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Abstract We study extended thermodynamics of dense gases by adopting the system of field equations
with a different hierarchy structure to that adopted in the previous works. It is the theory of 14 fields
of mass density, velocity, temperature, viscous stress, dynamic pressure and heat flux. As a result,
most of the constitutive equations can be determined explicitly by the caloric and thermal equations
of state. It is shown that the rarefied-gas limit of the theory is consistent with the kinetic theory of
gases. We also analyze three physically important systems, that is, a gas with the virial equations of
state, a hard-sphere system and a van der Waals fluid, by using the general theory developed in the
former part of the present work.
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1 Introduction

Extended thermodynamics (ET) [1] is a phenomenological field theory capable of describing nonequi-
librium phenomena with steep gradients and rapid changes that may be out of local equilibrium.
While thermodynamics of irreversible processes (TIP) [2] relies essentially on the assumption of local
equilibrium. In this respect, the validity range of ET is wider than that of TIP. Moreover, ET can
predict finite speeds of disturbances as its basic system of equations is hyperbolic. On the contrary,
TIP predicts infinite speeds of disturbances because of its parabolic character.

A well-known theory of viscous heat-conducting fluids based on TIP is the Navier-Stokes Fourier
theory with 5 independent field variables; the mass density, the velocity and the temperature [2,3]. On
the other hand, ET adopts more independent field variables. To be more specific, let us summarize ET
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for rarefied monatomic gases with 13 independent fields; mass density F'(= p), momentum density Fj;,
momentum flux F;;, and energy flux F,y,; [1,4]. The system of field equations is of balance type such
that
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where Fjj and Fj,;, are the fluxes of Fj; and Fy,;, respectively, and P;;y and P,; are the productions
with respect to Fy; and Fjy;, respectively. Here P;;y is a symmetric traceless tensor. The first two
equations and the trace part of the third equation represent the conservation laws of mass, momentum
and energy, respectively. We notice the hierarchy structure of the system such that: (i) the tensorial
rank of the equations increases one by one starting from the mass balance equation, and (ii) the flux
in one equation becomes the density in the next equation. Such hierarchy is dictated by the moment
equations in the kinetic theory of monatomic gases. As a consequence, Fj;(= pv? + 3p) is, except for a
factor 1/2, equal to the energy density, pv?/2 4 pe, and therefore 3p = 2pe, where v;, € and p are the
velocity, specific internal energy density and pressure, respectively. Therefore ET with this hierarchy
structure is valid only for rarefied monatomic gases.

When the hierarchy of the basic equations are truncated as in the system (1), we need, as a closure
procedure, constitutive equations for the quantities that are not in the list of the densities (independent
field variables). In ET, we assume that such quantities depend locally on the densities. Their functional
forms are severely restricted by the universal physical principles; the principle of objectivity, the entropy
principle and the principle of causality. Most of the constitutive equations are fully prescribed by the
equilibrium properties of gases [1,4].

ET constructed in such a phenomenological way was proved to be consistent with the Grad’s proce-
dure in the kinetic theory based on the Boltzmann equation [5]. Moreover, this theory was generalized
in order to develop ET with any number of independent variables. These theories of ET have been
applied successfully to various nonequilibrium phenomena such as light scattering, sound waves, heat
waves (second sound), structure of shock waves [1].

The Navier-Stokes Fourier theory comes out as a limiting case of ET through carrying out the
so-called Maxwellian iteration [6]. In this respect, the Navier-Stokes Fourier theory can be seen as an
approximation of ET where the relaxation times of dissipative fluxes (viscous stress and heat flux) are
negligible (Navier-Stokes Fourier limit).

However, within its validity range, the classical Navier-Stokes Fourier theory is applicable to any
fluids that are not necessarily limited to rarefied gases nor to monatomic gases. Therefore, after the
successful establishment of ET for rarefied monatomic gases, there appeared many studies of ET for
rarefied polyatomic gases [7-9] and also for real gases (or dense gases) [10-15].

In dense gases, no simple relationship between the pressure p and the specific internal energy e
exists, and moreover the so-called dynamic pressure IT (trace of the viscous stress tensor) does not
vanish. Taking these facts into account, the previous authors tried to establish ET by postulating a
similar hierarchy structure to (1), but with 14 densities including a fourth-rank tensorial density [12,
14,15]. However, the other feature that a flux in a equation becomes a density in the next equation was
abandoned. Because of this generality, the constitutive equations could not be fully determined from
the knowledge of the equilibrium properties of gases. Moreover, as we expect, when the Maxwellian
iteration procedure is applied, we have to obtain the Navier-Stokes Fourier constitutive equations. The
postulation of the fourth-rank tensorial density seems to be not well justified because, as can be seen in
the next section, it does not have any straightforward counterpart in the Navier-Stokes Fourier limit.

The objective of the present paper is to propose an ET theory of dense gases by adopting the
system of field equations with a different hierarchy structure to (1). We will show that most of the
constitutive equations can be determined explicitly by the caloric and thermal equations of state. We
will also analyze three physically important systems, that is, a gas with a virial equations of state,



a hard-sphere system and a van der Waals gas, by using the general theory developed in the present
paper.
Notations

— A dot on a generic quantity 1 represents the material time derivative:
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ot
— Parentheses around a set of N indices represent the symmetrization with respect to these indices,
that is, the sum over all N! permutations of the indices divided by N!. For example,

1
1
Cl,(ibjck) = ? [ai(bjck + bij) + aj(bkci + bick) + ak(bicj + bjci)] .

— Angular brackets denote the symmetric traceless part with respect to these indices (deviatoric
part). For example,

A(ij) = Q(ij) — 50kkOij-

2 Model of dense gases
2.1 Heuristic viewpoint

In order to grasp the structure of the basic system appropriate for ET of dense gases, first of all, let
us reconsider the structure of the Navier-Stokes Fourier system. In addition to the usual conservation
laws of mass, momentum, and energy:
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we have the constitutive equations:
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where t;; is the stress tensor expressed by
tij = —pbi; + Sij = — (p+ I) 65 + Sij) (4)

with S;; being the viscous stress tensor and II(= —S;;/3) the dynamic pressure, and g; is the heat
flux. The coefficients u, v and k are the shear viscosity, the bulk viscosity and the heat conductivity,
respectively. Here we observe that, as in the paper [16], the equation (3) can be rewritten in the form:
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The system composed of equations (2) and (5) can be seen as a system of 14 equations for the 14
unknown variables: p, v; , €, g, Sy and II. Its mathematical structure is in the form of balance
type, but, in eq. (5), we have no term with time derivative. Therefore the system is not hyperbolic but
parabolic.

It is, therefore, natural to assume that the mathematical structure of balance laws in ET of dense
gases must be of the following type:
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where F'is the mass density, F; is the momentum density, G; is the energy density, Fj; is the momentum
flux, and Gy is the energy flux. And Fj;, and Gppik are the fluxes of Fj; and Gy, respectively, and
P;; and Q,p; are the productions with respect to F;; and G, respectively. To justify this structure,
we observe that equations (2) correspond to (6)1’2}3 with the condition that Fj; is different from G;
because, as mentioned before, no simple relation exists between the pressure and the internal energy
in dense gases. The equation (6), can be split into the deviatoric and trace parts that have the
mathematical structure of (5)172 when the terms with time derivatives are neglected. While equation
(6)5 in the steady case have the mathematical structure of the type of the Fourier’s law (5),.

We observe also that the structure of (6) is much more restrictive than that adopted in the previous
works, and moreover the system does not have the fourth-rank tensor in the set of densities.

To sum up, the hierarchy structure of the system (6) is composed of two parallel series: The one is
the series starting from the mass and momentum balance equations (F-series) and the other is from
the energy balance equation (G-series). In each series, the flux in one equation becomes the density
in the next equation. Such a structure is also completely consistent with the structure of the set of
balance equations derived from the Bogoliubov-Born-Green-Kirkwood-Yvon (BBGKY) hierarchy of
many-body distribution functions [17] in statistical mechanics, which is valid not only for rarefied
gases but also for dense gases and liquids.

2.2 Statement of the model of dense gases

We can now definitely formulate the thermodynamic model for ET of dense gases as follows: The basic
system of field equations is of balance type given by (6) with 14 independent field variables,

mass density: F (=p),

momentum density: F; (= pv;),

energy density: Gii, (7)
momentum flux: Fij,

energy flux: Gppi-

2.3 Galilean invariance

We decompose Fj,...; 1 and Gy, ...; r into the convective and non-convective parts:

Fil---ink
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Giyovink = Gy iy U+ Jiy i k-

In particular, the quantities Fjjr and Gppi are decomposed as follows: Fij, = Fjjvr + Hyj, and

Gppik = Gppivk + Jppik-

The balance equations (6) should be invariant under the Galilean transformation. The general
theory of the invariance with respect to the Galilean transformation was given in [18]. As the present



balance equations have a natural order like a moment-theory, we assume that the Galilean invariant
form of one equation depends only on its previous ones in the order, and in agreement with the result
of [18] we have the unique polynomial dependence of the quantities on the velocity expressed by

Gii = pvivi + m;,

Fij = pvjvj + My,

Gppi = PUpUpV; + MppU; + 20, Mp; + Mypp,

Hiji =20 M) + Mijx,

Jppik = 3VpUp My + 20, My + vimyppr + Mppik,
Qppi = Qi + 2vp Py,

where my;, M;j, mppi, M;j and mpp; do not depend on the velocity, and the productions P;; and
Q; are also independent of the velocity. Moreover the term v,M,;, by taking into account that the
tensor M,; can be represented as the sum of its deviatoric and trace parts, can be written as v, M ;) +
(1/3)vi My, Similarly we have v, My = vp M iy + (1/3)vi Mppp..

With Eq. (8), the balance equations (6) can be rewritten as
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As the first three equations represent the conservation laws of mass, momentum and energy, the
quantities M;;, m; and myy,; have the following conventional meanings:

stress tensor: tij = —M;; (= — (p+ 1) i + Siiz)s (10)
1

specific internal energy: €= o5 Mii, (11)
p
1

heat flux: qi = §mppi, (12)

where the pressure p depends only on p and m;;. We will see in Section 3.3 that the decomposition in
Eq. (10) is consistent in the present theory. M;; is symmetric because we deal with non-polar materials.
Therefore P;; is symmetric and M;j, is symmetric only with respect to the first two indices.

We may adopt {p, vi, mg;, IT, M ;;y, Mppi } as a set of independent variables instead of {F, F;, G, Fi,
Fijy, Gppi }- The balance equation of My; (Eq.(9),) is then rewritten as follows:
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3 Constitutive equations

We need the constitutive equations in order to set up the closed system of field equations. We assume
that the constitutive quantities at one point and time depend on the independent fields at that point
and time, i.e., local and instantaneous, therefore we have

U= W(p; Mg, H> M<2J>) m;ﬂpi)’ (14)

where ¥ is one of the constitutive quantities {M;jx, Mmppir, Pij, Qi}-
We apply to the present case the constitutive theory established in ET [1] where we impose the
following universal physical principles on the constitutive equations:

— Material frame indifference principle:
The proper constitutive equations are independent of an observer. The material frame indifference
principle together with the requirement of the Galilean invariance of balance laws constitute the
so-called objectivity principle (the principle of relativity).

— FEntropy principle:
All solutions of the system of field equations must satisfy the entropy balance with a non-negative
entropy production:
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where h is the entropy density, hy is the entropy flux (hy = hvg + @i @r is the non-convective
entropy flux), and X' is the entropy production. Here h and ¢y, are constitutive quantities:

h = h(p7 My, Ha M<7,3>7 mppi)7

(16)
or = @r(p, Mg, T, Mijy, Mppi).
— Causality:
This requires the concavity of the entropy density and guarantees the hyperbolicity of the system
of field equations. This also ensures the well-posedness (local in time) of a Cauchy problem and the
finiteness of the propagation speeds of disturbances.

3.1 Relations derived from the entropy principle

The entropy principle can be expressed that the following inequality with Lagrange multipliers A, A;, A, A
and \; must be satisfied for all fields, p through my,,; [19]:
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Using the expressions (14) and (16) and taking into account the fact that the following derivatives,
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can have any values, we obtain the relations:
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The residual inequality is given by
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3.2 Equilibrium

Equilibrium is defined as a process in which the productions Pj;, P;; and Q; vanish. The entropy
production Y’ becomes minimum and vanishes in equilibrium, and then we obtain the necessary con-
ditions:

E E E

7

where index E denotes equilibrium. Therefore the Lagrange multipliers A;;, A;;y and \; play a role of
characterizing nonequilibrium phenomena, and will be called nonequilibrium variables.
From Eq. (18) and m;; = 2pe, we have the relation:

dh® = APdp + 2XFd(pe). (24)

On the other hand, taking into account that h” = ps where s is the entropy density and that Tds =
de — (p/p*)dp (the Gibbs equation), we have

1
dnF = f%dp + Zd(pe), (25)

where g (= & + p/p — T's) is the chemical potential and T the abosolute temperature. Now, by com-
parison, we conclude that

1
AP =2 BEo 2
T N =57 (26)

We observe that the trace part of Eq. (21) in equilibrium becomes an identity.



3.3 Derivation of the constitutive equations

In order to transform the independent variables from {p , mg;, I , M5y s mypi} to {A A, Ay, Ay,
Ai}, we introduce the new potentials A’ and ¢}, as follows:

W = Ap+ Ami; + Ay Il + Aijy Mgy + Nimppi — b, (27)
@) = AN + %AllMiik + Ay Miigyie + NiMppix — P (28)
Then we have
dn' =pd A + mydX 4+ ITd Ay + My d Ay + mppid;, (29)
de), = — Ay (dp + dIT) — A;dM 5y + fri'j Apdmppr
+ mypprdX + %Miikd/lu + M;jyed Ay + mppirdX;. (30)

By using the representation theorem that ensures the principle of objectivity, the potentials A’ and
¢}, are expanded around an equilibrium state with respect to the nonequilibrium variables { Agx, A¢jy, Ai}
as follows:

hl = hIE + hlAkk + h2Aik + hBA(ij)A@‘j) + h4>\i>\i + h5A2k + hGAkkA(ij)A<ij>
+ hr Ay Ainy Anjy + b Ak Aidi + hoAidj Ay + O(4), (31)
@ = (81 + BaAu) M\ + B3 ApiyAi + O(3), (32)

where the coefficients hy,--- , hg and 1, B2, 83 are the functions of A and A\. From Eqs. (26)-(27), we
have the relation:
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From Egs. (31) and (32), we obtain
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Comparing two expressions of aaTh,/, derived from Egs. (29) and (34) with each other, we obtain
IT = hy + 2ho Ay + 3hs Aqy + he Ay Aijy + hshidi + O(3). (36)
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As IT vamshes in equilibrium, hy = 0. In a similar way, we compare two expressions of %};1 , %}j\ , ai?

and derlved from Eqgs. (29) and (34) with each other, then we obtain
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where pf = pP (A, \) and my; ¥ = muZ(A, ) = 2pF (A, N)ef (A, N). From Egs. (37); 5, We can repre-
sent the pressure p as follows:
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From equations (37), , and (38), we notice an important point that we have a nonequilibrium density

p and an equilibrium density p¥, and that the difference p — p¥ is in the second order of magnitude
with respect to the nonequilibrium variables. This justifies the equality, p = p¥, as far as the linear
theory with respect to the nonequilibrium variables is concerned. The same is true for the quantities
m;; and p. This point will play a crucial role in the next subsection.

. O, Oy, 09 O ¢} :
Next we compare two expressions of 7, 5, oA DA and row derived from Egs. (30) and
(35) with each other, then we obtain
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We now derive the relations among the coefficients ho,--- , hg and 31, B2, B3. By substituting Egs.
(37), (39) 4 and (31) into Eq.(21), we have

1 5 opF op® op”
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From Eqgs. (39)1,2, we have the relations:
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Note that the coefficient hy appears only in (40) ; and in (41), 4 5.

3.4 Definitions of the temperature and the chemical potential in nonequilibrium

As explained before, from Egs. (37), , and (38), we notice the following two points: (i) The density
p and the internal energy m;; at a nonequilibrium state with (A, A, Agx, A5y, i) are equal to the
equilibrium quantities p¥ and m;; ¥ at (A4, \) to within second-order terms. This means that, as far as
the linear constitutive equations are concerned, the values of (4, A) are exactly those of the associated
local equilibrium state [20] with the nonequilibrium state. Therefore we can use the relations (26), and

can introduce the temperature T" and the chemical potential g into the nonequilibrium state through
the following relations:

A=-1 A= —. (42)

g
T 2T
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Hereafter we will use 7' and g with this understanding. (ii) The pressure p is also equal to the lo-
cal equilibrium quantity p” to within second-order terms. Thus we assure the adequateness of the
decomposition prescribed in Eq. (10).

For convenience, we take {p, T} as independent variables instead of {A, A}. Then the relations (40)
are rewritten in terms of {p, T’} as follows:
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8T P 5
= £ — o7
5 () (m5m).

T T
hg = —2T35 — §53 — 2T hy 4+ 4T (8 + p) <2h2 — 3]9) .
p

P p(%)p

And the relations (41) are rewritten as follows:

520 (5)

— =2+ = — ,

dp p) \Op)r

0 ho (O Oh oh (gl)
(), (c02) (), (),
dp p \Op)rp p) \9p /) 9 )rr(57),
o =7 (+2) (3)

22— T (e427 ) (=)

dp p) \Op)r

0b1 _ PY (%) _la

aﬂg 10 5 P 8h4 i e+ B . é @
3T p p \oT p

2
8T3T/82+9Tﬂg+3Th4_T(8p>T_h2

P\ |10 Ohs
+4(5+p) 9p+(8T>p
P 2 1 2 p\(p , he p\ (9op
8T—T62+3Tﬂ3+Th4 8(E+p><3+T 4T s+2p or)

We will show in Sections 7 and 8 that, by using the relations (43), (44) and the equations of state
(e =¢&(p,T), p=p(p,T)), we can derive uniquely the explicit expressions of these coefficients except
for the integration constants.

Y
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3.5 Linear constitutive equations

From Egs. (37) and (39), , 5, the linear constitutive equations are summarized as follows:

II = 2ha Ay,
Mij) = 2hs Ay,

Mpp; = 2h4 >\7,'7

M =3 {ﬁz — 4hy (

JIES (45)
)

[preae

o %))pp } Au

It is usually more convenient to take {p, T', S(;y, II, ¢;} as independent variables instead of {p, T,
Agizy, Au, Ai}. From Egs. (45)1)273 , (10) and (11), the Lagrange multipliers are expressed by

DI ‘b\’B

M(ij}k = |:53 — 4h3 <€ +

—~
Q@
¥

dik + B3 (iny-

Mppik =

Q

Q|

B+ {52—h4

Ay = iﬂ’ Ay = _is@, A= hi4qi. (46)
Then we may express the linear constitutive equations as follows:
Miir = 3Lgy,
Mijyi = Kqi0)k,

B hy (%) P o ( 4P 4
ms = [+ { i (2 ) w2 (e 2) parfou - (kv (o 2) ) sw,

where the coefficients hs, h3, hy and (1, 02, O3 are the functions of p and T'. And instead of 85 and (s,
we introduce the coefficients L and K that are the functions of p and T' defined by

L:h14[ﬁ2—4h2<5+];)}, K:}l[ﬁ3—4h3<e+};)] (48)

3.6 Entropy density and entropy flux

(47)

With Egs. (27), (28), (31), (32) and the constitutive equations (47), the entropy density and the entropy
flux are expressed as

1 1
ey ey Lg s+ e \
h=h"+ 4ho + 4h35<w>5<w) + h4qzqz+0(3), (49)
! 1 (38), K
[E— Y B S =) 4 Tan — S .
ST ( P<é’)p> B gy 4150 + O3 (50)

3.7 Productions

The productions are also expanded with respect to the nonequilibrium variables { Axx, A(i;), Ai} around
an equilibrium state. In the linear approximation, we have

Pjy = oAy, Py = 3¢ Ak, Qi = TA;. (51)
Then we obtain

X = 0A<ij)/1<ij) + C/lik + 7N 2 0. (52)
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There are three conditions for the coefficients:
c>0, ¢>0, 7>0. (53)
The constitutive equations (51) may also be expressed as

o 3¢ T

Pijy = _%S(iﬂa Py = —1I, Qi=1a. (54)

4 Concavity of the entropy density and causality

The system (6) must be symmetric hyperbolic so as to ensure the causality. Near equilibrium this
requirement corresponds to the condition of the concavity of the entropy density [1,21]. !

As the second derivative of the entropy density h near equilibrium is given by

1

d2h = &2nP
* i,

1 1
(dII)? + —dS;,dS(j) + —dgidg;, (55)
4hs hy

the condition is satisfied when h% is a concave function with respect to {p, m;;} and the following
inequalities are fulfilled:

ho <0, h3<0, hyg<DO. (56)

Using the well-known results of thermodynamic stability in equilibrium thermodynamics and the re-
lations (43), 5 and (44),, the concavity condition is expressed as follows:

! The entropy density used in the mathematical community has usually opposite sign to the present entropy
density. As a consequence, they speak about convexity instead of concavity.
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5 Field equations

The closed system of field equations is obtained by substituting the equations (47) into the system (9):

. Oug
p+p8xk 0,

I 0Sy
s + op 0 ' (5 _

Oe Oe Ov,,  Ov; oqr
p(mJ;T*F*H 7 (7). o oS+ e =0

Cop LAYy & ) N — Qb —— K N <
Stii) = g T 5 oy, Dz, 2B, T Wik g Ky 5 )
. 2p 2\ v
H—%%—I— 5_ oT H%— g_ﬂ Y Siik)

T Oxp 3 pi oxy, 3 p) Oxp
oL 2\ 0 1
+Qk+< — ) - —m,
Ik pés) Oxk  Tn (58)
. K v, K Ovg K 0v;
; 1+ — — + — Q= 1+ L—-— —
q]+( +2>q]8xk+2%8xj+< + 3)qk8$k
_ﬁal_i_h‘l L — o GE_EK&GJM
27?2 &rj 4h2 Lo a{L'j 4h3 axk
Os p 0 [ hy 2p ap
I — (L - -2 —
" Hap 2 o (4h2( pé’%))}axj
n Oe L9 0 hy I_ g—;i oT 187]] +165<]~k>
oT " 9T \ 4hy pLs ascj pox; p Oz
e p 0 [ hy op
_ g, A T R "o T Gt
S Hﬁp 72 o <4h3 >} Oy
Oe 0 hy oT 1011 1 8S<ik> 1
KV = -7 4 - .
Jr{(‘3T+8T (4h3 >}(‘3xk p@karp ox; quj’
where 75 , 77 and 7, are the relaxation times given by
2h3 2ho 2hy
7‘52—7, TU:—T, Tq:—T- (59)

6 Relationship between ET and Navier-Stokes-Fourier theory

We carry out the Maxwellian iteration [1,6] in the system (58): The first iterates I7(}), S<(i1j)> and qgl)

are obtained by the substitution of the Oth iterates Sg?j)) =0, I1 =0 and ql(o) = 0 into the left hand
side of (58), 5 5- Then we obtain

Ovyi g = 2h2 Ove () _ ha 0T

s — o9
) pTs dxjy’ T oz’ & 272 qax

(if (60)

On the other hand, we have the laws of Navier-Stokes and Fourier expressed by (3). The comparison
reveals that

2h h
p=prs,  v=-lm, k=g (61)
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We can therefore estimate the values of the relaxation times 75, 7, and 77 from the experimental data
of the coefficients u, v and k.

The second iterates are obtained by substituting the first iterates into the left hand side of (58) 1.5.6°
and higher iterates are obtained in a similar way.

In conclusion, the system can be certainly closed by the universal principles except for some
nonessential constants, provided that we know the thermal and caloric equations of state and the
viscosity and heat conductivity coefficients. This surprising result, which could not be achieved in
previous works on this subject, shows clearly the power of our hierarchy assumption.

7 Rarefied-gas limit

It is important to study the rarefied-gas limit of the present theory in order to check its consistency
with the results from the kinetic theory of gases [22]. The dependence of the limit on the degrees of
freedom of a molecule is also made clear.

7.1 Equations of state

From the ideal gas law with the equipartition law of energy, the thermal and caloric equations of state
for a classical rarefied gas are expressed as

kp Dkp

=—pI, e=——T, 62
p=-p 7 (62)
where kp and m being, respectively, the Boltzmann constant and the mass of a molecule, and D is the
degrees of freedom of a molecule, i.e., D = 3 + f where 3 corresponds to the translational motion in
the 3-dimensional space and f is the internal degrees of freedom.

7.2 Linear constitutive equations

The coefficients hg,- -+, hg and 1, 82, 03 in this case are easily obtained from the relations (43) and
(44). We assume that the integration constants in (i, 82, 83 vanish. This assumption is reasonable
because of the fact that our results below are consistent with those of the kinetic theory [22].

The linear constitutive equations are given by

10
Miik = 5=,
k=D n 2(]k
4
My = m@(ﬂj)k,
k k
Myppik = fT (D +2)p+ (D +4)] b, — EBT(D +4)S iy,
po_ . 9D¢ (63)
Y 2D -3)kepr2T
g

We notice a subtle point in Eq. (63), for the case of rarefied monatomic gases where D = 3 and as
a consequence I = 0. Note also that the coefficient ho vanishes in this case. We will discuss this point
in Section 7.5.
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7.3 Concavity of the entropy density

The entropy density and the entropy flux are expressed as

3D 1
h=h" - 7? - Sy S i + O(3),
D - )BT B2 T e )
1 D? +6D — 12
= —q— S S+ O
=T gDt 2 Y (D gy S T OB)

The requirement of the concavity of the entropy density are expressed as

Oe op
p >0, ( ) > 0, ( ) > 0,
oT op)r

D 1
Tt 0 e >0
(D=3)%5p (D +2) (k2)" pr

It is easy to see that all inequalities are identically satisfied for classical polyatomic gases with D > 3.
However, as will be discussed in Section 7.5, we should be careful for monatomic gases with D = 3.

7.4 Field equations

Using the constitutive equations (63), we obtain the closed system of field equations:

c%k
) — =0
p+p3xk )
. dp olr 8S<U
Pt o Y o o,
; 8vk 2 8111‘ 2 8qk
T+T(p+ )7_ k (ik) k a. — Y
D3Ep Oxy, D3Ep Oxy, D>Ep oxy,
. 8% ovy, ov v 81)@ 4 8q<i 1
Sy —2 Supya— — 2l ——+2—Sjy — 5 = ——85;
(i) p@xj> + D Oy O + Dy~ IR D +2 dxj g {)
. 2(D—-3) Ovy 5D —6_0vg 2(D - 3) 8U<i
I+ =P AT T k)
3D 8xk 3D &rk 3D 8xk>
4(D —3) % 1

—_— =—-——1
3D(D + 2) 9z, N

D4 ou 2 O D+d v D+2 (ks P T
T D20, "D+ 2%or;, T D+2%0m, T 2 0z,
oIl kg, 0Sur ke 9p  D+2kp 0T 10 108
4 ke = R 5 ff p 242k ol 1 - 20k)
m 81'7 oxy, p Ox; 2 mox; pdx; p Oxk
G |—#LOp  D42kp OT 100  188pm | _ _1
(k) p Oxy 2 mox, pory p O, | 7 @
where Tg, 7, and 777 are the relaxation times given by
2pT 2(D = 3)pT 2D +2) (k2)° pr®
Tg = , T = , Tq = :
o 3D¢ T
The relaxation times are related to the shear and bulk viscosities and the heat conductivity:
2(D - 3) D+2 p?
B = DpTs, V= —Fr P,

3D Ty

(67)
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7.5 Remarks

Two remarks are made:

(i) For diatomic gases with D = 5 where only the rotational degrees of freedom are taken into
account, above field equations coincide with those derived from the kinetic theory of diatomic gases
[22] except for the expressions of the relaxation times. This shows the soundness of the present theory.

(ii) Equation (67)5, when D = 3, is reduced to /T = 0, as is expected in rarefied monatomic gases.
In this case, Eq. (67), plays no more role. And the theory becomes singular because of the change of the
system itself, that is, the change from 14 equations to 13 equations. Therefore, the field equations with
D = 3 now constitute the same system of field equations as that in ET of rarefied monatomic gases
[1]! As mentioned in the Introduction, only in this case, the relation F;; = G; is satisfied, and then
(6)5 and the trace part of (6), degenerate into one equation. Above observation is evidently consistent
with this fact.

8 Application to special systems

The general theory developed so far is applied to three physically important systems: (i) the system
with the virial equations of state, (ii) a hard-sphere system, and (iii) a van der Waals fluid. The
analysis of the first system shows explicitly the corrections to the results in the rarefied-gas limit
when the system is no more dilute enough. As a hard-sphere system plays an important role in the
perturbation theory in liquid-state physics [23-25], it seems to be interesting for the researchers in this
field to understand ET of the system. A van der Waals fluid is the well-known simple model that can
describe real-gas effects including gas-liquid phase transitions.

8.1 System with the virial equations of state

The thermal and caloric equations of state are given in the form of virial expansion:

k
p="2pT (1+By(T)p+ Bs(T)p + ), -
70
D kg kg, o - 1k, 5 2.
= =By _Br2,BI(T) — ~“BT2p2BL(T) + - --
c= 5 mp2()2mp3()+’
where By (T), Bs(T), -+ are the second and third virial coefficients, and so on. Here a prime means a

derivative with respect to the temperature 7'

Using the equations of state (70), we can obtain the explicit expressions of the coefficients in
the constitutive equations in the following way: We obtain hs, h3, hs, - - - , hg except for hy from (43).
Integrating (44), with respect to p, we obtain 3; as follows:

o= [ 2(ctom)+ HED) (201) a5+ a2,

kg \? ks \?
—(52) wroror (£2) 122 (D498 - T8 +0 () + Calon. T T

where C12(po, T, Tp) are integration functions, and py and Tj are, respectively, the mass density and
temperature in a reference state. As (3; at an arbitrary value of 7" must asymptotically approaches
(%5)2 (D +2)T?p in the rarefied-gas limit discussed in Sec. 7, we obtain Cs(po, T, Tp) = 0. Now 3; has
been determined within the approximation adopted here, we get the explicit form of hs from (44),.
B2 and (3 can be determined in a similar way. We can easily check the consistency that fy and (3
obtained in this way satisfy the remaining relations (44) 5.6°
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For simplicity, we show the constitutive equations up to the first correction with respect to p:

M [0 DT 0T )],

Migp = {Dia L2AD+ 2()13652;4T235’p+0 (pQ)] Qb

k= 27| {220 1 27 4 22 (D + 982 - TEY) T 40 ()}
+ {D I 3)822&?132?5 L P (pQ)} H] Sir

k
- EBT {D+4+4p(2Bs —TB) + 0 (p*)} Stiry
9D {1 (D +12)By + 3 (D + 2)TBj + %T?ng
25B(D — 3)pT?2 2(D — 3)
1
Pigy = 2k ;T2

1 T?BY
v (E2)2 (D + 2)pT? [1 - (32 - D+22> o @2)} i

m

Py=-

+0 (pz)] ¢,

[1 = Bap+0(p*)] 0515,

As can be seen above, the first correction depends on both the virial coefficients Bs and the degrees
of freedom D.

The closed system of field equations can be easily obtained by using above constitutive equations.
We omit its expression for simplicity.

The relaxation times are related to the shear and bulk viscosities and the heat conductivity:

k
= HB/}T (14 Ba(T)p+ 0 (p?)) 7s,
1 kg 12 ,
1
2

12

Dngg) P40 (ﬁ)] (1)

R =

2
('jf) pT [D+2+ ((D+2)Bs —T?By) p+ O (p*)] 74

8.2 Hard-sphere system

The thermal and caloric equations of state are given by

kp
p=—Tnl'(n),
6_ D (73)
S 2m
where 7 is the packing fraction related to the mass density p by
w
n="2, (74)

m

and I'(n) is a function of n determined explicitly by computer experiments [23]. Here w is the volume
of a hard sphere. In this subsection, we use 7 instead of p.
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Using the expressions of the coefficients in the constitutive equations derived in the same way as
above, we obtain the constitutive equations:

10 F2 d
M, = fo ! —qk,
Dl +2 [ T2(7)d7
4 [ T2 (i7)dij

My, 05k
Wk Dl + 2 [T T2 ()d Ok

kg, [k 1"
Mppik = n]fT[jnT (DF + I+ ; /0 F2(77)d77>

6DI? + 2(—5D +6I") [" I'?(7))d7
* {D T2l 2/317; 612 3)1‘)[0 I o H] O
R (75)
k 2 [
- —BT (D +2r + —/ FQ(n)dn> Siky
nl" Jo
9D¢
Py =~ kp 2 2 ’ ’
“BnT? (2DI" — 612 —3DnI")
o
P(U) = 2k73nT2FS<ij>7
-
Qi=— %
(2)® 21 (DI + 2 [} 72(7)dn)
where I'" = dI'(n)/dn.
The relaxation times are related to the shear and bulk viscosities and the heat conductivity:
= pTs,
v= ik—BnT (2DI" = 6I° — 3DnI") 711
3D w ’ (76)

n
K= <]€B> m, L (DF+ 2/ F2(r])dn> Tq
m w2 1 Jo

The concavity condition of the entropy density in this case can be expressed by only one inequality:

< 0. (77)

Then we find that there is a critical packing fraction ne such that the above condition is satisfied in

the region 0 < n < n¢. In the case of D = 5, for example, we can estimate nc = 0.0447 by adopting

the following functional form of I" [26]:

L+n+n*—n°
(1—mn)?

The dependence of ¢ on D is shown in Fig. 1. It is remarkable that nc = 0 in the case of D = 3.

I'(n) = (78)

8.3 van der Waals fluid

The thermal and caloric equations of state are given by

kB Tp
m 1—bp

2
—ap,

= ———T —
£ o m ap
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0.15

nc
0. 05¢

03 10 20 30 40 50
D

Fig. 1 Dependence of the critical packing fraction nc on the degrees of freedom D.

where the material-dependent constants a and b represent, respectively, a measure of the attraction
between the constituent molecules and the effective volume (or exclusion volume) of a molecule.

The constitutive equations are obtained by using the same procedure as above:

B2 4 55 (1 = bp) (bp + log(1 — bp))

M, = 10 ,
g (D+2 T - D(1—bp)ap
B2 4 58-(1 = bp) (bp + log(1 — bp))
Miijy, =4 ko (I<z‘5j>k,
(D+2)58T — D(1 = bp)ap
kp kp bp? s1+bp  8a?p?
w="2T|(D+2p+-217—L _ _2qp2= L 4 =
Mowik = T [( + )p+m (1—0bp)? apl—bp+3%‘3T
N {ILBT2(D —3)(D +4) — (7TD? + 18D — 12)bp + 5D(D + 2)b2p>
m 1—-0p
a 2 a’p? 2
+ = (D(1 = bp)*(10 + Dbp) + 12bp(2 + Dbp)) — 4D +——(1 — bp)
b ks
+10D—(1 - bp)?log(1 — bp)}n
b2p

/ {%BT (2(D — 3) — 5Dbp) + Dap(1 — bp)QH i (80)

D+4—(D+2
b (ko XA 4 (D4 s+ DY)

_tBpllB
m m 1—"bp b
a’p? a
+ 41LBT(1 —bp) + 2%(1 —bp) log(1 — bp)}S@k)
m

ST~ apta 1)}

D(1 — bp)?
28012 (2(D — 3) — 5Dbp) + Dap?T(1 — bp)?
1-9b
Plj) = Sk 7o : oS¢ij)»
278012 — 2apT (1 — bp)
1-b
0= - (1 —1bp) -

(E2)? (D + 2)pT? — 2 Dp2T2a(1 — bp)

m
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The relaxation times are related to the shear and bulk viscosities and the heat conductivity:

H = pTs,
kg pT ap?
= (ZE__P° _(9(D—3)-5Dbp) + L
v= (2 oD~ 3) - 5000) + % ) i -

1((kp\*D+2 k
K== B + pT — —BDapz Tq-
2 m 1—"0p m

We now study the concavity condition of the entropy density (57). For later convenience, we intro-
duce the dimensionless variables:

A p N p ~
p=—-— pP=—— T = i
Per Per Tcr

(82)

where p.. = 1/(3b), per = a/(270%) and T, = 8a/(27%b) are, respectively, the mass density, the
pressure and the temperature at the critical point. Then the thermal and caloric equations of state are
rewritten in terms of the dimensionless quantities as

. 8Tp .
p=3 L3,
o (83)
~ __ Per 4DT N
Per 3
As the inequality (57), is always satisfied, the concavity condition is now expressed as
8Tp 8T
P 30250, ——— —2)>0,
184+D(5p—6) 9. 3.9 8(D +2)T +3D(p—3)p oy
bl Mk S Ay P N o7 IO ) _ 25 < 0.
D(p—-3)? 8 (p—3)

The condition is satisfied in the shaded regions in Fig. 2 for several values of D. The minimum integer
of D for the concavity region to contain the critical point is 8. For purposes of theoretical exploration,
we also depict the figure of D = 100 as a case of large D.

1.2 1.2 1.2

D=5 D=8 D=100

coexistence \ liquid coexistence coexistence

0.4 0.4 0.4
0.2 0.2 0.2
0 0 0
0 0.5 1 1.5 2 25 0 0.5 1 1.5 2 25 0 0.5 1 1.5 2 25

Fig. 2 The concavity condition (84) is satisfied in the shaded region. The degrees of freedom: D = 5, 8 and
100. The curve represents the coexistence curve.
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9 Concluding remarks

In conclusion we make the following two remarks:

(i) We have proposed and explained a possible phenomenological model of ET of dense gases. The
model has been constructed with no reference to microscopic details of the system such as the internal
motion of molecules, i.e., molecular rotation and vibration. In this respect, the standpoint of the present
work is purely phenomenological and is quite different from that of the previous works dealing with
so-called molecular ET [7-9].

(ii) As discussed in the previous sections, we have understood a subtle point in the present theory
in the case of monatomic gases with D = 3. This point seems to be interesting from both physical and
mathematical viewpoints, and is worthy of further study. This will be the subject for the next paper.
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