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A THERMODYNAMICALLY CONSISTENT MODEL OF A LIQUID-VAPOR
FLUID WITH A GAS

HELENE MATHIS!™

Abstract. This work is devoted to the consistent modeling of a three-phase mixture of a gas, a liquid
and its vapor. Since the gas and the vapor are miscible, the mixture is subjected to a non-symmetric
constraint on the volume. Adopting the Gibbs formalism, the study of the extensive equilibrium en-
tropy of the system allows to recover the Dalton’s law between the two gaseous phases. In addition, we
distinguish whether phase transition occurs or not between the liquid and its vapor. The thermody-
namical equilibria are described both in extensive and intensive variables. In the latter case, we focus
on the geometrical properties of equilibrium entropy. The consistent characterization of the thermody-
namics of the three-phase mixture is used to introduce two Homogeneous Equilibrium Models (HEM)
depending on mass transfer is taking into account or not. Hyperbolicity is investigated while analyzing
the entropy structure of the systems. Finally we propose two Homogeneous Relaxation Models (HRM)
for the three-phase mixtures with and without phase transition. Supplementary equations on mass,
volume and energy fractions are considered with appropriate source terms which model the relaxation
towards the thermodynamical equilibrium, in agreement with entropy growth criterion.
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1. INTRODUCTION

The modelling of compressible multiphase flows is crucial for a wide range of applications, notably in the
nuclear framework, for instance in loss of coolant accident in pressurized water reactors or in vapor explosions
in steel industry [5,45]. Erosion due to cavitation may also involve three-phase models. Indeed it has been
shown in [43] that the collapse and rebound of a cavitation bubble of vapor immersed in water are influenced by
the amount of non-condensable gas present inside the bubble before its collapse. Within the two last decades,
modelling compressible multiphase flows has resulted in an abundant literature especially about two-phase flows,
see for instance [3,12,13,16,17,33]. More recently attention has been paid to the simulation of three-phase flows
[20,25,26,39,41], by means of relaxation models in the spirit of the two-fluid Baer and Nunziato model [3]. In all
the latter references the mixture is assumed to be immiscible that is all the phases occupy different volumes. The
thermodynamical equilibrium of the mixture is then depicted by the equality of the pressures and temperatures
of the three phases (and also chemical potential as phase transition is considered). As the mixture dynamics is
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considered, each phase dynamic is depicted by an Euler type system which are coupled through non-conservative
interfacial terms, additional advection equations of volume fractions and relaxation terms. The overall system
enters the class of hyperbolic system of relaxation and admits good properties: hyperbolicity, well-understood
wave structure, entropy inequality, etc. For particular Equations of State (EoS), the Riemann problem is also
well understood and has led to the development of relevant numerical approximation (see again [20, 25,26, 39]
for three-fluid (perfectly immiscible) models). As immiscible mixture are considered, that is when the phases
are intimate and share the same volume, one should refer to the works of Dellacherie and Rency [10,11]. Since
the phases are miscible, Dellacherie and coauthor state that the equilibrium mixture pressure is the sum of the
pressures of each phases. This expected result is known as the Dalton’s law, see [18] and [6] for fundamental
Thermodynamics. The dynamic of the multicomponent fluid is again described by a Baer and Nunziato type of
system, including relaxation terms and non-conservative interfacial terms. In [10,11], the authors also investigate
the impact of the closure law on the hyperbolicity of the associated Homogeneous Equilibrium Model (HEM).
These works complement the study proposed in [34] about the comparison of several closure laws applied to a
HEM model in the case of a multicomponent immiscible mixture.

The purpose of the present work is to investigate the thermodynamics of a mixture which is not merely
miscible or immiscible but of mix type. We focus on a three-phase compressible flows, composed of a liquid
phase, its associated vapor phase and a gas. The gas is miscible with the vapor phase but no mass transfer
can occur between either the gas and the vapor or the gas and the liquid. Besides phase transition can occur
between the vapor and the liquid; in the whole paper we will distinguish whether phase transition between the
liquid and the vapor occurs or not. The core of the paper is the modelling of a rigorous thermodynamical model.
It allows to construct a hyperbolic HEM model to depict the motion of the compressible three-phase mixture
which possesses a mathematical entropy structure in adequacy with the thermodynamics of the mixture. We do
not address numerical aspects and focus on the thermodynamical modelling and the entropy structure of the
HEM we built. The numerical approximation of the three-phase HEM and Homogeneous Relaxation Models
(HRM) is a huge topic in itself, in particular as regards the relaxation towards the thermodynamical equilibrium.
We refer to [30] for the approximation of (immiscible) three-phase HRM models and to [20, 25,39, 41] for the
approximation of (immiscible) three-phase three-pressure models.

First we aim at precisely give an accurate description of the thermodynamical equilibrium of the system.
Adopting the Gibbs formalism, as done in [23,24, 36], we intricate the extensive variables of the system. This
description relies on the definition of the extensive equilibrium entropy of the system. The second law of
Thermodynamics states that the thermodynamical equilibrium is attained as the mixture entropy reaches its
maximum under some constraints. Depending on wether phase transition occurs or not between the liquid and
its vapor, the set of constraints changes, leading to different properties on the entropy function. The core issue
is the volume constraint which reflects the non-symmetric immiscibility properties between the liquid and the
gaseous phases. Namely we consider that the vapor (occupying the volume V) and the gas (with volume V)
are perfectly intimate and behave like ideal gases while an interface separates the liquid (with volume V]) and
these gaseous phases. The constraint reads

V:‘/l+‘/¢g7
v, = Vi.

This constraint makes the whole modeling difficult since it prevents from using convenient tools of convex analysis
such as sub-convolution and Legendre transform, see relative works in [23,36]. At this stage, the maximization
of the mixture entropy allows to recover a consistent characterization of the thermodynamical equilibrium: the
Dalton’s law for the gaseous phases and the equality of the temperatures apply. We recall that the Dalton’s law
states that the mixture pressure of two ideal gases has to be the sum of the partial pressures, see [38].
Actually we have used the same thermodynamical model in [2] to model the rebound and collapse of a
bubble of air and vapor surrounded by liquid. In this preliminary work, each phase follows a stiffened gas
law. Following [4], rather than maximizing the mixture entropy, one imposes directly the thermodynamical
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equilibrium. It allows to compute the mass fraction of the vapor and then deduces the other quantities, notably
the mixture pressure as a function of the mean specific volume, the mean internal energy and the mass fraction
of gas. Note that the mixture pressure is not analytical and the computation of the mass and volume fractions
require to solve nonlinear problems. Then the mixture pressure law is coupled to a HEM model for the fluid
dynamic. One provides numerical results obtained by a finite volume scheme with relaxation. The computational
effort due to the computation of the mixture pressure law is significantly reduced using local grid refinement and
parallelization. Numerical results present some pressure jumps in the cavitation region. Understanding these
phenomena has motivated the present work, which can be seen as an extension of [2]. In the sequel we do not
restrict ourselves to a particular equation of state but consider general equations satisfying classical assumptions
of smoothness and concavity, see [6]. In order to investigate the question of the origine of the pressure jumps
highlighted in [2], the idea is to analyze the specific equilibrium entropies in terms of optimization problems in
the spirit of [1,15,23,24,36]. We specially focus on the (strict) concavity property of the mixture entropy. This
study allows then to address the construction of three-phase Euler systems at thermodynamical equilibrium
with a coherent entropy structure. We focus on the stability of the systems and prove their hyperbolicity.

Section 3 addresses the construction of three-phase Euler systems at thermodynamical equilibrium called
HEM models. Following the works of Dellacherie and Rency [10,11], it consists in providing the correct closure
laws to the three-phase Euler system in agreement with the optimization constraints presented in Section 2.
We distinguish two cases depending on wether phase transition occurs or not between the vapor and the liquid
phases. When phase transition is omitted, we prove that the resulting system is hyperbolic using a modified
Godunov—Mock theorem in the spirit of [34]. When mass transfer is allowed, hyperbolicity is also proven. But
the extension of the Godunov—Mock theorem is obsolete and one has to go back to study the Jacobian matrix
of the flux.

One difficulty when approximating solutions of HEM models is that the mixture pressure is often difficult
to express analytically, even when the phases are depicted by simple EoS, see for instance the computations
detailled in [2] for a three-phase mixture (see also Rem. 2.10). Besides phase transition leads to a lack of convex-
ity of the isentropes or slope discontinuities of the entropy, which result in the appearance of composite waves,
see [37,40,44]. To overcome the problem, one could consider an approximate model by means of a relaxation
procedure. One obtains a Homogeneous Relaxation model (HRM) where the relaxation towards the thermo-
dynamical equilibrium is driven by source terms which comply with the entropy growth criterion. Section 4
presents two HRM models depending on whether phase transition occurs or not, following the construction
proposed in [4] (see also refer to [21,28,29] for computational aspects).

2. A CONSISTENT THERMODYNAMICAL DESCRIPTION OF THE THREE PHASE SYSTEM

The purpose of this section is to give a proper description of the thermodynamical model. It begins by
the thermodynamical modelling of a single fluid. We assume that it is characterized by a set of extensive
variables, namely its mass, volume and energy and that its thermodynamical behaviour is entirely described by
its extensive entropy function. We make several classical assumptions about the smoothness of this entropy [6]:
strict concavity, upper semi-continuity and differentiability. Then we turn to the modelling of the three-phase
mixture. We assume that each phase is depicted by an extensive entropy function with similar properties. These
assumptions are mandatory to address the thermodynamical description of the mixture. Indeed, according to
the second principle, at thermodynamical equilibrium, the mixture entropy results from the maximization of
the sum of the phasic entropies. The existence of the maximum is ensured by the semi-continuity assumptions
on the phasic entropies. The key point of the modelling is the determination of the extensive constraints on the
state variables of the thermodynamical system.

Because the gaseous phases are miscible with one another and immiscible with the liquid, the volume con-
straint is non-symmetric. We characterize two possible equilibria depending on whether phase transition occurs
or not between the liquid and its vapor. One recovers the Dalton’s law satisfied by the gaseous phases. Then
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we introduce the intensive formulation and study the equilibrium specific entropies for the models without and
with phase transition. It turns out that they are concave, possibly with a saturation zone.

2.1. Single fluid thermodynamics: main definitions and assumptions

Consider a fluid of mass M > 0 and internal energy E > 0 occupying a volume V > 0. As the fluid is
homogeneous and at rest, its thermodynamical behaviour is described by its entropy function

S:(RT)? - R
(M, V,E) — S(M,V,E).

This entropy function S is concave with respect to W = (M, V, E) € (RT)3. Then it is classical to extend it by
—oo outside the close convex cone (RT)3

S(W), W e ([RY)?,

—00, elsewhere.

We adopt the assumptions stated in [6] and [14].

Assumption 2.1. Assume the entropy S : (RT)3 — RU {—o0} is such that

(i) the set of admissible states C :={W € (RT)?, S(W) > —oo} is a non-empty close convexr domain,
(ii) S is a concave function of W,
(iii) S is extensive or Positively Homogeneous of degree 1 (PH1), that is

YAERT, YW € C, SOW) = AS(W),
(iv) S is upper semi-continuous that is

li 5 <
YWy € C, Wi, Sup S(W) < S(Wy),
(v) S is of class C*> on C and its partial derivative with respect to the internal energy is strictly positive

YW e C, S—Z > 0.
Assumptions (ii) and (iii) are equivalent to assume (—S5) sub-linear [42]. The existence and continuity assumption
on the derivatives of .S is quite strong even if it is common in literature. Observe that the extensive entropy .S
cannot be strictly concave since it is PH1.
The derivative of a PH1 function is PHO, said intensive. Therefore the smoothness Assumption (v) allows to
define intensive potentials:

e the temperature T’

1_os
T  OFE’
e the pressure P
oS
P:=T_—
v’
e the chemical potential p
oS
pi= —To2



A THERMODYNAMICALLY CONSISTENT MODEL OF A LIQUID-VAPOR FLUID WITH A GAS 67

Hence one can state the extensive Gibbs relation
TdS =dE + PdV — udM.
It is also common to define the specific entropy s by
Ms=S(M,V,E).
The extensive entropy S being PH1, s is PHO (intensive) such that
s=S(1,V/M,E/M). (2.1)

Hence s can be seen as a function of the specific volume V/M =: 7 and the specific energy E/M =: e. Setting
M =1 in the extensive Gibbs relation gives the analogous intensive form

Tds = de + Pdr. (2.2)

Since S is PH1, it satisfies the Euler’s relation V.S - (M, V, E)T = S which leads to another characterization of
the chemical potential
w=-Ts+pr+e. (2.3)

Since S is a PH1 concave function of class C? on the convex domain C, one can prove that (7,e) — s(7,e) is
strictly concave on the convex set {(7,¢), (1,7,¢e) € C}. This result, proven in [9] and [32], is based on the study
of the Hessian matrix of S and its signature on the interior of C.

2.2. Extensive description of the three-phase model

We now consider a fluid system of fixed mass M > 0, volume V > 0 and internal energy E > 0, composed of a
gas (indicated by the index g) and a pure body present under its liquid phase (with index 1) and its vapor phase
(with index v). We assume that no mass transfer arises between the gas and the others remaining phases but
only mechanical and thermal exchanges. We use the (abusive) appellation phase to indicate either the liquid,
the vapor or the gaseous component of the mixture.

We denote by My >0, Vi, >0 and Ey >0 the mass, the volume and the internal energy of the phase & €
{1, g, v}. We assume that each phase is entirely described by its entropy function Sy, satisfying Assumption 2.1 for
an extensive state vector Wy, = (M, Vi, E)) belonging to the close convex cone Cj, defined in Assumption 2.1-(i).

We now state the constraints on the extensive variables. By the mass conservation, one has

M = M, + My + M, (2.4)
and the internal energy conservation leads to
E=FE+FE, + E;. (2.5)

The vapor is miscible with the gas, that is these two phases form an intimate mixture occupying the same
volume. On the other hand, the liquid phase is immiscible with the gas and the vapor, that is it occupies a
different volume at a mesoscopic scale. One gets the following volume constraints

foove oo

V, =V,

Note that we assume that no vacuum can occur (otherwise, one should consider V' > V] + V) and that the
vapor and the gas are perfectly intimate. Hence one assumes that the air and the vapor behave like ideal gases.
Unlike the mass or energy constraints, the volume constraint is not invariant under permutation of the indexes
k = 1,g,v. This feature induces difficulties to properly characterize the mixture equilibrium and the mixture
entropy (both in extensive and intensive variables).
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Remark 2.2 (Absence of one phase). If the vapor phase (resp. the gas) is absent, the system is made of the
two remaining phases. To remove the vapor phase (resp. the gas), one has to impose M, = 0 (resp. My = 0).
Indeed setting V, = 0 (resp. V; = 0) is meaningless because the volume constraint (2.6) would impose the
disappearance of both the vapor and the gas phases. On the other hand, if the liquid phase is absent, one has
to set both M} =0 and V; = 0.

Let us address the definition of the extensive equilibrium entropy of the mixture. Out of equilibrium, the
entropy of the three-phase system is the sum of the phasic entropies. For (W, W, Wy,) € Cy x Cg x Cy, it reads

YW, We, Wy) = S1(W) + Sg(Wy) + S (Wy). (2.7)

The second principle of Thermodynamics states that the system will evolve until the entropy X reaches a
maximum. Depending on whether or not mass transfer arises between the vapor and the liquid phases, the
maximization process relies on different set of constraints, namely QNPT (No Phase Transition) and 25T
(Phase Transition), leading to two different mixture entropies. We recall that phase transition is not allowed

between the gas and the other phases since it has a different molecular structure. Hence M, is fixed.

Definition 2.3. Fix M, > 0. Let W = (M, V, E) € (RT)? be the state vector of the three-phase system. The
equilibrium entropy of the mixture is:

e without phase transition: M) and M, are fixed satisfying the mass conservation (2.4) and

SNPT(M7‘/7E? MhMg) = max E(I/I/lanva)7 (28)
(W1, W, Wy )€ QERT

where QNPT .= {W, € Cy, k =1,g,v [(2.5) and (2.6) hold}

ext
e with phase transition:

Spr(M,V,E, M,) = 2(W, Wy, W), 2.9
Pr( g) (Wthn,ﬂv%i()eQPT (W g ) (2.9)

ext

where Q8T .= {W), € C, k=1,g,v |[M — Mg = M, + M,,(2.5) and (2.6) hold}.

ext T

The existence of the mixture entropies Sypr and Spr is ensured as soon as the phasic entropies Si, k =1, g, v,
satisfy Assumption 2.1. Indeed the constraint sets QNPT and 02¢%1by 2FT are non-empty closed bounded convex
sets (see Assumption 2.1-(i)). According to Assumption 2.1-(iv) the entropies Sy are upper semi-continuous
functions, therefore X' is also upper semi-continuous. This semi-continuity assumption guarantees that the
maximum is reached [27,42]. Note that the maximum may not be reached on a unique point but the maximal

value is unique.

Proposition 2.4. The extensive equilibrium entropy Sxpr (resp. Spr) of the three-phase mizture defined either
by (2.8) (resp. (2.9)) is a PHI concave function of its arguments.

Proof. The function X (W), Wy, W,) is a concave function on C) x Cy x C,, since it is a sum of concave functions.
We now focus on the optimization problem (2.8) over the set of constraints 2NFT that is without phase transition.
The mass of gas M, is fixed and the maximization is performed on the volume and the energy only. Hence we

omit the dependency on M and M, and get

S(M,V,E) = max LW, Wy, Wo),
V=u+Vv,
Ve =W
E - E] + Eg + Ev
= max E(W/I,(Mg)VvaEg)aWV)'

V=W+V,
E=E+E,+E,
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Since the masses M and Mg, k € {1,g, v}, are fixed, the problem can be written under the following form

S(W) = (AH)(V.E)
- maX{H(VLVVaElvE‘@EV)‘ A(‘/lavvalaEg7EV)t = (‘/a E)t}a

11000
00111
mapping from (RT)® to (RT)? defining the constraints V = Vi +V, and E = E| + E, + E,. Because the function
H is concave with respect to (W, Vs, By, Eg, Ey) € (RT)® (as the restriction of the concave function X) and A
is a linear transformation, the function AH is also concave with respect to (V, E) (see [42], Sect. 5). Then it
follows that S(W) is concave with respect to W = (M, V, E) € (R*)3. Similar arguments hold in the case of
phase transition between the liquid and its vapor. (I

where H(V1, Vg, En, Eg, Ey) = Si(M1, W1, Er) + Sg(Mg, Vs, Eg) + Sy (M, Vy, Ey) and A = ( ) is a linear

Remark 2.5. In [24] the authors provide a similar extensive definition of the mixture entropy for a two-phase
mixture when considering phase transition between the two phases, indexed by k = 1, 2. They consider the mass
and energy conservation that is M = M7 + Ms and E = E; 4+ Es. As the volume constraint is considered, they
distinguish the immiscible and the miscible mixtures. When considering an immiscible mixture, their volume
constraint is V' = V; + V,. Then the extensive entropy of the mixture satisfies an analogous formulation as (2.9),
which turns to be a sup-convolution operation, namely

S(W) = Sll:lSQ(W) = max (Sl(Wl) + SQ(W - Wl)),
WieCy
where the symbol [J is a notation for sup-convolution in convex analysis. When considering a miscible approach,
their volume constraint is V' = Vi = V5. Here again the extensive entropy of the mixture is a sup-convolution
operation. The sup-convolution operation turns to have many interesting properties (especially linked to the
Legendre transform). Such properties have been studied in [23] and [36], for the computation of admissible
pressure laws for immiscible and miscible binary mixture.
In the present case, because the volume constraint (2.6) is simultaneously immiscible (between the liquid and
the vapor and gas phases) and miscible (between the gas and the vapor), we cannot express the energy of the
mixture as a sup-convolution procedure.

When the equilibrium entropy without phase transition is differentiable with respect to the volume V and
the internal energy E, then one can define the temperature and the pressure of the mixture at equilibrium

1 OSnpr

T  OE

P O0Sxpr
M E., M, M, — =
( a‘/a y Vi1, g)y T oV

(M, V, E, My, My). (2.10)

The chemical potential and the potentials linked to the masses M; and M, are

A a8
7= oar (MVIE MMy, o =SS (ML VB M My), k=g,

The notations A; may be also found in [32]. Hence one has the following relation
TdSnpr = dE + pdV — pdM 4+ \dM; + AgdM;. (2.11)
When phase transition is considered, one gets
TdSpr = dE + pdV — pdM + AgdM,. (2.12)

When the maximum of the mixture entropy is reached in the interior of the set of constraints, the three
phases are present and at thermodynamical equilibrium [24, 36].
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Proposition 2.6. The thermodynamical equilibrium corresponds to

e the equality of the temperatures
h=T, =1, (2.13)

e the Dalton’s law on the pressures of the gas and the vapor phases

P =pg + Py (2.14)

Moreover if phase transition is allowed between the liquid and its vapor then the equilibrium is also characterized
by
= Ly (2.15)

Proof. The optimization with respect to the energy and the volume are the same on the two sets of constraints
ONPT and QFT. Let us fix the energy Ej of the phase k € {l,g,v}. Then E — Ej, = Ej + Epr, with k' #

ext ext *

k', k, k" € {l,g,v}. Thus

0 1 1
E(Sk(Mm Vie, Ex) + Spr (Myr, Vier, Egr ) + St (Mgrr, Vigrr, Ejerr ) = T T

Then the maximum is reached for Ty = Ty~ for any k' # k" € {1, g, v}. Optimizing with respect to the volume
under the volume constraint (2.6) gives

0 _h Dg Dv
mﬁwmwum+%@@V‘WEQ+&WUV—W%D—ﬂ_<Q+ﬂ '

Since the temperatures are equal, it yields the Dalton’s law on the pressures. We now focus on the case where
phase transition occurs. In the case of phase transition, we then optimize with respect to the mass in the set of
constraints 251, Since the mass of the gas M, is fixed, one has M — M, = M, + M,. It yields

ext *

0 12 Hv
— (S1(M E M E (M — My, — M, Vi, Ey)) = = — —-
M, (S1(M, W, I)JFSE;( e Ve g)*s ( g 1, VA ) Ti T,
Because 17 = T, the chemical potentials of the liquid and vapor phases are also equal, the chemical potential
of the gas g being fixed. O

One observes that the pressure relation (2.14), which contains the Dalton’s law on the miscible vapor and
gaseous phases, is a direct consequence of the maximization process under the volumic constraint (2.6).
As a consequence, at equilibrium, one may define the mixture temperature 1" and pressure p by

T=T=T,=T,

(2.16)
P =D =Dpg+ Dy

Nevertheless it is not possible to define a mixture chemical potential.

2.3. Intensive characterization of the entropies

We now turn to the definition of intensive quantities. The system is now entirely described by its intensive
entropy s defined by (2.1) as a function of the specific volume 7 = V/M > 0 and the specific internal energy
e=FE/M > 0.

We introduce the mass fraction ¢, the volume fraction ay and the energy fraction z of the phase k € {1,g,v}
defined respectively by

(pk:Mk/M, O(k:Vk/‘/, Zk:Ek/E, (2.17)
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which belong to [0, 1]. Each phase k = 1, g, v has a specific volume 7, = Vi, /M), = ay7/pr and a specific internal
energy e = Ei /M = zre/ex. The specific entropy s of the phase k € {l,g,v} is defined by

8k(Tks ex) = Sk (1, 7, ex).-
Moreover one can derive the intensive form of the Gibbs relation (2.2) for each phase k € {l,g,v}
Tydsy = dey + prd7y. (2.18)

We now turn to the intensive formulation of the extensive constraints. The extensive volume constraint (2.6)
translates into

1=0a +ay, (2.19)
Qg = . ’
The mass and energy conservations (2.4) and (2.5) read
L=o1+ ¢+ oy, (2.20)
1=21+2g + 2. (2.21)

Out of equilibrium the intensive entropy of the three-phase system, expressed as a function of 7, e and the
fractions ¢y, ag, zx, k =1,g, v, reads

o(7,e, (0r)k: ()k, (2)k)

a2 g Zg oy Zy (2.22)
=1\ —T,—€e| +@gsg | —=7,—¢e | +pysy | —7,—e].
Y1 Pg  Pg Oy Py

At equilibrium and at fixed (7, ¢e), the intensive entropy reaches its maximum. As in the extensive formulation,
one has to define the set of constraints depending on whether phase transition occurs or not between the liquid
and the vapor phase. Moreover since the gaseous phase does not exchange mass with the others phases, its mass
fraction g is fixed during the optimization process.

Proposition 2.7. Fiz ¢, € [0,1]. Let (1,e) € (RT)? be the specific state vector of the system. The equilibrium
intensive entropy s of the mixture is:

o without phase transition: ¢y, @y are fized according to (2.20) and

SNPT(T7 €, ¥1, SDg) = max U(Ta €, (Sok)k?a (ak)k:a (zk)k:)7 (223)

((er) ks (1) k) EQNET

where QNPT = {(ap, zx), k=1,g,v| (2.19) and (2.21) hold}

int
e with phase transition:

spr(T, €, = max o(r, e, (Vr)k, (Qk)k, (2 , 2.24
P #e) ((@r)rs(ar)r, (z1) k) €RET ( (Pelk (k)s (21 )i) ( )

where Q5T = {(¢r, ar, 21), k=1,8,v|1 — oz = o1 + ¢y, (2.19) and (2.21) hold}.

int

In both cases the equilibrium intensive entropy is a concave function of its arguments.

Proof. The characterization of the mixture intensive entropy is a direct consequence of the homogeneity of the
extensive mixture entropies defined in (2.8) and (2.9), see Proposition 2.4. The relation (2.23) (resp. (2.24)) is
achieved by dividing the optimization problem (2.8) on the set of constraints 2NET (resp. (2.9) on the set of

constraints 251 ) by the mass M. In the case without phase transition, the intensive entropy sxpr (7, €, @1, ¢g) is
the restriction of the extensive entropy Sxpr(M,V, E, M, M) on the affine convex subset {1} x (R4)? x [0, 1]2.
Since Sxpr is a concave function of (M, V) E), sxpr is a concave function of (7,e). The same holds in the case

of phase transition. O
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We now focus on the intensive equilibrium entropy without phase transition sypr and prove that it is strictly
convex with respect to (7,¢).

Proposition 2.8. Assume that the mass fractions @i are fized (no phase transition is allowed). Then the
intensive equilibrium entropy (2.23)

e depends only on (7,¢€)

e is a strictly concave function of (1, e)

e satisfies the relation : Tdsypr = de + pd7r, where T and p are the mizture temperature and pressure at
equilibrium.

Proof. According to the definition (2.23), it is obvious that the equilibrium mixture entropy depends only on
(1,€) at fixed mass fractions ¢, k = 1,g,v. Then for any equilibrium state (7,e) € (R)2, it exists (7%, ex) such
that

€ = €1 + Pg€yg + PvEey

T=@m+ PeTg (225)

OvTy = PuTp.

We now prove the Gibbs relation
Tds = de + pdr,

at fixed ¢p. The phasic entropies satisfy
Tdsy = dey + ppdm, k=1g,v.

Multiplying by ¢ and summing over k =1, g, v, gives

Td Z orsk | =d Z orep | + Z PkPrdT,

k=l,g,v k=l,g,v k=l,g,v
according to the equality of the temperatures. By (2.22) and (2.25) it yields

Tdsypr = de + pid(¢111) + ped(pe7e) + Ped(@vTy).

We now use miscibility of the vapor and gas phases 7, = @y 7y to get

Tdsxpr = de + pd(¢111) + (pg + pv)d(pgTg)-

The characterization of the pressure equilibrium leads to the conclusion.

We turn to the strict concavity of the sxpr. Since the @i, kK = 1, g, v, are fixed, we denote sypr(7,€) =
snpT(T, €, (pr)k). In order to prove that the entropy is strictly concave, we show that for any equilibrium states
(1,€) and (7/,¢€’) in (RT)2, one has

T—7
snpr(7,€) < snpr(7',€) + Vir e snpr (7', €) - (e _ e/> .

Using formulation (2.22) one has

snpT (T, €) = @151(71, €1) + ©g5g(Tg, €g) + Pvsy(Ty, €y).

Since the phasic entropies are strictly concave functions of (73, ex) and differentiable, there exists (75, e}.) such
that )
Tk — T
sner(T,e) < Y prsk(Ther) + o Var(ri, €) - (e’“ _ ef“) :
k=lg.v bk
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/ /
Now one has Vsg(7/,€},) = (pk(;/z:k)(]%;ji? o )> with Ty(7/,e}.) = T, Vk = 1,g,v, see Proposition 2.6. The
% €k k2 Ck

definition of the equilibrium entropy, the equality of the temperature, and the constraints (2.20) lead to

1
sner(T,€e) < snpr(7,€') + T(e —e)+

1
7 (n(n = 1) + 0epe(7e = 73) + pupy (v — 7)) -

Using Dalton’s law (2.16), one can express the mixture pressure as py = py +pg = p. Then the volume constraints
T =QIT + PgTg and 7 = @171 + Ty give

1

snpT(T,e) < snpr(7/,€) + =(e —€') + B(T - 7).
T T
. . . 1/T, . .
According to the Gibbs relation, one has V(; .)snpT = /T which leads to the conclusion. O

As phase transition is considered between the liquid and its vapor, the mixture entropy is no longer strictly
concave with respect to (7, e) as ¢ is fixed.

Proposition 2.9. Assume that the mass fraction ¢4 is fived. Then the intensive equilibrium entropy (2.24)

e depends only on (7,€)
e satisfies the relation : Tdspr = de 4+ pdr, where T and p are the mizture temperature and pressure at
equilibrium.

The proof is similar to the proof of Proposition 2.8.

Remark 2.10. Note that we do not prove that the equilibrium entropy is a strictly concave function of (7, e).
Actually this is not the case for binary (immiscible) mixture, see [23,24,31] for instance. As three-phase mix-
ture is considered, we refer to [2]. This work relies on the same extensive constraints as in the present model:
conservation of the mass (2.4), of the energy (2.5) and a mix-type constraint on the volume (2.6). The maximiza-
tion procedure of Section 2, leading to the characterization of the mixture entropy spr (with phase transition),
actually coincides with the procedure given in [2] for stiffened gases. A stiffened gas is depicted by the specific
entropy:

sk(Tk, ex) = Cr In ((ek —Qr — Wka)T,Z’“_l) + 59,

where ~y; is the polytropic coefficient, C}, is the specific heat at constant volume, @y is the heat of formation,
Ty is a reference pressure and 52 a reference entropy. The phasic temperature, pressure and chemical potential
read:

CyTy = e, — Q — T T,

pr + 7k = (v — 1)prCr Tk,
pe = Qi + VuCr Tk — Th (Ck In (CkaT,Z"’fl + 5,8)) )
where the phasic specific volume and internal energy can be expressed as:

%T, el = Pk, (2.26)

T — =
Pk

%k
In [2], one uses the characterization of the thermodynamical equilibrium given in Proposition 2.6 to express
the mixture pressure as a function of the mean specific volume 7, the mean internal energy e and the volume
fraction of gas ¢,. For sake of completness we recall the process of construction of the mixture pressure law for
a stiffened gas mixture.
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The determination of the mixture pressure law is a three-step process. First one imposes the equality of the
temperatures (2.13). Using the intensive volume constraint (2.19), one obtains

p=> apr=(y—1ple—Q)—nm, (2:27)
k=lg,v
with
Y ket ey PEVRCE
y =L , T= Z T, Q= Z orQk- (2.28)
Zk:lvgvv SDka k=l,g,v k=l,g,v

Note that one gets rid of the energy fractions. At this stage the mixture pressure law writes again as a stiffened
gas law, this has been highlighted in [4]. Then setting the mechanical equilibrium (2.14) with (2.27) gives a
second order equation in «,. One can prove that it admits one single root « in (0,1). Thus «, can be written
as a function of the mass fraction ¢,. One may find the analytical expression of ay (¢y) in formula (2.11) of [2].
At this stage all the fractions have been eliminated, except the mass fraction of vapor ¢, . If phase transition does
not occur between the liquid and the vapor, one can then determine the mixture pressure law p = p(7, e, @1, g).
This mixture pressure is thus explicit (but quite complicated, see again formula (2.11) of [2]). If phase transition
is allowed (like in [2]), then one eliminates @, by imposing the chemical equilibrium between the liquid and its
vapor:

v (pv) = pi(py)-

Doing so fixes the mass fraction of vapor such that 0 < ¢, < 1 — ¢,. Note that this step requires to solve a
nonlinear equation.

Finally using ¢, in (2.28) and (2.27) gives the mixture pressure p = p(7, e, g).

The question of concavity of the mixture entropy is not adressed in [2]. However it is possible to couple the
mixture pressure law to a fluid model. Taking advantage of the stiffened gas law form of the mixture pressure,
one uses a finite volume scheme with relaxation method (as in [4]) with local grid refinement. The computational
results illustrate the existence of a saturation zone, that is the mixture entropy is not strictly concave.

Remark 2.11. (Saturation of a constraint and restriction to two-phase models). We focus in Proposition 2.6
on a maximum reached in the interior of the set of constraints 2XFT and 25T, Of course it may be reached
on the boundary of the set of constraints, leading to saturation of (at least) one of the extensive constraints.
Then the equality of the temperatures and the partial Dalton’s law are not necessarily valid and the optimum
is characterized by inequalities. As an example, we study the saturation for the liquid phase.

Let W = ((M,V,E), (M,V, E_‘)g, (M,V,E),) be the maximizer of the mixture entropy X on the boundary of
the set of constraints 251, By concavity of X, for any state W = ((M,V, E), (M, V,E)q, (M,V,E),) € Q8
one has

Vi Z(W) - (W —W) < 0.

If the energy constraint is saturated, it reads

1 1 -
<—>~(E1—E1)§0, k‘:g,V.

n T
If £}, = 0 the ifi<0adifi<0 Conversel E*Eleadstoifi>0adifi>0 The
| = nT1 T, < nTl 7 <0 nversely £ = T 1[1Tl T 20

saturation of the volume constraint yields

AN
(TI (Tg+Tv)> (Vi— V) <.
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= > D Dg Dv D1 Dg Dv
If Vi =V (resp. 1 =0) then = > = + — Sp. = < = 4 —
=V (resp. Vi=0) then 7 2 7 o (resp o < b

the liquid and the vapor, the mass constraint is saturated and gives

1 Hv Y
= 2 ) (M- M) <0.
(Tl Tv) (M 1) <

). Finally as phase transition occurs between

If My =M — M, (since the mass of gas is fixed), it gives % > % Conversely M; = 0 yields % < ';—v
1

Moroever the model is valid when only two phases are present but the set of constraints has to1 be modified.

e If the vapor phase is absent, there remains the liquid and the gas phases which form an immiscible mixture
without mass transfer. The set of extensive constraints is then (M, V, E) = (M, V1, E1) + (Mg, Vg, Eg), where
M, is fixed. This two-phase model has been investigated by Jung in [22,32] for stiffened gas laws. The
thermodynamical equilibrium (when it is reached in the interior of the set of constraints) is characterized
by the equality of the phasic temperatures and the equality of the phasic pressures.

e If the gas is absent, the mixture is immiscible, composed of the liquid and its vapor. The extensive constraints
are (M,V,E) = (M,V}, B1) + (M, V,, E,). If phase transition is not taking into account, one ends up with
the model of Jung [32]. Conversely, the case with phase transition has been widely studied, see for instance
[31] for perfect gas law and [15] for more general equations of state. One can prove that the corresponding
intensive mixture entropy is not strictly convex. Actually it corresponds to the concave hull of the maximum
of the phasic entropies (see [15] for a geometrical proof in [23] for a proof based on Legendre transform). The
thermodynamical equilibrium is characterized by the equality of the temperatures, pressures and chemical
potentials of both phases.

e If only the vapor and the gas are present, the extensive constraints are

V=V=V,
(M,E) = (Mg, Eg) + (M, E,).

This case has been studied in [23]. The intensive mixture entropy is strictly concave because (it is actually
a sub-convolution of the phasic entropies). The thermodynamical equilibrium is given by the equality of the
phasic temperatures and Dalton’s law on the phasic pressures.

3. EQUILIBRIUM THREE-COMPONENT EULER SYSTEMS

We now take into account the dynamic of the three-phase mixture, assuming that the three phases have the
same velocity. The aim of this section is to provide a homogeneous equilibrium multicomponent Euler’s system,
called HEM model, with appropriate closure laws in agreement with the thermodynamical equilibria studied in
Section 2.3. Two HEM models are presented corresponding to the cases with or without phase transition. The
models have good properties: entropy structure and hyperbolicity.

3.1. Three-phase model without phase transition

At thermodynamical equilibrium the three phase flow is depicted by the multicomponent Euler system

O(p1p) + 0z (pr1pu) = 0,
0i(pgp) + 0z (pgpu) = 0,
8tp + aﬂc(pu) =0,

Or(pu) + 0z (pu® +p) = 0,

9(pE) + 0x((p€ + p)u) =0, (3.1)
1
&= iuz +e,

Vk € {Lgav}: Pk :pk(Tkvek)7 Tk = pl;17
LPl‘f"Pg"'(Pv =1,
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where the flow has a density p (we also define the specific volume 7 = 1/p), a velocity u, a pressure p, and an
internal energy e, F being the total energy. The phase k = 1,g,v is depicted by its mass fraction, its pressure
Pk, its specific volume 75 and its specific internal energy ey, see Section 2.3. All the phases evolve at the same
velocity u and we recall that

e = pie] + pvey + Ygeg,
T = QIT + PgTg, (32)

PyTy = PgTg-

The multicomponent Euler system consists of ten equations and has seventeen unknowns which are

(0, u, B, p, e, (0r)ke{legvh (Th)ke{lgnts (€k)keigv) (Pk)reflgv})-

Thus one has to provide seven closure laws. The first three closure laws are given by the constraints (3.2).
The 4 remaining closure laws are given by Proposition 2.6, that is

{T 1=Tg =T, (3.3)

P =D = pg + Dby,

where T and p are the thermodynamical temperature and pressure of the three phase flow and p =

p(l/p7 €, P1, ‘Pg)

We recall that the computation of the mixture pressure p = p(1/p, e, @1, pg) may be not explicit depending
on the phasic equation of states. In order to determine the mixture pressure, one should impose the thermody-
namical equilibrium characterized by the temperature equilibrium (2.13), the partial Dalton’s law (2.14) and
the chemical equilibrium (2.15) (when mass transfer occurs). Remark 2.10 contains some hints of computations
in the case of a stiffened gas law. In that case, without phase transition, the mixture pressure is explicit.

Proposition 3.1. The intensive entropy sxer (7, €, @1, ¢g) defined by (2.23) satisfies
Ots + udgzsnpt = 0. (34)
Proof. Let U = (p, pu, p€, pgp, p1p) is a smooth solution of the system (3.1), then one has

OyT + u0,T — TO,u = 0,

Oiu + u0,u + 70,p = 0,

Oie + udze + prou = 0,
Orpor +udzpor =0, k=1g.

Since snpr is a function of (7, e, @1, pg), it follows

_ Osnpr OSNPT OsNpPT OsnpT
OiSNPT = or 0T + e Ore + BorT Oror + a(pg 6t§0g
= 0,u TaSNPT - TpaSNPT — UOL SNPT-
or Oe

Because the entropy sypr satisfies the relation Tdsypr = de + pdr (see Prop. 2.8), the first term of the right
hand side is zero. Hence the entropy sypr satisfies the transport equation (3.4). O

In order to study the hyperbolicity of the model (3.1), we adapt a result given in [34] which extends the
Godunov—Mock theorem.
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Lemma 3.2. Let w:RT xR — R" and f : R® — R" defining the system of conservation laws
Quw(t, ) + 0z f(w)(t,x) =0,

where w = (wy,w2)t with wy € R! and wy € R" and f = (0, fa)! with fo € R"™'. Assume that n(w) is a
strictly conver function with respect to wo at fived wy such that

aﬂ](w) - 07
and that Vo, fa(w) = 0. Then the system is hyperbolic.

Proof. To prove the hyperbolicity we show that the system is symmetrizable that is there exists a symmetric
positive-definite matrix P and a symmetric matrix @ such that

P(w)oyw + Q(w)0,w = 0.

We define the n X n symmetrization matrix P(w) by

P(w) = (f)l v%(ln) .

The entropy 7 being strictly convex with respect to wsq, the matrix P(w) is symmetric positive-definite. The
associated convection matrix is Q(w) = P(w)V,, f(w). Since V., fo(w) = 0, the matrix @ is symmetric so that
the system is symmetrizable. As a consequence the system is hyperbolic. O

This lemma holds for any variables (¢, z) as soon as the system is conservative. Besides we use it in Lagrangian
coordinates to prove the following result.

Theorem 3.3. The system (3.1) is hyperbolic.

Proof. First the system (3.1) can be written in Lagrangian coordinates

Dtsol = 07
Dt@g = 07
DtT — Dmu = 07

Diyu+ Dyp =0,
D€ + Dy, (pu) =0,

where Dyv = 9v 4+ u0,v and D,,,v = 70,v. The associated flux reads f = (0,0, —u,p, pu). We introduce the
function n

n: (9017 QDga T, U, g) - _SNPT(Tv 5 - ’U/2/27 ®1, (Pg)
According to Proposition 2.8, the function sxpr is strictly concave with respect to (7,e) and depends only on
(1,€). Then 7 is strictly convex with respect to (7,u, &), see [9,19]. Moreover sypr is solely advected by the
system, since it satisfies (3.4), see Proposition 3.1. Hence it yields
DtT](’lU) = 6—,—Dt7' + 3thu + athS
= —0rsnp7(T,€ — U2/27 ®1, @g)DtT-i-
(uDyu + Dy&)Desnpr (T, E — u2/27 @1, Pg)

u 1
= —%Dﬂ' + Oesnpr(uDiu — DyE) = —%Dmu - TDmp + TDmp =0.

In addition the mixture pressure p, being a partial derivative of the entropy mixture sypr, does not depend on
the fractions ¢) and @g. It implies that V, . f = 0. Now Lemma 3.2 leads to the conclusion. O
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3.2. Three-phase model with phase transition
When phase transition occurs, the equilibrium multicomponent Euler system reads
9 (gp) + Ou(pgpu) =0,

0ip + 0z(pu) = 0,
D¢ (pu) + 9 (pu® +p) = 0,

6t(p‘ci) + 0z ((p€ + p)u) =0, (3.5)
E= 51142 + e,

Vk e {l,g,v}: pr = pr(Th,ex), T = P1217
1+ pg + oy =1

The system consists of nine equations and seventeen unknowns which are

(p7 u, 5;177 €, (@k)kG{l,g,v}v (Tk)kE{l,g,v}7 (ek)ke{l,g,v}a (pk?)ke{l,g,v})'

Thus one has to provide eight closure laws.
As in the previous case, three closure laws are given by the three intensive constraints (3.2)

€ = p1e1 + pyey + Pg€d,
T = Q1M + PgTg,
PvTy = PgTg-

The five remaining closures are given by Proposition 2.6

T=1h=1,=T,,
p=p=pg+Dpy, (3.6)
= fv,
where T and p are the thermodynamical temperature and pressure of the three phase flow and p = p(1/p, e, g).
Since the equilibrium entropy is not a strictly concave function of its arguments (see Rem. 2.10), it is not
possible to invocate the Godunov—Mock theorem or its extension Lemma 3.2 to prove the hyperbolicity of the
system. However it is possible to check the hyperbolicity by studying the eigenvalues of the system and proving

that the mixture speed of sound is real. The proof mimics the one provided in [15] Theorem 5.1 and (see [1]
Thm. 2.4 for a shortened version).

Theorem 3.4. The system (3.5) is hyperbolic.
Proof. The quasilinear form of the system (3.5) reads

U 0 0 O

¥s 0 v p 0 ¥a
) I B RS P I
e pOpg pOp p Oe e
p/p u

The Jacobian matrix of the flux has four eigenvalues u — ¢, u (double), u + ¢, where ¢ is the speed of sound
given by
? /7% = pdep — Orp

(3.7)
= _T(pQGeeSPT - 2pa‘re$PT + 87-7-5PT)~
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According to Proposition 2.9 and Remark 2.10, the entropy (spr) is a concave but not strictly concave function of
(7, e) at fixed pg. Then the Hessian matrix of spr is not negative definite such that ¢ > 0. One has to prove that
¢2 > 0. Since spr is not strictly concave, in the non-strict concave region, one has 0,;SpT0eeSpT = (GTQSPT)z.
Hence after factorization, the speed of sound identity (3.7) becomes

A/ =-T

OreSPT ( B 3TTSPT>2 (3.8)

87'7' SPT are SPT

According to [1] Theorem 2.4, one verifies that 0;.spr < 0 (for a detailed proof, see Appendix A in [15]).
Moreover for any point o = (7, é, spr(7,€)) belonging to the non-strict concavity region, there exists a single
couple of points 01 = (71,e1,spr(71,€1)) and 0y = (72, e, spr(72,€2)) such that o belongs to the segment
(01,02) = {yo1 + (1 —y)oz| y € [0,1]}. For every point belonging to the line segment (01, 02), the authors prove
that

Orespr(e1 — €2) + Orrspr(m1 — T2) = 0, (3.9)
and
p> -9 (3.10)
T — T2

see Appendix A for details. Coupling (3.9) and (3.10) to (3.8) gives that ¢ > 0 as soon as the temperature
T > 0. This concludes the proof. O

4. HOMOGENEOUS RELAXATION MODELS FOR THE THREE-PHASE FLOW

The equilibrium multicomponent Euler systems, presented in the previous section, are difficult to use for
practical computations. Although they are proved to be hyperbolic, their pressure laws are not necessarily
explicit. Moreover it is well known, see for instance [4, 31, 37], that such pressure laws may present slope
discontinuities or lack of convexity of the isentropes, leading to composite waves in the Riemann problem. These
properties actually correspond to physical phenomena and are present for instance in BZT-fluids, see [40,44]. In
order to avoid the resolution of the Riemann problem with a complicated pressure law, one may approximate
the equilibrium Euler system by a homogeneous relaxation model, as it is proposed in [4, 21,24, 28, 29].

It consists in adding convection equations on the fractions and to modify the pressure to make it depend on the
fractions. In order to achieve the thermodynamical equilibrium, appropriate relaxation source terms complete
the equations on the fractions. The numerical approximation of the relaxed model is easier. Traditionally it
consists on a splitting approach. In a first step the convective part is treated with an approximate Riemann
solver. During the second step the conservative variables are stored and the pressure is updated from the physical
entropy maximization. By construction both steps are entropy satisfying.

We propose in this section to construct the HRM models associated to the HEM three-phase models studied
in Section 3 while distinguishing the cases where phase transition occurs or not. First we focus on the model
without phase transition and adapt the construction of the HRM model introduced in [4]. The case with phase
transition is treated as corollary.

4.1. HRM model without phase transition

Starting from the equilibrium three-phase model (3.1), we propose a non-homogeneous model in which the
three phases are no longer at thermal and mechanical equilibrium (still without phase transition). To do so one
introduces supplementary variables that are the volume fraction of liquid «; and the energy fractions z; and
zg defined in (2.17). Hence the pressure depends not only on p, e, ¢1, ps but also on Y = (a1, 21, 25). Note that
one may choose another set of variables to relax the mixture pressure. The choice of the fractions is actually
motivated by several references, see for instance [21,24,29]. The key point is to respect the entropy production
criterion, see below.
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When no mass transfer occurs between the liquid and the gas, the fractions should be perfectly convected
i.€.
Y +ud, Y =0. (4.1)

The mass conservation allows to write (4.1) in conservative form

Ot (pY) + O, (puY) = 0. (4.2)
Thus the resulting HRM model reads
9 (prp) + O0z(prpu) =0, k=1lg,
O(zkp) + 0z(2kpu) =0, k=lg,
Or(aup) + Oz (aypu) =0,
(4.3)
Op + 0z (pu) = 0,
O (pu) + 95 (pu® +p) = 0,
9(p€) + 0z((p€ + p)u) =0,
with the closure pressure law
p=p(1/pse, 01, g, 1, 21, Zg).- (4.4)
The mixture pressure (4.4) is computed using
(5 e)
P\ —T7,—€
p(1/p;e; 1, pg, 1, 215 28) Z ok Pk
= Qg 3
T(l/Pae7<P17<Pg»0llazl,Zg) kel (Oék Zk )
=lgv Tp | —7,—e
Pk Pk (4.5)
: >
T(l/p,e,QOI,QOg,Oq,Z],Zg) k=lg,v Tk: (%T,:CE)
ko Pk

and the constraints on the fractions (2.19), (2.20) and (2.21).
One should add an entropy criterion to the model. With p = 1/7 the concave function o (7, e, @1, g, o1, 21, 2g)
defined in (2.22) would be an entropy function if it satisfies the first order PDE

870 —p(l/T,e,(pl,(pg,&l,Zth)an' =0. (46)
Setting T' = 1/9.0, one recovers the relation
Tdo = de + pdr + Z Oy, 5dpr 4 0o, sday + Z 0, sdzg.
k=lg k=l.g

Weak solutions of (4.3)—(4.4) satisfy
O(po) + Oz (puo) > 0, (4.7)

which becomes an equality as regular solutions are concerned. The concavity of o with respect to
(T,e,1,9g, 01, 21, 2g) is equivalent to the convexity of H = —po with respect to the conservative variables
(p, pu, pE, pr1p, Pgp, 21p, 2gp, c1p), following [9,19]. Hence H = —po is a Lax entropy for (4.3).

In order to bring the system to thermodynamical equilibrium described in Proposition 2.7-(2.23), a source
term has to be added to the fraction equations

O,Y +udY = Q.
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As relaxation towards the equilibrium is infinitely fast, one recovers the equilibrium fractions which satisfy

Y = YeliPT(Ta ea <)01a ‘pg)

= argmax o (T, €, P1, Pg, A1, 21, Zg)- (4.8)
(O‘hzhzg)
As a result the equilibrium pressure law is
Py (e, 01 0g) == D(T,€,01, g, Yoy (T, €501, 05)), (4.9)
defined by Dalton’s law (2.16). Following [4,7,8,15,29], a natural source term is
Q = )‘(Yel:]lPT(Ta €, Y1, C)Og) - Y) (410)
where the parameter A goes to +oo to achieve the thermodynamical equilibrium.
Moreover the source term () complies with the entropy production criterion since
0o + udyo = Vyo - (0:Y + ud,Y)
= AVyo - (Yoi (T, e, 01, 05) = Y) (4.11)
Z )\(U(T> €, Y1, Spg7 }/el(\I:IPT) - U(Ta €, Y1, Sog7 aq, 21, Zg))
> 0,

by concavity of the entropy o.

The drawback of the source term (4.10) is that the relaxation parameter A is identical for all the fractions.
Hence the relaxation times towards the mechanical and thermal equilibrium are the same, which has no particular
physical meaning. An alternative which guarantees the entropy production is

Q = VYO'(T,C, Pl Pgs Y)v
b (Pg | Pv
(5 (F 7))

_ e(11> (4.12)
LT ’

since 9;0 + u0d,0 = |Vyo|? > 0. This choice of source term enables to use different relaxation scales for
mechanical and thermal equilibria.

4.2. HRM model with phase transition

Following the same methodology explained in Section 4.1, one obtains the HRM model taking into account
phase transition between the liquid and the vapor. It reads

Y +udY = Q,

9¢(pgp) + Oz(pgpu) =0,

Owp + 0z (pu) =0, (4.13)
A (pu) + 0z (pu® +p) = 0,

9(pE) + 0z ((p€ + p)u) =0,

where the fraction vector is Y = (1, a1, 21, 25) and the closure pressure law

p=p(1/p,e, 05,01, 01,21, Zg). (4.14)
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Again the entropy o(7, e, g, @1, 01, 21, 2¢) defined in (2.22) satisfies the entropy inequality (4.7) as soon as it
complies with (4.6). The source term @ has to be chosen to recover the thermodynamical equilibrium described
by the fractions
Y = YelzT(T, e, Yg)
= argmax o(7T,e, 1, Pg, M, 21, Zg),
(ﬁplyal-,zlyzg)

(4.15)

leading to the equilibrium pressure law

pg’g(ﬂe:‘ﬁg) = p(T767@g’YezT(T7e7¢g))' (416)

Again the source term @ could be either

Q=AY (1,e,08) = ), (4.17)
or o
Q = )\VYO—(’BeaSng}/eq (7—76390g))
b1 €] Dv ey
S] 7—11—, z—,l 8V+TVT +Tv
b (Pg , Pv
’ <T1 (Tg 1 >> (1.18)
- (Ll_1
T Ty
11
‘AT, T

Using the characterization (2.3) of the chemical potential, the first component of @ boils down to

Moy

4.19
111 Tv ( )

89010—: -

which reflects the mass transfer between the liquid and its vapor.

5. CONCLUSION

We address in this paper the modelling of a three-phase mixture composed of a gas, a liquid and its vapor.
We adopt the Gibbs formalism and describe the system in terms of extensive constraints. We assume that
the vapor and the gas are perfectly intimate (like ideal gases) and that they share a sharp interface with the
liquid phase. No restriction is given on the phasic equations of state as soon as they fulfill classical smoothness
assumptions. According to the entropy maximization criterion, we are able to depict the thermodynamical
equilibrium that corresponds notably to a partial Dalton’s law on the phasic pressures. We study the mixture
entropies in terms of optimization problems and focus on their (strict) concavity. The equations of state obtained
are then introduced in two HEM models depending on whether phase transition occurs or not between the liquid
and its vapor. Hyperbolicity of the systems is investigated, taking advantage of the entropy structure studied
in the previous section. To finish the paper we propose a HRM model, which may be easier to approximate
than the HEM model. Indeed the numerical approximation of the HEM model with the mixture pressure law
is doable but is time-consuming because of the computation of the mixture pressure (see [2]). It would be very
interesting to provide a three-pressure three-velocity model in agreement with the intensive volume constraint
(2.19), which relaxes toward the thermodynamical equilibrium given by the equality of the temperature (2.13)
and the mechanical equilibrium with the Dalton law (2.14). The difficulty would come from the determination
of proper closure conditions which define interfacial pressures and velocity as well as relaxation terms while
ensuring the entropy growth criterion. This derivation is in progress and one may find some valuable hints in
[35,39].
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