,, (cf. (4.106), (4.114), (4.107),
(4.115), (4.116)). For the remaining y = g, v, h these will be shown below.

Deduction of (4.231), (4.232), (4.233) follows from (4.108), (4.109), (4.114)

inserting (4.131), (4.132), (4.133) and using v = v + ¢, (for y = u, s, f

)

respectively) leaving their remaining parts y,”~ mixture invariant (because such are

rg we leave mixture invariant all parts of (4.130)); that yéy) = 0 will be shown below.
To obtain (4.234) we insert (4.136) into (4.118) and leaving here k, x,, mixture
invariant while we choose (4.237) (this follows from members linear in diffusion

velocities (4.24)); we have

n—1 n
q =—kg— > Mug+ > x/h, (4.242)
=1 y=1

(zero value of y,, is shown below).
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To obtain constitutive equations (4.235), we insert (4.137) into (4.111); here

grad(pgppg) = pp %iTﬂg + Z;ﬁ:l agifﬁ h, by (4.224) and therefore we choose
(4.238), (4.239) leaving vgs mixture invariant.

Ultimately constitutive equations (4.236) follow inserting (4.138) into (4.110)
leaving viscosities ¢4y , ¢, mixture invariant; therefore (4.240) follows for mixture
non-invariant partial pressures p.

Now, the proof of the final form of (4.231)—(4.236) will be given noting that con-
stitutive equations obtained so far for primed quantities rj, ul,, s, fu.q’, k};, T,
have the same form as (4.130)—(4.133), (4.136)—(4.138). Similarly, reduced inequal-
ity with these primed quantities has the form (4.89) because this was obtained from
an invariant form of balances (4.95)—(4.102) (cf. property of mixture invariance
of balances in Sect.4.4). Therefore, the great inequality may be constructed with
primed quantities but otherwise is the same as (4.139), and because the arguments
of the admissibility principle may be again used here analogously, all the results in
Sect.4.5 may be obtained also for primed quantities. Namely, zero results (4.146)—
(4.149) are valid in accord with the assumed mixture invariance of all quantities here

(see above and (4.113)), and the results (4.150), (4.151), (4.145) are valid with the
corresponding primed quantities y (4.237), (4.238), (4.239), (4.240). Therefore,
constitutive equations (4.231), (4.232), (4.233) are obtained as analogues of (4.157),
(4.158),(4.159) for primed quantities; the primed constitutive equation (4.156) is
trivial by mixture invariance of rates rg.

From mixture invariance (4.230) of y = u, s, f (noted at the beginning of proof),
the mixture invariance of result (4.164) also follows (in accord with that of (4.145)).
By the same arguments, we can see that chemical potentials g, (4.161) are mixture
invariant and therefore ¢, = O for this y, = g, as we have noted in (4.227).

By zero value (4.149), we obtain from (4.242) constitutive equation for (primed)
heat flux (4.234) (cf. (4.166)) and from (4.150) for primed quantities and chemical
potential we obtain (4.241). With its original form (4.165) and (4.226), we obtain
the transformation (4.239) again.

Definitions Ap), (4.162), ¢ é (4.163) for primed quantities are now mixture invari-
ant because of (4.226) (for f,, sq), (4.240), (4.237), (4.238) and the mixture invari-
ance of gy

Aply = PGl — f4) = Py = Paga — Pa(fu + @) — (Pa — PaPa) = Apa
99 A fp +p)
ar PP ot

4

O =2, /T + &5 — pl f/3_ 1 /T

B="p B~ Ppypr — PpSp="p/T +prpnp+&p+rp
—pplsg +np) = Vg

Finally it follows that o, T, 11, [T are mixture invariant because all expressions
for entropy productions are obtained for primed quantities are the same as (4.167)—
(4.171) and contain the mixture invariant quantities only (see (4.113) and below, see
also definitions (4.124), (4.88)).
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Primed thermodynamic pressures are defined now, instead of (4.186), (4.187) (we
recall that form of definitions is mixture invariant), as

P,=p,+Ap, a=1,....n (4.243)
n

P = z P (4.244)
a=1

These definitions give, by mixture invariance of Ap, above and (4.240) for p,, the
transformation (4.229) for partial thermodynamic pressures and mixture invariance
of total thermodynamic pressure P’ = P (see (4.244), (4.229), (4.225) (cf. (4.107)).

It remains to show ¢y (4.227) for y = v, h. Definitions of partial volumes (4.188)

and enthalpies (4.189) for primed quantities are now (¢« = 1, ..., n)
Vg = Py /(0o P') = (Po — pape)/ (0o P) = Vo — @u/ P (4.245)
hl, =u, + PV, =uy +eq + P(Vag — @a/P) = hg + Tty (4.246)

where transformations follow by (4.229), (4.228) and (4.226), (4.227) for uy (cf.
(4.108), (4.106), (4.113)). These give the remaining values of ¢y in (4.227). The
mixture invariance of corresponding (and in fact also all) total thermodynamic
(primed) quantities y’ (4.230) follows from (4.225) (cf. (4.116), (4.90), (4.190),
(4.191), (4.192), (4.211)), namely

n n n
Y= wayy =D waYa+ (1/p) D pata =y (4.247)
a=1

a=1 a=1
QED.

According to our programme (see below (4.221)), it has been shown that all
hitherto obtained results of Sects. 4.5 and 4.6 of a linear fluid mixture are valid for
primed quantities (or to be the same for mixture invariant quantities). We show such
validity for the remaining results.

Because molar masses and stoichiometric coefficients may be considered as mix-
ture invariant, it is obvious that molar chemical potentials (4.172) and chemical
affinities (4.176) are mixture invariant. Obviously, also the properties from the end of
Sect. 4.5, (4.180)—(4.182) remain valid, including also special cases (4.183), (4.184).

To show it for the remaining formulae and quantities from Sect.4.6 we use the
primed quantities from Proposition 23.1 in the definitions. Some of them are valid
trivially by the mixture invariance of the quantities in them (like Gibbs equations
(4.201)—(4.206), (4.207), (4.195), (4.197)—(4.199) etc.), others, like (4.193), (4.194),
(4.196), may be easily verified by previous results; we do it here with (4.200), (4.208),
(4.209):

The validity of (4.200) for primed quantities follows because
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n

i df) Sy +¢y)

Y Y Y

P,=> p&p’yw= > papy ———=
y=1 o

- 9P
Py 21 Py Py -
=Py +Z)00u0ya = Py + pa V _Z Ol(p)/a O
y= 1 o CU
=Py — Patu

where (4.225) were used and this is indeed (4.229).
Inserting from (4.239), (4.229), (4.233) into (4.208) we have

. 3(0/3%3)
) v +
; ﬂy Z

y=I1

pﬂfﬂdT _ Bonlp 4y

=dP, +d — ppd
g + d(ppep) — ppdgs + aT o

Calculating d(pggg) with function (4.228) and using the mixture invariance of
Jos Pus T we obtain (4.208) in primed quantities:

A

/

/ / B — — 4.24
J/Ela)ﬁyd,oy_dPﬁ pﬁdg,g—i—pﬁa d7 B=1,....,.n—1 (4.248)

Similarly, inserting (4.239), (4.229), (4.233) into (4.209) we have

n n—1 n

1
dppP pn fy
Zwﬂydpy+zz '3 ﬁd py == AP} — d(pug) + pu dgy — =1 dT
p=1y=1 p=1y=1

n—

000 Pn
oT

+ dr

which with (4.225) (for ¢, = @y ) gives (4.209) in primed quantities:

n—1 n »
ZZ ' dp, = —dP/ d af"d 4.24

wg, dpy = —dP, + P gn_pnaT T (4.249)
p=1y=1

A change of independent variables from mixture invariant T, o), to mixture
invariant T, P, wg, may be done also for primed quantities, specifically for (4.224)
o = ZQ(T, P, wg) and therefore (4.216) is valid also for primed partial thermody-
namic quantities y,, (see (4.226))

Yo = 3a(T, P, wg) + Lo(T, Pywp) = 3,(T, P,wg) a=1,....n (4.250)
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Relation (4.217) is valid for primed quantities
Y =3 (T, P,wg) =y =3(T, P, wp) (4.251)

because of the mixture invariance of all quantities. Inserting from these results into
(4.218) we have

0%4
dwg

9y’
dwg

(4.252)

o

n ~

ay!

— v v/ o
=Yg —%p yn+§n+aZ_lw"aw “~

But identity (4.225) (divided by p) Zgzl wqely = 0 may be understood as a
function of T', P, wg (see (4.23)) equal to zero identically; its derivative is therefore
also zero

a
9 X Wala _ B=1,....n—1 (4.253)
dwg

and from (4.253) it follows

n —1

Zw 82(1 . azg:l wc{g‘a _i 3wa z 3wn aw}’l
O‘aw,g 3w/3 o — 3u)}3 8w,3

01— X0 wy)
dwg

_gﬂ —&n = _Cﬂ + &n

Therefore inserting this in the previous Eq. (4.252), we obtain (4.218) in primed

quantities
n

0y 0y _ 9y

=y, — = 4.254

awﬂ yﬁ n +zwa awlg 3w'3 ( )
a=1

which may be obtained also by differentiation of (4.230). Using (4.254) and dif-
ferentials from (4.230), (4.251) analogously as in deduction (4.219) we obtain its
analogue in primed quantities

n—1 n

g—;dT—l——dP Zwadya—l—ZZwa

B=la=I1

=0 (4.255)

Ultimately (4.220) and Gibbs-Duhem equations (4.221) for chemical potentials
remain unchanged because of their mixture invariance. Again, Gibbs-Duhem equa-
tions for all primed y,, (i.e. zero value of the sum in (4.254)) are not generally valid.

All the results with primed quantities (including those in Proposition 23.1) starting
with arbitrary functions (4.222), (4.223) therefore fulfil all results of mixture model
achieved in Sect.4.2-4.6.
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From a physical point of view, it seems that measurable quantities are mixture
invariant (cf. end of Sect. 4.4). Such are the properties of mixture like y, T (see (4.94),
(4.236), (4.240), (4.225)) but also the chemical potentials g,. Note that also heat flux
is transformed as (4.118) (with functions (4.223)) and therefore heat flux is mixture
invariant in a non-diffusing mixture (all ug = o) in accord with its measurability.
But heat flux is mixture non-invariant in a diffusing mixture, consistently with our
expectation of difficulties in surface exchange (of masses) of different constituents
with different velocities together with heat. We note that all formulations of heat flux
used in linear irreversible thermodynamics [1-4, 120] (cf. Rems. 11 in this chapter,
14 in Chap. 2) are contained (by arbitrariness of 74) in expression (4.118) for heat
flux in a diffusing mixture.

Now we are ready to start the last part of our programme (outlined below (4.221)):
by the following Proposition 23.2 we achieve the Gibbs-Duhem equations for all
primed quantities y,, because then, as we shall see, we obtain the complete accord
of thermodynamic properties with classical thermodynamics of mixtures.

Proposition 23.2 (general validity of Gibbs-Duhem equations [56, 59, 139]). For
every partial thermodynamic quantity y, (4.210) of linear fluid mixture which may
be expressed by (4.216) as yo = Yo (T, P, wg) there are corresponding primed quan-
tities (4.226), expressible as y,, = 3, (T, P, wg) (4.250), introduced and satisfying
hypotheses of Proposition 23.1 which fulfil the Gibbs-Duhem equations

n 9%/
Swent =0 p=1,...n-1 (4.256)

Proof We begin (as in Proposition 23.1) with some y, = uqy, s, which may be
expressed by (4.216) as y, = yo(T, P, wg). Based on them we now propose the
primed quantities y,, = u,,, s, by (4.250) where for functions ;a(T P,wg), y =
€a, Na, We choose the following special functions based on starting y (T, P, wg)
(we follow [59, Teor. 8.1, choice (8.36)]; another version is in [56, 139])

n— n

1
Zwﬂwy

s vt 3w/3

Zwy—+§n §=1,....n—1 (4.257)

This choice should have the basic property (4.225). Indeed

n n—1
Zpaé‘a = ZP(SQ + Pnn
a=1 5=1
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n—1 n

ay
—pZZwawy3—+pra¢n+pwncn= —p&n + Pty =0
s=1y=1
(4.258)

The relations (4.257) are then also valid for the remaining y, = fu, 9o Vo, Aa
because the corresponding ¢, are combinations of ey, 14, see (4.227) (for g, trivially,
see (4.221)). Indeed, by (4.257) for y, = uy, o, wWe have for y, = f, by (4.86)

af, ou a5
fy _ Oy 85 (4.259)
3u)5 ng 3w5

which inserting into the right-hand side of (4.257); gives by (4.106)

n—1 n

—Zzwﬂwyaw =6y — Ty = ¢ (4.260)
B=1y=1

Similarly, inserting into r.h.s. of (4.257), we have by (4.106)
Zwy—+¢n =¢e—&n—TMs —Mp) +¢n = s (4.261)

The Gibbs-Duhem equation (4.221) gives ¢y = 0 for (4.257) with y, = g4 (Where
o = 4, n) Inserting here from (4.194) we have by (4.260), (4.261) 0 = ¢, —

P Z Zy | wﬁwya . which is (4.257)1 (for yo = vg) with ¢, = <pn/P and

(inserting (4. 194) into (4.257); for yy = g4) 0 = Z _ Wy gfg + P z -1 wy awﬁ

i.e. Z — Wy 5 3w5 = —@s/P + ¢,/ P from which {5 = —gs/P; therefore result
(4.257) follows for yu = vg.

Ultimately, we obtain by inserting (4.189) in the right hand side of (4.257) for
Yo = hg using (4.257) for y, = uy, vy and (4.106)

n—1 n

-> > wﬁwy =&n+ P(—¢u/P) =Ty
B=1y—1
n

dh
D>y gL T =5 = &0+ P/ P+ a/P) o+ Ty = T

which is for y, = hy (4.227) and therefore (4.257).

Now we use the proposed choice (4.257) to show that partial thermodynamic
quantities y,, (4.250) with ¢, given by (4.257) fulfil Gibbs-Duhem equations (4.256)
for all of them (and not for chemical potentials only). Indeed, by (4.250) with (4.257)
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we have
n

ENA - a5y - az,
Zwaay“ :Zwaay"‘ +Zw°‘a o (4.262)
a=1 Wwe a=1 Wwe a=1 wp
Using identity (4.253) with (4.23), (4.257),

n > n—1 n—1
08 dws a(l — 25—1 ws)
0= — =

az_;w“aw +Z§38w o dwg Z

DTSN

Inserting this into (4.262) we obtain (4.256)

n

a~/
Zwa Yo _ B=1,...,n—1
awﬂ

a=1

i.e. Gibbs-Duhem equation (4.256) are valid for all such y,,. Q.E.D.

Therefore, for such primed thermodynamic quantities, we have not only all the
results of our theory of primed thermodynamic quantities but also the Gibbs-Duhem
equations for all of them are valid.

In the following, we will assume that such primed thermodynamic quantities were
achieved and hereafter we do not use the prime to denote these quantities. Therefore,
all results of Sects. 4.2—4.6 (up to (4.217)) are valid but moreover also Gibbs-Duhem
equations are valid for all partial thermodynamic quantities (i.e. (4.256) written
without primes)

9
S wett =0 p=1l...n—1 (4.263)
dwg

a=1

As a result of the validity of (4.263), we obtain from (4.218), (4.219) (in fact
(4.254), (4.255) without primes) for all y, another form of Gibbs-Duhem equations

ﬁ a7+ —dP Zwa dyy =0 (4.264)
and .

—y=y/3—yn B=1,...,.n—1 (4.265)

awﬁ

Moreover, from (4.265), (4.206), (4.211) we obtain the classical relationships (for
them the general Gibbs-Duhem equation (4.263) are necessary)
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)
%z_sa a=1,....n (4.266)
)

%:va a=1,....n (4.267)

Indeed, to prove (4.266), we obtain from Gibbs equation (4.206) and Gibbs-
Duhem Eq. (4.263)
(9 — Gn) as

T :_awﬁ =—(@g—sp) B=1,...,n—1 (4.268)

From Gibbs equation (4.206) it follows also dg/0T = —s which with (4.211), (4.23)
gives

—1 ~ -1 ~ — ~ ~
g wedp + (=252 wpddn) S (G — Gn) agn
= >y I zwasa

oT oT
n—1
= — Zwﬁ(s5 — Sp) — Sy
B=1

Because of (4. 268) we obtam (4.266) for ¢« = n and therefore also (4.266) for
remaining B =1,...,n —

Proof of (4.267) may be peformed quite analogously (using differentiation accord-
ing to pressure instead of temperature).

Results (4.265) and (4.211) permit to obtain partial specific thermodynamic quan-
tities y,, (fulfilling Gibbs-Duhem equations (4.263) of course) from specific thermo-
dynamic quantities y = y(T', P, wg) of the mixture (measurable in accord with their
mixture invariance) and their dependence on composition wg as follows

Vn=y— Z wp—— awﬂ (4.269)
9y

Vo=t — B=1,...,n—1 (4.270)
dwg

While (4.270) is (4.265), Eq. (4.269) follows by multiplication of (4.270) with wg,
by summation through 8 = 1, ..., n — 1 and using (4.23), (4.211).

Ultimately we note that using functions (4.213) (see (4.216), (4.214), (4.21),
(4.22)), we have

n
9a = Ga(T. P.wp) = Go(T. P(T. py). pp/ D py) = Gu(T.p,) (4271
y=1
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Therefore 0gy /0T = 0gy/0T + (Bga/BP)(Bﬁ/BT) and this gives by (4.266),
(4.267), (4.194)
33 AP 3fy  ODy
—Sq=— —Vg—=—>+P— =1,..., 4.272
=9 T%ar Tar T lar ¢ ! (4-272)
Therefore, a relation analogical to (4.164) for partial f, does not follow (but this is
possible in special cases, see (4.426)).

Analogues of (4.269), (4.270) for expressing the partial specific quantities through
mixture properties in independent variables temperature and densities (4.213) are

e for partial specific volumes vy
aP 5 9P
Ve = (7—)/ Py a=1,...,n (4.273)
“ 9P VZ=1 4 dpy

where P = I3(T, py) is the (whole) thermodynamic pressure as the function of
temperature and densities of all constituents.
e for remaining thermodynamic partial specific quantities y, = Uy, So»> fa» Ao Gu

93 SPEL;
Ya=y+p|l—— v D py— ] a=1...n (4.274)

where v, is given by (4.273) and the specific thermodynamic quantities of the
mixture y = (7, py) = u, s, f, h, g are functions of temperature and densities
of all constituents.

We prove (4.273), (4.274) using (4.269), (4.270) calculating 0y /dwg appropri-
ately. With (4.215), definition p (4.214), (4.195) we have

Eh ap P P
_8w :——aw /%:(a—a) Zpyap B=1,....,.n—1
p p s = Oy
(4.275)
because
=-f Zp)’ 9
y=1 Py
ap ap P g1 |
S =P — =P =1..n—
dws " Ipp  Ipn
Similarly, for the remaining y = u,s, f, h,g, we can define functions y =

(T, v, wg) by
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1=>% " w
A A wi Wy—1 1/3 .
y=3(T.py) = (T~ f )= F(T, v, wp, s Wy 1)

= (T, 5(T, P, wg), wg) = 5(T, P, wg) (4.276)

From this we obtain analogously

a5y y 9y av 9y - BN
oy 99y = (X 22 =1,...n—1
dw, — aw, Tovaw, "o a,,) pln= ””)Z_:pya oy "
4.277)

because (4.195), (4.265) and

9y - BN

d = 00y

ay ay ay

Inserting (4.275), (4.277) into (4.269), (4.270) (for y = v and those remaining
respectively) we obtain after rearrangement, the results (4.273), (4.274).

Result (4.273) gives that expressions (9 P /9pa)/ vy and therefore also (multiply-
ing by 1/P and using (4.188) or (4.278)) (p«/Pu)(d ﬁ/apa) are the same for all
constituents « = 1, ..., n, cf. [61, Eq. 2.11]. This will be used in the next Sect. 4.8,
see (4.415).

Application of (4.269), (4.270) on a specific volume (or mixture density p) permits
to calculate partial specific volume v, and therefore, by (4.188), to calculate partial
thermodynamic pressures (see [140])

Py = pgvgP a=1,...,n 4.278)
which fulfil Dalton’s law (4.187) generally. Note that p, v, = cy My v, in molar units
(see below). In a mixture of ideal gases, pq vy is the molar fraction and (4.278) is the
classical Dalton law, see (4.423), (4.424).

Relations (4.217) are specifically (with the use of (4.195))
u=u(T, P, wg), s =35(T, P, wg), 4.279)
v=0(T,P,wg) or p=p(T, P, wg), (4.280)

From these relations and Gibbs equation (4.203), we obtain

n 2
- — 2 P I — /Dl = —(p ) ar
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+(1/T) (— —(P/p?) ) dp

n—1

1 i P 0p (g8 —9gn)
Low P op 19— 90 4281
+Z(T dwg  Tp2 dwp T )dwﬂ (4.281)

Using the integrability conditions of (4.280), (4.279), namely 8%5/d POT = 985/
0T 0 P we obtain, after some calculation

onu

2
o UM) +@/) (4.282)

which is for the mixture an analogue of (3.209).

In classical thermodynamics of mixtures, the special case of the uniform (or
homogeneous) mixture (i.e. without gradients of properties, cf. Sect.2.4) is often
studied. Denoting here by Y the following extensive quantities: volume V, entropy
S, internal energy U, free energy F, Gibbs energy G and enthalpy H, we have the
following relations between the extensive functions Y = Y (T,P,my),y=1,...,n
and the corresponding total specific thermodynamic quantities y = y(7, P, ws),
=1,....,n—1

Y =my=( m)FT. P.ms/(O_ my)=Y(T.P.my.....m,) (4283
y=1 y=1

Here m is the mass of the uniform body which is the sum of masses of all constituents
m,, (cf. Sect.2.4)

m= ZmV (4.284)
y=1
and
poy=m,/V y=1,...,n (4.285)
wy, =my,/m y=1,...,n (4.286)

((4.285) follows from the physical meaning of p, and (4.286) from (4.21), (4.22),
(4.285), (4.284)).

Relations (4.283)—(4.286) in uniform mixture permit to express the partial specific
thermodynamic quantities from extensive (4.283) as ([59], i.e. as an analogue of the
molar “classical” definition [138, 141])

£)4
ony,

Ve a=1,....n (4.287)

(therefore they are also uniform analogue of (4.269), (4.270)). Indeed, (4.283) gives
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£)4 20y (1 amp mp oY) 02 =1my
oMy ot wg \momg m ama
n—1 y n—1 8&
=342 g8 = D wp
p=1 p=1 p

which is the result (4.287) if we use (4.269), (4.270) because Kronecker delta g, =

3'"" here has the property g, =0, B =1,...,n— L

Examples of (4.287) are (2.100) and also G1bbs and Gibbs-Duhem equations
(2.98), (2.104) are uniform analogues of (4.200), (4.207).

These and all previous results of thermodynamic mixture which also fulfil Gibbs-
Duhem equations (4.263) show the complete agreement with the classical thermo-
dynamic of mixtures but moreover all these relations are valid much more generally.
Namely, they are valid in this material model—linear fluid mixture—in all processes
whether equilibrium or not. Linear irreversible thermodynamics [1-4], which stud-
ies the same model, postulates this agreement as the principle of local equilibrium.
Here in rational thermodynamics, this property is proved in this special model and
it cannot be expected to be valid in a more general model. We stress the difference:
in the cases when (4.184) is not valid—e.g. in a chemically reacting mixture out of
equilibrium—the thermodynamic pressures P, P, need not be the same as the mea-
sured pressure (as e.g. > . _; po) and therefore applications of these thermodynamic
formulae are not of much use in this case. This is probably the reason for difficulties
in application of chemical thermodynamics in chemical kinetics, cf. Sect.4.9.

Because of using these results in a non-equilibrium situation where momentum
balances are important, specific variables have been used, while in (equilibrium)
thermodynamics of mixtures molar units are prefered.

In chemical applications following molar quantities, based on molar mass (4.25),
quantities py, p and wy are introduced as analogues of “mass’ quantities (in physical
literature usually denoted as densities and concentrations). We define the molar
concentrations ¢y for constituents and for mixture ¢ and the molar fractions xq
(cf. (4.25)) as follows (@ = 1, ..., n)

Cq = Pu/My (4.288)
n

c=>ca (4.289)

Xy = Cq/C (4.290)

Because M, > 0 (constant molar mass), p, > 0 we have ¢, > 0,¢ > 0,
0<xy <1land

D xa=1 (4.291)
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Wy = XqgMy/M (4.292)

where the average molar mass M (depending on composition) is defined by

M= ZxaMa (4.293)
a=1
and
n
1 We
— = — (4.294)
M p
a=1
I/c=vM (4.295)

Equation (4.294) follows from (4.291), (4.292), and (4.295) asserts that the inverse
of ¢ is the molar volume Mv.

We now discuss relations between specific and molar description; as may be
expected from the results above, the form of expressions remains if we change specific
quantities y,, y and mass fractions wy by corresponding molar quantities My yy, My
and molar fractions x4 (cf., e.g. (4.172)). Such a simple change is understandable,
because the application of molar quantities means in fact using different mass units
for each constituent only. Change of specific and molar description may be sometimes
simple, e.g. the expression for partial thermodynamic pressure (4.278) may be also
written in a “molar” way as Py = cqMyvy P, the classical molar form of (4.287)
which gives Myy, follows using mols m, /M, in Y (4.283), or inserting (4.292)
into (4.211) we obtain its “molar analogue” My = ZZ: | Xa My Y. Sometimes the
change is more complicated: multiplying “specific” Gibbs equation (4.206) (arranged

with (4.23)) by M we obtain (using dw, = 4 dx, — e dM from (4.292))

n
Mdg = —MsdT+MvdP+ZMgadwa

a=1

n n
= —MsdT + MvdP + > guMy dxy — D gaMyxe/M dM

a=1 a=1

which is the “molar” Gibbs equation

n
d(Mg) = —MsdT + MvdP + > gu My dx,
a=1
n—1
= —MsdT + MvdP + D (Mg — Magn) dxp (4.296)
p=1
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Another more complicated example is connected with a change of functions 7', py
or T, P, wg to functions of T, ¢y (see (4.288)) or T, P,xg, 8,6 = 1,...,.n -1,
e.g.

n—1
Myyoy = Myyo (T, P, ws) = Myyo (T, P, xsMs /(M + ZXS(MS - My)))
§=1
= Otya(Tv Pv x5) (4297)

where, according to (4.293), (4.291), M = M,, + Zg’;ll xs(Ms — M,) was used.
With this M the expression (see (4.292))

- —1 - _
Zn:x 0Maya Z wal Z 03 0x5My/(My + Y51 x5(Ms — My))
o - o Y
= 0xp = M, = ows 0xg
-1 ~ —1
_ MZ(Z ua ) Oxs Ms/ (M + za’gzl x5(Ms — My)
5=1 \a=1 ws xp
=0 B=1,....n—1 (4.298)

is zero because of “specific” Gibbs-Duhem equation (4.263). But results (4.298) are
Gibbs-Duhem equations in molar units.

From the “molar analogy” of (4.211) above we then see also that My =
My(T, P, xs) and from the derivative of it according to xp we have (using molar
Gibbs-Duhem equations (4.298))

aMy
oxp

= Mpyg —Myy, B=1,...,n—1 (4.299)

which is a molar analogue of (4.270). From these (by multiplication with xg and
summing) we obtain a molar analogue of (4.269)

n—1 BM_y
Mayn =My =" xp o (4.300)
B=1

By a similar means as in these examples, it may be proved that all thermody-
namic relationships mentioned so far have their counterpart in molar units used in
thermochemistry of mixtures.

At the end, we summarize the results of the model of a reacting mixture of fluids
with linear transport properties from Sects. 4.5 and 4.6 (properties such as kinemat-
ics, stoichiometry and balances of mass, momentum and their moment, energy and
entropy inequality are as in Sects.4.2, 4.3 and 4.4). Constitutive equations, their
properties and final form of entropy production are given in the end of Sect.4.5
(from Eq. (4.156)), further thermodynamic quantities and properties are given at the
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beginning of Sect. 4.6 (up to Eq. (4.217)). But then we use only classical partial ther-
modynamic quantities fulfilling Gibbs-Duhem equations (Sect. 4.6 from Eq. (4.263))
which may be calculated by (4.269), (4.270) from corresponding properties of mix-
ture; also corresponding molar description is presented. All these relations are valid
in all equilibrium and non-equilibrium situations, (4.283)—(4.287) are valid in a uni-
form system.

Similarly as in preceding models (cf. Sect. 1.1, Rems. 6, 9, 8, 42 in Chaps. 2, 3,
respectively) we exclude unusual situations by regularity conditions. Even though
some exclusions are similar to those for pure materials and possible in (especially
non-reacting) mixtures (e.g. disintegration of real fluid mixture to more phases which
is outside of our models), the situation is much more complicated in chemical reacting
mixtures because of non-linearity of chemical reaction rates in our model (transport
phenomena are linear as in pure fluid of Sect.3.7).

Regularity conditions (assumptions) 1, 2, 3 are chosen as follows:

1. Matrices of quadratic forms in (4.170), (4.180) are positive definite.
This regularity means among others that transport coefficients in (4.181), (4.182)
are only positive.

2. Matrices of derivatives 97,/dp, of function (4.156) (e, y = 1,...,n) are
regular.'”
Then the matrix of derivatives 8fp /0py has (maximal) rank n — h. Here the
chemical reaction rates are J, = fp(T, oy), (see 4179) p=1,....,n—his
the number of independent chemical reactions chosen for description (any other
reaction is their linear combination) and «, y = 1, ..., n is the number of con-
stituents.

19 Regular (quadratic) matrix means that its determinant is non-zero. Assertions in conditions 2, 3
about ranks n — h (number of independent chemical reactions, see Sect.4.2) follow with the use
of Lemma: product of quadratic regular matrix with rectangular matrix of maximal rank has also
this maximal rank (this follows from Sylvester’s inequalities for rank of matrix product, see [134,
13.2.7]).

To prove assertion in regularity property 2 we make the derivative of (4.45) using (4.26)

(5 )

pr a=1 \r=1 apy

Namely, by Lemma, the matrix in great parentheses has rank n — h because such a rank has
both metric tensor g, and rectangular matrix of stoichiometric coefficients P"* (because chemical
reactions chosen for description are independent, cf. Sect. 4.2). This is multiplied by last matrix n xn
which is regular (as matrix product of regular diagonal matrix (with non-zero 1/M,) and regular
97y /9py ). Therefore, again by the Lemma, it follows the rank n — h for aJ »/0py . Analogously,
assertion 3 about the rank follows from derivative of (4.176) with (4.172)

IAP

(Mo o)
apy C

n
— pa
2=

a=1
Namely, latter derivatives form a regular matrix (product of regular diagonal matrix (with non-zero

M) and regular 83, /9p, has rank n — h. According to the Lemma the matrix A ,/9p, has rank
n—h.
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3. Derivative (heat capacity, cf. (4.357), Sect. A.1) 941 /3T is non-zero and the matrix
of derivatives ag(,/apy of function (4.161) (o, y = 1,...,n) is regular. In
Sect. 4.7, we show that this property follows from stability, see (4.362).

Then it follows that the matrix of derivatives 9 A” /9py of corresponding affinities
AP = AP(T, py) (following from (4.176), (4.172), (4.161)) has (maximal) rank
n—h.

Adding these regularities to our model of reacting fluid mixture with linear trans-
port properties we formulate the most usable model called the regular linear fluid
mixture. This model will be used in the remaining part of this book: in the discussion
of equilibria and their stability Sect. 4.7 (condition 3. here follows from this stability),
in chemical kinetics Sect.4.9 and transport phenomena in Sect. 4.10.

As in the study of any model, we assume for simplicity that our model is valid
at any values of the independent variables of its constitutive equations, e.g. at all
positive temperatures and densities. Again, such behaviour is not fulfilled in reality
and in fact this limits the range of application of such a model (cf. difference between
real material and its mathematical model in Sect.2.3).

From the model of (chemically) reacting (non-simple) mixture of fluids with linear
transport properties simpler models may follow, e.g. the non-reacting mixture (where
(4.15) is valid identically and regularity 2. plays no role), the incompressible fluid
mixture (which should have similar properties as incompressible fluid from the end
of Sect.3.7.) or the simple mixtures (where density gradients are not a priori present
in constitutive equations, see below (4.129) in Sect.4.5). These simplified models
will be thoroughly discussed in Sect. 4.8.

Summary. This section demonstrates mainly the relationships between our model
of linear fluid mixture and classical chemical thermodynamics and investigated
applicability of classics out of equilibrium. The Gibbs equations and the Gibbs-
Duhem equation were obtained in specific quantities, cf. (4.201)—(4.206), (4.207),
respectively, and are thus valid in non-equilibrium—in other words the local equi-
librium was proved in this model. Alternative independent variable widely used in
classical thermodynamics, i.e. the (thermodynamic) pressure, can be introduced as
indicated in (4.214) but this needs a proof of invertibility of pressure as a func-
tion of volume which will be part of the subsequent section. However, introducing
the pressure among independent variables disturbed the total harmony with classical
thermodynamics as shown in (4.219) except the chemical potentials. This dissonance
was remedied by means of the mixture invariance described in Sect.4.4. This rather
long procedure presented as the discussion of two Propositions (23.1 and 23.2) ended
with the proof of (4.256) the non-zero value of which in unprimed quantities was
the cause of that dissonance. The theoretical background for the measurability of
partial quantities from measurements of mixture properties and their dependence on
the composition is provided by (4.269) and (4.270) or by (4.273) and (4.274). Before
the end we also made some notes on transfer from “specific” to molar description. At
the end, we added three regularity conditions to exclude some strange situations and
to prepare more detailed study of properties of linear fluid mixture in the following
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sections. Note also the definitions of thermodynamic pressures (4.186) and (4.187)
and the partial volume (4.188), which were made to obtain the consistent results
described in this section.

4.7 Equilibrium in the Linear Fluid Mixture

Definition of equilibrium is motivated similarly as in Sects. 1.2, 2.1, 2.2 and 3.8 [39,
52, 53, 56, 79, 98, 142, 143] (for non-linear models, see, e.g. [60, 71, 72]). For
the regular linear fluid mixture model summarized at the end of previous Sect. 4.6,
we define equilibrium by zero entropy production (4.301) as an equilibrium process
going persistently through a unique equilibrium state, which is possible, as we shall
see, if the body heat source is zero (4.303) and at zero rates of chemical reactions
(4.302). By regularity conditions (see 1, 2, 3 at the end of Sect. 4.6), we exclude some
unusual processes compatible with zero entropy production. We apply the regularity
conditions on equilibrium states (moreover, regularity condition 3 follows for stable
equilibrium states which will be discussed later in this Sect.4.7).

In chemically reacting mixture (as different from the non-reacting one) the equi-
librium may be achieved at any temperature 7" but only at certain densities pJ (given
by chemical equilibrium, see below (4.311)). We use sometimes the superscript o to
denote the equilibrium values (because most quantities in this Sect.4.7 are those of
equilibrium we use o only for stressing this).

In the model of regular linear fluid mixture of Sects.4.5 and 4.6 we define every-
where and permanently the equilibrium by zero entropy production

c=0 (4.301)

and by zero chemical reaction rates r,, of all constituents (and therefore also zero of
all J* and J), by (4.26), (4.45))

rg=0, J*=0 a=1,...,n, J;,’:O p=1,....,n—h (4.302)
Body heating is assumed to be excluded
0=0 (4.303)

We add the regularity assumptions 1, 2, 3 as they are formulated in the regular
model at the end of previous Sect. 4.6; moreover, they mostly concern an equilibrium
state and are used in it in this Sect.4.7.

In a non-reacting mixture equations (4.302) are valid identically and regularity 2
plays no role. Moreover, as we show below in this Sect. 4.7, regularity 3 at equilibrium
follows (even in more precise form with both 9i/9T and determinant 3, /9p,, being
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positive, see (4.357), (4.362)) from properties which assure that the equilibrium is
stable (this concerns non-reacting mixture, t00).20

This definition of the equilibrium process has the following consequences: in
equilibrium it follows from (4.301) and (4.168) that

M, =0 (4.304)
M, =0 (4.305)

and from (4.302) (see (4.178)) we have zero production of entropy by chemical
reactions [T (chemical equilibrium (4.183))

Mo =0 (4.306)

From (4.306), (4.305) it follows that in equilibrium the condition (4.184) is
fulfilled
Apy =0 a=1,...n (4.307)

i.e. the (measurable) pressure in a chemically reacting mixture in (chemical) equi-
librium is the same as the thermodynamic pressure (similarly for partial pressures,
see (4.186), (4.187)); cf. end of Sect.4.5. In a non-reacting mixture, the (4.307) is
valid always, cf. Sect.4.8.

But moreover we can see from (4.178) and (4.306) that [To has a minimum in
equilibrium and therefore, because 1y = ﬁo(T, py), v =1,...n(as follows from
functions J, = J »(T, py) and AP = AP(T, py) noted in regularity conditions 2, 3
at the end of Sect.4.6), the necessary and sufficient conditions of minimum are

d .
3 T0(T? + 4. ) + ke )iz = O (4.308)
& .

WHO(TO + B, oy + Aay)lr=0 = 0 (4.309)

Here pJ, T are equilibrium values of densities and temperature at which (4.306)
is valid, A is areal parameter and o, B are arbitrary constants. Calculation of (4.308)
s a2l
gives

20 Defining here equilibrium by zero entropy production (4.301) with simultaneous zero of chemical
rates (4.302) (together with regularity assumptions 1-3 giving simultaneously zero equilibrium
affinities (4.311)) we exclude some (see (4.178)) rather pathological situations, giving zero entropy
production (4.301) like non-zero chemical rates at zero affinities or perpendicularity of non-zero
vectors J and A in reaction space (possible only for more chemical reactions). Our model of chemical
equilibria excludes also by regularity 2 the case of “frozen reactions” where, even chemical affinities
are non-zero, the chemical rates are zero (probably rather negligible in such observed cases) and it
excludes, in accord with regularity 3, the instabilities of mixture (see below in this Sect.4.7).

21 we proceed similarly as in Sect.1.2 , e.g. in (2.29), (2.31). Inserting (4.178) into (4.308)
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n—h n—h
aJ JAP
( ”) APO 4 § J"( ) =0 y=1,...,n (4.310)

As follows from the assertions in regularity assumptions 2, 3 (see end of Sect.4.6
and Rem. 19), the matrix of both derivatives in (4.310) has the (maximal) rank n — &
(equilibrium values are stressed here by the zero superscript, i.e. these are the val-
ues of corresponding quantities at ,ofj, T?). Therefore using now zero reaction rates
(4.302) in the result (4.310) we obtain a system of homogeneous linear equations
for n — h equilibrium affinities with the matrix of rank n — 4 formed by the equilib-
rium values of derivatives 9J, »/0p, . Therefore chemical affinities of independent
chemical reactions (and, consequently, also of dependent reactions) must be zero in
equilibrium

©=0, AP =0 p=1,....n—h 4.311)

The zero values of chemical affinities in equilibrium is the most important con-
dition of chemical equilibrium. Namely

APC = AP(T,p)=0 p=1,....n—h y=1....n (4.312)

permit to calculate, through chemical potentials (see (4.176)), n — h relations among
n equilibrium values of densities p), at given 7 = T (in practice, by using so called
equilibrium constants, see Sect.4.9).

Both properties (4.302), (4.311) are valid in the equilibrium simultaneously.
Namely, both of them are equivalent: assume (4.311), then I1p has again minimal zero
value and therefore (4.310) is valid. Because the matrix of (equilibrium) derivatives
JAP /9py, has rank n — h (as follows from regularity 3, cf. Rem. 19) the zero reaction
rates (4.302) of all reactions follow.

Note that from the split of the vector of chemical potential to the vector of affinities
and the vector B (4.174) (or (4.177) in component form), we obtain in equilibrium

(Footnote 21 continued)
and differentiating we have

d . o o
0T + 1. 0+ haty)

n—h BAP

=5 ZaJpAP+ZJP an +Z"y ZM”A“ZJP (@)

p=1 p=1 dpy p=1 9oy

Because 8, a,, are arbitrary constants, the expressions staying at them must be zero at A = 0 ((4.308)
is valid in equilibrium). Such expressions at e, give result (4.310). Zero equilibrium value of the
expression at § is then a trivial result of (4.302) and (4.311).

Sufficient condition of the minimum (4.309) may be calculated from (a). It gives some limits on
equilibrium values of derivatives of functions J, = J p(T, py), AP = AP (T, py). We omit them
here for simplicity; moreover practically the same limitation is given by (e) of Rem. 22 obtained
analogously from (b) and (c) there.
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by (4.311)

h
= B° in components g = Z B%°Seq a=1,...,n (4.313)

o=1

i.e. the vector B is equal to the vector of chemical potential in equilibrium com-
pletely lying in the subspace WV and composed from equilibrium values of chemical
potentials (see Sects.4.2 and 4.5). Indeed, inserting (4.313) into the definition of
affinity (4.176) we obtain (4.312) because of (4.41), i.e. the projection of a chemical
potential vector into the reaction space V, i.e. the chemical affinity, is zero.?> See
examples in Sect.4.9.

It is also necessary to distinguish between the equilibrium and the steady state
(see, e.g. [144, 145]). The latter essentially embraces non-equilibrium chemical
reaction processes where reaction rates of only some constituents are zero and do
not contribute to the (non-zero) entropy production.

22 We can also start the (chemical) equilibrium definition with (4.311) (“strong” equilibrium instead
of “weak” one used by (4.302) here, cf. [12, 13, 56, 79]). From (4.178), (4.179) it follows

n—h n—h
My = ZA”J_p(T, ty) = ZA”jp(T, B, A" =TIo(T,B°,A") >0 (a)
p=1 p=1

The function 1:10 thus defined achieves zero value and also minimum in equilibrium (4.311) and
therefore (cf. (4.308), (4.309) and similar consideration as in Rem. 21)

d -
3 M0(T? + 4B, B + €%, 04N 1 =0 (b)
2

d- -
@HO(T” +AB, B7° +1e? , AA ) =0 =0  (¢)

where 1 is the real parameter, 8,€°, A" (c = 1,...,h;r = 1,... n— h) are the arbitrary real
numbers and 7°, B are the equilibrium values of temperature and B, see (4.313). Calculation of
(b) with the use (4.179), (4.177), (4.313) gives

n—h n—h
D API,(T, B, A =0)=> APJ =0 ()
p=1 p=1

because the equilibrium value of reaction rates is obviously J; = J p(T?, B°°, A" = 0) at such
“strong” equilibrium in which, by arbitrariness of A”, (d) gives the zero reaction rates J, = 0
(4.302). Calculation of (¢) gives (among others; 8, € may be chosen zeros)

n—hn—h 7 \?
aJ
> (”) APA" >0 (o)
dA”"
p=1r=1

where derivatives are taken in equilibrium,i.e. at 7%, B?, A"® = 0. Result (¢) is valid in equilibrium
of this section because of the simultaneous validity of (4.311), (4.302).
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From the result (4.304) and from the regularity assumption 1 (the positive definite
quadratic form is zero only if its variables are zero) it follows that in equilibrium (see
(4.3006), (4.307), (4.169), (4.170))

Dy =0 a=1,...n 4.314)
De=0 a=1,...n 4.315)
us=o B=1,...n (4.316)

g=o0 4.317)

Dy=0 a=1,...n (4.318)

Therefore in the equilibrium (with restrictions on equilibrium densities in the
reacting mixture) the constitutive equations of the regular linear fluid mixture (cf.
end of Sect.4.6) are:

e constitutive equations for rates (4.156) are equal to zero (4.302), thermodynamic
constitutive equations (4.157)—(4.159) and relations (4.164), (4.165) remain valid,
e heat flux (4.166) is zero in equilibrium (cf. (4.316), (4.317))

¢ =0 (4.319)

e interaction force (4.137) is in equilibrium
n
gzzwgyhg B=1,....n—1 (4.320)
y=1

where a)g is given by (4.165) (with equilibrium values),
e stress (4.138) is reduced in equilibrium to

T =-P)1 a=1,...,n (4.321)

where PJ are equilibrium values of partial thermodynamic pressures (4.186) (we
use (4.307)—(4.318)).

As follows from (4.316), all constituents have the same velocity in equilibrium
(denoted as v); equilibrium superscript o is usually not used, cf. beginning of this
Sect.4.7.

v=v, a=1,....n (4.322)
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Material derivatives (4.3) are all the same because of (4.322), and we can denote them
by the dot; because of permanency the acceleration is everywhere zero in equilibrium

V=vVg=0 a=1,...,n (4.323)

(namely, the “dot” denotes in this Sect.4.7 the \« (4.3) which is the same for all
constituents (4.322) in equilibrium, cf. (¢) in Rem. 3).

Unique velocity (4.322) means the mixture is moving as a solid body and again
permits to find a frame (similarly as in Sect.3.8) where velocities are everywhere
and permanently zero for all constituent in this equilibrium (see (4.318) and Killing’s
theorem (4.9)).

V=Vys=0 a=1,...,n (4.324)

and we consider such a frame in equilibrium in the following. This may be the non-
inertial one with inertial force (4.12). Therefore the material derivative (denoted by
the dot, cf. (4.323)) may be identified with partial time derivatives d/d¢ (at constant
place).

The equilibrium valid everywhere in the mixture is also permanent in time as
follows: by assumptions of zero body heating and chemical reaction rates (4.303),
(4.302) and (4.301), (4.21), (4.90), the balances (4.18), (4.20), (4.58), (4.63), (4.82),
(4.84) have the following forms in equilibrium (balance (4.70) is trivially satisfied
by (4.321)),a=1,...,n

Oa =0 (4.325)
p=0 (4.326)
grad Py, = py(by +iy) + ko (4.327)

(permanence of b, + i, is necessary; see above (4.334))

n
Z ky =0 (4.328)
a=1
=0 (4.329)
§i=0 (4.330)

Also from (4.329), (4.325), (4.213) (for y = u) and assumption 3 (non-zero heat
capacity) we have in equilibrium )
T=0 (4.331)

Therefore, all properties are not changed in time in equilibrium but some of
them, specifically pressures including the total one (see (4.187) and (4.323), (4.327),
(4.328)), may change in space
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n
grad P’ = " po(by + ia) (4.332)
a=1

Similarly from (4.327), (4.320), (4.317), (4.328) and (4.208), (4.209) (for space
gradient) we obtain
gradgy = by + iy (4.333)

Equations (4.332), (4.333) are starting equations for deducing barometric and Sved-
berg formulae or calculation of chemical equilibrium in gravitational or centrifugal
fields [3, 79].%

We can see from (4.333), (4.213) (for y, = go), (4.317) and regularity assumption
3, that density gradients hy, are not zero in the equilibrium state if b, + i, are not
zero. While temperature T is a constant fixed everywhere and permanently in equi-
librium, densities p, may change in space but are fixed in time as well as properties
depending on them (like pressures) and also dh, /9t = 0, g/t = o, etc. Then from
(4.327),(4.320) it follows (similarly as in Sect. 3.8) that body and/or inertial forces
by + iy must be constant in time in equilibrium. If they have potentials @, they do
not change in time

. 00y
b, + iy = —grad®,, 7:0 a=1,...,n (4.334)

These forces must fulfil in equilibrium (because obviously gradAP° = o)

n
D (b +ia) Mg PP =0  p=1.....n—h (4.335)

a=1

as follows from (4.311), (4.333), (4.176), (4.172). Known gravitational and centrifu-
gal forces have these properties (cf. (3.104)) because they are independent of « (cf.
(4.12), (4.322), Rem. 13), i.e. (4.335) is satisfied by (4.42) (even in reactions of

2 Namely, (4.332) and then (4.333) may be written (see (4.213), (4.267), (4.331); equilibrium
superscript o is omitted) in (time constant) gravitation or centrifugal fields which are independent
of constituents b, = g or i, = i respectively (g is gravity acceleration, i is given by (4.12))

gradP = p(g +1i)

n—1 5~
ad
z igradwﬂ =1 —-pv)(g+i) a=1,..., n
dwg
p=1
In an ideal binary solution, defined by (4.437), we obtain the Svedberg formula for measuring
of molar mass M (usually of macromolecular substance) in centrifuge with i above (see (4.292)—
(4.294))
(1/xp)gradx; = (M1 /RT)(1 — pvpi

where v of the ideal solution may be interpreted as specific volume of pure constituent 1 (cf. below
(4.440)).
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ions the electrostatic forces fulfil (4.335) by preservation of electrical charge in such
reactions).

An important special case is the uniform equilibrium in the mixture. This is the
case of the inertial frame and with zero body forces (iy = o (3.48), by, = 0) with
(4.324),(4.323). Then from (4.332), (4.333) grad P° = o, gradg’, = o, and because of
regularity (assumption 3) density gradients are also zero (besides (4.317)). Therefore
in the uniform equilibrium we obtain all quantities not changing in time and space
(thermodynamic properties are given by (4.283), (4.287)). Moreover, by (4.320),
(4.328) we have

k! =o a=1,...,n (4.336)

in uniform equilibrium.

Definition of equilibrium here is difficult to achieve in practice because of mole-
cular fluctuations; in fact the stability of equilibrium, i.e. its return back after its
disturbance, must be achieved and thus the equilibrium may be realized. The prob-
lem of the stability of equilibrium will be discussed in the remaining part of this
Sect.4.7 proceeding similarly as in Sect. 3.8, although the problem is more compli-
cated mainly due to chemical reactions, cf. [39, 98, 143, 146, 147].

Similarly as in Sect.3.8 (cf. postulate of dynamical stability under isolation
below (3.245)) our postulate is that the (body from) mixture under isolation, i.e.
not exchanging work, heat or mass with the environment and without the presence
of body forces (iy = 0, by = 0) develops into the unique final uniform equilibrium
state with time fixed properties with its entropy having achieved in this equilibrium
state its maximal value (mixture body has the whole energy, volume and mass fixed,
zero reaction rates, Q = 0 inside and q = 0, v, = 0 on the boundary).

This additional postulate seems physically plausible (note that from (4.83) applied
to the whole mixture body, it follows the growth of entropy only).

Our programme will thus be completed in the remaining part of Sect.4.7 by
deduction, starting with this postulate, of the additional properties of the discussed
constitutive model, namely stability conditions (4.357), (4.358), (4.359) (or (4.360),
(4.362)), which assure the stability of the equilibrium state. At the end, reversely,
assuming these stability conditions, we try to find the time development of some
non-equilibrium states into corresponding equilibrium states, cf. (4.387), (4.400).

Therefore, using the just formulated postulate in the isolated mixture from our
material model—the regular linear fluid mixture (cf. end of Sect.4.6), we expect
that an arbitrary perturbed state (obtainable, say, by molecular fluctuations) decays
back to the final uniform equilibrium state with maximum entropy [39, 146] in which
Eqgs. (4.303), (4.302), (4.316)—(4.319), (4.321)—(4.326), (4.328)—(4.331), (4.336) are
valid and gradients of pressures and chemical potentials are zero (see (4.327), (4.332),
(4.333)). Let us denote by m° the whole mass of such an equilibrium mixture, by
m¢, the mass of each constituent, by V its total volume, by E? its total energy and
by S¢ its total (and maximum) entropy. Therefore (cf. (3.240)—(3.242))

VO =v'm° (4.337)
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E° =u’m’ (4.338)
my =wem’  a=1,...,n (4.339)
SO =5°m° (4.340)

where v, u’, wg, s°, are constant equilibrium values of the specific volume (4.191),
the internal energy (4.90), the mass fraction (4.22) and the entropy (4.91) respectively.
Equations (4.339) are not independent: in a non-reacting mixture n — 1 such equations
are independent by (4.23) and in reacting mixture (with (4.29)) there is an additional
dependence among w, caused by n — h relations (4.311). We also recall that in a
uniform equilibrium mixture the rates of chemical reactions are zero (4.302).

Stability means that an arbitrary perturbed state under isolation decays into a
unique final uniform equilibrium state (4.337)—(4.340) without exchange of heat,
work and mass with the environment in the inertial frame with b, = o and (4.303),
i.e. with v, = 0, g = 0 on the boundary of the (body of) mixture. But now in the
perturbed state v, wy, Uy, Vo are arbitrary fields but such that the whole volume and
energy are obviously the same constants V?, E° as in (4.337), (4.338)

Ve =/ vdm (4.341)
EO — / Z We (g + (1/2)v2) dm (4.342)
me a=1

(here dm = pdv with (4.21), (4.195) (see below (4.191)) and (4.77) are used).
In the perturbed state of a chemically reacting mixture reaction rates are generally
non-zero, but the following relations are valid

n n
Z(Sga/Ma)mg = Z(Sga/Ma)/ wedm o=1,....h (4.343)
a=1 a=1 me

because they express the preservation of atomic substances during the chemical
reactions, cf. Sect.4.2 (we recall that atomic substances need not be the chemical
elements). Indeed, Eq. (4.343) follow because from (4.14) for mixture with v, = 0
on its boundary and from (4.26), (4.30) we have (p,dv = w, pdv = wydm)

d n
5 (E” ;(SM/MO,) | wa dm) =0 o=1,....h (4.344)

i.e. quantities in outer parentheses—the masses of atomic substances with atomic
masses E?—are preserved during chemical reactions in the course of decay of this
perturbed state (masses of constituents in them are integrals in (4.344)).
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But (4.343) are trivially satisfied even in a non-reacting mixture because then m,
from (4.339) are constants equal to integrals on the right-hand side of (4.343) (see
(4.347) below).

According to (4.83) and (4.91) the entropy S of such an isolated perturbed state
is not greater than the maximum entropy S° (4.340) of the final equilibrium state as
we discussed in our postulate above

S = / sdm < §° (4.345)
mO

and the equality may be expected in the equilibrium state stability of that is tested.

Because of the arbitrariness of the perturbed state, we (similarly as in Sect.3.8)
choose such a one in which Eqs. (4.341), (4.345) are valid while Eqs. (4.342), (4.343)
are substituted by

£ — / wdm (4.346)
m()

m%:/ wgdm  B=1,...,n—1 (4.347)
mO

i.e. we consider such a perturbed state which has zero velocities of all constituents
and, in reacting mixtures, the masses of all constituents are the same as in the equilib-
rium state tested; this non-uniform perturbed state is not in chemical equilibrium and
generally wg # wg inside, while in non-reacting mixtures (4.347) are always valid
(instead of (4.343) as we noted above). Of course, during the subsequent approach to
the equilibrium state in an isolated system the velocities need not be zero as equally
the masses of constituents need not be m¢, (but they fulfil (4.343); in (4.347) we
exclude the dependent mass by m{ = m° — Zg;ll m%).

Using this type of perturbed state ((4.349)—(4.351)below) and assuming that each
equilibrium state of a linear fluid mixture with regular response is stable under
isolation (i.e. these perturbed states develop in isolation to the corresponding final
equilibrium state as described above), we prove now that the function (cf. (3.247)
and Rem. 46 in Chap. 3)

s =5, v, wg) (4.348)

is strict concave in all equilibrium states (in chemical equilibrium, as different from a
non-reacting mixture, wg are not all independent). The existence of (4.348) follows
from (4.212) written for s and u, inverting the last one for T (this is possible by
regular response assumption 3 from the end of Sect.4.6) and by inserting into the
first one; then (4.22), (4.23) and (4.195) are used.

Proceeding analogously as in Sect. 3.8, we define the perturbed state with (4.341),
(4.346), (4.347), (4.345) as follows: it is composed from two parts (denoted by
superscripts a, b ) with masses am? and (1 — a)m® (where 0 < o < 1;m? is
the mass of mixture) with different, but in these parts uniform, specific energies
u?, u®, volumes v¢, v® and mass fractions wg, wg and entropies s¢, sb given by
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(4.348). Using such division in (4.341), (4.346), (4.347), (4.345) and comparing
with (4.337)—(4.340) we obtain (just the assumptions giving (4.346), (4.347) are
important)

av? + (1 —a)v” =v°, au’ + (1 — a)u® = u’ (4.349)
owf+ (1 —oywp=wj p=1....n-1 (4.350)
s, v, wh) + (1 — )5, v”, wj) < 5w, v°, wp) (4.351)

According to the theorem of concave functions (Appendix A.3(i)), results (4.349)—
(4.351) show that function (4.348) is strict concave. Therefore, according to Appendix
A.3(ii), the matrix of its second derivatives in equilibrium is (equivalently) negative
definite i.e. this matrix multiplied by —1 is positive definite. Then, according to the
known theorem valid for such positive definite matrices [ 134, Sects. 13.5, 13.6], [148,
Sect.1.29], its principal minors must be equivalently positive at equilibrium values
u’, v°, wg.

Then, according to the known theorem valid for such positive definite matrices
[134, Sects.13.5-13.6], [148, Sect.1.29], its principal minors must be equivalently
positive. Writing these determinants as jacobians and using (as follows from (4.203),
(4.348))

35 1
@ (4.352)
ou T
35 P
as_Z (4.353)
ov T
a_ —
L/ N P T | (4.354)
8wﬁ T

the following determinants are positive (independent variables are here u, v, wy, .. .,

Wy—1):
a—(1/T)
™ >0

3(—1/T,—P/T)
(. v) g

0 (4.355)

)

o(=1/T,—=P/T, (g1 —g)/T,....(Gk —gn)/T -

0 k=1,....n—1
o(u, v, wy, ..., wy)

(4.356)
From these inequalities (4.355), (4.356), the properties of the jacobians and using a

“thermodynamic” way in writing some partial derivatives (see (4.214)) and functions
(4.217), (4.216) (for y = u, v, g respectively) we obtain

s (0 i
a_ (& ) (4.357)
or —\otr),,, T
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which may be called the heat capacity at constant volume in mixture (cf. Appendix
A1),

P P 9V
9 _ (2 <0 o X oo (4.358)
v v Towg aP
(g1 — gn) (g1 — Gns -+ Gk — Gn) (g1 — Gns -+ Gn—1— 9n)
TIZ I, ~0,..., >0
dwq a(wy, ..., wg) I(wy, ..., wy—1, P)

(4.359)

Proof (cf. analogous deduction (3.256), (3.257)) Inequalities (4.355) (where all wy

are constants) give
a— (/T 1 d
0< WD _ 1 1/(-”)
ou T oT v.wp

leading to (4.357) (we use (4.212) for y = u, (4.195), (4.23), (4.22)) and

d(=1/T,—P/T) a(—1/T,—P/T)d(T,v)
A(u, v) - a(T, v) a(u, v)

(v (), ) (F)..)
av T.wg aT v,wg

which by (4.357) gives (4.358)1 (and from this following invertibility of (4.214) to
(4.215) also (4.358)7).
Further, from (4.356)

o(—1/T,—P/T,(g1 —g)/T, .., (gk —gn)/T)

0<

o(u, v, wi, ..., wk)
_A=YT,—P/T. (g1 — ga)/T..... (g — gn)/T) 3(=1/T,—P/T, wy, ..., wg)
N 9(—=1/T,—P/T,wi, ..., wy) ’ A, v, wi, ..., wg)
(g1 — Gnr -+ s Gk — gn) d(=1/T,—P/T
— 29 I G = 9) OCVT ZRIT) gy
I(wi, ..., wk) d(u, v)

from which follows, by (4.355) and T > 0

(g1 — gns -+ Gk — Gn)
d(wy, ..., wk)

>0 k=1,...,n—-1

Because here T, P and remaining wg are constant we obtain (4.359) using (4.216)
for y, = go. Q.E.D.

Conditions of stability are therefore (4.357), (4.358), (4.359); from the latter it
follows equivalently, by known theorem [134, Sects.13.5-13.6], that matrix n — 1 x
n — 1 from elements
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8(?]/3 - gn)

B,s=1,...,n—1 (4.360)
ng

is positive definite. Therefore, the determinant of order n — 1 of matrix (4.360) is
also regular, i.e. non-zero, namely positive.
For binary mixture n = 2 it follows from (4.359) and Gibbs-Duhem equa-
tion (4.221) that -
91

>0 (4.361)
8w1

From these results, we obtain further consequences (again valid in equilibrium
not stressed by index for brevity). Namely, we show that from regularity of matrix
(4.360) it follows that matrix n x n with components

%9

a,y=1,...,n (4.362)
py

isregular (i.e. its determinant of order n is non-zero, even positive), see results (4.375)
below, cf. assumption 3 at the end of Sect. 4.6.2* Indeed, the jacobian formed from
(4.362) may be transformed as follows

a(glv~'-9gn) — a(glvvgn) au)l,...,wn_l,P) a(wlvu-vwn—l?v)
a(P1y -y Pn) I(wy, ..., wy—1, P)o(wy, ..., wy—1,v)  3(01,..., Pn)
(4.363)

and its regularity follows, because all three jacobians here are non-zero as we prove
now:
We start with the last jacobian in (4.363) which may be calculated as follows

a(U)], ooy Wh—1, U)
a(plv ceey pl‘l)

=(1/p)" N=1/pP) = —1/p" T = ="t <0 (4.364)

because p, v are both positive. Namely, this jacobian contains derivatives

dwsg 1 v iy
= —(8sq —Ws), — = —p a=1,...,n,8=1,...,n—1 (4.365)

pa P 0pa

obtained from functions ws = p;/ Z’;zl py orv=1/ Z$=1 py of p1, ..., pn (cf.
(4.21), (4.23), (4.195)). Inserting (4.365) into (4.364) and rearranging we have

a(wi, ..., Wy—1, V)
8(101’ 710}1)

= (1/p)" N(=1/pPJ (4.366)

where determinant J (of order n) is defined as

24 Cf. [56, Sect. 24]; the unsuccessful proof of even positive definiteness of (4.362) in this reference
obviously needs further assumptions.
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1 —-—w —wp ... —wi —wi
—wy l—wy... —wp —w»
J = (4.367)
—Wp—] —Wy—1 ... L —wy_1 —wy_
1 1 - 1 1

Now, we prove that thisn x n determinant J is equal to 1, see (4.370). Namely, n —
1 negative mass fractions (— 1)"—1 wi.wa.....w,_1 we write before this determinant
writing in its diagonal 1 — 1/wy; withk = 1, ..., n — 1 (remaining elements are 1)
and from each line we substract the following line; the last line contains 1 only.

Expanding with respect to the last column we obtain J with determinant of order
n—1

“tJw; Yws O ... 0 0
0 —1/wyl/wsz ... 0 0
J=(=D)" wiwawps f
0 0 0 ...—l/wn_z 1/wn_1
0 0 0 ... 0  —1/wyy
(4.368)

From the last line, we exclude —1/w,_; before determinant and develop according

its last line. The order of determinant breaks down (to n — 2) and we obtain

—1/w; l/wy, O ... 0 0
0 —1/wyl/ws ... 0 0
—1 .
J= (=" wiw... w,,_l( ) j
(wn—l) :
0 0 0 ... —1/wy—3 1/wy—2
0 0 0 ... 0 —1/wy—2
(4.369)

This procedure (excluding —1/w,_; and developing the last line again; order of
determinant breaks down) is repeated several times. So we obtain

—1/w; 1/ws 0O
D" 0 —1/wy 1/ws
Wyp—1-Wp—2....W4 0 0 —1/w3

J = (_1),171 wi.wy..... Wp—1

— wi.wy..... Wp—1 _ —1/w1 1/w2
= ! —_1)" 3
=D Wy—1-Wy—2....W4 w3( ) 0 —1/wp
_ (_l)n_l wi.wy..... Wy—1 (_1)”_1 1 (4370)
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Therefore, because of this result (4.370), J = 1, we have from (4.366)

a(wy, ..., Wy—1,0)

= (1/p)" " "(=1/p* <0 (4.371)
8()01» "'spn)

which is negative by the positivity of p > 0.
The central jacobian in (4.363) is

AW, ..., wn_t, P aP
Wi, wn-1, P) ( ) <0 (4.372)
T, wg

o(wi, ..., Wy_1,v) ~ v

because the right-hand side of (4.372) is obvious and the negative sign follows from
(4.358).
Ultimately we calculate the sign of the first jacobian in (4.363)

g1, ---s9n) 9(g1 = Gns -5 Gn—1 = Gn) -
o(wy, ..., wu—1, P) ' o(wy, ..., Wp—1)

0 (4.373)

Its positivity may be obtained by rearranging the left-hand side by subtracting the
last row of this jacobian from its 1 to n — 1 rows and adding to the last row these
1,...,n — 1 rows multiplied by wy, ..., w,_1 respectively (values of this jacobian
are unchanged by such operations). Then the members of the last row are

n

0Gn = 3Gp — dn) 83
n n o
— — =0 é=1,...,n—1, — = 4.374
aw5+ﬁ§wﬁ dws " ;waap v (4374)

as follows from Gibbs-Duhem equations (4.221) and (4.267), (4.191), (4.23). Devel-
oping a determinant obtained in this way according to the last row we obtain the
right-hand side of (4.373), which is positive as follows from the important previous
result (4.359) and v > 0.
By these partial results (4.371), (4.372), (4.373) we obtain from (4.363) that the
jacobian
(g1, -5 9n)

-0 (4.375)
a(p1, .y Pn)

is positive and therefore the matrix (4.362) is regular. In other words, the result 3.
from the end of Sect. 4.6 follows from the stability assumed in this section.

But we recall that these results are valid in equilibrium, specifically in a chemically
reacting mixture only at (usually special) chemical equilibrium composition (as dif-
ferent from a non-reacting mixture where every composition may be the equilibrium
one).

Therefore, the regularity of matrices (4.360), (4.362) or inequalities (4.357),
(4.358), (4.359), are the stability conditions for the mixture.
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Note that these results are valid not only in a stable reacting mixture in chemical
equilibrium but also in a stable non-reacting mixture. It contains the known result that
the chemical potential of a constituent increases with its concentration, cf. (4.361).

Now we try to show the reversal (similarly as in Sect.3.8): any state of a regular
linear fluid mixture with conditions of stability develops under conditions of isolation
to auniform equilibrium state. That is we show the dynamical stability under isolation
(and also Gibbs stability) for such a mixture. We note that generally this goal is very
complicated, especially in a chemically reacting mixture. For simplicity we therefore
prove only that the uniform equilibrium state (those given by (4.337)—(4.340)) is a
possible one in which the perturbed state kept permanently in isolation (defined
below) develops asymptoticaly as time goes to infinity [39, 79, 143].

Thus, let us assume to have a regular linear fluid mixture with stability condi-
tions ((4.357), (4.358), and (4.359)) which starts in an arbitrary non-equilibrium
(initial) state held in isolation: there is no exchange of heat, work and mass with
the environment, i.e. permanently Q = 0,i, = o0,b, = o (no external or non-
inertial, e.g. centrifugal, forces) through the mixture and on its boundary there is
q=0,vVy =0, = 1,...,n (but they may be non-zero inside). Chemical reactions
are going on, i.e. their rates are generally non-zero. From the known initial state we
can calculate the whole energy £ and volume V¢ of the mixture by (4.341), (4.342)
which are constant during the further development as well as the constant total mass
m? from the given masses of constituents m, in the initial state

n
m’ =" mq (4.376)
a=1

We show now that such an initial state asymptotically develops to (a chemical)
equilibrium uniform state (permanent with zero reaction rates) with values of the
specific volume v° and the internal energy u® given by

v =V?/m° (4.377)
u’ = E°/m° (4.378)

At the same time, the masses m{, in a non-reacting mixture are equal to m, i.e. the
equilibrium composition is then given for the independent masses by

w%:m%/m” B=1,...,.n—1 (4.379)
However in the reacting mixture m{, need not be equal to m, and wg may be cal-
culated as follows (in principle): chemical equilibrium (4.311) may be expressed
in n — h following relations if we use (4.176), (4.172) with (4.213) for yy = gu,
eliminate 7' by (4.160); (cf. (4.357)) and use (4.22), (4.23), (4.195)

AP(u, v, w1, wne) =0 p=1,....n—h (4.380)
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Putting (4.377), (4.378) foru = u®, v = v? in equilibrium (4.380) we can express
n — h mass fractions w, = w} as the functions of remaining 4 mass fractions in
equilibrium; inserting them in (4.343), i.e. in

n n
D (Sou/Ma)m’wl =D (Soa/Ma)meg o =1,....h (4.381)
a=I1 a=1

we can calculate the remaining & mass fractions from these & equations (m, are
prescribed) and therefore all (equilibrium) values wg may be obtained.

We also recall that in the uniform state in chemical equilibrium (4.380) all rates
(4.302) of chemical reactions are zero, cf. below (4.312).

Because of conditions of stability (4.357), (4.358), (4.359), Egs. (4.355), (4.356)
are valid (this is, in fact, a reversed proof of the former relations) and therefore a
negative definiteness of the matrix of second derivatives of (4.348) follows. By (iii)
and (ii) in Appendix A.3 we have equivalently for the values u?, v° (4.377), (4.378)
and just calculated (chemical equilibrium) mass fractions wg (cf. similar deduction
of (3.260)):

n—1
s <8+ w—u®)/T°+ @w—v°)P°/T° — Z(wﬁ - wg)(gg —g))/T° (4.382)
p=1

where (4.352)—(4.354) were used (remember, equilibrium values are denoted by
zero superscript) and u, v, wg, s are the values in mixture during the non-equilibrium
process. We add to the right-hand side of (4.382) the non-negative quantity
> wavg /(2T?) (kinetic energies multiplied by 1/T° with velocities v, in the
mixture which are zeros in equilibrium) and integrate over the total mass m°. We
obtain

S E/ sdm 5/ s2dm = 8% = s°m° (4.383)
m0 m()

where the equality occurs when in all the mixture
u=u’, v=0’, wg= wg (4.384)

(this is the uniform final state with entropy S° and constant s°, cf. above (4.387)).
The result (4.383) follows because integrals of the terms on the right-hand side in
(4.382) (extended by kinetic energy) are zero: V°, E° in (4.377), (4.378) is given by
(4.341), (4.342) for any state and the last integral may be calculated as follows

z (wﬁ - w%) 7o dm

fo2

— 99 9
=St [ wo - wg) dm = 3 (- ) 95
a=1

n-l 9% — 9n
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h

n n
_ 1 5 poo (Z MaSoa/Ma — > m3Soa /Ma) —0 (4.385)

re o=1 a=1 a=1
where we use (4.23). For nonreacting mixture m, = m{, and these results follow
immediately. For a reacting mixture the decomposition (4.177) for chemical equi-
librium (4.313) has been used with (4.172) where B are the equilibrium values of
B. Introducing (4.313) into (4.385) and using (4.381), (4.379) we obtain the result
(4.385) and therefore also (4.383).

Before going further, we note that analogously as in Sect. 3.8 (i.e. all velocities
are considered to be zero), we can define the Gibbs stability (under isolation) of the
equilibrium state (usually for a non-reacting mixture) if for every state with (4.341),
(4.346), (4.347), the inequality (4.345) is valid. From this definition, the stability
conditions (4.357), (4.358), (4.359) may be deduced (similarly as shown above).
Reversely, these conditions express the Gibbs stability.

Now, from the entropy inequality (4.83) for our isolated mixture we have (using
entropy production (4.84) and (4.91); dm = pdv, cf. below (4.342))

. d
S(t)z—/ sdm:/ odv >0 (4.386)
dt /0 o

Thus during the process the entropy S does not decrease in time (4.386) and has
an upper bound (4.383). As the result, similarly as in Sect.3.8 in (3.266), it may
be obtained that in uniform equilibrium achieved at + — oo, the value of entropy
reaches the value S° from (4.383) and therefore also equality here is attained

lim § = S° (4.387)

t—00

In additional simplifying assumptions as in Sect. 3.8 we obtain even in this reacting
mixture (cf. Rem. 47 in Chap. 3) analogues of (3.267), (3.268)

lim S#) =0 (4.388)
11— o0
%= lim o =0 (4.389)
—o0

everywhere and persistently.

This limiting state with S°, E, V°, m? has been obtained as a result of time
development from the starting state at + — oo in fixed conditions Q = 0,i, =
0, b, = o through the (body of) the mixture and q = o0, v, = 0 on its boundary.
The resulting equilibrium mixture (cf. beginning of this Sect.4.7) is uniform with
everywhere constant and time independent s°, °, temperature, composition w, in
chemical equilibrium with zero affinities and chemical reaction rates. Zero entropy
production o = ¢¥ = 0 (4.389) is valid in any place and permanently and similarly,
by regularity conditions (mainly 1 and 3, see the end of Sect.4.6 and beginning of
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this Sect.4.7), permanently and everywhere (4.302)—(4.319) and (4.321), (4.322) (or
(4.324) in the appropriate frame). Because of no inertial and/or body forces i, =
0, b, = 0 we have no densities gradients and (4.336) which is limiting equilibrium
state is uniform.

The problem of approaching to a state of chemical equilibrium is solved and
discussed in detail in Edelen’s works [39, 143].

Again as in Sect. 3.8, conditions of stability give the dynamical stability at other
conditions. Thus, similar asymptotic evolution to the equilibrium state of a chemically
reacting linear fluid mixture in a closed vessel immersed in a thermostat and in an
external gravitation field may be discussed [79, 143].

Here we show another example (cf. Edelen [39] for more details): asymptotic evo-
lution to equilibrium of the linear fluid mixture with regular equilibrium response, ful-
filling the stability conditions ((4.357), (4.358) and positive definiteness of (4.360))
and placed in a thermostated cylinder closed by piston under constant pressure. That
is, the boundary of this mixture is under constant temperature 7° (over the whole
boundary) and its movable part is under constant pressure P?, i.e. the whole stress
(4.94) is

T=-P1 (4.390)

Further, there are the same velocities of all constituents on the boundary: on its fixed
part v, = 0, on its movable part v, = v, = 1, ..., n . We assume also that there is
no radiation Q = 0 (4.303) (but exchange of heat by heat flux q through the boundary
is possible), the frame is inertial i, = o and there are no body forces b, = o. Total
mass of the mixture m is constant but starting masses of constituents m,, can change
by chemical reactions. We intend to show that an arbitrary (non-equilibrium) state of
this mixture develops on conditions just given to an equilibrium state, i.e. that such a
state is stable. The balance of energy (4.77) for such a mixture at these conditions is

n
Z/(waua+wa(1/2)v§)pdv = —P"/ v.nda—/ gnda  (4.391)
v v av

where the left-hand side of (4.77) was transformed by Reynolds theorem (3.24) with
the use of material derivative \« (cf. below (4.9)); because V is the same for all
constituents and on its surface v, = v we use a dot instead of \« in the sense used
in this section, see below (4.323). By the same arguments, we can use (3.23), (3.22)
(with ¥ = pv = 1) on the first surface integral in (4.391) to obtain

P”/ V.ndaz/ Popvdv (4.392)
av 1%

and we put (4.392) to the left-hand side of (4.391). Moreover, we subtract the follow-
ing quantity with constants g («¢ =1, ..., n) from the left hand side of (4.391):
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n—1 . n—1 L n
/ Z wp(gg — gp)pdv = Z(gjé -9 / pp dv= / ng;ra dv
V=1 p=1 v V=1
= —/ A°.Jdv =0 (4.393)
\%

which is equal to zero by (4.311) (we use (4.16) in the form (d) in Rem. 3, (4.20) and
the productfrom (4.178), see (4.174), (4.172), (4.26), (4.36)). Namely, in (4.393),
wg, pg, P, J, V are taken in an arbitrary state (say the initial one) but constants g,
are the chemical potentials in (uniform) chemical equilibrium mixture at its 7°, P°
and w/‘g (these values characterize the final equilibrium state in the evolution of the
starting state at given conditions as we shall see below). Thus from (4.391), we obtain
(using (4.90))

n—1 n
/ pu+ Pov— E wp(gg — g7) +(1/2) E wev2) dv = —/ q.nda
\%4 A%
B=1 a=1

(4.394)

Now we write the entropy balance (4.83) for our mixture with fixed temperature

T° on the boundary (and Q = 0) using entropy production ¢ and Reynolds theorem
(3.24) (with a dot instead of \« argumenting similarly as below (4.391))

.
/Zpasadv+(l/T”)/ q.nda:/ odv>0 (4.395)
Vi av v

Multiplying (4.395) by T, using (4.91) and inserting here (4.394), we obtain
R(t) = —T”/ odv <0 (4.396)
v

where we define the canonical function R = R(¢) as follows

n—1 n

R(t) = / plu—T% + P'v — > wg(gh — go) + (1/2) D weva) dv (4.397)
v p=1 a=1

Now, because of conditions of stability ((4.357), (4.358) and the positive definiteness
of matrix (4.360)), inequality (4.351), and therefore (cf. (A.72), (A.73)) equivalently
(4.382), is valid in a chemical equilibrium state characterized by 7°, P°, w% (in
(4.382) is s° = 5(T°, P°, w/‘é) by (4.217)). This inequality (4.382) may be trans-
formed by (4.197), (4.198), (4.192), (4.23) in the form


http://dx.doi.org/10.1007/978-3-319-02514-8_3

228 4 Continuum Thermodynamics of Mixture of Linear Fluids

n—1
u—T% + P°v — Z wp(g5 — 91) > gy (4.398)
B=1

Adding to the left-hand side of (4.398) a non-negative quantity (1/2) >, _, wavé
(velocities are in the place and instant where u, s, v, wg, etc. are considered), mul-
tiplying by p > 0 and integrating over the (material) volume of all the mixture we
obtain

R(t)> R’ =g, /V pdv = gom° (4.399)

where the definition of canonical function (4.397) was used (the integral in (4.399)
is obviously the constant mass m? of the whole mixture). Equality in (4.399) occurs
when T, P, w9 and therefore u?, s°, v°, etc. and also v, = o for all constituents
are valid throughout the mixture.

Thus we constructed, analogously as in previous examples in Sects.4.7 and 3.8,
the canonical function R(¢) which does not increase (4.396) and has a lower bound
(4.399).

Therefore, similarly as by (4.387) or (3.266), it may be expected that also equality
in (4.399) is achieved at t — oo.

lim R(t) = R° (4.400)
—o0

This is motivated similarly as (3.266), (3.281), (4.387). Other similar assumptions
(giving (3.267), (3.268), (4.388),(4.389)) may be used to derive similar results
lim; s o R = 0 and lim;_,o 0 = 0, valid permanently and in all the mixture
(with similar consequences as (4.389)).

We therefore find that the mixture of linear fluids with regular equilibrium response
achieves a uniform equilibrium state with 7¢, P? everywhere in the mixture (because
they were such permanently at the boundary) and therefore with wl‘g (calculated
analogously as from (4.380) (using 7', P, wg as independent variables), (4.381)) and
moreover with v, = o in all the mixture (because this was permanently held on the
part of its boundary).

Summary. This section analyses the equilibrium in the mixture of linear flu-
ids equipped with the regularity condition introduced in the preceding section. The
equilibrium was defined by zero entropy production, zero reaction rates and exclud-
ing the body heating, cf. (4.301)—(4.303), respectively. The entropy production or its
parts given in Sect. 4.5 reach also a minimum in such equilibrium. From all these equi-
librium characteristics, several important results can be derived. Chemical affinities
of independent reactions are zero in equilibrium, cf. (4.312). The remark 22 contains
an important restriction on rates of these reactions, the relation (e), as will be shown in
Sect.4.9. The constitutive equations which are changed in equilibrium are shown by
(4.319)—(4.321), other remained unchanged, viz. (4.157)—(4.159). The equilibrium
is permanent in time as shown on page 213 but the space changes are not excluded,
unless the equilibrium is uniform, see pages 213-214. Most of this section is devoted
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to the analysis of stability of equilibrium. The dynamical stability is postulated on
page 215 and the stability per se on page 216. The main results of the analysis of
equilibrium are as follows: There is an upper—equilibrium—bound on entropy, see
(4.345), and entropy as a function (4.348) is strictly concave; see also (4.383) and
(4.386). The conditions of stability were derived in the form of (4.339)—(4.359). The
condition (4.375) proves the regularity of the matrix (4.362) which was only sup-
posed in previous section. Similarly, the conditions (4.358) prove the invertibility of
the specific volume as a function of pressure and justify the introduction of pressure
among independent variables which was done also in preceding section. Note that
all these regularity conditions are valid in stable mixtures only, i.e. mixtures with
stable equilibrium. This section concludes with the example analysing the approach
to equilibrium of linear fluid mixture with regularity conditions placed in a ther-
mostated cylinder with piston under constant pressure. The evolution to equilibrium
is described by the canonical function defined in (4.397), see (4.396), (4.398), and
(4.400).

4.8 Special Cases of Linear Fluid Mixtures. Chemical
Potentials and Activities

Here we discuss some special cases of the (reacting, non-simple) fluid mixture with
linear transport properties of Sect.4.1-4.7 which may be often obtained by simpli-
fication of this model [16, 61, 65, 149-151]; simplified models for pure fluids were
also discussed in Sects. 3.6-3.8. But simplification must be done carefully, e.g. the
expression for entropy production should give additional results by admissibility,
cf. end of Sect. 3.6, Rem. 25.

In this Sect.4.8 we discuss also the results concerning chemical potentials and
activities, studied mainly by classical equilibrium thermodynamics of mixtures [129,
138, 141, 152]. These are also valid in our models, among others in non-equilibrium
(e.g. in transports or/and chemical reactions), because of the validity of local equi-
librium, cf. Sect.4.6.

While in the previous sections the difference between pure constituent and mixture
was given by separated Chap. 3 and in this chapter (e.g. g in Sect. 3.7 concerns pure
constituent (3.205) while in Sect. 4.6 the same symbol g concerns the mixture (4.192))
in the following we use both concepts together and therefore we use (namely in places
where misunderstanding is possible) the following indexation:

* means the pure fluid
O means the pure ideal gas (note the difference from the equilibrium value ?)
s denotes the standard value or state (specified below, e.g. © in (4.468))

Therefore, e.g. g or g, is the Gibbs specific energy of the mixture or of constituent
« in the mixture respectively, while g® or even g, both are the same Gibbs specific
energy of pure fluid (gas or liquid); by index o we only stress that we consider (in this
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case pure) constituent . Moreover, Mg® = u® = u;, = Mygg is the molar Gibbs
energy of the pure constituent o with the molar mass M = M,,. We also often write
for brevity x, = 0,x4 = 1, P = 0, instead of limits x, — 0,x, — 1, P — 0,
etc. (cf. non-zero assumption of all densities at the beginning of Sect.4.2), e.g. the
(practically) pure constituent 1 follows from a binary mixture if x; — 0, x; — 1,
(the presence of 2 is negligible).

(i) Non-reacting Mixture of Non-simple Linear Fluids
In this mixture, zero chemical reactions rates (4.15) are valid identically for all
constituents
re =0 a=1,...,n (4.401)

Therefore, the expressions containing r,, are eliminated from the results of Sect.4.5—
4.7. We note only that in a non-reacting mixture equations (4.184) are valid and
therefore identically (see (4.186))

Po=py a=1,....n (4.402)

i.e. the thermodynamic pressure P (4.187) is measurable through (4.94), (4.138)
in principle. In the non-reacting mixture, all transport coefficients form positive
semidefinite matrices, i.e. besides (4.181) we have instead of (4.182)

Vg = 0 (4.403)

Equilibrium discussions are more simple as was noted in Sect.4.7; e.g. regularity
(giving usual stability of equilibrium) demands inequality only in (4.403). For the
case n = | we recover the results for the single linear fluid of Sect. 3.6.

(i1) Incompressible Fluid Mixture [104, 153]
which, as may be expected, should have similar properties (3.215), (3.216) as the
incompressible fluid discussed at the end of Sect. 3.7. But the situation is not so simple
because of the dependence on composition. Namely, using the Miiller’s concept [18]
of incompressibility as independence of properties on pressure, elimination of the

pressure P from the in@ependent variables T', P, wy, ..., w,_1 (cf. (4.279), (4.280))
gives, from (4.282), g—@ = (. Therefore, the density of the mixture (and by (4.195)

also the specific mixture volume) remains dependent on mass fractions only

o = p(wg), v =v(wg) (4.404)

(cf. the difference from (3.215) in pure incompressible fluid).

From the last result (4.404), of an incompressible mixture, the formulae (4.269),
(4.270) for y = v give that partial volumes depend on wg only, vy = Us(wg), and
also (4.191) is

v=1D(wp) = D waby(wp) (4.405)
a=1
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Therefore, the constant mixture density is not achieved (as in (3.215)), unless further
assumptions are adopted:
The usual assumption is the independence of partial volumes on composition
[58, 153]
vy = vy = 1/p® = const. (4.406)

where p* = pg may be interpreted as the constant density of the pure incompressible
fluid constituent o before mixing (cf. (3.215)) and (4.405) expresses the Amagat
law (incompressible fluid mixture is volume-additive), cf. (4.440) or (with (4.195),
(3.199))

I/p =2 wa(l/p3) (4.407)

a=1

We again see that the constant mixture density is not achieved and further additional
assumptions are needed, like (see [104]):

e Restriction to a (chemically) non-reacting incompressible mixture: mixture density
(4.404) is constant because the composition is fixed (wg = const.).

e Another possibility for a volume-additive incompressible (even reacting) mixture
is (approximately) the same density p; of all constituents and therefore equal to
the constant mixture density p

py=p=const. a=1,...,n (4.408)

e Another plausible assumption, e.g. in dilute (usually aqueous) solutions (water is
the n-th constituent) where the mixture density is practically constant and equal to
the density of pure water p = p; = const. because wg K wy, =1,...,n—1,
see [104].

Therefore with such (or similar) additional assumptions, the constant density
for incompressible fluid mixture should be achieved and also other properties are
obtained (properties from Rem. 3 based on barycentric velocity are often used [58])

p=constt. p=0 divv' =0 (4.409)

Here p is the mixture density (4.21), p its material derivative relative to the barycentric
velocity v defined as (c) in Rem. 3; the last expression follows from the previous
one by mass balance (b) here.

(iii) Mixture of Simple Linear Fluids (Simple mixture)

As a simple fluid, we denoted a fluid, the response of which was independent of
density gradient (cf. end of Sect. 3.6, [16—18, 56, 61]). Therefore a mixture of simple
linear fluids or shortly a simple mixture of fluids is that from Sect.4.6 (fulfilling,
e.g.(4.263), (4.269), (4.270), (4.278)) defined by a priori absence of the density
gradients hy, in (4.136), (4.137) or equivalently (4.149) and identities
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wgy =0 B=1,...,n=-1;, y=1,...,n (4.410)

are valid. As a consequence, there is significant reduction of dependence of thermo-
dynamic quantities on composition in the simple fluid mixture. Namely, from (4.410)
identically follows

57

ﬁEO aty, a,y=1,...,n 4.411)

apy

because of (4.165) and (for @ = n) of (4.161),(4.92),(4.22) (recall that wgg =
0,0, =0,B8=1,...,n—1). Then also (4.161) reduces to

apafot
Gy

=0a=0a(T.pa) a=1,....n (4.412)

Therefore, we found that in the mixture of simple fluids, the partial free energy
of constituent « is independent of densities of other constituents (note the difference

with (4.159)) .
fu=fulT p) a=1,....n (4.413)

as well as the chemical potential (4.412). This surprising result (4.413) was shown
first by Miiller [16] for simple models with linear transport.?
The same simplifying property is valid by (4.200) for partial thermodynamic

pressure n
2 0 fa

2 =Py =P,(T,py) oa=1,....n (4.414)
0P

From (4.194), (4.413), (4.412) it may be seen that also Pv,, depends on corresponding
pq only (and T) in contrast with P, vy, Sy, Uy, he Which generally depend on all

25 Therefore, simple models excluding density gradients from independent variables of constitutive
equations a priori are not able to describe, e.g. classical thermodynamics of solutions [129, 138] (cf.
Sect.4.6); a gaseous simple mixture is in fact the mixture of ideal gases only [61], see (iv) below.

Result (4.411) may be valid in some more general but simple fluids [17, 18, 53]. For example,
in non-linear (even reacting) simple fluid mixture from [72] where the density gradients h,, are
removed a priori: they are absent, e.g. in constitutive equations [72, (2.26)—(2.33)] and the “second”
chemical potentials [72, (2.47)] they are zero. Therefore, the 4th and 5th term in the right-hand side
of [72, (2.64)] are linear in h,, in such a simple mixture and, consequently, again by the admissibility
principle (using Lemma A.5.1 from Appendix A.5), the following identities are valid

n af
Ga — fodla — D py LUy = a=1...n
= 0P«

(in [72, (2.64)] is a misprint: the 5th term should include a negative sign). Manipulating here with
the independent diffusion velocities u, (note thatu,, = o, [72, (2.23), (2.46)] ) we arrive at (4.411).
Cf. also [79, Sect.40]. Because the thermodynamic structure in this non-linear model is the same
(cf. [72, (2.46), (3.28), (3.29)] ) also other relations, like (4.412), (4.414) remain valid here.
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P1s -, pp and T (cf. (4.413)—(4.414), (4.194), (4.187), (4.188), (4.189), (4.272),
(4.86)).26

We can show that such a simple fluid mixture has a special form of ““state equation”
(4.414): indeed, we noted above (4.278) that expressions (o /Py) (0 P /9dpy) are the
same for all constituentse = 1, ..., n (cf. [61, Eq.(2.11)]) generally, but for a simple
mixture, using (4.414) in (4.187) we have P /dp, = 0 P,/dp, depending, as well
as P,, only on the density of the considered constituent & (and on temperature).
Therefore, there is a universal C (possibly a function of temperature)

p_aaf’a
Py 9pa

=C=C(T) a=12,...,n (4.415)

in a simple mixture.
By integration, we obtain the following general form of dependence of partial
pressures on densities in a simple fluid mixture (the state equation)

Py =Ko(p)¢ a=1,2,....n (4.416)

where K, = K, (T), as well as C(T), are functions of temperature 7" only.

‘We note also that for such a simple fluid mixture we have from (4.415) and (4.414)
that 82 f, /802 = ((C — 2)/pa)d fu/dps and therefore 8 Py /00y = (Cpu)d fu /00w
and by (4.412) 3§a/0pa = C 3 fo/p -

Using these and previous formulae, we can obtain from (4.273) for a simple fluid
mixture (by (4.187))

0Py [~ 0P, 0fu [~ 20fy\  KapS™!
Vg = B = — 7 — e
w = (G0 Z_‘;pya PG | 22773, -
y= V=
0o (< 299
o 279y
e vl ICE RIS
evll yz_;py 5 n

The dependence of partial properties fy, 9o, Py, Pvy Only on the density of cor-
responding constituent « (besides 7') in this simple mixture means (if we put o, — 0
for other constituents) that such a partial property may be interpreted as a correspond-
ing property of pure constituent « at the same density and temperature (as py, 7 in
the mixture considered). E.g. relation (4.414) together with (4.187) expresses the
classical Dalton law valid in this simple fluid mixture because we can interpret Py
as the pressures of pure constituents « at a given density and temperature before
mixing, the sum (4.187) of which is the pressure P of the mixture at the same partial
densities and temperature.

26 We stress that we use only the classical partial thermodynamic quantities, calculable (say) by

(4.269), (4.270), but there are also other possible definitions, e.g. partial entropies by — % (different
by (4.272)), cf. [17, 18]. These are, however, not so useful as those classical.
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(iv) Mixture of Ideal Gases
We show here that the mixture of ideal gases is equivalent to the simple fluid mixture
from (iii), if its constituents and their mixture are gases [61] (modelling gas by linear
fluid seems to be sufficient; moreover, the thermodynamic relations used here remain
valid even in some models with non-linear transport as in [72], cf. Rem. 25).

The density and pressure of pure real gas (as different from liquid) goes to
zero simultaneously, see Appendix A.l. Therefore, Pv, considered for a pure
gas constituent (i.e. as a product of the pressure P and the specific volume vy
of the pure constituent «; we omit symbols above with which we could write
P* = P, p5 = 1/v], cf. (3.199)) has the property (A.1) permitting the intro-
duction of absolute temperature based on any gas (see Appendix A.1; we use T
(1.30) for temperature), that is

RT P,
lim Pvg=—= lim = a=1,...,n (4.417)
Pa—+0 Ma Pa—>+0 Py

where R is the gas constant and M, is the molar mass of the constituent.

Now, following the property of the simple mixture discussed at the end of (iii)
above, we can interpret (4.417) and the quantities in it as those in a gaseous simple
fluid mixture, i.e. Py, py, vy are corresponding partial quantities in this mixture
fulfilling, e.g. (4.278), (4.188). Inserting (4.416) into (4.417) we obtain

lim (p)*=b a=1....n (4.418)

Pa—>+

wherea=C — 1, b=RT/(Ky M,) .

But (4.418) is validif and only if a = 0, b =1 (limits b fora > O ora < 0 are
0 or +o0o respectively without physical sense; densities are only positive). Therefore
C =1, K, =RT/M, and “state equation” (4.416) of the simple gas mixture is

an ideal one
P,=p =1 ( 1 )
_ o R ) 4.419
¢ aMa

valid at any density and pressure (and not only in the limit (4.417)). This and the
following relations show that the gaseous simple fluid mixture is the ideal gas mixture.

Moreover, for such a simple gas mixture, it follows by (4.419), (4.278) that partial
molar volumes v, M, of all constituents are the same

veMy =RT/P  a=1,...,n (4.420)

From this, the independence of v, = v4(T, P) on wy, ..., w,_1 follows (see
(4.216)) which permits interpretation of v as the specific volume of the pure con-
stituent o and (4.191) expresses the validity of Amagat’s law in an ideal gas mixture
(Amagat’s law asserts that partial specific volumes in mixture in (4.191) are equal
to specific volumes of pure constituents at the same P, T of the mixture, cf. (4.440)
below); here, moreover, all molar partial volumes are the same (4.420).
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Using (4.191), (4.420), (4.294) we obtain for the molar volume of mixture vM
(4.295) the following state equation for the ideal gas mixture (which is the same as
for pure ideal gas (A.3))

PvM =RT (4.421)

Equations (4.421) and (4.419), (4.420) are state equations of the ideal gas for the
mixture and its constituents. Note, that interpreting (4.417) as valid for every con-
stituent « = 1, ..., n in a simple gaseous mixture, multiplying each (4.417) by wy
and summing them we obtain (using (4.191), (4.294); the limit in all p, with fixed
w, may be obviously substituted by the limit in P)

lim Pv=RT/M (4.422)
P——+0

But, following the discussion given at the end of iii. above and similarly as for the
first “pure” interpretation of (4.417), we can interpret (4.422) as a limiting property
of each real gas mixture of fixed composition, i.e. property (A.3) is valid also for
mixtures of real gases which therefore in the limit of zero pressures behaves as an
ideal gas mixture with state equation (4.421).

Inserting (4.419) through (4.187) into (4.278) we obtain

n
Pa Py
=(— — | = =1,..., 4.423
Po Vo (Ma)/ ; My Xa (04 n ( )

i.e. py Uy in the ideal gas mixture is equal to the molar fraction (see (4.288), (4.290)).
From (4.278) the Dalton law for partial pressures for the mixture of ideal gases

follows:
P, = x4 P a=1,...,n (4.424)

which fulfils (another form of) Dalton’s law (4.187).
From (4.423) (cf. (4.213)) we can also see that the partial specific volumes are
independent of temperature in the ideal gas mixture

Vg =Uu(py) a=1,...,n (4.425)
and therefore instead of general result (4.272) we have

)7
—a—?=sa=§a(T,pa) a=1,...,n (4.426)

in the ideal gas mixture. This is not only an analogue of general result (4.164) but,
moreover and much more importantly, it gives partial entropy as depending on the
density p, of the constituent o only (besides T'; cf. also (4.434)). Then, according to

the discussion at the end of (iii) above, the partial entropy s, may be interpreted as
specific entropy of pure (ideal) gas at a density equal to those in the mixture. This
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permits direct calculation of the mixing entropy (4.435) from pure ideal gases. This
traditional calculation of mixing entropy in the ideal gas mixture is therefore well
motivated by the fact that this mixture is the simple one.

Further, partial internal energies and enthalpies are functions only of temperature
in the ideal gas mixture (simple gas mixture)

ug = ig(T) a=1,....n (4.427)
hy = ho(T) a=1,....n (4.428)

Equation (4.427) follows from (4.86) and from (4.426) by derivation with respect
to py. Namely, ‘;ﬁ = 0 because it follows from (4.414) and (4.419)

9fe P.  RT

0Py B ,03 B My po

a=1,...,n (4.429)

Equation (4.428) then follows from (4.189), (4.427), (4.420).

Then, e.g. the internal energy u of the ideal gas mixture (and therefore, the heat
capacity of the mixture (4.357)) depends on its composition in a simple way as may
be seen from (4.427), (4.90).

The well-known logarithmic dependence of partial free energies, entropies or
chemical potentials on composition in the ideal gas mixture (like densities, molar
concentrations or fractions, partial pressures, etc.) follows as a consequence of the
ideal state equation (4.419). For example, by integration of (4.429)

20 RT
Ja = fa(T)'f‘Vln,Oa a=1,...,n (4.430)

o

where fo(l) (T), depending on temperature only, is the free energy of pure gas « at
unit density (depending on its physical dimension). Inserting (4.430) with (4.419),
(4.420) into (4.194) we have with classical partial pressure (4.424) in the ideal gas
mixture
0 RT
gazga(T)—i—M—lnPa a=1,...,n (4.431)

o

with §0(T) = fO(T) + (RT/My)(1 + In(M/RT)) depending again on pressure
units. Equation (4.431) is one of the proposed definitions of the mixture of ideal
gases, cf. [154] (Chap.3).

Here it has been shown that the property of the ideal gas mixture follows from the
model of a simple fluid mixture of gases. In fact both these models are equivalent,
because from (4.430), (4.431), (4.419) Egs. (4.413), (4.412), (4.414) follow [61].

The result (4.431) may be written for the more usual molar chemical potential ¢,
(4.172) using (4.424) as a logarithmic function of the molar fraction in the mixture
of ideal gases
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fo = (Myg2(T) + RTInP) + RTInx, = pO(T, P) + RTInx, a=1,...,n
(4.432)
where /Lg(T, P) is the molar chemical potential of pure ideal gas constituent « at
T, P of the mixture (as follow from x, — 1). Hence the mixture of ideal gases
(or gaseous mixture of simple fluids) is an example of an ideal mixture defined by
(4.437) below.
From (4.432), we obtain by (4.290), (4.295), (4.421) for a mixture of ideal gases

o = (Myg2(T) + RT InRT) + RTIncy, = pu(T) +RTIne, a=1,...,n
(4.433)
(as the simple mixture fulfils (4.412); in molar units) used below, see (4.468), (4.469),
Rem. 27.
Using (4.432) in (4.266) (with molar units (4.172); at constant w; is such also xs,
see (4.292), (4.297)) we obtain for the molar entropy in the mixture of ideal gases

Ot

3T = Mysqy = Masg(T, P)—Rlnx, a=1,....n (4.434)

where Masg(T, P) is the molar entropy of pure ideal gas « at 7, P of the mixture.
Using (4.267) we obtain (4.420) analogously.

Equation (4.434) permits the calculation of mixing entropy (change of entropy at
mixing of pure constituents to mixture) defined as the difference between the entropy
of the mixture and the sum of entropies of pure constituents: molar mixing entropy
(related to one mole of mixture, is therefore (using molar quantities in (4.434), (4.91),
(4.292) at the same T, P of pure constituents and in mixture):

n n n
Ms — > XaMysg = M D wa(se —50) = —R D xylnxg (4.435)
a=1 a=1 a=1

Just because this is the simple mixture, the partial entropy s, may be interpreted as
specific entropy of pure (ideal) gas at a density equal to those in the mixture (see
(4.426) and below), and the mixing entropy may be calculated as the sum of entropy
changes at the expansion of pure (ideal) gases o (with masses wy) from starting
density (before mixing) to final density (as in the mixture).

It is possible to define another mixing property in a similar way (besides s also
forv,u, h, f, g), e.g. the specific mixing volume (related to mass unit of mixture) is
defined as the left hand side of following equation

n
v— > wev) =0 (4.436)
a=1

This mixing volume is zero for ideal gases because the specific volume of mixture
is given by (4.421) and the specific volume of pure ideal gas « at the same T, P as
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in the mixture (w, is its mass in mixture of unit mass) is vg =RT/PM,, cf. (A.3),
(4.292), (4.291).

Mixing thermodynamic properties can be calculated in some simple models like
(@iv) or (v) here. In a general non-simple mixture, they are usually obtained experi-
mentally.

(v) Ideal Mixture
Motivated by (4.432) we use in classical thermodynamics (e.g. [129, 138, 152, 155])
the ideal mixture or the ideal solution defined by the following expression for molar
chemical potential of gas or liquid

o = uo(T,P)+RTInx, oa=1,....n (4.437)

where u} (T, P) is the chemical potential of pure fluid (gas or liquid) at the same
T, P as in the mixture, R is the universal gas constant (A.2).

An ideal mixture is generally different from a simple mixture; an exception is the
ideal gas mixture which is also a simple mixture, see (4.432) and Rem. 27. But, on
the other side, the ideal mixture (4.437) (and this is its main motivation) has many
properties similar to the ideal gas mixture:

e molar mixing entropy follows from (4.266), (4.172) (cf. (4.434)), quite analogously
as (4.435) but with (4.437) instead of (4.432): for molar entropy we have

Mysq = Mysy(T, P) —RInx, a=1,...,n (4.438)

(where Mys;, = —oug (T, P)/dT is the molar entropy of pure constituent ) and
therefore

n n
Ms — Z XoMyst = —R Z Xolnxg (4.439)
a=1 a=1

The mixing entropy in an ideal mixture is therefore the same as in an ideal gas
mixture (4.435) but it is valid more generally, e.g. in the liquid the ideal mixture
is formed from liquid pure constituents.

e Mixing volume is zero (i.e. no volume changes upon mixing) because Amagat’s
law is valid

n
V= wev) (4.440)
a=lI

Here v is the specific volume of the mixture at given T, P, wy, ..., w,— and v}
are the specific volumes of pure constituents at these 7', P equal to v, in (4.191).
Indeed, this follows from (4.437) taking derivative (4.267) (with specific variables,
cf. (4.172)) and using (3.207).

e Mixing enthalpy is zero (i.e. no enthalpy changes upon mixing). Indeed, by defin-
ition, the specific mixing enthalpy is the difference h — >, weh (cf. (4.435),
(4.436)) where h is the specific enthalpy of the mixture and A, is the specific
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enthalpy of pure « taken at the same T', P. But A, is equal to partial enthalpy Ay
in the final mixture, indeed, by (4.189), (4.194), (4.86) (valid also for pure fluid,
cf. (3.111), (3.203)) and by ideal mixture relations (4.437), (4.438)

he = gu + Tsq = gy /My + R/My)Tnx, + Tsy — T (R/My)Inxy
=pus /My +Tsy =h,

(of course enthalpy of pure fluid is defined similarly as (4.199)). Specific mixing
enthalpy is therefore zero by (4.190).

e No internal energy changes upon mixing: specific mixing internal energy is zero
as follows directly from the previous two results:

n n n
M—Zwau; =h—2wah& —P(v—zwav&) =0
a=1 a=1 a=1

From these results it follows, that in an ideal mixture the partial Gibbs energy
Jo = Ma/My, the free energy fo = go — Pv, and the entropy s, depend on 7', P
and on composition in a logarithmic way (see (4.437), (4.438)) but partial volume,
enthalpy and internal energy vy, hy, Uy = hy — P, are functions of 7, P only. All
these results are valid also in special case of ideal gas mixture, cf. (4.433), (4.430),
(4.434), (4.420) often even simpler (4.425), (4.427), (4.428).

If such mixing in the ideal mixture proceeds at constant temperature, pressure
(and therefore at constant volume simultaneously), the system has constant energy
(kinetic energy is usually neglected, cf. Rem. 9 in Chap. 1) and constant mass, no
work is done and therefore no heat exchange is observed.

As we noted above, the ideal mixture is generally different from the simple mix-
ture; the exception is the ideal gas mixture which is simple as well as ideal, cf. (4.432)
with (4.437).7

In the remainder of this section, we discuss the important role of chemical poten-
tials gy or w, because they are sufficient to determine (through (4.266), (4.267),
(4.86),(4.194), (4.189)) all other y,, (fulfilling Gibbs-Duhem equation (4.263)). Moti-
vated by application in equilibrium thermodynamics [129, 138, 154, 156] (called
chemical thermodynamics; but the following is valid also for non-equilibrium situ-
ations if local equilibrium is valid, e.g. for models presented in Sects.4.5 and 4.6),
instead of chemical potential (1, of constituent « the activity a, is used equivalently
defined by

Mo = iy + RTIna, (4.441)

27 The definition of ideal mixture (4.437) does not fulfil generally the property (4.412) of the
simple mixture which should be py = 1o (T, cq) (in molar units, cf. (4.172), (4.288)). Indeed, for
the ideal mixture (by (3.205) ug (T, P) = ug (T, cg), where ¢;, = pg /M, is the molar density of
pure constituent «; py = p in Chap. 3)
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where R is the gas constant (see Appendix A.1) and ), is the selected standard
function (of 7', P, wg or some of them); usually it is called the standard state. Note
that in the standard state (i.e. when u, = ) activity is equal to one.

This special definition (4.441) is motivated by the fact that when a standard func-
tion is appropriately chosen, activities (and therefore chemical potentials) are (often
at least approximately) expressible through easy measurable quantities like concen-
trations, pressures, etc. (besides this, p, must be determined relatively to some fixed
level in practice). Note that activities are only positive, dimensionless and their rela-
tion to chemical potentials is unique (for the known standard function). Changing
the standard function from i}, to u}; we can recalculate the corresponding activities
from ay to a,, by

a, = aq/a, (4.442)
where @, is the original activity of the new standard state given by u} = uf +
RT1Ina},. (these formulae may be valid for all « = 1,...,n , but generally it is

not necessary to choose as the standard state the same state for all constituents, cf.
example below (4.446)).

Because of the many possibilities of selecting standard functions they must be
clearly specified if an activity is to be used; due to practical and historical grounds
some activities are called fugacities and, in fact, so-called activity or fugacity coef-
ficients are also of this type [4, 79, 129]. These quantities and other examples of
activities will be discussed in the following.

The basic properties of any activity and its use will be first demonstrated on
the following classical example of fluid (gas or liquid) mixtures. As the standard
function w, in (4.441) we choose ug, (T, P) in (4.437), i.e. the chemical potential in
the following standard state: pure constituent « at 7, P and aggregation state as that

(Footnote 27 continued)

n n

to = pg(T, P)+RTInxy = u (T, ) + RTInc, +RTIn Y (cy/(z cg)) (1/c3)
y=I1 e=1
where (4.290), (4.295), (4.440), (4.292), (4.289), (3.199) have been used. This is different from
o = Mo (T, cy) mainly because cJ‘/ = (M, v)',)_1 are different for different y. But in an ideal gas
mixture where (at chosen 7', P) molar densities are the same for all constituents as well for those
which are pure, namely ¢, = c;, = P/RT, see (4.420), (4.421), this equation (cf. (4.432)) gives
(4.433) and this is the simple mixture.

There are attempts to motivate the definition of ideal mixture by a simpler way, e.g. it is possible
to show [149, 150] that if the chemical potential of each constituent depends (besides temperature
and pressure) only on the molar fraction of that constituent then this dependence is logarithmic as
in (4.437) (it is assumed also that the partial internal energy and volume of at least one constituent
depends on temperature and pressure only and that the number of constituents must be 3 as a
minimum).

The alternative motivation of definition (4.437) for (real) gas mixtures comes from a statement
that a mixture is ideal if Amagat’s law (4.440) is valid at any 7, P. Indeed, Amagat’s laws means
ve = vy and then by (4.454), (4.458) below, for fugacity coefficients also v, = vy; therefore by
(4.463), this is an ideal mixture.
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in the mixture activity in which we try to find. The motivation follows from (4.437):
if the mixture is ideal then activity a, is equal to molar fraction ay = xg.

The behaviour of real fluid mixture may be described through deviations from
ideal mixture [129, 138, 152, 154, 156] expressed by the activity coefficient yy
defined by

Ay = YaXa (4.443)

which is, similarly to the activity a, , some functionof T', P, xg, B=1,...,n—1.
For this activity and activity coefficient equation (4.441) is written

e = uo(T, P)+RT Inay = uy (T, P) +RTInx, + RT1ny, (4.444)

for the fluid (gas or liquid) constituent «.

Therefore, the activity coefficient is y, = 1 in ideal mixture (4.437), but, as fol-
lows from the choice of standard state, even in a real mixture, the activity coefficient
has limiting property lim,,— o = 1. (i.e. concentrations of all remaining con-
stituents go to zero in such a limit). This may be also interpreted such that each real
mixture behaves in the limit x, — 1 as the ideal mixture (cf. (4.444) with (4.437)
in this limit).

For adescription of a dilute solution of constituents 8 = 1, ..., n—1 innearly pure
solvent n at given 7', P we can use another limit: activity coefficients at infinitesimal
dilution ygo = limy, 0 yp, practically depending only on 7', P (the most simple
case is one solute B = 1 in a solvent n = 2; also more complicated cases may be
discussed when some solutes have got higher concentrations, e.g. when solvents are
mixed, but we exclude for simplicity such cases from the following discussions). This
permits to introduce another standard state (a “hypothetical” one based on Henry’s
law (4.464), see (4.465)) giving new activities a}’g and new activity coefficients ylé
fulfilling (cf. (4.443))

ag=xpyy B=1,...,n—1 (4.445)
The (4.441) has the form
np = ugo + RTlna/’g = Mgo + RTInxg + RTlnyf; B=1,...,n—1 (4.446)

which follows from Eq. (4.444) (applied on our dilute mixture with chemical poten-
tials pq ) by using the limiting y/é’o. Namely, we use the following definitions of new
standard functions M%O = “/.3 + RTlny/é>o and new activity coefficient y/é = yg/ ygo.
From this definition it follows that the new activity coefficient yé has the following
property limy, .o ylg = 1 (cf. difference from yg above).

Therefore in very dilute solution, the activities (4.445) of solutes a/’3 may be
substituted by molar fractions x and this is the main reason for using such a standard
state, cf. (4.465). Note, that solvent n in such dilute solution is nearly a pure one and
therefore it remains in the original standard state (4.444) for « = n (with nearly
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an = X, = yp = 1); this is an example of the use of different standard states for
different constituents in the same mixture.

Both these standard states are used in thermodynamics of solutions (especially the
last one also for other concentration units like (molar) concentrations or molalities,
see end of this Sect.4.8) but it is better to discuss them and other standard states in
the following terms of fugacities.

The fugacity £, of constituent o is some type of activity in fluid (gas or liquid)
mixture [152, 155]. It is a function of 7', P and its composition defined by chemical
potential p, of constituent o with the same conditions as

pe = pO(T) + RTIn(f,/Py)  a=1,...,n (4.447)

Standard function /,Lgs (T) = ,ugs (T, P = Py) is the molar Gibbs energy of con-
stituent « taken as a pure ideal gas at the considered temperature and the standard
pressure P (usually 101.325 kPa); because of this constant, this standard function
(and state) depends on temperature only (comparing with (4.441) this activity should
be rather £,/ P but for traditional reasons we keep the special name and dimension
of pressure for £,).

For pure fluid « the fugacity £, a function of T, P, may be also defined through
its molar Gibbs energy ug (T, P) (chemical potential of pure «) as

Magy = g = g’ (T) + RTIn(£5/ Py) (4.448)

where g, is the (specific) Gibbs energy of pure fluid «, ugs (T) is the molar Gibbs
energy of (pure) ideal gas « at T and standard pressure Py which is the same tem-
perature function as in (4.447) for given « (cf. symbols introduced at the beginning
of this Sect.4.8).

The definitions are chosen in such a way that in an ideal gas or an ideal gas mixture

f*=P, f4=P, a=1,....,n (4.449)

Indeed, inserting the partial pressure of ideal gas (4.424) into (4.431) we have

0 RT RT
gﬂt:ga(T)+M_lnP+M—lnxa a=1,...,n (4.450)

o o

The first two members on the right-hand side form the specific Gibbs energy of
pure ideal gas o at T, P, as may be seen from x, = 1 (note that in this limit the
state equation of pure ideal gas « is valid, cf. (4.421)). Specifically, the molar Gibbs
energy ,u,g‘Y of (pure) ideal gas « at standard pressure P (and the same 7') is

ud(T) = My g2 (T) + RT In P, (4.451)

where Qg(T) are the same functions of temperature as in (4.450) or (4.431). Elimi-
nating this function from (4.431) using (4.451) we obtain for ideal gas constituent «
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po = p(T) + RT In(Py/P)  a=1,...,n (4.452)

which comparing with (4.447) gives for an ideal gas mixture the result (4.449), with
partial pressure (4.424) of the ideal gas mixture. Limiting in (4.452) x, — 1 we
obtain a pure ideal gas, P, — P by (4.424), and, cf. (4.448), (4.449); follows.

We introduce now the dimensionless fugacity coefficients v® for pure fluid and vy
for constituent ¢ in mixture by

f* =v°P, fo=vexgP oa=1,...,n (4.453)

They express the deviation of fugacities from pressures and are equal to one for ideal
gases, see (4.449).

Real gases and their mixtures have the property (see (4.422) and Appendix A.1)
that at P — 0 they behave as the ideal gases and their mixtures (4.421). This
permits to calculate fugacity coefficients and therefore fugacities from state behaviour
(equations like (3.204), (4.215)).

The fugacity coefficient v, for the real gas mixture may be calculated (at given
composition x,, temperature 7" and pressure P of which is v, function) from

P
RT In v, =/ (Mqvy —RT/P)dP o =1,...,n (4.454)
0

where M,v, is the partial molar volume of constituent « in real gas mixture
considered.
To deduce (4.454) we insert (4.453), into (4.447) and we obtain

e = ' + RT In v, (4.455)

where ufyd is the molar chemical potential in the ideal gas mixture (at the same 7', P,
composition) given by the right-hand side of (4.452) with (4.424). This quantity
may be obtained by integration of (4.267) using (4.172) and partial molar volume in
ideal gas mixture (4.420) (note that at both following integrations (4.456), (4.457)
the composition is fixed no matter if it is expressed by mass or molar fractions; cf.
similar “molar” integration of (4.266) in (4.434))

) P
pid = 00 4 / (RT/P)dP (4.456)
0

Similarly, in a real gas mixture analogous integration of corresponding (4.267)
gives for constituent o

P
pa = pud0 + / My v dP (4.457)
0
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It is important to note that the constant ©° (molar chemical potential at the same T
and composition and P — 0) is the same in both (4.456),(4.457) because each real
gas behaves as an ideal gas at P — 0, see Appendix A.1,(4.422). Inserting (4.456),
(4.457) into (4.455) we obtain result (4.454).

Fugacity coefficient v® at T, P of real pure gas is calculated from

P
RT Inv® = / (Mv® — RT/P)dP (4.458)
0

where Mv® is the molar volume of pure gas (M is the molar mass, v°® the
specific volume (3.199)). Deduction of (4.458) is quite analogous to (4.454): insert-
ing (4.453) into (4.448) we obtain (index « is omitted) Mg® = M ¢ +RT Inv®
where Mg® = u%(T) + RT In(P/ Py) is the molar Gibbs energy of pure ideal gas
at P (and T). These Mg° and M¢® may be again obtained by integration (3.207)
(using the molar mass M), in the first case with the molar volume (3.212) of ideal
gas, in the second one with the molar volume of pure real gas Mv°®. We obtain
Mg® = Mg® + [V (RT/P)dP,Mg* = Mg® + [ (Mv®)dP. Here Mg® (the
molar Gibbs energy of pure gas at T and P —0) are the same for both cases again
because a real gas behaves as an ideal one at P — 0. Inserting both into first formula
we obtain result (4.458).

Fugacities in the liquid phase may be defined as follows: they are equal to fugac-
ities in a vapour (gas) phase which is in phase equilibrium and which may be cal-
culated by (4.454) or (4.458). It is because fugacities of a given constituent are the
same in both such phases (as follows from their definitions (4.447), (4.448), because
the equality is valid for chemical potentials in phase equilibrium [152, 154] and the
standard functions are the same for both phases).

The main importance of fugacities consists in the possibility to calculate arbitrary
activity a, in an arbitrary state from (4.442). Namely, taking here £, / P for activities,
cf. below (4.447), we obtain

ay = £o /£ (4.459)

and activity can be calculated if we know the fugacity £, in this state and the fugacity
£}, in the standard state on which the activity a, is considered.

For the standard state and activities of classical example (4.444) the fugacity
£} = £; of pure constituent o at 7', P and the same aggregation state as in the
mixture. That is, £5, = £3,(T, P) is given by (4.448) with the chemical potential of
standard state ug, (T, P)

us (T, P) = u(T) + RT In(£5(T, P)/P,) (4.460)

Then (4.443) is valid and (4.459) in this standard state gives

fo = Xa Yo £, (4.461)

where y,, is the activity coefficient discussed at (4.444).
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Because of the unit value of this activity coefficient in the ideal mixture (see
(4.437), (4.444)) this may be expressed by fugacities through Lewis’ or the Lewis-
Randall rule equivalently as

fo =x£, a=1,...,n (4.462)

It gives the fugacity f,, of constituent « in the ideal mixture with the molar fraction
xq from the fugacity £, of pure constituent o at T, P of the mixture.

Equivalently to (4.462), the fugacity coefficient v, of constituent « in the ideal
mixture is equal to that of the pure constituent (at the same 7', P)

a=1,...,n (4.463)

and therefore is independent of composition. This follows by elimination of P from
both relations (4.453) and comparing with (4.462).

Using limiting properties of activity coefficients y in (4.461) (cf. discussion of
(4.444)) we find that Lewis’ rule is valid in the limit of high concentrations x, — 1
at any real fluid mixture.

On the other hand, in the dilute solutions of solutes 8 = 1,...,n — 1 activity
coefficients of which achieve in (4.461) their limits y/§’° (the value of which depend
on T, P of the mixture which is nearly pure solvent n; we recall our simplification
above (4.445),e.g. = 1, n = 2) we obtain Henry’s law

asserting that fugacities of very dilute solutions of constituent 8 are proportional to
concentration, in this example to molar fraction xg; quantity y/g" f;, (depending on
T, P only) is called the Henry constant. At the same time for solvent o« = n Lewis’
rule is valid because x,, — 1 (this follows also from integration of Gibbs-Duhem
equation (4.221), e.g. if linear Lewis’ rule is valid for n = 2 at x; — 1 then linearity
of Henry’s law is valid for n = 1 at x; — 0 and reversely). But if the ideal mixture
applies for all concentrations (as above in (v) Ideal Mixture), then the Lewis rule
(4.462) and Henry’s law (4.464) are equivalent (because activity coefficients are
equal to one, e.g. y;° = 1).

Henry’s law is traditionally expressed through pressure in (ideal gas) approxima-
tion of the type (4.449); with similar approximation the Lewis rule gives Dalton’s
law (4.424) in the gas phase or Raoult’s law in the liquid phase used in vapour-liquid
equilibria [152, 154].

Above (4.445) the “hypothetical” standard state was mentioned. This may be
defined by the standard fugacity ffg = ygo f /.3 because then (4.459) gives for activity
(4.445) (with fugacity expressed through our first activity coefficient as (4.461))

(vpfp)xp

a, = =YX (4.465)
7
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and this is (4.445) indeed. For very dilute solution (when Henry’s law (4.464) is
valid), also limy, ¢ y/é = 1 and the activities of solutes may be substituted by molar
fractions al’s = Xxg; this is result below (4.446). The standard state is hypothetic
because, as may be seen from (4.464), it has xg = 1 but fugacity as in (an infinitely)
diluted solution.

Because the molar fractions in (4.461) are proportional to other types of con-
centrations especially in dilute solutions we can obtain similar results for them. We
demonstrate this in the case of molar concentration cg (4.290) which may be inserted
in (4.464); we use “dimensionless” concentration cg/cy where ¢, is some fixed stan-
dard concentration (for liquid solution typically unit one, like ¢, = 1mol/dm?).
Then Henry’s law (4.464) in dilute solutionof 8 = 1,...,n — 1l is

fg = Hgcg/cs (4.466)

with the Henry constant Hg = csygo f;} /¢ in which we can include the molar
volume of mixture 1/¢* which is in this dilute solution practically equal to the
molar volume of pure solvent. Similarly as above, we choose the state with the
fugacity f‘fg = Hpg which depends on T, P, as another “hypothetic” standard state.
Then, similarly as in the previous case (4.465), the (new) activity is given by (4.459),
(4.461), (4.290)

ag = (yptgep/c)/Hp = yg cp/cs (4.467)

with another activity coefficient yg = (ygc™)/ (ygoc). By diluting the solution
ys — 1 because if cg — 0 then yg — y£°, ¢ — ¢ and, as a result, we obtain
that activity (4.467) in very dilute solution is equal to (dimensionless) concentration
ag = cg/cs.

Approximation of activities by corresponding concentrations in very dilute solu-
tions is the main motivation for use of such “hypothetic” standard states.

These standard states are used, e.g. in dilute solutions of salt in water, where the
Debye-Hiickel theory exists for estimation [154] of these yg . Modern versions of
this theory use molalities (number of mols in mass unit, namely 1 kg, of solvent)
instead of concentrations with quite analogical, but different in principle, formulation
of the standard state; at low concentrations the differences, e.g. in ylg , are usually
negligible.

A little similar but another choice of standard state, used e.g. in gas chemical
kinetics, see Sect. 4.9, is the pure ideal gas at given temperature and at fixed standard
molar concentration ¢, (usually unit one, say ¢, = 1 mol/m?). Therefore, by (4.433),
the standard function (i}, in (4.441)) is defined as ,uo?(T) = ,u,g(T) + RTlIncg and
depends only on temperature. Then (4.441) is (we use variables T', ¢, ; see (4.212),
(4.288))

po = nE(T) +RT Inay (T, ¢y) (4.468)

In the mixture of ideal gases, we have



4.8 Special Cases of Linear Fluid Mixtures. Chemical Potentials and Activities 247
Ay = Cq/Cs (4.469)

as follows from (4.433).

Ultimately we note that the classical theory of mixtures presented here is used
also for solids but with deformations limited on those only which may be described
through density.

Summary. Following simplified models obtained from the linear fluids model
are presented in this section: non-reacting mixture, incompressible mixture, simple
mixture (independent of density gradients), mixture of ideal gases, and ideal mixture.
In the non-reacting mixture the partial thermodynamic pressure is equal to “partial”
pressure in stress tensor, cf. (4.402). The Amagat law was proved in the incompress-
ible mixture, see (4.405). Although in classical (equilibrium) thermodynamics the
chemical potential is defined as a partial derivative of Gibbs energy of mixture which
is in general a function of molar amounts of all constituents, the chemical potential of
a constituent is considered to be a function of only its concentration (molar or weight
fraction). This independence of chemical potential from the concentration of other
constituents was proved here only in the case of simple mixture—see (4.412); the
same was shown for partial free energies, partial thermodynamics pressures, and for
the product of partial volume and thermodynamic pressure. It was also shown that the
simple mixture has a special constitutive (state) equation for partial thermodynamic
pressures—(4.416). The mixture of ideal gases was shown to be a specific case of
the simple mixture and the ideal gas state equation was derived, (4.419). The partial
entropy of ideal gas constituent depends on the density of only this constituent (and
temperature), cf. (4.426), what enabled the calculation of the mixing entropy (4.435).
Classical logarithmic dependence of chemical potential on the composition naturally
resulted from (4.429), cf. (4.431) and (4.432). The ideal mixture was defined on the
basis of a specific type of just this logarithmic dependence, cf. (4.437). It is gen-
erally different from the simple mixture. The second part of this section discussed
two important points related to chemical potential—the activity and standard states.
The activity was defined by (4.441). The importance of selection of proper standard
state and the use of activity coefficients and fugacities in calculating the activities
was then described. In fact, this was not a specifically non-equilibrium or rational
treatment but it operated on quantities and relationships the validity of which had
been proved in our model of fluid mixture.

4.9 Chemical Reactions and their Kinetics

Chemical kinetics and its relation to chemical equilibrium is a subject of monographs
and reviews [108, 131, 132, 154, 157]. Classical non-equilibrium thermodynamics
[3, 4, 119, 120] studies this subject starting from entropy production (4.178) and
therefore taking the affinity as a driving force of chemical reaction rates [158]; but
this seems (at least) insufficient because of the decomposition (4.174), cf. discussion
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of (4.489), (4.493) below and references [108, 159, 160]. Chemical reactions are
discussed also in rational thermodynamics [14, 18, 31, 75, 161].

To describe a chemically reacting system, it is sufficient to consider independent
reactions only (see Sect.4.2) because any other (dependent) chemical reactions may
be obtained by their linear combinations.

In this Sect.4.9 we discuss Egs. (4.156), (4.171) concerning chemical reactions
in a regular linear fluids mixture (see end of Sect. 4.6), i.e. with linear transport phe-
nomena. This model gives the (non-linear) dependence of chemical reaction rates on
temperature and densities (i.e. on molar concentrations (4.288)) only (4.156), which
is (at least approximately) assumed in classical chemical kinetics [132, 157]. Here,
assuming additionally polynomial dependence of rates on concentrations, we deduce
the basic law of chemical kinetics (homogeneous, i.e. in one fluid (gas, liquid) phase)
called also the mass action law of chemical kinetics, by purely phenomenological
means [56, 66, 79, 162, 163].

In non-linear transport models, see e.g. [72], the chemical reaction rates depend on
more parameters: not only on concentrations and temperature but also on deformation
rates, gradients of concentrations, etc.; for a possible generalization of the presented
procedure see [108, 164] and the end of this section.

Constitutive equations for rates of chemical reactions (4.156) in regular linear
fluids mixture may be written with the use of molar quantities (4.26), (4.33) (cf.
(4.179) and examples (4.487), (4.488), (a) of Rem. 30, below)

J=J(T,&) =J(T, )= J(T,a) (4.470)

where ¢ is the vector of (molar) concentrations ¢, (4.288), /i is the vector of molar
chemical potentials 1ty (4.172), (4.173), and d is the vector of activities ag (4.441) (in
the mixture space U, see Sect.4.5). The second relation follows from the preceding
one using inversion of function i = (T, c) (cf. (4.172), (4.161), (4.288)) which
exists because the matrix with components 9/io/9c, = MyM, 3Gy /dp, is regular
by the regularity of (4.362) and diagonal matrix from non-zero M, (we study rates
(4.470) in stable, one-phase gas or liquid mixture). The last equation (4.470) follows
from (4.441) where the form of this function depends on the form of the standard
function; we limit ourselves to the most often used case (4.468) when the standard
functions depend only on temperature.

In the regular linear fluids mixture, the production of entropy is caused by chemical
reactions given by (4.178) and (chemical) equilibrium is given simultaneously by
zero affinities (4.311) of independent chemical reactions chosen for their description
of reacting system

-

A=0 (4.471)
and by the zero rate of these chemical reactions (4.302)

J

0 (4.472)
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(see Sect. 4.7 for details). Equilibrium (4.471) may be expressed through the equilib-
rium values of activities a, inserting (4.441) with the equilibrium chemical potentials
u = wl, + RT Inaf into (4.176) by
n
—RTlnIC,,:Z,u;PW p=1,....n—h (4.473)

a=1

where the so called equilibrium constants K, of independent reaction p are defined as
n

Kp=[]w@p™ p=1....n—nh (4.474)
a=1

According to the limitation stated above, our standard functions uf, = u’ (T)
depend only on temperature and therefore also equilibrium constants depend on
temperature only and by (4.474) give restrictions on the values of activities af in
chemical equilibrium (denoted by superscript ?; cf. Sect.4.7). Equations (4.473) and
(4.474) permit calculations of chemical equilibria: X, may be calculated from the
right-hand side of (4.473) (e.g. from thermodynamic data for pure constituents if they
are taken as the standard state) and composition of equilibrium mixture is restricted
by (4.474) if we know the relation of activities to composition; simple results follow
for important case (4.469), which will be used below (4.475).

Chemical kinetics is given by constitutive equations (4.470). Their form must be
valid in all processes and therefore also in equilibrium (4.471). But simultaneously
we have a restriction (4.472) on the constitutive equations (4.470) in equilibrium. We
find explicit consequences of this restriction for the approximation of constitutive
equations (4.470) by a polynomial in activities ay [66, 79, 162]. This was motivated
by proportionality of activities to concentrations (e.g.(4.469)) and the empirically
observed power dependency of reaction rates on concentrations. We denote such
powers as reaction orders [132, 157]; often they are 1, 2 (rarely 3) but sometimes
also fractions (see Rem. 17), cf. also end of this Sect.4.9. Indeed, we show below
that such approximation and restriction give the power law of chemical kinetics in
activities which is, moreover, consistent with chemical equilibrium and which is
then, by the activity-concentration proportionality just mentioned, consistent also
with classical power law in concentrations (i.e. with the mass action law of chemical
kinetics), cf. examples (4.476), (4.498) below.

Even though such power laws of chemical kinetics in activities were proposed
[154, 156] the results are often controversial, cf. [165-168] and caused polemics
between Haase and Hall [169—175], see detailed discussion in review [108]. These
difficulties in application of activities and other thermodynamic concepts in chemical
kinetics [131, 132, 157, 176], the dependence of chemical reaction rates on pres-
sure (relatively small effect in comparison with temperature dependence [132, 157,
177]), problems related to not using T, P, wg instead of T, p, as thermodynamic
variables, etc., may be connected, as it seems, with the result of our theory that the
thermodynamic pressures P, and P are not the same as measured pressures (like py
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or other quantities of such kind given by constitutive equations (4.138)). Namely,
as follows from our theory (cf. end of Sect.4.5 and (4.186),(4.187)), the non-zero
values of such difference Ap, (4.162) may be expected in a chemically reacting
mixture out of equilibrium.

We demonstrate the procedure of obtaining the mass action law of chemical kinet-
ics on special cases of regular linear fluids mixtures in which these activities (for
standard states depending on temperature only) are equal to dimensionless concen-
trations (cf. end of Sect.4.8, c¢; is a fixed standard concentration)

Ay = Cy/Cs a=1,...,n 4.475)
specifically we limit ourselves to the mixture of ideal gases, see (4.468), (4.469).
Similar results may be obtained also for very dilute liquid solutions, see (4.467),
but because the corresponding standard state may depend beside 7 also on the
pressure P, we confine ourselves usually to chemical kinetics with constant, say
atmospheric pressure (its small variation may be neglected in liquids).

As afirst example, let us consider a linear mixture of two ideal gases NO; (o« = 1)
and N,Oy4 (o = 2) with reaction (4.46)

N,04 = 2NO, (4.476)
The rate of this reaction J, (p = 1) is given by the first equation (4.470),.28
J1 =T, c1,c2) (4.477)
We note that this rate is in the relation with J* (4.26) by (4.44)
J'=2n, JF=- (4.478)

Chemical affinity (4.176) of this reaction (4.476) is

1 (c1)?
Cy C2

Al = —Quy — p2) = —@uS(T) — uS(T)) —RT In ( ) (4.479)

28 We follow here the traditional chemical kinetics using concentrations ¢, with their dimension
giving more or less formal, dimensional complications, cf. Rem. 29, 30. Performing this example
in dimensionless activities we have by (4.470)3

Ji=JN(T,a1,a) (a)
Inequilibrium, cf. (4.480), (4.481), wehave JY = J|(T, af, a3) = Otogether with zero chemical
affinity (4.479) Al0 = —2u§ + pnf§ = 0 which gives the dimensionless “real”” equilibrium constant
a? 2 1 (c° 2
IC1=( 10) =7(10) )
aj cs 5

(equilibrium values are denoted by superscript ?, cf. below (4.474)).
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where the last expression follows from chemical potentials of ideal mixture of gases
(4.468) with activities (4.475).

In chemical equilibrium, Eqs.(4.471) and (4.472) are valid and with equilibrium
concentrations c{, ¢5 (at given temperature T') Egs. (4.477) and (4.479) give

J0=0=Ji(T,c{.c5) (4.480)
1 (Ci')2 e o
—RTIn| ——% ) =2uf(T) — u§(T) (4.481)
cs

where the dimensionless “real” equilibrium constant &; is in logarithm, namely (b)
in Rem. 28. This is depending on temperature only (because of such a dependence
of the chosen standard state).
Because the number ¢; is fixed (cf. Rem. 30), it can be included into the equilibrium
constant: (C?)z
oKy = = K, (4.482)

0
2

Motivated by traditional use in chemical kinetics, we denote K also as an equilib-
rium constant of reaction (4.476) depending on temperature only, even it is different
from dimensionless “real” equilibrium constant /C;.

Now we assume that dependence (4.477) in concentrations may be approximated
by a polynomial up to the second degree

Ji = koo + kroct + korca + kaoct + kiicrca + koac3 (4.483)
where the coefficients kg, ..., koo depend only on temperature.29 This equation

(4.483) must be valid also in equilibrium; therefore introducing (4.483) into (4.480)
and eliminating c§ by (4.482) we obtain

0 = koo +ki0¢] + (ko1 / K1 + ka0) (¢§)* + (k11/K1)(c]) + (koo /KT)(c§)* (4.484)
which is a polynomial in independent equilibrium values of ¢{. This value may be

chosen arbitrarily in chemical equilibrium at a given temperature and Eq. (4.484)
must be valid (the considered place in mixture is generally open to mass exchange,

29 The same form follows assuming that (a) of Rem. 28 is a polynomial in activities
Ji = koo + koar + koraz + kaoai + kiiaraz + koxa3 (a)

coefficients of which depend on 7' only and have the same dimension.
The corresponding polynomial in concentrations is obtained by substitution of (a) by (4.475),
namely

Ji = koo + (kio/es)er + (kot/cs)ea + (kao/cD)et + (ki /cD)erea + (koa/c2)e3 (b)

This is the same as (4.483) but with other coefficients than in (a), e.g. kg1 = ko1 /c;s; they have
different dimensions but again they are functions of temperature only.
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e.g. even in uniform equilibrium in a batch reactor this arbitrariness may be achieved
by changing the initial composition of the mixture before chemical reactions start).
Because a polynomial of finite degree may have only a finite number of roots, the
requirement of arbitrariness of values ¢{ fulfilling (4.484) (e.g. its positive values
from some interval) gives therefore that all coefficients in (4.484) must be identically
Zero, i.e.

koo = k1o = k11 = ko =0 (4.485)

koo = —ko1/ K1 (4.486)

Because these coefficients depend only on temperature, this result is valid also in
the general expression (4.483). Therefore the final form of (4.483) is

Ji = korea — (ko1 /K1)et = kao(c — Kic2) (4.487)

Thus, the form of mass action law of chemical kinetics was recovered where kg
and ko1/K1 may be interpreted as the rate constants in the forward and reversed
directions of reaction (4.476) respectively; moreover, these constants depend only
on temperature and fulfil the known relation (4.486) with the equilibrium constant.3°
Further, this form of mass action rate equation automatically satisfies the principle of
detailed balance which is used as a thermodynamic restriction on chemical kinetics
and which, in turn, seems to be a result of permanence of atoms [140] stated in
Sect.4.2. Conditions when this form transforms to traditional and experimentally
supported mass action rate equations are discussed in Ref. [163]. In practice rate
constants in the two directions often differ essentially (usually by extremely high or
low values of equilibrium constants, cf. (4.486)) and we obtain the classical form of
the chemical kinetic law for an “irreversible” one-directional reaction. From (4.487)
and (4.478) (and this is valid by (4.44) more generally) the constitutive equations for

30 1t may be seen that the same procedure may be performed formally quite analogously if we use
activities instead concentrations (compare (a), (b) in Rem. 28 and (@) in Rem. 29 with corresponding
(4.477), (4.482) and (4.483) even their difference in dimensions, cf. [79, 162]). Proceeding similarly,
the analogue with activities (instead of concentrations) may be obtained, e.g. the analogue of (4.484)
with equilibrium activity a{. Therefore also the analogue of result (4.487), in activities will be valid

Ji = koraz — (ko1 /K1)a? (@)

this time with coefficients (rate constants) coming from (a) of Rem. 29 with dimensionless equi-
librium constant Ky, see (b) of Rem. 28. Indeed, inserting (4.475) into (a) we obtain
3 2
Ji = (kor/es)er — | (kor/es) —5 ) ei (D)
(c?)

which is (4.487); with velocity constants as in (b) of Rem. 29 and with equilibrium constant (4.482)
K.

Note, that if, as usually ¢; = 1 mol/m? and concentrations are given in the same units, the
numerical values of rate and equilibrium constants are the same even though their dimensions are
different.
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components J* have also the form of (4.487) (with rate constants depending only
on temperature) but this result is independent of the reaction chosen in contrast to
rates J), and equilibrium constants. E.g. for reaction (4.47) (with primed quantities)
K| = Kl_o'5 and J{ = —2J; but J* remains the same.

Substituting ¢, in (4.487) from (4.475), (4.468) using (4.481) with (4.482) we
obtain

Ji = cs kot (T) exp[—pS (T)/(RT)] (explpa/(RT)] — exp[2/41/(RT)])
= J\(T, 1, 12) (4.488)

which is the second relation (4.470) for this example (4.476), cf. (4.179) (the last
one of (4.470) is (a) in Rem. 30)).
Eliminating 11 from (4.488) by (4.479), we have

Ji = es koy (1) expl—pu§ (7)/(RT)Texplua/(RT)] (1 = expl—A'/(RT)])
(4.489)
Linearization of this equation in A! gives the “phenomenological” equation for
reaction rate of linear irreversible thermodynamics [1, 3, 4, 130]. But there is a
controversion here [159]: u; is contained in affinity (4.479) as well as in the first part
of (4.489) which is considered as constant in such linearization, cf. below (4.494),
see also [158].
We show on this example (4.476) also the result of decomposition of vector of
chemical potential from the 2-dimensional reaction space U/ into two 1-dimensional
subspaces V and W (4.174), in component form (4.177):

po = —Algu P+ B'S)y, a=1,2 (4.490)
Using matrices || PPY|| = 2 — 1), [|Soxll = (1 2) for constituents in this
reaction (4.476) (see above (4.46)) and g1 = 1/5 (because this is the inversion of
g11 = §1 .§1 = 5 calculated from (4.40)) we obtain the decomposition (4.490) as
wi=—2/5A"+ B!, w =(1/5A" +2B! (4.491)
This gives the expression for affinity (4.479) and also

B' = (u1 +2m2)/5 (4.492)

Using this (1-dimensional) decompositions (4.479), (4.492) in (4.489) (inserting
(4.491),) we obtain (4.470) with decomposition (4.174) as (4.179), i.e.

Ji = Ji(T, 1, w2) = (T, A', B

1S (T) 2B! Al Al
= ¢y ko1 (T') exp[— RT ]exp[ﬁ]exp[ﬁ] (1 - eXP[—ﬁ]) (4.493)
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At zero affinity A' = A9 = 0 = —2u9 + pu$ (4.479) we obtain J; = 0 in
equilibrium, indeed (where also B! = Bl° = uy = (1/2)ug by (4.492), (4.479)
with equilibrium values of chemical potentials 1§, 19). Production of entropy (4.178)
in this example is [Ty = J1A' > 0 and therefore for A! > 0 it must be J; > 0 and
it follows from (4.493) or (4.489) that (c; > 0 of course)

ko1 >0 (4.494)

Results of this type (signs of rate constants; equilibrium constants are only posi-
tive) follow generally from the sharp minimum of Ty (4.171) in equilibrium which
is described in variables 7', A, B as (a) in Rem. 22. Namely, the first derivative (b)
in it gives zero reaction rates (4.472) and the second derivative gives the inequality
(e) in Rem. 22. The latter is (4.493) in our example and (3.J; /9 A1)? (A2 > 0 gives
(4.494) again.

As we noted below, the equation (4.489) the expressions (4.493) show that depen-
dence of reaction rate on affinity is not so simple [158, 159] as it is assumed in clas-
sical non-equilibrium thermodynamics [1, 3, 4, 130] based on entropy production
(by chemical reactions), i.e. as a product of “fluxes” and “driving forces” (4.178).
Projection B of chemical potential vector iL to the subspace W also plays a role in
expression for reaction rates J as (4.493) in our example; the affinity A is projection
of i into orthogonal reaction subspace V only, cf. (4.174). Cf. detailed discussion
and criticism in review [108] and references [159, 160].

What happens if we use polynomials of different degrees in approximation of
(4.477)?. For the zero and first degrees, we get by the same method J; = Oidentically,
for the third degree we obtain

Ji = kao(c} — K1) + (ksoer 4 ka1c2) (e — Kica) (4.495)

The first member is the same as (4.487) (see (4.486)) and the second one may
be interpreted as autocatalysis by both constituents of mixture (some rate constants
may be neglected, cf. below (4.487)). Moreover, if we add a third constituent (say
ideal gas) Q (o = 3) to this mixture which formally does not take part in the reaction
(4.476) but may have an influence on the reaction rate

Ji=JN(T,c1,c2,¢3) (4.496)
then (using (4.482)) we obtain, approximating this dependence by polynomial of the
2nd degree, the same result as (4.487) and by the polynomial of the third degree we

obtain a similar expression as (4.495) containing (besides autocatalysis members)
also catalysis caused by the constituent Q (o = 3)

J1 = kaoo(c] — K1¢2) + (kapoer + katoca + kaores) (e — Kica) (4.497)
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Here again, as well as in (4.495), the coefficients k>0, k300, - - - , K1 depend only
on temperature. From (4.497) it follows, that in accord with experience, the auto-
catalysis and catalysis have influence on both directions of reaction (4.476).

As a last example, we consider the regular linear fluid mixture of atomic and
molecular oxygen and ozone O, O,, O3z as ideal gases denoted by o = 1,2,3
respectively, i.e. the simplification (4.475) is valid. Here two independent chemical
reactions take place, e.g. (4.48)

203 =30,, 03 =30 (4.498)

denoted by p = 1, 2 respectively. Constitutive equations for reaction rates are (upper
indices are p = 1, 2, the remaining are powers of concentrations)

Ip = Jp(T. c1. c2,¢3) = koo + ki1 + kgoez + ki €3
+k500¢T + kinge3 + koac3 + kfjpe1ea + kgjyeacs
+klycies p=1,2 (4.499)
where the approximation by polynomial of the 2nd degree was assumed. The equilib-
rium concentrations are connected by the equilibrium constants of reactions (4.498)

respectively
Ki = (5)3/(c5)?, K= (c)3/c§ (4.500)

from which we express the equilibrium values (denoted by superscript )
g = (Ki1/KD'P(e))?, = () /Ka (4.501)

In equilibrium J, = 0 p = 1,2 (with equilibrium concentrations ¢, o =
1,2, 3) and we insert there from (4.501). We obtain two polynomials in (possible
continuum of) cf which must be zero; therefore, their coefficients must be zero:

2/3 ,.-1/3
kgoo =0, kfoo =0, kgoz =0, kgn =0, kglo = _kgoo(Kz /K"

2/3 1/3
kb = =kl o (KiK', kD = —kDo (KPP /K P) p=1,2 (4.502)

Because coefficients in (4.499) and equilibrium constants (4.500) depend only on
temperature, we obtain for reaction rates after inserting from (4.502) into (4.499):

Jp = ké’oo(c% — K4cp) + kf)lo(clcz — K3c3) + ké’zo(c% — Ksciez)  p=1,2
(4.503)
where (the upper indices mean powers as usual)

K3 =K1K, K3 = K3/K1, Ks = K3/K4 (4.504)
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thiCh all are functions of temperature only (similarly as the rate constants k3, k1
ki)

Ozlo\fote that we obtain the same result (using polynomial of the 2nd degree (4.499))
from an equivalent set of independent reactions, say (4.49). This may be seen directly
from (4.503), (4.504) inserting (4.500): then K3, K4 are equilibrium constants of
reactions (4.49) respectively. We also note that we can also eliminate c{, c5; then we
must use the preceding method for polynomial of the type (4.484) but in (cg)o‘5 and
the result (4.503) may be obtained again. Therefore, chemical kinetics in the system
0, Oz, O3 may be described by two equilibrium and six rate constants when constitu-
tive equations for reaction rates are approximated by a polynomial of the second order
(a polynomial of the third order gives 20 rate constants [79]; equilibrium constants
are again two because of two independent chemical reactions).

This method gives reaction orders as natural numbers only; for further details and
discussion, see [79, 108, 162, 178]. Result (4.503) (written for J* by (4.44)) may
be interpreted also as a mechanism (e.g. O =20, O+ 0; = 03, O3+ 0 =20,)
of some overall reaction (e.g. 203 = 30,) considering also unstable intermediate
products as constituents, e.g. O in (4.498). Neglecting some rate constants and by
standard methods of chemical kinetics [131, 132, 157], the mechanism may then
explain the observed (even fractional) reaction orders. Therefore it seems that the
method presented here is appropriate for (at least a possible) proposal of mechanisms,
because the integer degrees of polynomials suffice giving 1, 2, or 3 for “molecular-
ity” (the reaction order of “elementary” reactions (often linearly dependent) forming
mechanism; their irreversibility follows ignoring some of rate constants as we noted
below (4.487)). By this method (see also [108]) the mechanism of decomposition of
N> O has been discussed [178], as has the detailed balance in the “triangle” mecha-
nism [179] and a possible application in heterogeneous kinetics [164] (the method
presented here may be generalized on such more complex models if the reaction
rates may be expressed through polynomial in concentrations (even though they
depend on further parameters) and their equilibrium values are linked together, say
by equilibrium constants).

We have seen above that expressions in a more general case with activities may
be obtained simply using activities instead of concentrations (cf. Rems. 28, 29, 30),
but the problem of their usefulness (and other thermodynamic notions) in chem-
ical kinetics remains, as we noted above (4.475), because of the possible differ-
ence between measured and thermodynamic pressure in systems out of chemical
equilibria.

Summary. The classical mass action law of chemical kinetics was proved, in
fact, in the linear fluid mixture as the general constitutive equations for the reaction
rates which were reproduced in this section as (4.470). This law generally states that
the rates depend only on temperature and composition expressed by densities, molar
concentrations or activities or, alternatively, even by (molar) chemical potentials.
The equilibrium constant of independent reactions was defined by (4.474). Then
we have shown on several reaction examples how the general function reaction
rate-concentrations (or reaction rate-activities) can be approximated by a suitable
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polynomial in concentrations (or activities) and further modified to obtain the final
equation for the reaction rate in the mass action form—cf., e.g. (4.477), (4.483) and
(4.487). The traditional mass action kinetics was thus justified thermodynamically
at least for our mixture model. We have also illustrated the proper transformation of
reaction rate to a function of affinities (and temperature), which has not been done
correctly in other works, see (4.493). This functional form also enables to find the
restrictions put by the entropy inequality on the rate coefficients (mass action rate
constants)—see (4.494).

4.10 Transport Phenomena in the Linear Fluid Mixture

We have studied a regular linear fluid mixture where most of the results for transport
phenomena (4.137), (4.138), (4.165), (4.166) (viscosity, diffusion, heat conduction
and cross effects) are not in a form useful in practice [76, 104, 180, 181]. In this
section we transform them into a more convenient form which is also used in linear
irreversible thermodynamics [1-4, 27, 28, 119, 120, 130, 182]. Onsager relations
will be also noted and some applications, like Fick law and the electrical conductivity
of electrolytes are discussed.

To account for viscosity effects [180, 183, 184], in a mixture of linear fluids we
write the constitutive equations for stress (4.138) in the form (we use (4.186))

Ty=—-Pd+TY a=1,...,n (4.505)

where Py is the partial thermodynamic pressure and T is the partial non-equilibrium
stress defined by

n n
TY = Apal + D Loy D)1+ > 20, Dy, a=1.....n  (4.506)
y=1 y=1

Coefficients Ap, and the partial volume viscosity coefficients ¢y, and the partial
viscosity coefficients 14, are functions of temperature and densities (composition)
only. In applications D), of all constituents are often the same and the total stress
(4.94) T = >, Ty is of interest; then (4.506) has the same form as for single
fluids (3.189) with 330 37| ¢y and 27,1 207 Nlay as Viscosity coefficients
of the mixture (and Apy (4.186) contributes to the pressure only in a chemically
reacting mixture out of equilibrium; cf. Sects.4.5 and 4.9).

To describe diffusion, heat conduction and cross effects [76-78, 180, 181], i.e.
thermodiffusion and Dufour effect, we define the diffusion flux jg as

jﬁEplgulg ﬂ:],...,n—l (4507)
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where ug is the diffusion velocity defined by (4.24) with the velocity of n-th con-
stituent v, as the referential one (for other diffusion velocities, see (4.539) and below).

To obtain the constitutive equations for fluxes jg, we express diffusion velocities
from (4.137) and eliminate kg by balance of momentum (4.58) using (4.505)

n—1 n
Z VgsUs = Z wgyh, — &g — gradPg + diVTg + pp(bg +ig)
5=1 y=1
—pgvg B=1,....,n—1 (4.508)

Writing (4.208) for space gradients we obtain
n P fﬂ
z wpyhy, — gradPg = —pg grad;gg + pg | sp + T g (4.509)
y=1

where we used the isothermal gradient of chemical potential gradyg, defined by
[1-4, 120]
grady gy = gradgy + Sq 8 (4.510)

Note, that using variables (4.216) and (4.266), (4.267)

n—1
d
grady gy = vy gradP + E ﬂgradw,g 4.511)
B=1 Bwﬂ

Similarly, using variables (4.213), gradg, depends linearly on g, h,. Now the
Eq.(4.509) is introduced into Eq.(4.508), the definition of the driving force of

diffusion yg
yg = grad;gg — (bg +1ig) + Vg — (l/pﬁ)diVTg B=1,....,n—1 (4.512)

and (4.163) are used to obtain

n—1
A
—Zuﬁau(;:pﬁyﬂ+(ﬁﬂ—7ﬂ)g B=1,....n—1 (4.513)
é=1

Suppose that the matrix [[vgs|| is regular. It is usually the case because yet more
is often assumed: the symmetry (4.521) (cf. Onsager relations below) and positive
definiteness (see the assumption 1 of regular linear fluids mixture in the end of
Sect.4.6) at least in a non-reacting mixture (diffusion is mostly studied in a non-
reacting mixture; rates in a reacting mixture are usually assumed to be negligible in
(4.182)).
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Then us may be eliminated from (4.513) and inserting them into (4.507) we obtain
constitutive equations for diffusion fluxes

n—1
_j(;:ZLaﬂyﬂJrqu% S=1,....n—1 (4.514)
B
n—1 g
q=S"1L Lo & 4515
q g; g8 Ys + 99 7 ( )

Equation (4.515) is deduced if we insert ug just obtained into (4.166). Here the so
called phenomenological coefficients are therefore defined by

Lglgzpﬂpgvs_ﬂl B.8=1,....n—1 (4.516)
n—1 2
LaqEZpBT(ﬁﬁ—?ﬂ)ugﬁl S=1,....n—1 4.517)
p=1
n—1
Lyg=—) pshpvg d=1,...,n—1 (4.518)
B=1
n—1n—1 )\6
— —1
Leg=kT =) > Thp(ds — =)V (4.519)
B=168=1

where v(;; are the elements of the inverse matrix to the matrix of the transport

coefficients vgs (i.e. Zg;ll vs_ﬂl vgy = 85y is Kronecker delta, §,n = 1,...,n — 1)
and subscript , denotes a relation to the heat flux. Therefore the phenomenological
coefficients are, similarly to the coefficients in constitutive relations (4.137), (4.166),
functions of 7, py, ..., p, only (with usual invertibility, cf. (4.213), (4.217), also
dependence on T, P, wg or even on other variables, e.g. those in (4.551), are often
used). In equilibrium, where (4.316), (4.317) is valid, it follows from (4.513) that the
driving force of diffusion is zero yg = o (this follows also from (4.512); cf. (4.505),
(4.321), (4.323), (4.333)).

Expressions (4.514), (4.515) are known as phenomenological equations of lin-
ear irreversible or non-equilibrium thermodynamics [1-5, 120, 130, 185-187], in
this case for diffusion and heat fluxes, which represent the linearity postulate of this
theory: “flows” (js, q) are proportional to “driving forces” (yg, T~ !g) (irreversible
thermodynamics studied also other phenomena, like chemical reactions, see, e.g.
below (4.489)). Terms with phenomenological coefficients Lsg, Lsg, Lgs, Lgq, cOI-
respond to the transport phenomena of diffusion, Soret effect or thermodiffusion,
Dufour effect, heat conduction respectively, discussed more thoroughly below.
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In irreversible thermodynamics Onsager reciprocity relations are (usually) pos-
tulated which in our context (4.514), (4.515) are

Lsg = Lgs, Lsqg = Lgys B,é=1,....,.n—1 (4.520)

These reciprocity relations are valid if the following additional simple assumptions
about our constitutive model is fulfilled

Vgs = Vsp (4.521)
9p=0 B8=1,....n—1 (4.522)

as may be seen from (4.516)—(4.519) (from (4.521) follows symmetry of vgal).

We motivate (4.521), (4.522) here3! by plausible additional constitutive assump-
tions according to Truesdell [188], [13, Lect7] and Miiller [18, Sect.6.6]: Let us
consider a non-reacting three-constituent linear fluids mixture (n = 3; generaliza-
tion on more constituents is possible [188]). To prove (4.521) it suffices to consider
the special case with g = 0,h, = o (in driving force (4.512) grad7gg = o, see
below (4.511)) because vgs does not depend on them. Then by (4.137), (4.24)

2

kg =— > vps(vs—v3) B=1.2 (4.523)
5=1

ks = —k; — ko (4.524)

where (4.524) expresses the balance of momentum (4.63) in such a non-reacting
mixture. Introducing (4.523) into (4.524) and rearranging we can write Egs. (4.523),
(4.524) as

31 Besides the explanation of reciprocity relations through constitutive properties used here and
proposed [188] and promoted by Truesdell [12], [13, Lect7], (for other examples of this type see
§i1havy [189], Wang [13, Appendix 7a]), most authors in irreversible thermodynamics consider
them as a result of a more general principle like “dissipative potential” whose derivatives according
to “driving forces” give the “fluxes” fulfilling the Onsager relation. Existence of such dissipative
potentials is supported by plausible explanations of non-equilibrium states, as the steady non-
equilibrium states and their stability, cf. minimum of entropy production by Onsager reciprocity
[1, 129], see also [3, 5, 39, 190, 191]. Phenomenological theory [39, 143, 192-195] may give
such dissipative potentials but with the condition that fluxes contain also parts not contributing
to the entropy production, e.g. simply if such a part is zero (symmetry does not follow from
positive semidefinity, see Rem. 16). To find such a part additional molecular arguments, at least
in motivation, are necessary, e.g. from fluctuation theory with the principle of detailed balance
or microscopic reversibility [1, 3, 5, 196] (originally Onsager’s idea), from molecular theories of
transport phenomena (kinetic theory of gases) [133], from invariance entropy production against the
time reversal [111, 197]; see also [22, 23, 111, 119, 182, 187, 196-201]. In addition, the symmetry
(4.520) has been confirmed experimentally [181, 202].
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3
Z ay (Vy Vo) a=123 (4.525)

where we define

Foo =0, a=1,2,3, Fip=-vip, 21 =-uwy,
Fiz=vi1+v2, F1=vii+uv, P3=vn+vw, Fp=vn+tvp
(4.526)

and therefore the scalar coefficients, the diffusive drags Fy,, are functions only
of T, p1, p2, p3. Forces k, (4.525) may be therefore interpreted as originating by
transport of momentum from other constituents y on a given constituent «. Because
(4.524) is valid, we have

3 3 3

Zka =>" > (Fya = Fay)Va =0 (4.527)

a=1y=1

But Fy,, are independent of velocities v, and therefore we have the following restric-
tion from (4.527)

Z(Fya - Ol)/) =0 a=1,23 (4.528)

Splitting the matrix || Fy, || uniquely to its symmetric || Foj‘y | and skew-symmetric
| F, y|| parts, we have

Fay = Fy, + FS, oy =1.2,3, Fj, = (1/2)(Fay + Fya).
FS, = (1/2)(Fay — Fya) (4.529)

Inserting (4.529) into (4.528) we obtain

3 3
D F{, =0 or > Fi =0 (4.530)
a=1 y=1

i.e. the skew-symmetric matrix ||F(fy || must be such that sums of its columns and
rows must be zero. Therefore, for n = 3 it must have the form

04a —«o
||F0‘fy|| =| o 0+« (4.531)
+a —a 0
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where « is a coefficient which is only a function of T, p1, p2, p3. Plausible physical
arguments are taken now as additional constitutive assumptions [188]:

1. Fy, are independent of the density of constituent ¢ if ¢ # «, y. This may be
regarded as a macroscopic definition of binary drags, i.e. the drag force between
the constituents « and y is independent of the presence of other constituents.

2. When p, — 0 then Fy, — 0 because it may be expected that the drag force
from constituent y on constituent o goes to zero when the mixture becomes more
diluted in the constituent y .

Then from assumption 1, we can see that the coefficient « is not dependent on
01, P2, p3 altogether and from assumption 2 we have o = 0, i.e. the skew-symmetric
part of || Fy, || is zero

Iy I = 110 (4.532)

Then || Fyy || is symmetrical and from (4.526) we obtain the symmetry (4.521),
for this case
V12 = V21 (4.533)

Thus from (4.516) the Onsager relation L = L, follows for this case.

To obtain the reciprocity relations (4.520), it suffices to add (4.522) (see (4.163)).
This is valid in an ideal gas mixture (simple mixture of gases) where (4.426) is valid
if we assume compensation Ag/T + &g = 0 (something like reciprocity in (4.166),
(4.137)) oreven Ag = 0, g = 0 (no thermal drags); see discussion in [18, Sect. 6.6],
[51, 75], cf. Rem. 26.

As we noted above, the phenomenological relations (4.514), (4.515) are starting
equations for obtaining useful results for transport phenomena as diffusion, heat
conduction and cross effects. This will be discussed in the remaining part of this
Sect.4.10; for details see [1-5].

Heat conduction [181] is described by the Fourier law

q=—kg (4.534)

where the heat conductivity k depends on T, p,, (cf. below (4.136), (4.519)). This
follows from (4.166) at the absence of diffusion, cf. (3.187). Fourier law, under-
stood as the proportionality of heat flux to temperature gradient, follows also from
phenomenological equation (4.515) at zero diffusion driving force. But the “heat con-
ductivity” Ly, /T, is changed a little, see (4.519), (4.545): the difference is caused
by the most important cross effect, namely the Soret effect (thermodiffusion): dif-
fusion flux is caused by a temperature gradient because Ag # 0, see (4.514) (cf.
also (4.166)). Reversal to this cross effect is the Dufour effect (heat flux caused by
diffusion), see (4.515), (4.518) and Onsager relations (4.520). For further details, see
[9, 156].

The most important transport phenomenon—diffusion [76]—then remains. Using
expression (4.511), we obtain for the driving force of diffusion (4.512)
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-1
gp N S
Vg = ; Egradw§+vﬂ gradP—(bﬁ‘f‘lﬁ)‘i‘Vﬁ—EleTﬂ p=1...n—1

(4.535)
Therefore, the diffusion driving force has three important parts which express the
concentration diffusion (caused by composition gradient), the barodiffusion (by pres-
sure gradient) and the third member is the forced diffusion by the body forces bg +ig.
The remaining acceleration and friction parts are usually neglected (but see Rem. 33
below). While barodiffusion emerges rather by the choice of independent variables
in (4.511), the forced diffusion explains the sedimentation (e.g. in centrifugal fields)
and electrical conductivity.>> Note, that these three types of diffusions are described
by only one type of the phenomenological coefficient Lsg (as the difference from
thermodiffusion with special coefficient L, ).
The most important case of concentration diffusion is that with isobaric diffusion
driving force (4.535), without external forces and with corresponding neglection
noted above, i.e. with the following driving force

32 E.g. (aqueous) solutions of electrolytes in electrochemistry. These may be described by our linear
mixture model where constituents are ions of salts and water as solute. The volume force affecting
ions is the electrical force which is such when acting on (for simplicity) a univalent positive ion in
electrical field with intensity E

__ OF
Mg
where F is the Faraday charge (product of elementary electrical charge and Avogadro number) and
Mg is the molar mass of ion 8. Then the diffusion flow at (electrical) conductivity measurement
(mixture without temperature and concentration gradients) is according to (4.514), (4.512):

bﬁ (@)

jp =Lpgbg (®)

with the force (a) (neglecting inertial forces, friction, acceleration and “cross” phenomenological
coefficients Lsg). Inserting (4.507), (4.24), and assuming zero velocity v, of solute (Hittorf refer-
ential system, see above the equation (4.539)) we obtain basic relation for electrical conductivity
of solution

Vg =ug E (C)

where the mobility ug of univalent cation 8 is defined as

F
ug = Lgg bl (d)

Mobility and electrical conductivity are therefore determined by the same phenomenological
coefficient Lgg as the diffusion, see (4.538). But the situation is much more complicated in such
salt solutions because salt is composed from cations and anions and the mixture has at least three
constituents. Moreover solutions are electroneutral with high precision and therefore measuring L gg
of unique ion say by diffusion is difficult (difference between diffusion velocities of ions causes e.g.
“diffusion potentials”, etc.; see [3, 4, 203]). In fact the (near) electroneutrality of ionic solutions
permits to use our theory here which neglect long-range electrical forces, cf. Rem. 6.

Experiments and molecular model show that the mobility ug in the limit of zero concentration
of B is constant; therefore L gg in such limit must be proportional to density pg; this is an example
that phenomenological coefficients need not be constant quantities, cf. below (4.519).



264 4 Continuum Thermodynamics of Mixture of Linear Fluids
Za—ﬂ gradw, B=1,....n—1 (4.536)
{=

and, moreover, under isothermal conditions. According to phenomenological equa-
tion (4.514), the diffusion flux is then given by the Fick law

n—1
—js = Difgradw; S=1,....n—1 (4.537)
¢=1

where DZ;{“’ are the diffusion coefficients or diffusivities (more precisely, as it is
denoted by superscripts, relative to n-th constituent and for expression of concentra-
tion gradients through mass fractions) defined by

—1
89
5{_ZL5,3 Eoosc=1,....n—1 (4.538)

They are therefore functions of temperature, pressure and composition (or temper-
ature and partial densities) values of which are only partially determined by (equilib-
rium) thermodynamic quantities, namely by the dependence of chemical potentials
on composition (usually expressed through the dependence of (logarithm of) the
activity coefficient on composition, see (4.444), obtainable from equilibrium mea-
surements).

Using Fick (4.537) and Fourier (4.534) laws in balances of mass and energy
respectively gives the most commonly-used application.3

Fick’s law of concentration diffusion understood as proportionality between the
diffusion flow and the gradient of composition has many forms according to the
choice of referential velocities and expressions of composition gradients; moreover
also using molar instead of specific units plays a role (e.g. molar diffusion fluxes
(4.560) instead of those from (4.507) which are specific). But the form of the Fick
law remains the same with corresponding change in diffusion coefficients, cf. also
labelling of diffusion flows or diffusion coefficients (see below and (4.537)). Their
general recalculation may be found in [3, 4, 79], here we demonstrate this on exam-
ples of mainly binary non-reacting mixture used often in praxis.

33 Fick or Fourier laws, introduced into the mass or energy balances give (after known simplifica-
tions) parabolic differential equations for diffusion or heat conduction respectively. This leads to
the “diffusion paradox”: infinite velocity of concentration or temperature disturbance. It is possible
to remove it if the influence of acceleration Vg in diffusion driving force (4.535) is not neglected
[16, 51, 52] or temperature memory is introduced [17, 82, 83]. This may be related to possible
non-objectivity of heat flux sometimes discussed [13, 204] but as seems this effect is negligible in
continuum theory [204], cf. Rem. 21 in Chap. 3. Moreover, Bright and Zhang [205] argumented
that this paradox and preference of hyperbolic over parabolic differential equations are, in fact, a
result of misperception.


http://dx.doi.org/10.1007/978-3-319-02514-8_3

4.10 Transport Phenomena in the Linear Fluid Mixture 265

In our theory, we mostly have used the Hittorf referential system, cf. (4.24),
(4.507), Rem. 32, with the velocity of n-th constituent as the referential one. But
also the barycentric velocity v (see Rem. 3) may be used as the referential one. Its
molar analogue is the molar average velocity v* defined by

n
V= Zxava (4.539)
a=1

where x,, is the molar fraction of constituent «.
Volume average velocity v° is defined by (cf. (4.196))

n
V=" PulaVa (4.540)
a=1

and we can also define corresponding diffusion flows, e.g.
=pa(Vg—V") a=1,....n (4.541)

Motivation for these definitions is often rooted in experimental measurement of
diffusion coefficient (we try here to use the referential velocity which is zero in
the measuring device; movement of constituent relatively to it is just the diffusion).
Usually, it is used (4.539) in gases, (4.540) in liquid, mixing of which is nearly ideal
(4.440).

Only n — 1 diffusion flows and therefore also n — 1 Fick laws of any type are
independent, e.g. because of (4.540), (4.541), (4.196),

n
D vy =0 (4.542)
a=1

or in Hittorf system with (4.507), (4.24) it should be j,, = p, (v, — V) = o, cf. the
binary diffusion below.
Results (4.516)—(4.519) for the binary mixture together with Onsager relations
(4.520)
L, = Ly (4.543)

are valid if
1 =0 (4.544)

(see (4.517), (4.518); here the matrix v(;ﬁ] is reduced to 1/vq1); because of v} > 0
(cf. (4.181), (4.182) and below (4.513) for a regular non-reacting mixture), (4.519),
we obtain also

Lip >0, Lgg>0 (4.545)
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For a binary mixture, the Fick law is therefore (4.537)

—j1 = D7}’ gradw (4.546)
where the diffusion coefficient is
9z
m — g, 290 (4.547)
Jw

Because L1 > 0 (4.545) and in the stable mixture % > 0 (chemical potential

increases with concentration, see (4.361)) we obtain Dﬁ” > (), i.e. diffusion leads to

equalizing of concentration differences. In an unstable mixture i%ll < 0O and therefore
D7}" < 0 and the solution disintegrates to separate phases (diffusion enlarges the
concentration difference).

The relation between j; (Hittorf system) and diffusion flows j$ (o« = 1, 2) (relative
to the volume average velocity) in a binary mixture follows from (4.541), (4.540),
(4.196), (4.507), (4.24)

il =22 (4.548)

Inserting the Fick law (4.546) here, we obtain again the Fick law but this time for
the volume average diffusion flow with concentration gradient expressed by mass
fraction again

—j} = DY} gradw; (4.549)

where the new diffusion coefficient is defined as
Dﬁv = P2 D;liu (4550)

Superscripts denote referential velocities and gradient expressions respectively
(cf. below (4.537)) and subscripts point to a binary mixture with one independent
diffusion coefficient (sometimes the Fick law is also formulated for diffusion flow
J3 [76, 203] but this is not necessary by (4.542) for n = 2).

A more usual form of Fick law is obtained, if we use (in binary mixture) variables
T, P, p; instead of T, P, w; (we recall that space gradients of 7, P are zero at con-
centration diffusion), cf. (4.537). Assuming implicit definition of wy = w (T, P, p1)
from p; = w/v(T, P, wy) (see (4.22), (4.195), (4.215)) we deduce with (4.191),
(4.265) for y = v, (4.23), that

(@) — 1/(p*w) @551)
o1 Jr.p

0
gradw| = (ﬂ) gradpg (4.552)
op1 ) r.p
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Inserting these relations into (4.549), we obtain the Fick law in the form tradi-
tionally used (e.g. for diffusion in liquid non-electrolyte mixtures)

—j$ = D gradp, (4.553)

giving the diffusion flow relatively to the volume average velocity with density gra-
dients, i.e. with the diffusion coefficient D‘l’f (using also (4.550))

D = DY} = D'/ (p*v2) = (w2/p) Dif’ (4.554)

Another often used Fick law for solutions (say of salts in water—solute, con-
stituent 2) is
—j1 = D'ff gradp; (4.555)

and therefore, by (4.548), (4.553), we have
D = povy DY} = D{\" /p (4.556)
The latter formula follows from the Fick law
—ji = D{’ gradw; = pD gradw (4.557)

written for the barycentric diffusion flow ji’ = pju}’ (with the barycentric diffusion
velocity u}’ from Rem. 7); namely then ji' = wyj; and (4.557) follows by (4.546),
(4.554).

The traditional symbol D is used because of frequent cases (4.553), (4.555) [76,
180]; moreover in dilute solutions (where solute 2 prevails wp — 1 and ppvy — 1)
it follows from the transformations (4.556), (4.554), (4.550)

D ~D{{, pD =D}~ D} (4.558)

With these approximations, the often used forms of Fick laws (4.553), (4.549),
(4.546), (4.555) in dilute solutions are (usually j§ for non-electrolytes and j; for salt
solutions)

—j? = Dgradp; = pDgradw;, —j; = pDgradw; = Dgradp;  (4.559)

(note that (4.557); is valid generally).

But this is not all, the same diffusion coefficient D may be used if we use molar
quantities in formulation of Fick law for this binary concentration diffusion, cf.
(4.562) below. Specifically, using the molar diffusion flow of constituent 1 defined as
the corresponding (specific) diffusion flow given above divided by the molar mass
M of the first constituent (molar quantities are denoted, in addition, by apostrophe /),
e.g. the molar diffusion flow j) relatively to volume average velocity as
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=i/M =ci(vi —V°) (4.560)

and expressing composition gradients through gradients of molar concentrations or
molar fractions, we can write Fick law (4.553) in another classical way

—j? = Dgradc; = DY gradx; (4.561)
with the same diffusion coefficient (4.554)
D =D} = D{Y (4.562)

using our labelling above analogously. For this we use molar quantities from the
end of Sect.4.6 (4.288)—(4.295) and from them deduced relations like gradp; =
M gradcy, gradw; = (M1 My/M 2) gradx for the binary mixture. With these results
we can define similarly the molar diffusion flows j; = ji/M; , ji¥ = jj/M, =
c1(vi —v¥) = (xp/M))j; and analogously from the preceding “specific” Fick laws
(4.555), (4.546) and analogue of (4.557) we obtain the “molar” Fick laws

— ji = Dy gradc| = D/} gradx; (4.563)
—ji" = DY gradx; = ¢D gradx; (4.564)

where diffusion coefficients are in analogous relations to D as in (4.554), (4.556),
namely

D = D% = D% /(c*vaMy) = (x2/c) D™ = caMavy D¢ = D /e (4.565)

Again, in dilute solutions (x — 1 and coMpvy — 1), we obtain analogously as
(4.558) (with the same diffusivity D)

D ~ D}, ¢D ~ D" ~ D% (4.5606)
and in dilute solution “molar” Fick laws may be written analogously as (4.559)
—j = Dgrade; = cDgradx;, —j; = cD gradx; = D gradc; (4.567)

Note also, that for diffusion of gas mixtures where the molar average velocity v*
is used, it is possible to approximate such mixture by a mixture of ideal gases where,
by (4.423), pavo = Xy and therefore the volume average velocity is the same as the
molar average one; it is therefore possible to use, e.g. Fick law in the form (4.561)
(or (4.553) recalculated with constant M) with the same diffusion coefficient D.

These results demonstrate that the form of Fick law, as proportionality between
diffusion flow and composition gradients, preserves in the different choice of con-
centration gradient and reference velocity.
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Concluding, we can see that in the frequent practical cases of approximation by
dilute solutions or ideal gases, that only one diffusion coefficient D can be used (or
pD or ¢D if we use for component the gradients of mass or molar fractions) and
differences among different referential velocities can be neglected. This is the usual
way in applications or/and at tabulation diffusion coefficients [76, 180, 206].

At the end we note concentration diffusion for more constituents, say for ternary
system n = 3. Fick’s law (4.537) is

2
—js = ZDM gradwc 6=1,2 (4.568)
¢=1

where diffusion flows in Hittorf system (4.507), (4.24) are
Js=ps(vs—v3) 46=1,2 (4.569)

and diffusion coefficients (4.538) are

2 ~
99
Dy = Laﬁﬁ 8, c=1,2 (4.570)
p=1

The Onsager relation of reciprocity is usually admitted
Ly =Lip 4.571)

then (4.570) allows to express, e.g. D1 as the function of those remaining D11, D22,
D> and thermodynamic quantities dgg/dw; (cf. discussion of (4.538)). Therefore
it is sufficient to measure the latter three independent diffusion coefficients only.
Moreover, the “cross” diffusion coefficient Dy may be sometimes neglected in
comparison with those which are “principal” D11, D»>.

Summary. This section further elaborates on the description of transport phe-
nomena, including their cross effects, in the linear fluid mixture. The equations
derived for these phenomena in previous sections were transformed here into more
practical forms. Some classical laws were thus disclosed. The diffusion fluxes were
introduced by (4.507) and the isothermal gradient of chemical potential (4.510) was
used to derive the constitutive equations for them—(4.514)—as well as the modified
constitutive equation for the heat flux (4.515). All these new constitutive equations
contain the driving force for diffusion (4.512) and their coefficients correspond to the
phenomenological coefficients known from classical irreversible thermodynamics,
cf. (4.516)—(4.519). These coefficients can be made to fulfill the Onsager reciprocity
relations (4.520) as shown on pages 260-262. The Fourier law of heat conduction
(4.534) was disclosed together with related cross effects with diffusion—Soret and
Dufour effects. The driving force for diffusion was shown to include the concentra-
tion diffusion as well as the barodiffusion, the diffusion forced by the external body
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forces, by acceleration, and by friction—see (4.535). The most important part—
the concentration diffusion—was treated in more details. The Fick law (4.537) was
derived and some of its many forms, which depend on used velocity referential sys-
tem, concentration (compositional) quantities and gradients, were demonstrated; for
the most frequently used examples see (4.546), (4.553), or (4.561).
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Appendix

A.1 Empirical Temperature, Ideal Gas, and Carnot Cycle

Temperature is a quantity concerning macroscopic bodies only and may be introduced
as follows:

Consider three systems having the corresponding measurable thermometric prop-
erties V, R, E, respectively, which change monotonously by heating or cooling such
systems (e.g., in the first one, we measure the volume V, in the second one its (electri-
cal) resistance R, and in the third one—electrochemical cell—its electromotive force
E; other variables, like pressure or composition are assumed to be fixed). Putting each
two of these systems in thermal contact (i.e., permitting mutually heat exchange), the
experience shows that they achieve after sufficient time thermal equilibrium." If the
first and second systems achieve fixed values (in time) V| and Rj in such equilibrium
and the first and third achieve in their (separate) equilibrium (time fixed) values V;
and E; (the value V; is chosen the same in both cases by corresponding heating or
cooling of systems) and if we realize another equilibrium between the second and
third system with the value R (again achieved by heating or cooling), we find that the
value in the third system is just E7. This not self-evident empirical result expresses
the Zeroth Law of thermodynamics (cf. [1, Sect. 1.4], [2, Sect. 1.05] ): If two systems
(our second and third such) are both in thermal equilibrium with another (the first in
our case) system, then they are in thermal equilibrium with each other.

This means that these three systems have a common property called empirical
temperature. Choosing, say, the first system as thermometer, we can take, in thermal
equilibrium, as the numerical value of empirical temperature the thermometric prop-
erty V of this first system because it is the same in all systems; in our experiments it
has the value V.

Generally, measuring the empirical temperature ) (as we denote it in the follow-
ing) of some system, therefore, consists in bringing it into thermal equilibrium with
some thermometer and reading the thermometer value 9.

! For simple systems, discussed in this book, achieving such equilibrium may follow from properties
of systems, cf. Sects. 3.8, 4.7.
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The system in thermal equilibrium consists of one (usually great) subsystem—the
bath—and several further subsystems—calibrated thermometers—serve to calibrate
the thermometers according to one of them—the calibrating thermometer (and also
for finding the relation between the different temperature scales if thermometric
properties of the calibrated thermometers are different). For our purposes, we use
only Kelvin units for empirical temperature 9 using the ideal gas thermometer as
the calibrating one which may be realized (in principle) as follows [3]: as a (real)
calibrating thermometer, we use the gas thermometer containing a fixed number of
mols n of (real) gas and measure its volume V' (thermometric property in the example
above) of the gas at fixed pressure P > and we repeat such measurements at lower and
lower pressure. Then, the following limit for zero pressure limp_,o(PV/n) which
experience shows is the same for all gases (and, moreover, it is positive and rises with
physiological “hotness”) may be taken as the thermometric property. The empirical
temperature ¥ of this ideal gas thermometer in Kelvin units K is given by

9 = (lim PV/n)/R (A.1)

where (positive) R (=8.31441J/K - mol) is the universal gas constant [4]. This
value was obtained by analogous measurement of the temperature of the triple point
of water (equilibrium of (water) ice, liquid, and vapor) by the following relation

R = (lim PV/n)/273.16 (A.2)

because the temperature of exactly 273.16 K was attributed to the triple point of water
(the choice of this value is motivated by the practical invariability of data tabulated
so far, e.g., the normal boiling point of water is by 0.026 K lower than the former
value 373.15K (100 °C)).

Because of laborious measurement with a gas thermometer, the International Tem-
perature Scale (containing, e.g., melting or boiling temperatures of pure substances
and obtained in principle on their basis) is used for practical calibrations.

Therefore, temperature and its measurement is joined with equilibrium the part of
which is the thermal equilibrium (cf. unique temperature in equilibrium situations,
e.g., (2.61), (3.237)).

The possibility of measuring empirical temperature ¢ in nonequilibrium situations
is connected with the fact that the different calibrated thermometers noted above may
have very different dimensions and very different relaxation times (the time inter-
vals necessary to achieve practically thermal equilibrium). Then, a reliable empirical
temperature in (even nonequilibrium) situations may be obtained if we use a ther-
mometer with a dimension and relaxation time much less than the space and time
of the observer’s scales of this situation (cf. Sects. 1.1, 1.2, 2.3). Moreover, the right
value of ¥ is assured if, by repeating identical measurement with other thermome-

2 Or the pressure P—thermometric property at a fixed volume V of thermometer.
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ters with smaller and smaller dimensions and relaxation times, the same values (in
Kelvins) are obtained.

The ideal gas thermometer realized by limitation (A.1) may be looked upon as a
thermometer filled by ideal gas which is defined by

(i) the state equation
PV =nRY (A.3)

where ¢ is the temperature (A.1) measured in Kelvins and R is the universal gas
constant (A.2).

(i1) its internal energy (of fixed gas amount) being an increasing function of temper-
ature only.

The state equation of ideal gas (A.3) and the limiting process in (A.1) express the
experimental fact that every real gas in the limit of low pressure behaves as an ideal
gas. Note, that the density and pressure of (real) gas goes to zero simultaneously and
continuously (as different from liquids which achieve discontinuous phase change
during such diminishing), cf. Sect.4.8. Experience also confirms definition ii through
the Joule experiment: the temperature of a gas (ideal in the limit of its zero pressure)
does not change in adiabatic expansion to vacuum (i.e., without heat exchange against
zero external force). Therefore, the internal energy of an ideal gas does not change
even if its volume changes at constant temperature; moreover, the function in ii. is
increasing, see Rem. 15 in Chap. 1, (3.213), (3.256). Properties i. and ii. are also in
accord with the molecular picture of ideal gas as a gas with negligible interparticle
influences (i.e., that its internal energy consists of the kinetic energy of molecular
motions and its interparticle potential energy, is neglected). Moreover, as was shown
by (4.421), (4.422), the state equation (A.3) of ideal gas is valid also for mixtures and
the limiting property (A.1) is valid for any real gas mixture of constant composition.

In the remaining part of this Appendix A.1, we obtain the important result (A.9)
using an ideal cyclic process from subset C of Sect. 1.2, namely the Carnot cycle [1,
2, 4, 5]. Carnot cycle is a cyclic process with (fixed number of mols, n, of) uniform
ideal gas composed from isothermal and adiabatic (no heat exchange) expansions
followed by isothermal (at lower temperature) and adiabatic compressions back to
the starting state. All these processes pass the equilibrium (stable) states and they
are reversible (cf. definition in Sect. 1.2), see also Rem. 48 in Chap. 3.

The Carnot cycle is an abstract construction because of ideal gas, namely this
was used for obtaining temperature ¢ of the ideal gas thermometer in Kelvins (see
(A.1)) and, through result (A.9) below, for obtaining the absolute temperature (1.30),
see Sect. 1.4.* Also the balance of energy (1.5) contains only the volume work w
(because the (macroscopic) kinetic and potential energy may be neglected, see Rem. 9

3 Internal energy is the (whole) energy diminished by kinetic energy of (macroscopic) flow or,
moreover, by potential energy of external force fields (gravitation, e.g.); cf. Sect. 1.3.

4 But, generally, such a cycle with adiabatic and isothermal irreversible processes may be realized
with real gas (or even liquid). Those with real gas approximate the reversible Carnot cycle with
ideal gas by a double limiting process as follows (i.e., we form the ideal cyclic process from set A
(and also B and C), see motivation of postulate U2 in Sect. 1.2): running this cycle slower and slower


http://dx.doi.org/10.1007/978-3-319-02514-8_4
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_4
http://dx.doi.org/10.1007/978-3-319-02514-8_4
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1

282 Appendix

in Chap. 1) where, by reversibility, the pressure P is given by the state equation of
ideal gas (A.3) (the external pressure is equal to the internal one in such a nearly
nonmovable state, cf. Sect.2.1, Rem. 1). In this uniform (stable) equilibrium state,
the internal energy U (of fixed number of mols, ) is given by an increasing function
of temperature, cf. Rems. 15 in Chap. 1, 7 in Chap. 2, (3.213), (3.256).5

The Carnot cycle starts at state 1 with temperature ¥, , volume V; and internal
energy U; = U () and it expands reversibly and isothermally to state 2, volume V,
with the same temperature ;. Internal energy U, = U; = U (¢p) does not change
during this isothermal expansion. Balance (1.5) (here and in the following we use
J = 1), in the form (1.12) for this reversible expansion (pressure follows from the
ideal gas state equation (A.3)) gives at this ¥ the heat Q) (the component of heat
distribution at 14, of Carnot cycle)

Va
0y = / PdV =nRI,In(V2/Vp) =g+ (A.4)
Vi

which is, by expansion V5 > V; and (1.14), the heat absorbed g™ > 0.

From state 2, the adiabatic reversible expansion (i.e., with zero heat exchange)
to state 3 follows, resulting in volume V3 and temperature v,. Internal energy is
Uz = U (9,). Using the molar heat capacity Cy at constant volume (which is positive
and may be a function of ¢, see Rem.5) as nCy = dU/dv, the differential form of
energy balance (1.13) gives with state equation (A.3) for this reversible adiabatic
expansion

dU =nCy dy = —PdV = —nRYdV/V (AS5)

Therefore dU < 0, d < 0 (other quantities here are positive), i.e., internal energy
and temperature fall and 1), > 9, must be valid.
By integration of (A.5), we obtain

Vg
/(nCv/ﬂ) dd = —nR1In(V3/ V1) (A.6)

Ip

(Footnote 4 continued)

the velocity of macroscopic motion may be neglected (external fields, like gravitation, are assumed
to be not present), all states passed during this cycle are therefore uniform (without space gradients,
cf. Sect.3.8), and are (stable) equilibrium states (cf. Rems. 12 in Chap. 1, 7 in Chap. 2, 48 in Chap.
3). The sequence of such states is the reversible process which may be also homogeneous (changing

S
mass, we change extensive w, Q, cf. motivation of U2 in Sect. 1.2). Moreover, running this cycle in
limits of lower and lower pressure, we obtain the Carnot cycle, because in the limit of low pressure
any real gas behaves as the ideal one.

3 Positive molar heat capacity Cy = %dU /dv depends generally on temperature (and it is not

only constant as in discussions of Carnot cycle in many thermodynamic textbooks, cf. [1, exrc. 8 in
Chap. 1].


http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_1
http://dx.doi.org/10.1007/978-3-319-02514-8_2
http://dx.doi.org/10.1007/978-3-319-02514-8_3
http://dx.doi.org/10.1007/978-3-319-02514-8_1

Appendix 283

From state 3 to 4, the isothermic reversible compression is running from volume V3
to V4 at (lower and constant) temperature 9, and internal energy Uz = U (9,) = U..
Heat exchanged Q, (unique at ¥, ) is given by (analogously as (A.4) )

Vy

O, = / PdV =nRI, In(Vy/V3) = —q~ (A.7)
V3

which, by compression V4 < V3 is the emitted heat Q, < 0,i.e., by (1.15),¢g~ > 0.
At last from state 4 to the initial state 1, we have reversible adiabatic compression
from volume V4 and temperature v, back to V; and 1, and integration of (A.5) (at
compression the temperature rises) gives

Ip

/ (nCy /9) d¥ = —nR1In(V;/ Vi) (A.8)
Ya

Comparing the left hand sides of (A.8) and (A.6), we obtain V4/ V3 = Vi /V,. Using
it in (A.4) divided by (A.7), we obtain the equality

0/(=Qa) =Vp/9a=qF /g~ (A9)

Note that the Carnot cycle has the heat distribution Q, composed from only two
nonzero members (of different signs) Q,, Qp, cf. (1.1); other members of heat
distribution are zero (in adiabatic parts of the Carnot cycle or by definition—most
temperatures are not present at all). Also note that from (A.9) follow g™ > ¢~ for
our case Jp > 1; therefore by (1.17) ¢ > 0 and by (1.4) w < 0, i.e., in the Carnot
cycle the work w is produced from “net absorbed” heat g; Second law (1.18) is valid.

Equality (A.9) is important for identification of empirical temperature of ideal gas
thermometer ¢ with the absolute temperature T (see deduction of (1.30) in Sect. 1.4).
In most parts of this book, we use this absolute temperature 7'. Therefore, e.g., the
state equation of ideal gas (A.3) may be written as

PV = nRT (A.10)

A.2 Representations of Linear Isotropic Functions

In our treatise, we deal with the isotropic functions (Sects. 3.5, 3.7, 4.5) defined as
follows: scalar a, vector a and tensor (of the second order) A in three dimensional
space are given, respectively, by isotropic scalar d, vector a and tensor A Sfunction of
scalars y, (v =1,...,n), vectors y,, (o = 1, ..., r) and (second order) tensors Yz
(B=1,...,s)if relations
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a=a(yy, Yo, Yp) = a(yy, Qya, QY5Q") (A.11)
a = Aa(yy, Yo, Yg) = Q"4(y,, Qya, QY5Q") (A.12)
A =AYy, Yo, Ys) = QTA(y,, Qya, QY5Q7) Q (A.13)

are valid for any values of independent variables and any orthogonal tensor Q from
the full orthogonal group O (i.e., for the set of all orthogonal transformations Q
describing any rotation and inversion; cf. Rems. 8 in Chap. 3, 9 in Chap. 3). Indepen-
dent variables in (A.11)—(A.13) are written by usual concise form (cf. (4.128), (3.1)),
i.e., the number of independent scalars, vectors, and tensors (cf. Rem.4 in Chap. 3)
is n, r, s, respectively, (these numbers may be different in these three types of func-
tions). The vectors are all usual, polar vectors (namely, axial vectors may be always
expressed through corresponding skew-symmetric tensors of the second order, see
Rem. 10 in Chap. 3) and if it is not stressed especially, by tensor we understand the
tensor of the second order in the following.

It is clear that properties (A.11)—(A.13) restrict the functions a, a, A somehow and
these restrictions concern only vector- and tensor-independent variables. Therefore,
scalars y, play a role of parameters only and therefore they will not be written
explicitly in the following. Of course in applications, where independent scalars are
typically present, all coefficients in the subsequent formulae are functions of such
scalars.

Restrictions of this type are studied by the theory of invariants [6] and for functions
(A.11)—(A.13) are known as representations of isotropic functions [7, 8]; see these
results in [9, 10] (quoted also in [11]). Deduction of these restrictions for the general
case of nonlinear functions is complicated (we do it only in Cauchy’s representation
theorem below) and therefore, we discuss only the much more simple case of linear
isotropic functions where dependence on vectors and tensors is only a linear one; of
course, the dependence on scalar parameters is not restricted and is usually nonlinear.

As we noted in Rem. 9 in Chap. 3 sometimes only a proper group of orthogonal
tensors (embracing only rotations) is used and as may be expected the resulting
restrictions are not so strong. But for the linear case discussed mostly in this book
such results are the same (see, e.g., representations in [10]) as for the full orthogonal
group which is therefore preferred here.

Although the resulting representation theorem concerns 3-dimensional vectors
and tensors, we note that the following Cauchy representation theorem and Lemma
in its proof are valid for vectors of arbitrary dimension.

First, we deduce the theorem of Cauchy about representation of scalar (nonlinear)
functions of vectors [12, Sect. 11]: If ascalar function a of r vectorsy, (a =1, ..., r)
is isotropic, i.e., if

a=a(y,y2....y) =a@Qyy, Qys ..., Qy,) (A.14)
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is valid for all y,, and for all Q from the full orthogonal group O, then it is necessary
and sufficient that the dependence on these vectors y, is expressed through their
scalar products y,.yg (o, 3=1,2,...,r; «a=<p).

Proof at the beginning, we note that here and in the following we shall write
concisely (Yo) = (¥1,¥2, - - -, ¥,) and similarly we write the left hand side of (A.14)

concisely a = a(yy,...,yr) = a(ys) (in fact this concise form has been used
also in (A.11)). We also assume that vectors y,, are p-dimensional with Cartesian
components y!, (i = 1, ..., p; for our 3-dimensional applications it is sufficient to

consider p < 3).
First of all, we prove the following Lemma: Let us consider two r-tuples of nonzero
vectors (Yo) and (X, ) such that

VoY =XaXg o, [B=12,...r (A.15)
Then Eq. (A.15) are valid if and only if an orthogonal tensor Q € O exists such that
Qy,=%x4 a=1,...,r (A.16)

For proof of Lemma, we start with its sufficiency: Let orthogonal tensor Q exist
which for r-tuple of nonzero vectors (y,) gives r-tuple of vectors (x,) by (A.16).
Then (A.15) follows (cf. Rem. 8 in Chap. 3):

Yo.¥5 = yéy% = jSxéQkixg = xéxlééjk = xixé =X,Xg o, fB=12,...,r
(A.17)
Necessity of Lemma: Vectors (y,) form a subspace the dimension of which is
given by a number p of linear independent vectors. We arrange (y,,) in such a way
that p linearly independent vectors are at the beginning.
Then the matrix from scalar products of the first p vectors is regular

det | y,.ye I#0 ~v,e=1,....p (A.18)

which is a necessary and sufficient condition of their linear independence: indeed,
(A.18) may be expressed as a product of two determinants, the rows of the first one
and the columns of the second one are composed of p Cartesian components of
(nonzero) vectors (y1, ..., ¥p). Each of these determinants is nonzero if and only if
these vectors are linearly independent and from this (A.18) follows.

If we insert (A.15) into (A.18), we obtain again the nonzero determinant with
corresponding vectors (X, ..., X,) which are therefore also lineary independent.

Then there exists tensor Q unique for these both p-tuples of linear independent
vectors giving

Qy,=x, y=1,....p (A.19)

Namely, by linear independency of vectors y,, unique cartesian components Qi
(i,j = 1,..., p) of this tensor Q may be obtained if we solve p systems of
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linear equations (A.19) Qijy4 =x,v=1,...,p(eg, p components oY fol-

lows uniquely from system Qlj y4 = xé ,v=1,..., p because its determinant is
nonzero; similarly for remaining components of Q ).
Inserting (A.19) into (A.15) we have

Y1-¥e = Qy,.Qy. v.e=1....p (A.20)

and therefore (with v = ¢ by definition, see Rem. 8 in Chap. 3) Q is an orthogonal
tensor, Q € O.

Result (A.19) proves the necessity of a Lemma for linear independent vectors (and
in fact it transforms one basis y, of p-dimensional vector space to another one X, by
linear transformation Q). To prove this for the remaining linearly dependent vectors
¥, we express them through those which are independent

P
ynzzamyq, n=p+1,...,r (A.21)
=1
Scalar products
P
Yn.¥e = Zamyv-k e=1,....,p,m=p+1,...,r (A.22)
=1

form r — p systems of p linear equations with p unknowns which, by (A.18), may
be solved uniquely by Cramer’s rule for ( — p) x p quantities ay,. Thenr — p
vectors X;, from r-tuple (x;) is given by first p vectors (x) (linearly independent
known from (A.19)) of this tuple as

p
X"]=Za7l’YX'Y 77=p+1,...,r (A.23)
=1

where ;) are the same coefficients asin (A.21): indeed, forming the vectors z,, (n =

p+1,...,r)byz, = 25:1 Oy Xy using oy calculated from (A.22) and known

(linearly independent) x, , we obtain, by multiplying these definitions by (again

those linearly independent) x. (¢ = 1,..., p) and using (A.15) and (A.22), that

(z; — X;)).X: = 0. Because Xx. are linearly independent, this system of homogeneous

equations (for each fixedn = p +1,...,7) gives z; = Xy, i.e., (A.23) is proved.
From (A.23), (A.19), and (A.21), we can see

P P
X, = Zamva = QZaMy7 =Qy, n=p+1,...,r (A.24)
y=1 =1
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i.e., (A.16) is valid for vectors with indices « = n = p + 1, ..., r too. Therefore,
(A.19) together with (A.24) gives the necessity of (A.16) and the Lemma is proved.
Q.ED.

Using this Lemma, we now prove the Cauchy theorem.

Sufficiency: let a = a(y,) depend on (y,) through scalar products (left side of
(A.15)). Choosing arbitrary orthogonal Q € O, we find by (A.16) vectors (X,) and
(A.15) is valid. Inserting (A.15) into a and using (A.16), we obtain (A.14).

Necessity: Let us assume (A.14) for all Q € O and we prove that a depends
on (y,) through scalar products (left hand side of (A.15)) by contradiction. If such
dependence does not exist, we find two r-tuples (Y1) and (y,2) giving the same
values of scalar products y,1.yy1 = Ya2.¥~2 (left hand side of (A.15)) but at the
same time giving different values of (A.14) a(ya1) = a1 # ax = a(ya2). Let us
choose some Q' € O and by (A.16), we calculate two r-tuples (Xo1) or (Xq2) for
the mentioned (yo1) or (ya2), respectively, (e.g., (Xa2) = Q' (Ya2)). By (A.15), these
tuples give the same values of scalar products

Xal-Xy1 = Yal-Yy1 = Ya2-Y72 = Xa2-Xy2 (A.25)
and by (A.14) and (A.16) they give the same value
ay = &(yal) = &(Q/Yzll) = &(Xal) (A.26)

or the same value
ar = a(ya2) = a(Q'ya2) = a(Xa2) (A.27)

respectively. But for two r-tuples (y,1) and (X42) also (A.15) is valid as follows from
(A.25) and therefore by Lemma there exists Q € O fulfilling (A.16) Qy,; = Xn2;
but using this and (A.14) in (A.26):, we obtain equality of both (A.26) and (A.27)
a1 = a(ya1) = a(Qy,;) = a(x42) = ap. This contradicts the assumption a; # a
and therefore proves the necessity. Therefore, Cauchy’s theorem is proved. Q.E.D.

Henceforth, we deal only with vectors and tensors in the three dimensional space.

Now, we define isotropic tensors of the first order (isotropic vectors) v', the second
order U/, the third order R'/* and the fourth order K“/¥ as tensors fulfilling

vi — Ql] vj or vVv= QV (A28)

U = 0k Q/tuX or U= QUQT (A.29)
Rik = @il gim gkn Rlmn (A.30)
KK — gim gin gkp gla gmnpa (A.31)

for all orthogonal tensors Q from the full orthogonal group O. In (A.28)—(A.31),
Cartesian components are used and we stress that on both sides of these equations
there are the same tensors with components in the one and the same Cartesian system.
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The following representation theorem of isotropic tensors is valid: it is necessary
and sufficient that isotropic tensors of odd orders (A.28), (A.30) are identically zero

v =0 (A.32)
R =0 (A.33)
and isotropic tensors of even orders (A.29), (A.31) are of the form
U = e (A.34)
KUk — o6 6K goikgil 4 il §ik (A.35)

where 7, a, 3, 7y are scalars (5ij are Kronecker’s deltas).
Proof Sufficiency follows immediately by inserting (A.32)—(A.35) into (A.28)-
(A.31) and using property of orthogonal tensors, see Rem. 8 in Chap. 3.
Necessity of (A.32) and (A.33) follows if we use Q = —1 in (A.28) and (A.30).
Necessity of (A.34), we prove forming the scalar function J of two arbitrary
vectors u, w by
J=Ud'w/ = Ju,w) (A.36)

where U/ is an isotropic tensor. Then

0%J
Oul dw/J

=yl (A.37)

Now we take an arbitrary orthogonal tensor Q € O and we form a new tensor U
and vectors 1, w by the following linear transformations

UM = ot oliyi (A.38)
ik = okmym (A.39)
w' = Q"w" (A.40)

Using properties of Q from Rem. 8 in Chap. 3 and (A.36), we have

i.e., J is a scalar invariant at transformations (A.38)—(A.40). Using (A.29) in the
r.h.s. of (A.41):, we obtain

J = J@,w) = UM Q" 0"y = J(Qu, Qw) (A.42)
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Because this is valid for all Q € O, we can see that J is a scalar isotropic function
(A.14) of two vectors u and w. According to Cauchy representation theorem for such
a function (proved above), the dependence J on these vectors must be expressed
through scalar products

uu, w.w, uw (A.43)

But because (A.36) is linear and homogeneous in u and w, this is possible only when
J has a form
J =J(u,w) =nuw (A.44)

where 7 is a scalar. Using (A.37), we obtain the necessity of (A.34).
The necessity of (A.35) may be proved analogously: we form a scalar L of four
arbitrary vectors
L= Kijkluiwjxkyl = L(u,w,X,Yy) (A.45)

where K%/k! is an isotropic tensor. Then

'L

— KM A4
Out OwJ Oxkoy! (A.46)

Forming new tensor KP4 and new vectors 4, W, X, y by

Kmpd — gmi gni gPk 4l g ikl (A47)
= o (A.48)
W= QM (A.49)
v (A.50)
§4 = 015y (A.51)

for some Q € O, we obtain by properties of orthogonal tensor (see Rem.8§ in
Chap. 3)

Iémnpqﬁm uf}n)zp};q — Qmi an ka quKijkl thut Qnuwu Qprxr Qqsys

= KM ylywixkyl = L (A.52)
But using (A.31) in (A.52), we obtain (cf. (A.42))
L(u, w,x,y) = L(Qu, Qw, Qx, Qy) (A.53)

for all Q € O and therefore L is a scalar isotropic function of vectors u, w, X, y. By
Cauchy’s representation theorem, L depends on the following scalar products
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uu, w.w, XX, Y.y, (A.54)
uw, ux, uy, w.X, WYy, Xy (A.55)

But according to its definition (A.45), L depends on their vectors linearly and homo-
geneously and therefore has the following (most general) form (see (A.55))

L = aju.w + apu.X + a3u.y + agw.X + asw.y + aeX.y + a(u.w)(X.y)
+ Bu.x)(w.y) + v(u.y)(w.x) (A.56)

where «, 3,7, a1, ag, a3, au, as, ag, are scalar constants. Inserting (A.56) into
(A.46), we obtain the necessity of (A.35) and this finishes the proof of the rep-
resentation theorem of isotropic tensors. Q.E.D.

Recalling the role of scalar parameters, we can also consider (A.28)—(A.31) as
the definitions of isotropic functions (vector or tensor functions up to fourth order)
of scalar variables only and relations (A.32)—(A.35) are representation theorems for
such functions; then of course, scalars 7, «, 3, and -y are (not specified) functions of
scalar variables (of course, some of these results follow as a special case of a more
general representation theorem below).

Now we come to the main theorem of this Appendix concerning the representation
of scalar, vector, and tensor linear isotropic functions of vectors and tensors (scalars
as independent variables play the role of parameters).

Representation theorem of linear isotropic functions: Scalar, vector, and tensor
(of second order) functions (with values a, a, A) depending linearly on r vectors
Yo (@ =1,...,r) and s tensors (of second order) Yg (8 = 1, ..., s) are isotropic
(relative to the full orthogonal group O) if and only if their (most general) forms are

S
a=ao+ Y VprYg (A.57)
B=1
.
a = Z €aYa (A.58)
a=1
N N
A=71+ Z ap(trYg)1 + Z(ﬁgYﬁ +75Y)) (A.59)
B=1 B=1

where ag, U3, €a, T, ag, B3, g are scalar constants.
Proof The most general forms of scalar, vector, and tensor functions depending
on r vectors and s tensors linearly are

r N
a=ag+ Y viyl+ > Ujvy (A.60)
a=1 p=1
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a _aO+ZV”y(§ +ZR”kY’k (A.61)
U= A+ Sk Z KMy (A.62)
a=1

where all coefficients, scalar agq, vectors ao, 1, tensors of the second order A o
U g , tensors of the third order Rlﬂ!k, é{ k, and tensors of the fourth order ngl are
constants.

Now, these functions (A.60)—(A.62) must be isotropic and therefore by (A.11)—

(A.13)

r s r s
ao+ D vhyh+ D UTY] =ao+ D vl 0Ty + D UK 0M oYY (A63)
= =1

a=1 p=1

r S
Qil(aé + Z Véj + Z lekyjk) _ 0 L Z Vtk ij + Z Rgm Qlj Q’”kYék
a=1 a=1 =1
(A.64)

r N
Qim(Agm + ZS(}:Ynnkyfy + Z Kgll’lklygl)an Al] + Z Sl]l lk k

a=1 G=1 a=1

N
A=1
(A.65)

for all Q from the full group of orthogonal transformation O and for all values of
the independent variables (components of all » vectors and s tensors). Adding here
all coefficients standing at the same variables together, we may put such resulting
coefficients to zero because of the independence of the variables (this concerns also
the zero order members in (A.61), (A.62); ag is canceled). From this we can see,
using the arbitrariness of Q € O and its properties from Rem. 8 in Chap. 3), that all
vector and tensor (2-, 3-, 4- order) coefficients in (A.60)—(A.62) are isotropic tensors
in the sense of (A.28)—(A.31). Therefore, representation theorems for such tensors
(A.32)—(A.35) are valid, i.e.,

. . - N
ay=0, v, =0 R} =0 S/ =0

ABJ = T(Si‘i, V(i/ = 5(15['/7 U;j’] = 19“85!‘/'
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K = apol o + paat sl 4 qpalslt a=1,.r B=1.....5 (A66)
where all 7, €4, Vg, ag, B3, 73 are scalar constants. Inserting (A.66) into (A.60)-
(A.62), we obtain the necessity of (A.57)—-(A.59).

The sufficiency of (A.57)-(A.59) follows immediately if we insert them into
(A.11)—(A.13) and the proof of the representation theorem of linear isotropic func-
tions is accomplished. Q.E.D.

This theorem is valid for any tensors but in applications there are tensors A or Y3
often symmetric or skew-symmetric. The most important case used in our treatise is

that from s tensors Y g the first 4 tensors D, (=1, ..., h) are symmetric and the
rest are skew-symmetric tensors W, (7 = h+1, ..., s). Then, because trW, = 0,
we have instead of (A.57)
h
a=ap+ Y U,uD, (A.67)
n=1

Moreover, if A is a symmetric tensor B given as a function (A.59), then by sym-
metrization of (A.59) (by which B is not changed)

h h
B=711+ ) a,tD)1+> o,D, (A.68)
n=1 n=1
where scalar constants o, = ﬁn +vm =1,..., h).

Similarly, if A is a skew-symmetric tensor M given as a function (A.59), then
skew-symmetrization of (A.59) (not changing M) gives

s
M = Z v, W, (A.69)
T=h+1
with scalar constants v, = B — v (t=h+1,...,s).

Therefore, Egs. (A.57)-(A.59), (A.67)-(A.69) express the representation theo-
rems of isotropic vector, scalar, and tensor (even symmetric or skew-symmetric)
functions linear in vectors and (possibly symmetric or skew-symmetric) tensors. Of
course, special cases of these representations follow, e.g., (A.68) is a representation
theorem of the isotropic symmetric tensor function linear in symmetric tensors (this
was used in Sects. 3.7, 4.5) or (A.34) is a special case of (A.59) as was noted above,
etc.

Finally, we recall that if linear isotropic functions depend (even nonlinearly) also
on scalars (and these are mostly our cases), then all the constants in representation
theorems (A.57)—(A.59), (A.67)—(A.69), (A.34), and (A.35) are (unspecified, often
nonlinear) functions of these scalars.
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A.3 Concave Functions

In Sects.3.8 and 4.7, certain properties of concave functions [13—15] are needed.
At the same time, properties of convex functions are obtained because the convex
functions differ from the concave by the sign only and therefore their properties are
mostly obtainable by reversion of all following inequalities. For simplicity, we do
not restrict the domain of independent variables (although possible restriction on
some concave subset, i.e., having property (A.71) below, is nearly obvious) and we
confine ourselves to strict concave functions which suffice for our purposes.

Theorem on concave functions: Let T' be a (differentiable) function mapping -
dimensional vectors & = (w!, ..., w™) in real numbers I

=T@®@) (A.70)

Then three following assertions are equivalent

(1) Function (A.70) is strictly concave in all its domain which means (by definition)
that whenever &g, @1, and &, are such that

o=ad1+(1—-a)n for 1>a>0 ; O #dn (A.71)
the function (A.70) has the following property
['(@o) > ol'(@1) + (1 — a)T(@) (A.72)

(of course equality instead of > in (A.72) is valid if &1 = &, or a = 0, 1).
(i) If &y # & in (A.71) then

. _ - or .
I'(wr) < '(wo) + Z(Wf - w([;)aw—p(wo) (A.73)
p=1

where %((ZJ()) is the value of the p-th component of gradient of the function
I (in corresponding vector space) taken at & (of course if &1 = @y the trivial
equality instead of (A.73) is obtained).

(iii) The matrix of second derivatives of I' (A.70) taken at arbitrary &g (A.71)

9T
OwP Owi

is negative definite (therefore a matrix with elements —% is positive defi-
nite) [16, 13.5], [17, 1.29].

Proof It suffices to show that (iii) follows from (i), (i) follows from (ii), and (ii),
(iii) are equivalent.
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To prove that (iii) follows from (i), we choose (for arbitrary @y , @ = 1/2 and
arbitrary vector 7 = (71, ..., 7))

- -

W1=WQ+7_:, &22&0—7’ (A.75)
Such choice fulfills (A.71) and inequality (A.72) is then
C@o+7)+ (@ —7) < 2L (&) (A.76)

We expand both terms on the left-hand side in the Taylor series around &g
5=

0T R
C(@o+7) =T @) + ZTP—(wo) + ;;Tquzm(wo) +01(7),

o0°T
(@ —7) =T(@o) — ZT” (wo)+ZZT”Tq 5 3ora G0 02

p=1q¢=1
(A.77)

where functions 01 (72), 02(72) converge more rapidly to zero then preceding terms
in (A.77). Inserting (A.77) into (A.76), we have

S opa 0T 7) <0 AT8
ZZ m(Wo)+01(7)+02(7’)< (A78)

At sufficiently small vector 7, the left-hand side of (A.78) is a negative quadratic
form and therefore iii follows for any @y.

Now we prove that (i) follows from (ii). We write (A.73) taking for &;, the
vectors @y, &y fulfilling (A.71), and multiplying such inequalities by o and 1 — a,
respectively, we obtain

< or
al'(@1) < ol (&) + ZI aw! — wg)w(wo),

- .. oF
(1 —a)l(@n) < (1 —a)(w) + Z(l - a)(w2 wo)—(wo) (A.79)
p=1
Adding these relations together, we have by (A.71)

al @) + (1 —a)T(E) < (a4 1 — )T (&)

" or .
+ Z (aw‘f + (1 - a)wé’ —(a+1- a)wg)) w(wo)
p=1

=T'(&) (A.80)
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and this is the result (A.72), i.e., (i) was proved. _
Ultimately, we show that ii and iii are equivalent. We expand I" (1) in the Taylor
series around &y with the remainder of the second order

m 2—
L@ =T@)+ Y W} —w )—(wo>+ ZZ(wl —wf)w] —w0>a TG
p=1 p 1g=1
(A.81)

where components w of 3 are between w{ and w}j . Assuming (iii) for @3, we find
that the last term in (A.81) is a negative definite quadratic form and we obtain (A.73)
in (ii) for &1 # Q. Conversely, assuming (ii), i.e., (A.73), we find that the last term
in (A.81) is a negative definite quadratic form and therefore (iii) follows.

A.4 Nonorthogonal Bases

In Sect. 4.2, we need vector space with a basis which is formed by k linear independent
vectors g, (p =1, ..., k) which are not generally perpendicular or of unit length
[12, 18, 19]. Such nonorthogonal basis, we call a contravariant one. Covariant
components of the so called metric tensor are defined by

9pq =Gp-9¢ P-q.=1.....k (A.82)

A metric tensor with matrix [|gp, |l is obviously symmetrical and regular (this last
assertion is necessary and sufficient for the linear independence of g,: in the basis
of k orthonormal vectors in this space, we obtain det||g,,| as a product of two
determinants first of them having the rows and second one having the columns formed
from Cartesian components of g, and g, . Because of the linear independence of these
k vectors, every determinant and therefore also det|| g, || is nonzero and conversely).
Contravariant components g”? of the metric tensor are defined by inversion

k
19721l = llgpqll ™" ie. D" gpg 9" =, (A.83)

where 6;, is the Kronecker delta; ||g”?|| is regular and symmetrical.
The reciprocal covariant base g? is defined by

k
"= 9"G, p=1...k (A.84)
g=1

From (A.82)-(A.84), we have
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gr.g"=g". §".g =9 (A.85)
k k
gp = ngq aq, gq = 255 gp (A.86)
The other basis 51’/ is connected with g" by regular tensor H,”
k
g’ = Z H'§ (A.87)

and conversely, each regular transformation H, defines a new basis (similar trans-
formation is valid for g, ).

It is possible to express an arbitrary vector a in k-dimensional vector space in
both bases as

i= Y a’g,=> a,g" (A.88)

where a” and a, are contravariant and covariant components, respectively. The fol-
lowing relations between them give (A.88), (A.82), (A.85) as

k
al =agh=> gMa, a;= Z gap ¥ (A.89)

A special (often used) case is the orthonormal basis where || g4 || is the unit matrix.
Then both contravariant and covariant bases are the same unit vectors

gp =g (A.90)

as follows from (A.84); ||gP?]| is also the unit matrix.

A.S Inequalities, Theorem of I-Shih Liu

Here, we present lemmas and the theorem containing inequalities as they have been
used in the main text as the consequence of the Second Law (note that sometimes
equivalent inequalities are used with reverse signs in premises and implications
achieved by changing the signs of corresponding quantities, cf. (A.92) below).
Lemma A.5.1 ([20, Appendix 6.1]) If the following inequality with real constants
a, b
a+bX <0 (A.91)



Appendix 297

is valid for any real X then it is necessary and sufficient thatb =0 anda < 0.
Proof of sufficiency is obvious and necessity follows by contradiction: if b > 0 at
some real a then such real X may be found at which inequality is invalid. Analogously
for b < 0. The remaining follows. Q.E.D.
If we define a’ = —a, b’ = —b, we can obviously write Lemma A.5.1 equiva-
lently as
d+bVX>0&0'=0 d>0 (A.92)

In this form, Lemma A.5.1 has been also used (e.g. in (A.104) or in Sect.4.5).

This Lemma has its generalization on matrices (3 x 3 in our application in
Sect.3.6):

Lemma A.5.2 If the following inequality with real matrix B and real constant a

a+uBX <0 (A.93)

is valid for any real matrix X, then it is necessary and sufficient that @ < 0 and
trBX = 0.

Proof of sufficiency is obvious and necessity follows by contradiction: If it would
be that trBX; # 0 for some fixed matrix X = X; then (A.93) must be valid for
X = pX with any real /3. But this is impossible because a + StrBX; < 0 cannot
be valid for some real /3.

In the special case, it follows from trBX = 0 that if arbitrary X is symmetric or
skew-symmetric then B must be skew-symmetric or symmetric, respectively. This
follows from the component form immediately choosing one independent element
of corresponding X sequentially as a unit (and remaining as zero).

Lemma A.5.3 Let the following polynomial of the third degree in real X be given,
where a is the real constant and f(X) the polynomial of mostly second degree, and

aX>+ f(X) =0 (A.94)
is valid for any real X. Then it is necessary and sufficient
a=0, f(X)=0 (A.95)
Proof Sufficiency is obvious. Necessity: If @ # 0 then at | X| of sufficient magnitude,
the term of the third degree determines the sign of the left-hand side of (A.94)
and its nonnegativity need not be fulfilled at some X € 9. The remaining follows
immediately. Q.E.D.
Lemma A.5.4 If quadratic inequality with real constants b, a
bX +aX* >0 (A.96)

is valid for any real X then it is necessary and sufficient

b=0, a>0 (A.97)
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Proof Sufficiency is obvious. Necessity: If a = 0 then obviously » = 0. If a < 0
then inequality (A.96) is not valid for sufficiently great |X|. If a > O and b > O,
then inequality (A.96), written as X (X + b/a) > 0, is not valid for0 > X > —b/a.
Finally, if ¢ > 0 and b < 0, then inequality (A.96), written as X (X + b/a) > 0, is
not valid for 0 < X < —b/a. Therefore, (A.97) is valid. Q.E.D.

We note that generalization of such a Lemma for more variables of X is deduced
in [21, p. 240].

We also note that if quadratic inequality with real constants a, b and ¢ # 0

c+bX +aXx>>0 (A.98)

is valid for any real X then the previous result » = 0 is not generally valid. An
example of such a case is (1 + X)? = 142X + X? > 0. Cf. Sect. 4.5, discussion of
(4.169).

Method of Lagrange multipliers of I-Shih Liu [22], cf. also [23, 10]:

The use of the Coleman-Noll admissibility principle in complicated cases (mix-
tures , electromagnetic and surface systems) is often very difficult, because many gra-
dients and time derivatives are bound together through some interrelations (mainly
through balance equations) and the finding of an admissible process is therefore
not easy. For these purposes, the method of Lagrange multipliers was proposed by
I-Shih Liu [22] which simplifies such complicated situations (for many different
applications see also [23], [10, mainly Sect. 5.4.3], [24-28]). The name originates
from a certain analogy with the Lagrange method of finding extremes at additional
constraints.

The basis for this method is formed by the following

Theorem of I-Shih Liu A.5.5 (cf. Lemma in [22] or [10, Sect.5.4.3]):

Let it be given that A = (A,,) (the component form is in parentheses where
J=1,...,p,vy =1,...,n) areal p x n matrix, B = (By) € NP, nonzero
a = (a,) € N" real vectors (of dimension p or n respectively) and real 5 € ). Let
S be the non-empty set of (mutually independent) vectors X = (X,) € " fulfilling
equations (summing rules in vy, J are assumed)

AjXy+B;y=0 J=1,...,p (A.99)
Then the following statements are equivalent:
@
ay X, +5>0 forall XeS (A.100)
(ii) There exist nonzero Lagrange multipliers A = (A y) € %P such that
aXy+B—Aj(AjyXy+ By) =0 forall X, e (A.101)

(iii) There exist nonzero Lagrange multipliers A = (A ;) € 7P such that
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ay—AjA;, =0 y=1,....n (A.102)
B8—AjB; >0 (A.103)

Proof For the equivalence it is sufficient to prove, that (ii)=(i), (ii)<>(iii), and
(1)=(iii).

Result (ii))=(i) follows from (A.99).

Equivalence (ii)<>(iii) follows writing (A.101)

(ay —AjA )X+ (B—AsBy) >0 VX e R (A.104)

(VX € )" means for all vectors X (with components X ) from n-dimensional space
M"). Since X, are arbitrary reals, (A.104) is true if and only if (A.102), (A.103) is
valid according to Lemma A.5.1 with reversal sign (A.92).
To complete the proof, it is sufficient to show that (i)=>(iii): We define the fol-
lowing sets
H={Xe®" fulfilling a,X,+ 3 >0} (A.105)

i.e., H is the set of all those vectors X = (X,) from %" fulfilling the (A.100) (but
they need not fulfill (A.99), similarly in the following);

Hy={X e®" fulfilling a,X, =0} (A.106)
Hy ={y e®" fulfilling y,X,=0, ¥X € Ho} (A.107)

(.e., HOl are those (n-dimensional) vectors y = (y,) perpendicular to vectors from
Hp). Similarly,

So=1{X e fulfilling A;,,X,=0, J=1,...,p) (A.108)
Sf={yeN fulfilling y,X,=0, VX € Sp} (A.109)

Observe that H, Hd‘, So, S(J)- all are linear subspaces of " (i.e., linear space in
respect of its members, e.g., if X, X’ € Hy , thenindeed X + X' € Hp and £X € H
for £ € N because a (X, + X g) = 0 and o,{ X~ = 0. The analogical proof is valid
for Hy", So, Sy ).

To continue the proof, we introduce two following auxiliary Lemmas:

Lemma I: If X € Sp thenforany Y € S, wehave X +Y € §

This follows from the definition of S.

Lemma 2: By definition, (i) implies S C H, and from this it follows that So C Hj.

This Lemma 2 will be proved as follows: Assuming that S C H implies So ¢ Hy
(the opposite possibility), we obtain a contradiction:

Indeed, suppose that So ¢ Hp. Then there exists a y € Sp such that y ¢ Hy,
ie, Ay, =0, VJ=1,...,pand a,y, # 0. Since Sy is a linear subspace of
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N, for any a € N it follows that ay € Sy (according to definition (A.108) ay € R"
and Aj,ay, =0, J=1,...,p). Using Lemma 1 for X = ay, we obtain for any
Y eSthatY +ay € S. But

ay(Yy +ayy) + B8 = acyy, + oYy + (A.110)

and because acv,y, # 0, there exists some a € )i such that ay (Y, +ay,) + 5 < 0,
which means Y +ay ¢ H although Y +ay € S and this contradicts our assumption
S C H.Lemma 2 is proved.

Result So C Hp of Lemma 2 implies HOL - SOL. Namely, taking some y € HOL,
this fulfills y, X, = 0 forall X € Hy (see (A.107)) and therefore also for all X € Sy
(because of Sy C Hy), i.e., such y € SOl (see (A.109)). This is valid for any such
y € H(f- and therefore HOJ- C Sd-. According to the definition of Hy (A.106), the
vector @ = (cy) is one of vectors y € Hd‘ (A.107), ie. a € H(f-. Therefore,
according to the previous result HOl C SOL, we have also o € SOL. Analogically,
considering the rows of matrix (Ay,) as p vectors A, (containing n elements),
J =1,..., p, we can see from the definition of Sy (A.108) that p vectors A ; are
fromy € Sd-, ie,Aj € S(J)-.

By interpretation of matrix (A;,) through the vectors A; € Sd-, we can see
that rank(A ;) gives the dimension of S+, e.g., if rank(A;,) = p then vectors
Ay,J =1,..., p, are linearly independent and form the basis of SOL. But even if
rank (Ay,) < p (of courserank (Ay,) < n), we can express the arbitrary vector from
Sd- through p vectors Ay, J = 1, ..., p, in this case even those linear dependent.
Specifically for o, € Sd-, there exists a nonzero vector A = (A ;) € NP such that
= AjAjy, or

Ct,\/ — A‘]Ajry = 0

Finally, for any X € § we have A;, X, = —B;, J = 1,..., p, according to
(A.99) and therefore from the previous result and (i) (A.100):

OSOé'yX'y"Fﬁ:AJAJ’yX'y‘i_ﬁ:_A]BJ“f‘ﬁ

These last results are (A.102) and (A.103) of (iii) obtained from (i).

Finally, we note that if rank A;, = p the Lagrange multipliers A are unique.
Q.E.D.

At p = 0, the Theorem A.5.5 reduces to Lemma A.5.1 in the form (A.92).

Theorem A.5.5 (which is algebraic only) may be applied to the thermodynamics
of our book, namely in the admissibility principle used on the models of differential
type as we show in the examples below. The X, are here the time or space derivatives
of deformation and temperature fields other than those contained in the independent
variables of the constitutive equations and therefore all cv,, B, Ay, Ay, By are func-
tions of these independent variables. Constraint conditions (A.99) usually come from
balances (of mass, momentum, energy) and (A.100) from the entropy inequality.

The advantage of I-Shih Liu’s Theorem A.5.5 consists in the enlargement of the
validity of inequality (ii) (A.101) (modified by Lagrange multipliers) to all X, (e")
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while the original inequality (i) (A.100) has been valid only for X, fulfilling addi-
tional constraint equalities (A.99) (and just such limited X, € § are often difficult to
find in classical procedure, see, e.g. Sect.4.5). I-Shih Liu’s Theorem A.5.5 then finds
the Lagrange multipliers from (A.102) and therefore, the results of the admissibility
principle including the remaining inequality from (A.103).

The strength of I-Shih Liu method, therefore, manifests itself at the more com-
plicated constraints [24, 26]. The most complicated case in our book—the reacting
mixture with linear transport properties—with the use of entropy inequality and
all balances (of mass, momentum, energy) as (A.100), (A.99), would be laborious.
Therefore, to demonstrate the application of the I-Shih Liu’s Theorem A.5.5, we
choose relatively simple examples of the uniform fluid model B from Sect.2.2 and
the simple thermoelastic fluid from the end of Sect.3.6.6

The example of the uniform fluid model B discussed in the Sects.2.1,2.2 uses
entropy inequality (Second Law) (2.2) and balance of energy (First Law) (2.1) as
a constraint (balances of mass and momentum may be ignored because they are
fulfilled trivially: the mass of bodies is constant and velocity (and therefore also
kinetic energy) is zero).

U=Q-PV (A.111)

S>0Q/T (A.112)

6 We note the special case of I-Shih Liu’s Theorem A.5.5 when p = n and the (quadratic) matrix
(Aj~) = 1is unit matrix. Then, we have (A.99), (A.102) (J = ) as

Xy + By =0, ay = Ay (a)

giving from inequality (A.100) the resulting inequality (A.103) of the I-Shih Liu Theorem. Such a
procedure has been used in fact in our main text: using free energies the inequality (A.100) with
constraint (a); in special cases p = n, (A;,) = 1 may be constructed from which by elimination of
X, the unconstrained inequality (A.103) has been obtained (on which the standard Coleman-Noll
admissibility method may be used).

‘We show it on our model B from Sect.2.2. Here, the basic inequality (A.100) is (2.2)

—Q+T5>0 )

with the additional constraint condition (A.99) given by energy balance (2.1) as

Q- WU+PV)=0 (c)
We use I-Shih Liu Theorem A.5.5 choosingn = p = 1,A;; = 1, By = —(U + PV). ) =
—1,06=TS, X; = Q and its results (A.102), (A.103) are A| = —1 and inequality
TS —(U+PV)>0 (d)

This inequality, using free energy FF = U — TS (2.12) and model B (2.7), specifically F =
I:"(V, Vv, T) (2.20), is the same as the inequality (2.21) (which has been obtained in Sect.2.2 by
elimination of Q from (2.2), (2.1)). From this it follows all results for model B by the same procedure
as in Sect.2.2.

Similarly, we can discuss results from Sects. 3.6, 4.5 using mass balances as (a);.
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As a model, we use the uniform fluid with volume memory B (2.7) from Sects. 2.1,
2.2

U=0W,v,T), S=8WV,V,T), P=PV,V,T) (A.113)

By (A.113) the constraint and inequality of the type (A.99), (A.100) in I-Shih Liu
Theorem A.5.5 are

U JoT)T + (AU JOV)V + {[(dU /dV) + PV — Q} =0 (A.114)
(D8/0T)T + (8S/OV)V + {(8S/0V)V — Q/T} = 0 (A.115)
In this example J = p = 1 and v = 1, 2 withn = 2 and with X, = T, V. Matrix A

is the vector (A1) = (80/(’)T, 8[7/(’)\7) and vector avis (ov,) = (83‘/8T, 83/617).
Therefore, the results (A.102), (A.103) of I-Shih Liu Theorem A.5.5 are

(08/8T) — AOU /OT) = 0 (A.116)
©8/0V) — AU JOV) =0 (A.117)
(BS/OV)V — Q/T) — A ([(aﬁ/aV) PV — Q) >0 (A.118)

with one Lagrange multiplier A; = A (which, similarly as other quantities here,
may be a function of V, V, T).
To calculate the Lagrange multiplier A, we write (A.118) as

((63/8V)—A(@U/@V)—AP)V—HA—1/T)QzO (A.119)
and we express Q from (A.111) and (A.113)
0 =U+ PV = (U /0V)V + U /OT)T + (90U JdV)V + PV (A.120)
Inserting (A.120) into (A.119), we obtain after rearrangement
((aS/aV) —(1/T)(@@U V) — (P/T)) V+(A—1/T)OU/0T)T
+ (A =1/T)OU/OVIV =0 (A.121)
This inequality is linear in 7, V and therefore the coefficients at these must be zero
(identically, i.e., at any independent variables of constitutive equations (A.113)).
Therefore,

(A —1/T)(OU/OT) =0 (A.122)

But because (9U /0T) # 0 (and is even positive, because this is the heat capacity at
constant volume, cf. Rem.9 in Chap. 2), we obtain for this Lagrange multiplier
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A=1/T (A.123)
With this result (A.123), the inequality (A.121) gives
((aS/aV) —(1/T)(d0 V) — P/T) V>0 (A.124)
and the identities (A.116), (A.117) give
08/0T) — (1/T)(OU /OT) =0 (A.125)
©8/0V) — (1/T)OU OV) =0 (A.126)

Using the free energy F = U — TS = ﬁ(V, V. T) (2.12), (2.20) we obtain from
(A.126), (A.125), (A.124)

OF OV =0, ie., F=FV,T) (A.127)
OF 10T = —§ (A.128)
—1/T) ((aﬁ/aV) + P) V=0 (A.129)

These are the same results as in Sect. 2.2, namely (2.22), (2.24), and (2.27). Therefore,
the remaining results of model B in Sect. 2.2 follow.

The example of the simple thermoelastic fluid, noted in the end of Sect. 3.6 above
(3.181) (cf. also example in [22]), has the constitutive equations for u, s, T, q limited
to independent variables p, T, g = gradT only. For simplicity, external body (or
inertial) force and volume heating are not considered, b +i = o, Q = 0. We have
entropy inequality (3.109) (with (3.8))

. Os Oa’ o
vl o=+ (/D)5 — (1 T)g 9! 2 0 (A.130)

Os
p ot

constrained by balances of mass (3.63), momentum (3.78), and energy (3.107) (again
with (3.8) and (3.15), (3.14)) assuming (3.93) (i.e., balance of moment of momentum
has been used)

L4 p— =0 (A.131)

ot OxJ Ox/
ovi o ov  OTi
ot oV 9TV A132
P TP T o ¢ (A132)
‘ i oy
Ou | i dn 0 L0 (A.133)

Por Vo T oxi Oxi
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We calculate derivatives of constitutive functions (denoted by hat) needed in
(A.130)-(A.133)
Os 050p 05 OT = 0§ gk

o ~opor Yarar Togk o (A3
;’isj 2; ;Cpl + g_;gf " 53_;% (A.135)
% _ g_i% g_igj g;‘k gij (A137)
Oq' _ 04’ 9p 09’ ; 04’ dg' (A.139)

oxi ~ op oxi oY T ok oxJ

Inserting (A.134)—(A.139) into (A.130)—(A.133), we obtain the inequality of the type
(A.100) with constraints of the type (A.99) in I-Shih Liu Theorem A.5.5 choosing
as X, the vector with n = 26 independent components

(X”’)_(E R E T I 8x1)) v=1,...,26  (A.140)

&
gJ N =3 L (99 55 ) is used because gg . gj - is symmetric

with 6 independent components, cf. Rem. 7). The members containing g/ were
excluded because of the choice of independent variables in our model; they are used
in definitions 3, By (A.142), (A.148).

Therefore, we obtain the inequality of the type (A.100) in I-Shih Liu Theorem
A.5.5 by inserting (A.134), (A.135), and (A.139) into inequality (A.130)

9sdp 05 OT as ag ;08
g P B Pl g g DG
aq(J)ag(k " ja_§+(1/T)8if_(1/Tz) gl >0
gh’ o) v aT oT 9=

(A.141)

0s
(g 5+ WD)
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from which we can see definitions’
0§ ac}j NN,
= iz e S A
B=(pv 3T +{/T) aT (1/Tq”)g (A.142)
as . 0s os .08 (%}j ki . 0s Bc}(j
N=(p—,0, p—, p—, pv/ — +(1/T)—, 0¥ U= _ 4+(1/T)—1-
(A.143)

where, by symmetrization, the last six independent symmetrical quantities are written
and o', 09 are 3 vector and 9 tensor zero components not used in (A.141), i.e., this
vector (avy) has, similarly to (A.140), 26 components.

The choice of vectors (A.140) permits to obtain equalities of the type (A.99)
in I-Shih Liu Theorem A.5.5 by inserting (A.136), (A.137), (A.138), (A.139) into
balances (A.131), (A.132), (A.133) and rearranging:

9p 4 i 9P o ki OV

- =0 A.144
ot OxJ Oxk ( )

6--3vj o1 dp ke 001 0TV gg%k OT

2o v __ i—o  (A145
ot Op OxJ VO axk agd ox)  oT gr=o )

ondp o oT  9n gk ;00 947 dp
Popar TParar TPagk ar TPV e, T 8, ond
vl Con 9gU ag*k o0 . 0G) .
_TkiZ 2 G i Y iy It S R A.146
axk TPV a0 T a0 axn TP ar Y T rd (A.146)
7 The term
( (jﬁ_{_(] T)ai(j)ai(k_( .fﬁ_*_(] T)E)ij)(?igk (a)
pY gk / gk oxD pv gk / gk~ OxJ ¢

in (A.141) is equal to those obtained by direct calculation of (A.141). This equality follows, from
the definition of symmetrization, say of tensor N/ k defined as NUK = %(N Jk 4+ NK7). Indeed,
defining in (@) for brevity

0T g

95 __oT _9
T Oxkoxi T Oxd

Nk = ol
P dgk

dq’
+ (I/T)aiqk’ Tj
Because of symmetry T x; = T jx we can write for the left hand side of (a)

) 1 1 1 . 1. 1.
N(jk)T,(kj) — E(]\]./k + Nk'/)E(T.kj + T,jk) — 5(]\ij + Nk])T,kj — EN]kTvkj + ENk]T,jk
1 . 1 . .
= 5N Ty + SN Ty = N Ty

and this is the right hand side of (a).
Such symmetrization must be used in (A.141) (and in (A.140), (A.143), etc.) to stress the
independence of X, specifically the independence of only the six components of tensor g~ Jox7 .
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Because of the symmetry of 2& the symmetrlzatlon from Rem. 7 has been used

8 I
()q(k aq(, aq( o
analogously giving E) k) 5D = o 947 0 &+ dgk))m = (pvla_g”k +
9§ )
gk’ ox7 "

Therefore, we have five equations of the type (A.99), J =1, ..., p =5 (2 scalar
(A.144), (A.146), and 3 (in component i = 1, 2, 3) vector equations (A.145)).

From these form of Eqgs. (A.144), (A.145), and (A.146) of the type (A.99), we
can write explicitly the five components of the vector B = (By):

(By)=(B1,B;,B5) J=1,...,5 i=12.73 (A.147)

T ou g7
B =0, Bj=——— i =1,2,3, Bs= P LT (A48
1 i aT g 5= PV + ar ¥ ( )

and the matrix A = (A,) of dimension (5 x 26):

1 o/ 0 ok v/ poki 0k

] ij i ik k OT’f k Sij Ty
o' pot o' 0o dp pv<ot — dgk)

il j it Qi oi 4 04' ki (Goa 4 94V
Pap o Paor pagk pv’ 3,, + dp T pv aqk) + Py

Therefore we obtain, as the result of I-Shih Liu Theorem A.5.5, the five Lagrange
multipliers Ay, A',i = 1,2,3, As in the resulting expressions (A.102), (A.103).
These are in our example

05 i
pa— = A1+ Asp— (A.149)
dp dp
o/ = A'ps (A.150)
05 i
a7 = Aspo A.151
Por = 5Pt (A.151)
05 i
7% = Aspax A.152
pagk SPagk ( )
. 08 g7 . . 9T 040G/
S (YT = A+ A (=) + As(pv/ 2=+ ) (AL153
pv aer(/ )8p v/ + A'( 8p)+ s(pv 8p+6p) ( )
08 = A1pdh + ATpuk6T 4 As(=TH) (A.154)
; 05 . 9TiU Con gy
— Al(— G_on
pvt 9 + /T )(9 o = A g0 ) + As(pv 90 + 3gk)) (A.155)
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(pv’ a—Jr(l/T)——(l/T )g7)g’ — A’ (—8Lg’) As(pv’ 8—gj+a i 9H=0
oT oT oT
(A.156)
From these results, we calculate the following relations of our model (which are
valid identically, i.e., for all independent variables p, T, g chosen in application of
Theorem A.5.5 as fixed): Because p # 0, we obtain from (A.150) that all multipliers
A’ are zeros. From this and because the symmetrized dyad formed by the multipli-
cation of (A.152) with v/ is contained in (A.155), we obtain that As is equal to the
inverse of temperature

Al=0 i=1,23 As=1/T, A =—-P/(Tp) (A.157)

To obtain the last relation, we note that with the free energy (3.111) f =u — T's =
f(p, T, g), we find from (A.151), (A.152) that 8f/8T = —ys and f, and therefore
s, u, are independent of g. Then from (A.154) it may be seen that the stress tensor
is reduced to TX = AT pé¥ = —P§* in our model, i.e., to the pressure P which
may be expressed through Lagrange multipliers as A = —P /(T p). Using it and free
energy in (A.149) we obtain that pressure is given by free energy 0 f /0p = P/p?
and therefore P depend on p, T only. Equation (A.153) is fulfilled identically. These
relations reduce the inequality (A.156) to —(1/T%)g/g/ > 0.
The final results are, therefore,

f=FfpT), s=5pT), u=i(p,T), P=P@pT)

of of . . . -

O s Py T =P, q =i TR ~(1/ T =0

oT Jdp

(A.158)

We can see that the method of Lagrange multipliers in I-Shih Liu Theorem A.5.5
gives for the model of simple thermoelastic fluid exactly the same results as the
classical procedure from Sect. 3.6, cf. (3.181), (3.174), (3.175), (3.171), and (3.172)
(without h, D).
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