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Abstract

This work is the fifth in a series of papers on the thermodynamically constrained averaging theory
(TCAT) approach for modeling flow and transport phenomena in multiscale porous medium
systems. The general TCAT framework and the mathematical foundation presented in previous
works are used to develop models that describe species transport and single-fluid-phase flow
through a porous medium system in varying physical regimes. Classical irreversible
thermodynamics formulations for species in fluids, solids, and interfaces are developed. Two
different approaches are presented, one that makes use of a momentum equation for each entity
along with constitutive relations for species diffusion and dispersion, and a second approach that
makes use of a momentum equation for each species in an entity. The alternative models are
developed by relying upon different approaches to constrain an entropy inequality using mass,
momentum, and energy conservation equations. The resultant constrained entropy inequality is
simplified and used to guide the development of closed models. Specific instances of dilute and
non-dilute systems are examined and compared to alternative formulation approaches.
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1 Introduction

This paper is the fifth in a series of efforts intended to yield complete, rigorous, closed
models that describe transport phenomena in multiscale porous medium systems using the
thermodynamically constrained averaging theory (TCAT) approach. The first paper [5]
provided an overview of the general TCAT approach, which is built on averaged
conservation and thermodynamic equations that constrain the entropy inequality. The second
paper provided the mathematical fundamentals and theorems that are used to generate
needed macroscale equations [15]. The third paper illustrated the application of the method
for single-fluid-phase, single-species flow in a porous medium [6]. The fourth paper
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formulated multiphase conservation and balance equations for species, advanced averaged
thermodynamic relations for species, and detailed conditions that must hold at equilibrium
[16]. Here we consider the formulation of models to describe single-fluid-phase flow and
multiple species transport in a porous medium system.

Modeling of species transport involves determining the velocity of each species relative to
the barycentric velocity of the flow. At the microscale, the Fickian approximation whereby
the diffusive flux of a chemical is modeled as being proportional to the gradient of mass or
mole fraction has been very successful for dilute solutions. However, when the solution is
not dilute, the interaction of the various species with each other requires that this simple
expression be expanded to account for these interactions.

At the macroscale, the most commonly used model for diffusion and dispersion mimics the
Fickian form and requires a proportionality between the total dispersive flux, which includes
the effects of diffusion as well as subscale velocity variations, and the species mass fraction.
This traditional approach has been successful in describing the movement of a dilute species
in homogeneous macroscale porous medium systems. Such systems are straightforward to
create at the laboratory scale and typical of many engineered systems. This success is
responsible for the widespread use in practice of the common advective-dispersive model.

It is now widely recognized that most natural systems are not sufficiently homogeneous at
the macroscale for the common Fickian dispersion model to provide an accurate description
of species transport over all length scales [e.g., 1,3,18]. This is especially true for non-dilute
and highly heterogeneous systems where the length scale of concern is of the same order of
magnitude as the scale of spatial variability. This failure has led to many alternative models,
including multiple domain models, time and space variable dependence modifications of the
standard dispersion model, continuous time random walk approaches, fractional derivative
models, and general non-local approaches. Such non-local models are not the focus of this
work.

Although some approaches to non-Fickian dispersion have been proposed [e.g., 8,9,13], an
apparent void exists in deriving macroscale species transport models based upon a
microscale flow and transport equations, appropriate microscale thermodynamics, rigorous
averaging of conservation and thermodynamic equations that maintains consistency across
scales, and a general, consistent procedure for closing the models at the macroscale. In fact,
no such macroscale models with a strong theoretical foundation have been derived for either
the non-dilute situation or the dilute limit. The development of such models would provide a
sound means upon which a hierarchy of models of increasing sophistication could be built.
The TCAT approach provides the path for derivation of this sort of model.

Some open issues are important in relation to building better macroscale species transport
models. First, the standard macroscale model proceeds directly by analogy with the
microscale Fickian law. This approach requires that subscale contributions to dispersion be
accounted for by a dispersion coefficient or tensor. Second, since quantities such as
chemical potential have not been carefully averaged to the macroscale, no direct
correspondence is available between microscale and macroscale driving forces for
dispersion. Third, Gray and Miller [6] have indicated some extensions to Darcy's law, but
the current state of dispersion modeling only builds on the traditional use of Darcy's law,
with its limitations, as a surrogate for the momentum equation. Fourth, the commonly used
model does not emerge as a special case of a more general theory with an explicit list of
assumptions needed to reduce to this case indicated. In the present exposition, we seek a
self-consistent theory in which mass and momentum transport are both modeled from first
principles.
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The overall goal of this work is to formulate a rigorous theory of multispecies transport for
single-fluid-phase flow in porous media. The specific objectives of this work are: (1) to
develop a general, consistent and rigorous theory for deriving macroscale species transport
models; (2) to formulate classical irreversible thermodynamics expressions for species in
fluids, solids, and interfaces; (3) to examine two alternative approaches for modeling the
momentum transport of a species; (4) to detail assumptions needed to arrive at the standard
advective-dispersive transport model; (5) to formulate a model to describe non-dilute
systems based upon the general theory; and (6) to comment on potential further uses of the
general model derived.

2 General Approach

The system under consideration in this work is similar to that considered in Gray and Miller
[6] but extended to include modeling of chemical species. An averaging volume, indicated
as Q, is associated with each point in space. Within that averaging volume is a region
occupied by a solid phase, Qg a region occupied by the fluid phase, Q,,; and the interfacial
region between the solid and fluid phases, Q. These different types of regions are
generally referred to as entities. Conservation equations for each chemical species within
each entity may be written. Specifically, equations of mass, momentum, and energy
conservation for each species may be written at the microscale within each entity and then
integrated over its corresponding entity within Q to obtain a complete set of macroscale
equations. These equations are used in their own right and as constraints on the entropy
inequality that is obtained as a macroscale expression. Of importance is the fact that the sum
of a type of conservation equation over all the species in the entity of interest yields the
corresponding total conservation equation for the entity.

The set of entities for the system under consideration is denoted as

E={Q € I}={Qy, 5, Q) (1)

where Q, represents the domain of the z entity, 3 = {w; s, ws} = 3p U 3 is the index set of
entity qualifiers or identifiers, 3p = {w; s} is the index set of phases, J; = {ws} is the index
set of interfaces, and w; s, and wsare specific qualifiers that indicate the wetting phase, the
solid phase, and interfacial area between the wetting and solid phases.

The connected entity sets for this system are €., = {Qust, €cs= {Qust and s = {Qus Qg
with corresponding connected entity index sets 3., 3.5 and 3. Connected entity sets
represent the set of entities in the domain Q that share an internal boundary with a specified
entity.

We describe the composition of the system as consisting of a set of species s with index set
3, The set of species in entity Q, is s, with index set J,. Thus, the set of species can be
represented as § = U,e58, and J5= U,e43,,. Since I, C I, V¢, summation over I will
generally be an acceptable representation of a process summed over all species in an entity,
since it is an inclusive set.

In the approach employed here, the length scale of Q is taken to be sufficiently large that it
contains a representative sample of all species in all entities in the system. The intention is
that the averaged values obtained from integration of the conservation equations over their
respective regions will be representative averages that are independent of variations in the
size of the averaging volume. Such an averaging volume is referred to as a representative
elementary volume (REV), and formulation of the governing equations at this length scale
does not require detailed knowledge of the pore morphology and topology.
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The formulation of macroscale models of single-fluid-phase transport follows the TCAT
approach [5,15] and represents an extension of the approach employed to model single-
phase flow involving a single chemical species [6]. The fundamentals needed to initiate the
model building process for the multi-species cases of concern follow from Miller and Gray
[16]. This previous work will allow us to concisely approach the model building process.
Specifically, we will not detail the fundamental averaging operator, the types of averages,
the formulation of macroscale conservation and balance equations, the precise mathematical
definition of all variables, or the formulation of macroscale thermodynamical relations and
equilibrium conditions that have previously been presented. These details are important if
one wishes to understand all aspects of the TCAT approach, but to focus on the novel
aspects of the present work, we do not repeat these details that are available elsewhere.

3 Thermodynamic Considerations for Species

The averaged macroscale classical irreversible thermodynamics (CIT) Euler equations for
the internal energy of a fluid phase w; a solid phase s, and the ws interface are, respectively
[4,7,16]

E%— f w g p +Zgupu w/mﬂlm (2)
keJ
555, 505.C s s 05 K
E'=r@+e'c’:—+ ) gpwp ®)
J ke
Eﬁ— M: s MS wx Z MS WS k\\s Tovs
ke )

where E'is the internal energy density, 7‘is the entropy density, €'is the temperature, et is
the measure of the quantity of entity = per macroscale volume, p"is the pressure of the
wetting fluid phase, p is the mass density, w/ is the mass fraction of species kin the z
entity, ,'is the chemical potential, o is the Lagrangian stress tensor, C%is the Green's
deformation tensor, jis the solid-phase Jacobian, and "7 if the interfacial tension of the ws
interface.

These relations are employed in considering the behavior of entities as a whole. However,
when the species that constitute an entity are being modeled, it is important to have
thermodynamic relations for those species. These are obtained making use of partial mass
quantities. Because a fluid, a solid, and an interface have distinct thermodynamic behavior,
the macroscale partial mass relations for species in these entities will be developed
separately.

3.1 Fluid Phase

We begin with the microscale Euler form for the wphase energy

E,=6,S,+ Z/lkkaw —pwVy

keJ

®)

where E is the internal energy, s is the entropy, M is the mass, ¥ is the volume, and kis a
species qualifier.
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The differential expression with respect to 1, while holding p,; 6, all other masses,
denoted M, constant yields

JE,, 0 OSy e v,
aMiw o 0Miw Hiw P aMiw (6)
Ppw.bw My, pw.Ow My, pw.bw My,
The partial derivatives in this expression are partial mass quantities. We therefore can write
Eq. (6) as
Eiw=011'§iw+ﬂiw - pwviw (7)
Then multiplication by pyw;,, yields
Eiw:Hwniw""pwwiwﬂiw - Xiwpw (8)
where
E;. =Pw (inEi\ v 9
Niw pr(l)iu'giw (10)
and
Xiwzpwwiwviw (11)

The sums of £;,,and of n;, over all species 7yield £, and 7,, respectively. Additionally,
the sum of Xj, over all species 7is equal to 1. The differential of Eq. (8) is

dEiw - ewdniw*'[)deiw - /Jiwd (pwwiw) — PuwWiw (dﬂiu')lpw,ng() (12)

The Gibbs-Duhem equation is

pwwiwdlliw"'niwdew - Xiwdpw — PwWiw (dﬂiu')lpw,é)W:O (13)

We now obtain the macroscale version of Eq. (8) by averaging over the portion of the
averaging volume occupied by the wphase. The macroscale variables that arise that are
neither volume averages nor mass-weighted averages are

E™=(Ei)a, 0 (14)

™' =Miwda, o (15)
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0" =(6)0r, 0 (16)

Xiw:(XiW)Qw S, P (17)

Note that a macroscale temperature is defined for each species because of the presence of
the species-dependent weighting factor in the averaging process. We will assume that this

effect is small within an averaging volume and therefore set giv_g7 for all 7. With these
definitions employed, the macroscale version of Eq. (8) is

Eﬁzeﬁnﬁ_’_gwp%‘wlw’ iw _ 8%’Xﬁp)1‘ (18)

3.2 Solid Phase

The manipulations required to obtain the Euler form of the macroscale internal energy
relation for a species in a solid phase are similar to those for a fluid phase. Here, we
highlight the differences due to the different thermodynamic description of an elastic solid.
The Euler form for the sphase internal energy is

Ey=0,85+ ) s Mis+075:C, Vo
ke

(19)

where ¥ is the initial, or reference, volume of the solid phase.

The differential expression with respect to M ;; while holding o, 8, and all other masses,
denoted by M 4, constant yields

6E5 -9 6Ss O a (CSVOS)
aMis —Us aMix His s aM[s (20)
0505 Mg 0505 Mg 05,05 My

The partial derivatives in this expression are partial mass quantities. We therefore can write
Eqg. (20) as

Eis=9:§is+ﬂis+o-s:6isv()5 (21)

Then multiplication by pgw;s yields

Xis ) Cs
Eis=0nis+pswis pis+0 g: ———— (22)

)

where

Eis=pswis Ejs (23)
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Nis=PsWis Sis (24)

and

Xiszpswiseix : Cs_IVOS Js (25)

where

I=ins (26)

| (AN
The differential of Eq. (22) is
G
dE,'s — 0 d?]is - 0'5:d (Xix . ]_) - /Jisd (pswis) — PsWis (d,uis)la'x,()szo 27)
The Gibbs-Duhem equation is
Cs
pswisd ,uis'H]is d05+X,‘S : T:do-s — PsWis (d :uiS)|0's,9A<:0 (28)

We now obtain the macroscale version of Eq. (22) by averaging over the portion of the
averaging volume occupied by the s phase. The macroscale variables that arise that have
definitions different from those for the wphase are

=C* Cs
o i—=(0s— (29)
J IJs [0,
= X .S X5 - Cs
o' ———=(0s:—— (30)
7 Js o,

With these definitions employed, the macroscale version of Eq. (22) is

_XE_CS

E§:9§n§+sspswﬁug+ssaj: — @31
3.3 Interface
We begin with the Euler form for the ws interface energy
Ewszgws Sws"" ZMk’ws ﬂk’ws""sz Aws (32)

keI
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where 4, is the area of the fluid-solid interface. The differential expression with respect to
M ;s While holding y,s 6, and other masses, denoted by M, constant yields

6E“vs -9 aSws
6Miws o aRAL'ws

The partial derivatives in this expression are partial mass quantities. We therefore can write
Eq. (33) as

OAss )

FliwsTYws ( M

(33)

Yows Bws Mgy Yows Ows Mg Yws Ows Migps

Eivs Zews S iws Tliws TYws Aiws (34)

Then multiplication by p,,swjis yields

Eiws =9ws Niws +pw:wiws HMiws +Xiws Yws (35)
where
Eiwszpwswilm Eiu's (36)
Niws=Pw Wiws Eiws (37)
and
Xiws =PwsWiws Ziws (38)

The sums of £;,sand of 5;,over all species 7yield £,sand 7, respectively. Additionally,
the sum of Xj,s over all species 7is equal to 1. The differential of Eq. (35) is

dEiws - Hw'sdr]iws - 'YWSdXiws - ,insd (pwswiws) — PwsWiws (dﬂih'x)l‘}’wsﬁws =0 (39)

The Gibbs-Duhem equation is

pwswiwsdﬂiws +7]iwsd9ws +Xi1|‘sd7ws — PwsWiws (dﬂiws)lym Ous =0 (40)

We now obtain the macroscale version of Eq. (35) by averaging over the portion of the
averaging volume occupied by the ws interface. The macroscale variables that arise that are
neither area averages nor mass-weighted averages are

E%:<Eiws>9 ,Q (41)

ws

771'”"?:(771'“1; >Q Ke) (42)

ws
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ws

Hiws =<9ws >Q Qs Miws (43)

Xiws:<Xiws>Q Q)

wss=dwssYws

(44)

Note that a macroscale temperature is defined for each species because of the presence of
the species-dependent weighting factor in the averaging process. We will assume that this

effect is small within an averaging volume and therefore set givs _giw for all /. With these
definitions employed, the macroscale version of Eq. (35) is

Eﬁ:gvsniws+811'spwswiﬁﬂiws+8w'in11's,yws (45)

4 Entity-Based Momentum Equation Model

4.1 Overview

The TCAT approach requires the formulation of an augmented entropy inequality (AEI)
wherein conservation equations and thermodynamic conditions are employed as constraints
on the entropy inequality; solution for the Lagrange multipliers used to apply the constraints
[5,14]; simplification of the result through algebraic rearrangement to produce a constrained
entropy inequality (CEI); imposition of restrictions and approximations consistent with the
physical system of interest to yield a simplified entropy inequality (SEI); and the
formulation of approximate closure relations that are consistent with the SEI and with the
behavior of the physical system to produce closed models. One approach to formulating a
TCAT model for species transport in a single-fluid-phase system is to consider only entity-
based internal energy and momentum, but species-based conservation of mass when
formulating the AEI. This primary restriction on the form of the AEI will influence the form
of the models that result. We summarize the results following this general formulation
approach in the subsections that follow.

4.2 Augmented Entropy Inequality

The AEI for the case in which entity-based internal energy and momentum equations are
used to constrain the El can be given as

Z y‘+ﬂ%é‘“+ﬂ; ~9‘+Z/li/‘/1///i‘+/lf7 T'N=A>0 (46)

€3 i€y

where s, €%, P*, and 7 * represent the balance of entropy, the conservation of energy, the
conservation of momentum, and a themodynamic-based equality for the material derivative
of internal energy all for entity z; M/t is a conservation of mass equation for species 7in
entity 2; A's are Lagrange multipliers, where the subscript denotes the corresponding
equation and the superscript denotes the corresponding entity or species-entity combination;
and A is the entropy production for the system.

When working with the entity-based momentum equation formulation, the individual

species macroscale velocities, i, and their derivatives do not appear explicitly in the
conservation equations. Rather the formulation is in terms of the macroscale entity
velocities, v, and the dispersion velocities defined as

Adv Water Resour. Author manuscript; available in PMC 2012 May 3.
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w=vit -y )

The conservation, balance, and thermodynamic equations represented by shorthand notation
in Eq. (46) have been previously derived [16]. With the definition of the non-advective
entropy flux vector for an entity, ¢, expressed in terms of its species summed components,
the balance of entropy is expressed as

=A (48)

3 e ZI DY ia = 39 (s - ) - o

€3 €3 ie3g

where rfzis the macroscale entropy of entity z per volume, ¢is time, d* is the rate of strain

tensor, | is the identity tensor, ¢ﬁ is the species non-advective entropy flux vector, 4* is the
entropy source density, and the material derivative is defined as

N (49)

+ Z V . ({[Elt+8lplwll (Kll )+8tplwllll’ll:| I _ 8[tﬂ} . ui)

€3 : - : (50)
v. (8‘t‘ : v‘) _yv. (g‘q“) I

€3
L it Wi
_.2 (Elﬂ <ptwu ot >Q“Q)
€3,
iK—iL K> K1
- (Z M, + T, + Q):O, for €3
keI, \I€Jg

where 2 is an entity qualifier; 7is a species qualifier; E*is the internal energy density; p* is
the mass density; K; is the macroscale kinetic energy per unit mass due to microscale
velocity fluctuations; zis time; w'® is the mass fraction of species 7in the z entity; lﬁ is the

body force potential restricted to gravity for the present study; tis the stress tensor; q” isa
non-advective heat flux vector; /71 is a heat source density; r/* represents reactions that

produce species /in entity 1; M represents the transfer of energy from entity xto entity 2

ll(—)ll

due to mass exchange of species / with mass exchange accounted for as " ; KT represents
the transfer of energy associated with momentum transfer from entity x to entity z, where
the momentum transfer is represented as “"; and Kél represents the exchange of heat from
the xto the = entity.

The product rule may be applied to the material derivatives in Eq. (50) to obtain a
rearranged form of the energy conservation equation that will be useful subsequently
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T f — D L Lol - D N i
gtz%+vt. (“’/JV)+2 (K[ v V_H//u) (é[/;tw)
i€ ~
wll
+ Zst (PNT2 (St )
€3
+ [E‘+sp ( E)+ 3 ep'w w} d1
el _ _
+ Z V. ({[Ell+slplwll ( uu7 uﬁ)+s‘p‘w’7w5] I- Sltﬂ} . uﬁ) (51)
€3 _
-V (s‘tz . v‘_) - V. (8‘qi‘) —&ht
JISR P
_ L ; i 6'//u
ieZSS (gw " +< WO >QHQ)
iK—iL K—L K>
-2 |2 M, +T,+ Q]=0, fort€J
KEI: \IET,

The conservation of momentum equation for entity = may be written as

QL:D(él) )+8pVLdlII—V-(8l'[f)— ZngLwitg
K=t K=t e (52)
-2 (Z M, + T)=O, forte3

KEJ., \i€J;

where gE is the body force, lf\/_f\f‘ represents the momentum exchange from the xto the ¢
entity due to mass exchange of species 7and the other quantities have been defined
previously.

The conservation of mass equation for species 7in entity z is stated as
DE (Slptwﬁ) — ikoit

D +e'ptwtdh] — gt — M =0, forte3 (53)

K€

%il —

or after referencing the material derivative to v* as

. Dot =
M= (ép )+8p ftdhT+V - (e‘p‘wi‘u )
iKk—i (54)
—gtrt — > KML =0, forte3J

KEI

where 7/t represents the rate of production of mass of species 7in entity z per unit measure of
the entity resulting from reactions involving all other species in entity .

The material derivative of macroscale internal energy of fluid phase wcan be related to the
material derivatives of other thermodynamic quantities based upon CIT for conditions of
microscale local equilibrium giving [16]
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gw DVE" gﬁDWT]E Z i\TDw(“"prw“_v) + wD"e"
== — _— " ——= ==
Dt Dt i3, Dt Dt
+<nWT+ Z PwWiv =T (55)
€3y
s Q,,,Q

D" (py—p") _
_<T =0
Q,.0

where w is the chemical potential with the pair of indices indicating the species 7and the w
phase, pis the fluid pressure, and the subscripts indicate microscale quantities while the
superscripts indicate macroscale variables.

Under conditions of microscale local equilibrium, the material derivative of the macroscale
internal energy of an elastic solid phase, s, is [16]

s_D?E§ §D?,7§ EDE(E“p“ E)
y_Dt -0 Dt —'Z,u Dt
JISR R
D’ Q—e?) -
+<’7sT+ 2 PsWis—pr—
i€
R Q.0 (56)

() (s mdy (e (V)
+<(V Sty — Vo-sz%) . (vs - V§)>QS’Q+85052%SIZ(1§ - (ts)Qs,Q:d§

V(=G (v - vy =0

for

2
ty= 70'5: (V,xVyx) (57)

where tis the microscale stress tensor for the solid phase, C; is the Green's deformation
tensor, /s is the Jacobian, V xx is the gradient of a spatial location vector relative to its initial
location, and the solid surface is denoted by Q4= {Q,, Vx € I} = Qs The Lagrangian
stress tensor o is defined as a partial derivative of the internal energy with respect to the
Green's deformation tensor multiplied by the initial volume. This particular stress tensor is
equal to one half the second Piola-Kirchhoff stress tensor.

When microscale local equilibrium is assumed, the material derivative of macroscale
internal energy for the ws interface is [16]
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. DFET ﬁDﬁllﬁ — m( WS ws wm) Jos DT
s SRR SRR A
€35
A D™ (™
+<77ws¥+ 2 p““‘a)’.““’#
€3 Q,5,Q
+V - <nsns . (sz - V”) (Yiws — 7‘”)>Q ‘ Q+<l'lsl'ls “Yws =¥ Naq,.0:d"" (58)
+Vors . <nsns : <sz - VW) 77M'S>Q ’ Q+V7ws : <n3‘ns ' (V”'S - VM‘)>Q o)
+ Z V,um . <IISIIS . (sz - sz) pwswiws>Q o
iESX WS
_<(7ws - ,yw.Y) (V ' nS) e (VWS - VM'S))Q . on
for
WS /
D _d w.y (59)
Dt ot
and
T
D DM’S ﬁ
_ ) , 60
D=+ (Vs = V) -man, - ¥ 0

where ngis the outward unit normal vector from the bounday of the solid phase, and y is the
interfacial tension.

The averaged CIT expression for the ws interface can be written in an alternative form
following some manipulation. These manipulations involve application of averaging
theorems, elimination of macroscale interfacial tensions, and changing the form of the
material derivative forms. The resulting form is convenient for use in the subsequent
derivation of closure relations.

The thermodynamic relationship for the ws interface that is obtained does not require any
further assumptions and is expressed

g _ (s ws i0E
ws _D"EY  ns DV iws (é e )
T=25; 0" =5 ZJ‘ Dr
~ i€
/5 - .
D (6 ’__gws) D”( - Iw.y)
hos Livps—H
+<7]ws Dt +.Z PwsWiws D7
183 Q5,0

+V. <I}gns . (sz - VE) ’yWS>QWS’Q
+<nsns7’ws>§2m,9:d§ - <y"” (V/ ’ le) 0y (sz h v;)>9w;,9

_ (Vﬁ _ VE) . (Uﬁveﬁ"' Z gwspwswiu_fsvlum_i_v (811's,yu'S))

P
€38

(61)

+<(VWS h VE) "Bl (n,.-sveﬁ+ ) pwswiu'svlum)> =0
Q5. Q

€35

We wish to use the EI to guide the formulation of closure relations for dissipative processes
due to flow and transport within phases and across interfaces. To facilitate this we employ
the conservation equations as constraints on the system entropy balance equation by use of
Lagrange multipliers. The Lagrange multipliers are free parameters that can be selected
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arbitrarily without altering the validity of the balance of entropy expression. We select these
Lagrange multipliers to eliminate some of the material derivative terms from the AEI, since
our focus is on closure relations for the dissipative processes. To enhance the focus on the
targeted material derivatives, we rewrite the balance and conservation equations in
shorthand notation. The expression for the balance of entropy, Eq. (48), is

Z%:Z (%5/‘] =A (62)

eI €3

The alternative form of the energy equation given by Eq. (51) is chosen for expression in
shorthand form because it employs individual material derivatives making use of entity
velocities that appear in the other conservation and thermodynamic equations. The
expression for this equation is

éz?[

DIE[: ) DT (8tpl V[) - VZ . VT _ DT (Slp[ wﬁ)
= +v* - + K - +y +&,=0

Dr " Dt Z ’ v ) Dt " ©3)
The conservation of momentum, Eq. (52), is expressed

DL_ < & szT)

P'=
Dt

The equation for conservation of mass of a chemical species, Eq. (53) is written

DL_ (gtpt ﬁ)

=) (65)
D + M,

%ilz

In these equations, .7, &', 2, and . are residual portions of the respective equations that
account for terms in addition to the explicitly stated material derivatives.

A shorthand notation is also employed for the thermodynamic equations. The ACIT
expression for the wphase, Eq. (55) is

Dr DI 4 o 0 (60)
For the sphase, ACIT Eg. (56) becomes
LDE Dy o S (EreR)
e e Y e ®

€35

The ACIT expression for the wsinterface, Eq. (61) is written
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s

2

w ])‘1 YE M;])w. nﬁ — DH s (8\4 spM Swm s)
7= Dt e Dt _Z'UZST

+7=0 (68)

€3

where 7%, ¢, and 7 are residual portions of the wetting phase, solid phase, and wetting-
solid interface thermodynamic expressions that account for terms in addition to the
explicitly stated material derivatives.

Egs. (46), (62), (63), (64), (65), (66), (67), and (68) can be combined to give a final AEI of

the form
o L L T n ngzplvf 7 v v i Di{e'p'w” L
E% {%—’Z + T+ A [D.ﬁE+v . (Dt )+i§ (K R ) (Dt )+@@,]
L L L D SL lwll
+Ill, ( +gt)+ 3 /l” ( ( P ) %u) (69)
€3
, [D L DI(ML)+9L}=A20

€35

4.3 Constrained Entropy Inequality

Examination of Eq. (69) shows that the material derivatives that appear explicitly may be
made to cancel with a judicious choice of Lagrange multipliers, although some other
material derivatives remain in the residual terms. A unique solution for the A's is then
accomplished as outlined in Gray and Miller [6] by considering only the material derivatives
that are explicit in Eq. (69). Such a solution yields

Kl + it i _ (VL VL)
YO !/

i
2

» = a , foreed, ieJy (70)
/lf) -1

s 1

Substituting Eq. (70) into Eq. (69) and simplifying by cancelling out material derivatives
gives

5 [ﬂ‘ g Y.
[ES r L r L r
+Ly (Kzﬂﬁﬂﬁ— vy ) M+

=

(1)
+=£[=A>=0

Reinsertion of the expressions for .&*, &', ', ., and 7" leads to the expanded form of
the constrained entropy inequality (CEI) given by
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3 o €3 €3
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+Hﬁ nw—Dt + Z PwWiy Dr Dt
€3 Q,.Q

W

D¥(0,—¢° D i

P D% 1 ( )  D¥(uis—s")

te D +9;<773 Dt X PsWis— 1y
€3, Q.0

(S0) Gur v ndy - o (V)
+i:<[V Sty — VO'S:% . (VS - VE) CQ‘“QJF% (ESO'E:%LCIE - <t5>gs’9:d§)
&9 (o) (o),

: D (6,6 ) D/S(;lm—;t"“"
+=(Tws——pr—+ 2 PwsWivs— pr——
i€3s 0.0

¢
+L [V : <Il3n3 (Vvs_s -V ) %‘,S>QWQ+<nsnsywx>g‘us,9:dg]
(s (7o) e (=)

_L: (VW _ VE) . (nu'sVHM's_,’_ Z gur'spu'swm_'svlum_i_v (8»1's,yws>)

€3y

++<(sz - VE) s NN - (nwvvg + Z Pw. thws‘vﬂlws)>
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Eq. (72) can be placed into a more convenient form with some manipulation. We will

consider these manipulations systematically and show intermediate results along the way for

clarity. Our overall goal is to end up with a formulation that has groupings of variables
related to non-dissipative processes and groupings of variables related to dissipative
processes, which are arranged in flux-force pairs and satisfy the axiom of objectivity.

Non-dissipative processes are identified to relate the flux and source of entropy in a system
to the flux and source of heat and other thermodynamic quantities. The non-advective heat

flux term may be rearranged using the product rule to obtain
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=9 (etq) =7 | 2 | - g V(é) 73
s o s

Additionally, the heat transfer due to species dispersion may also be rearranged using the
product rule to obtain the identity

L:V . ({[Eihe‘p‘wﬁ (KIE:L'FUZUi) +81pzwiZ¢’E] 11— (—,‘L'[i} . UE)Z

¢ _ ./ _
V. (i {[Eﬂﬁs‘p‘w"Z (K;_‘+#) +s‘p‘w’71/ri‘] I- s‘ti‘} -ui‘) (74)

—Uﬁ . {[EE+8tpl it (Kll}_i_ ui’iui’ ) _,r_gtptwﬁwZ] | gltﬂ} .V (é)

One other application of the product rule that will prove convenient involves rearrangement
of the dispersion term that arises from the species mass conservation equation

é (KZ"'HE'HJ/; _ %)V . (8Lptwifuz —
V. [gi (KZ+,uE+¢pE— T) (gl plw,zuz)]

1 UPNINT) i 7 i i v (75)
- (8) ) i -
_ (K£+/li[+lﬁh _ %) (8Lptwﬁuit) A V(é)
To reference the surviving material derivatives to the solid-phase velocity recall
D' DY - -
—=—+ (V' =V¥).V 76
Dt Dt ( ) (79
which allows for
&t Lwﬂ D (Ki" -H//h) =g Lwﬁ DX(K;_H//“)
P Dt =ep Dt 7
+ 8LpL i (VL _ Vs) A V(KZ_HJJIL)
or
L L l’ZDL_(KfE_H//E) D?(K;-H//E)
EPW —p  \PWi—p;
Q,.Q (78)

+ glpl it (VZ _ VE) .V (KZ‘Hﬁil)

For the like term applied to an interface, we restrict the material derivative to the interface
by noting

+ (VW - VE) Y (79)
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and
D’ D* ,
<D_> =<D—+(VMS - VS) - NNy - V> (80)
a0 \P? 0

Employing these relations, we obtain

D™ D’ _ -
< D > =<D_ = (Vs =) min, - ¥ = (V=) V> (81)
"a.0 \ DI Q.0
so that
DS (K +y D (KL +yi
" SpM swm s —( ]E)t ) =<pwsuh\4 s ( Dh, ) >
Qus,Q
<p\4 sWiyws sz - VE) s NNy - ( " s+l!/ms)> (82)

W

—&'pw™* (VE - VW) Y (K‘E“ S+w"”)

Consider the gravitational acceleration term arising from the product of the Lagrange
multiplier and the conservation of momentum equation for the wetting phase and reference
the velocity to the solid-phase velocity

wow W _iw

e w s 1 -
——=Ep W g =— (8 p w g )+0_f<pw(l)iwv 'leill'>Qw,Q (83)

where

VW,E:VW _ VS (84)

Use has been made of the fact that g, = =V v, and of the definitions of the averages to
construct the last term that makes use of the averaging operator. The partial derivative with
respect to time of the body force term originating from the energy equation can be added
into Eqg. (83) and rearranged in material derivative form to yield

Bzﬁ‘

9‘ I
W iw D Wi (85)

v (
p"wvg )+—;<pww,~w
0 ov Dt Q,.0

Similar manipulations and combination of terms for the solid phase results in the identity

5

v s s, s l.s+ 1 alﬁ” 1 DEWI'S
—— & w wi == wj
HS Y g 9 PsWis 61‘ a0 93 PsWis Dt o0 (86)
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Manipulations similar to the preceding may be performed for the gravitational term on the
ws interface. If the material derivative is restricted such that it follows the interface, the

result obtained is

ws

Y ws, s iws ;1 5lﬁ:m> _
ovs -e" P w'g +0V— PwsWins ot QMQ_ P ETpTWTE
Ww 5
OWS <puswms Dtl = 0‘” ,Du sWiws \Vws — V). NN - s Q0,0
where
VH' S:VW'S _ VS

Vs ( ws ws, iws st)

(87)

(88)

Eqg. (72) can be rearranged while making use of the identities Egs. (73)—(75), (78), (82),
(85), and (87) and also collecting terms that multiply the rates of strain and the temperature

gradients to give
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(89)

Further simplification of Eq. (89) is facilitated by use of the thermodynamic relations. Egs.

(2)-(4), which provide the entity-based macroscale thermodynamic relations, may be
substituted into Eq. (89). Additional manipulation makes use of the microscale Gibbs-

Duhem equation for the wphase
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OZT]WVF)W+ prwkwvllkw - pr (90)
ke

This equation allows the following elimination of terms in the expression appearing in Eq.
(89)

i

o <77u v (Hw - HW) + 2 PwiwV (llkw LM) V(pw - pw)>
9 ke Q,,Q

(91)

i

-y <7],1V6 +Zp‘4wkﬂV,u —Vp“>
Q,,Q

ke

<b

Then after explicit evaluation of the terms in the averaging operator on the right side, this
equality simplifies to

Vg_: : <77WV (GW - HW) + 3 Puion¥ (ttiw = 1) = V (p - p“')>
kel Q,.Q (92)

— W’T <77u V0u+ Z 8“ w kWV‘um_ SWVPW>

ke

Insertion of this identity, macroscale thermodynamic relations Egs. (2)-(4), and the species
thermodynamic relations given by Eqgs (18), (31), and (45) into Eqg. (89) and some additional
collection of terms that appear into groups with common characteristics gives
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The terms involving the material derivatives of p,,— p¥and &% can be eliminated using a
previously derived averaging theorem for multiscale fluctuations [15] giving

== (pulvus =V o ns) (94)

<DE(pw -pY) > W DESW
- +p =
t Q.0 D¢ s

D

The final set of terms that require some expansion and rearrangement are the inter-entity
exchange terms. The manipulations performed are similar for the various collections so they
will not be presented in detail here. The objectives of these expansions are to ensure that all
velocities that appear are expressed relative to the solid phase velocity and to gather terms
that are appropriately impacted by temperature differences between entities.

For example, consider the expansion performed for the exchanges of momentum. All the
terms involving momentum exchange in Eq. (93) can be collected and then expanded
directly to obtain
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/ ;
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A cancellation of the terms on the right, where possible, and collection of the remaining
terms so that all velocities are relative to the solid yields
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It will be desirable to have the term containing v'#* divided by 4 rather than g7s. This can
be accomplished by adding and subtracting the appropriate term to obtain
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Similar manipulations can be performed for the terms involving heat exchange to obtain
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For the collection of mass exchange quantities, the expansion and regrouping of terms leads
to
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Eqgs. (94), (97), (98). and (99) can be substituted into Eq. (93) to yield, after expanding some
of the summations over entities and regrouping of terms to give

Adv Water Resour. Author manuscript; available in PMC 2012 May 3.



1duosnuey Joyiny vd-HIN 1duosnuey Joyiny vd-HIN

1duosnuey JoyIny vd-HIN

Gray and Miller Page 24

_Zv_gu'm_l_ wﬁ_{

_aw'Xﬁpw v p '™ (Km u"-u 7) ] I—8Wt1w} uﬁ)]

€3,
_ is _ 1 ls _ 5.5 XOC5 s s i3 ﬁ us.uis _ oS E i
»Vv. sgb p 80‘. - &£p'w K+ 11-&t%;-u
€3 - __
Xm CA s piws S YIS A WS
_<(Xis ty— O ) ( ) ) _ Z V- [8v1s¢tm _ 971:5 (smqlm _ {[smxum,ym

€35

+8nspwswms (Kms s ””) ] = wstms} _ums)]_i_L: (8 pu I+8wtw) du _ l: ((ts>QS’Q _gstE):dE_ % ( us,ynsl gwstws) -7

ov S

o u2)
Q,Q

- Z—spwu ~V(/JE+L//E)— Y et - L

~

JISRTIRN €3,
i (#[L+¢[‘_#E_KZ _wﬁ) WS WS 1 s ws D/S (QMY“'_GW)
+'Z PLWi, Dr - &b +9% h TI“ST
€3, _ . Q.0 Q5,Q
D” <'ulw+l//1w: i I(W‘ WW‘) Vs wow, W w w wow mr(llw
+'Z PwsWiws Dt o - | €M™V (KE +Y )+8 p w"g
€3, Q5,0 €3,
w3 — v ]\ T}.E ws—w v _sz IWs—1w
PVE+ S e STV -V (@ p) - T ()Y M
ke €3
WSS s WS , . s o
_Veﬁ . Z 8[) w ( }\24 ms) +8v1spwswn1 sgms] _ Vgﬁ . ( “SVHHS"'](Z guspv1swkwsvﬂkvs+v (&" s,yws))
€3 €3,
VS ws—w ws—iw WSS T iws—is
e T +( B ) > M + T +( ).Z M
€3, €3
t=- Z <pwswiws (sz - Vy) * NNy + \% (K?'Hpiws)>
= Q.2
1 5
o ZJ <pws(1)ms (Vu's -V ) R I giws>Qm,Q
1 5 WS Tovs
+0‘W<(Vns - VS) - DN - (nwsvgws"' Z pwswkuwvﬂ ’MS)> - Z Z o /lu ‘ H
keJs Q.0 L€TIET;

Adv Water Resour. Author manuscript; available in PMC 2012 May 3.



1duasnuey Joyiny vd-HIN 1duasnuey Joyiny vd-HIN

1duasnuey Joyiny vd-HIN

Gray and Miller Page 25

o

— Z (gwqm _ um . {[9 nnt +s“p“w (sz_’_ ui“'éu"")
€3 o _
VX “'] I- swtm}) -V (L
QW

_Z (gsqzs_ { 957] +85p5a)” Kis4u éu )

€3,

+sxojz@ ] I—ssti} — <(X;s “ty — O X"‘C‘ I) ( -V >Q Q) . V(%)

_ ws ﬁ_ ﬁ s ; WS _Ws  iws s, uSys
Z(ezq u {[6n+spw(1(,+—2)

€3

_’_gwsxﬁyws] I- gwstﬁ}) .V ( L)
ows
_9‘_% 2 Z [(Kz"'/lil"'ll’i[) _ (K\;—'s_,’_ﬂiws_'_wiws)]

LeSPieSS

Iws—it

Wws—wW i iws—iw
0 +3 (E-u") "M

€3y

Ws—oW  (yW_yws iws—iw ——
ey i)
€35

(e 8) 205 (5 4) W] e ()

i€, 6v W s

_%«S—"') (Vis — Vs) -1 >Qm,9 - 01——<n a (Vios = V§)>Qm,9
<[V b= VUS'%] ’ (VS B VS)>QS,Q
+L; [V - <nsns . (sz - VE) yws>QWM +<nsns7Ms>Q Q d:

WS

6‘1” <yws (V ns) ng - (sz - VE)>QW,Q
=A>0

4.4 Simplified Entropy Inequality

Eqg. (100) is the final form CEI for the entity-based momentum equation. Given the choices
of the system being considered, the restrictions on an REV, and the use of CIT, this equation
does not include any approximations, and it is arranged, where possible, in force-flux form.
Careful examination of Eq. (100) reveals that the several lines of this equation include terms
that are not strictly in the flux-force form as they include some combination of material
derivatives and microscale quantities in integral form. Approximations are needed to
transform Eq. (100) into a final form of an EI that can be used to derive closed models to
describe species transport in the porous medium system being considered. We refer to this
desired form as a simplified entropy inequality (SEI), and emphasize that the final form
depends upon the approximations made. If better approximations, or exact expressions, are
developed in the future, then they need only be applied at this stage to the CEI, which does
not change form.

Averaging of thermodynamic relations from the microscale to the macroscale in multiphase
systems leads to integrals of the dyadic products of orientation vectors. We term such
quantities geometric orientation tensors. The geometric orientation tensor of interest for
single-fluid systems is

" G"=(Gys)a,, 0=0s05)0,, 0 (101)
While Eq. (101) is exact and is an accessible quantity given detailed knowledge at the

microscale, examination of Eq. (100) shows that the microscale geometric tensor for the ws
interface appears as a product involving other terms in several places. We approximate these
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geometric product terms by assuming independence among certain groupings of variables,
which allows for integrals of products to be expressed as products of integral expressions.
To be specific, the following approximations are used

(nong - (Vs = V) s ), o ¥ G VTR (102)
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In addition to the geometric approximations, an approximation to express solid mechanics
terms as a product of mass exchange is of the form

.G
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Eqg. (100) can be combined with Egs. (94)-(108) to derive an SEI of the form
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This equation will be used subsequently to obtain closed models for flow and transport.
However, before developing the closure relations, we will provide a parallel derivation to
the preceding that makes use of a species-based momentum equation, rather than an entity-
based momentum equation. Then closure forms for these alternative derivations can be

juxtaposed and the results compared.

5 Species-Based Momentum Equation Model

5.1 Overview

The TCAT formulation for species transport models can be approached in a variety of ways.
In 84, species information was retained for the conservation of mass equations but entity-

based formulations were used for all other conservation and balance equations. In this

section, a species form of both the conservation of mass and conservation of momentum
equations will be used, while entity-based forms will be used for all other conservation and
balance equations. This alternative approach will lead to forms of the AEI, CEI, and SEI
different from those previously derived, and ultimately to differences in closure relations

and final closed models.

5.2 Augmented Entropy Inequality (AEI)

The AEI for the case in which species-based equations are used for both the conservation of
mass and momentum and entity-based forms are used for all other equations has the general

form
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Do sy (A - PR )+, T =A 2 0 (110)

€3 €3

where doubly superscripted variables denote species and entity qualifiers. The A's are
Lagrange multipliers that must be determined. As before, s represents the entropy equation
with the production term on the right side of Eq. (110). The symbols &, P, M, and T
represent the conservation equations and thermodynamic relations. An important implication
of using the species-based rather than an entity-based momentum equation is that neither
dispersion velocities nor entity velocities are retained in the entropy inequality. Rather, all

velocities can be expressed in terms of i with the barycentric entity velocity expressed as a
mass fraction weighted sum of the entity species velocities.

Throughout this development, velocities will be referenced to a common velocity, taken to
be the mass-averaged macroscale velocity of the solid phase, v°. This may be expressed in a
form analogous to Eq. (76) as

Dii DY (% < D¥ .
4 w_ S\, V=—+ u,s.V 111
Di Dr (V V) Di Y ()

The balance of entropy has previously been stated in Eq. (48), written making use of the

entity velocity, v?, and the diffusion velocity, uf. For the species-momentum formulation
considered here, it is necessary to express the velocities and rate of strain tensors in terms of
species constituents to allow connection to other quantities in the AEI. Toward this end, it
may be noted that

T_ ki ke
v ‘Z“’ v (112)

ke
R Ik o
u'=v' —v=v — Zw A% (113)
kel
and
Ty [ qieq, i i
d .I—Z ((u d“I+v"* - Vo ) (114)

ieJ,

Egs. (112)-(114) can be substituted into Eq. (48) to obtain the balance of entropy as

Yo=Y {%+ Y (n‘:wﬁdZ:anVE.Vwﬂ)
1S €3 i€3;

(115)

— Z V. 8L¢i—ﬂi(vil _Vf)]_ngL}:A

€3,

Formulating the AEI in terms of the species momentum equation requires that the
conservation equations be expressed in an alternative form compared to the entity-
momentum formulation previously detailed. This is so because of the desire to maintain
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consistent forms of the terms that appear across the set of conservation equations. For
example, the species momentum equation is written in terms of a mass-averaged species
velocity and a species stress tensor. This suggests that these terms must also appear in the
conservation of energy equation in species form; thus the starting point must be a species
conservation of energy equation. However, we will still connect the material derivative of
internal energy to the entropy balance equation using an entity-based thermodynamic
expression. This suggests that manipulation of the conservation of energy equation for a
species is needed as detailed below.

The conservation of energy equation for a species in an entity was derived in [16] and may
be written as

it prit

gi=""01 +E;:‘d§:1 -V. s‘ti . Vi+s‘q§ - s‘hi

~ Dt
1 i Wi
—& (eLTLJFW”V”) - <P¢0)u7>9“9 (116)
IK—IL Jk—it JKk—it
- (M, +X (T‘.l.+ Q ||=0, forte3J
KEIe, bjes,
where
= = _ Vﬁ.vﬂ = -
w__ it L L i n I
E,,_—E +ep W — +K5+w (117)
b))
E 2 “ “ Q. Q.pw;

Since an entity-based internal energy equation appears in Eq. (110), it is useful to note

&'=) 8" (119)

€3

Ef:ZEi (120)

€3,

With these conditions employed, the total energy equation for the entity, Eq. (116), may be
rearranged so that the material derivative of the internal energy is with respect to the entity
velocity while the species velocity appears in all other terms. Also, because a CEI will be
constructed to eliminate certain material derivatives in the usual manner, it is useful to

express the material derivative involving  in a form in which components match material
derivative expressions arising in other conservation equations. The necessary manipulations
are similar to those performed in deriving Eq. (51) and lead to the expression
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Eq. (121) is convenient because it expresses the material derivative of the internal energy in
a form that allows connection to thermodynamic expressions for an entity while retaining
species information needed to connect to other conservation and balance equations. It is
exactly equivalent to Eq. (51), but some properties appear as related specifically to
individual species rather than simply summed over all species to obtain entity-based
quantities.

The conservation of momentum equation for a species in an entity may be written as [16]

giL:D“ (a]/;tw”v”) +81pta)ﬁvzd§:l -V (Sltﬂ) Ll.it i _ iL
_ - iK—it Jk—iL (122)
o' - Y |M, +2 T [=0, force3
KEI JESs

with pi representing the intra-entity momentum transfer rate from all other species in entity
1 to the 7species per unit measure of the entity.

The general macroscale conservation of mass equation for species 7in entity
D" (g'p'w™) = ot

Dr +etptwtdtI — gt — M =0, forte3 (123)

KEI

%u:

Recall the thermodynamic relation for internal energy of the wetting phase based upon the
ACIT given previously as Eg. (55) and now written with & as the species summation index
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For the species-based momentum formulation, it is useful to express the material derivative

of "W referenced to v rather than v¥. This is easily accomplished making use of the
general relation

lz /L n
D +Z -vH-V (125)

keJy

where the entity indicator,  is replaced by wwhen considering the wentity. Additionally
the last four material derivatives in Eq. (124) can be referenced with respect to the solid
entity velocity so that we obtain
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Performing a similar set of manipulations, one obtains a material derivative of the internal
energy for the solid phase of the form
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Lastly, introducing species velocities into the ws interface thermodynamic equation yields
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As with the entity-based momentum equation case, we wish to derive an EI expression to
guide the formulation of closure relations. In so doing, our focus is on the closure relations
for dissipative processes. Through the use of products of Lagrange multipliers and
conservation equations summed to the EI, some material derivatives can be eliminated.
Again, the shorthand notation will be employed to sharpen the focus on the material
derivatives that are to be eliminated.

The shorthand form of entropy balance Eq. (115) is

25/‘ Z [D_;f J‘] (131)

(€3 €3

Conservation of energy as given by Eq. (121) can be written
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The compressed form of conservation of momentum Eq. (122) is
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The macroscale species conservation of mass given in Eq. (123) may be compressed to
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The compressed thermodynamic expression for entity z is
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In this expression, the terms that make up .7 are of a different form for each entity but can
be easily extracted from Eq. (128) for the wentity, Eq. (129) for the sentity, or Eq. (130) for
the wsentity.

Egs. (110), (132), (133), (134), and (135) are combined to give a final form of the AEI for
the present formalism involving species-based momentum and mass conservation equations
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This equation may be solved for the values of the Lagrange multipliers that eliminate the
material derivatives giving
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Substitution of Eq. (137) into Eq. (136) and simplifying leaves the entropy inequality in
terms of the shorthand residual contributions
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Insertion of the expressions for the residuals .o, &', 2%, .#", and 7! into Eq. (138) gives
an expanded form CEI
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A series of manipulations analogous to those that transformed Eq. (93) into Eq. (100) may
be applied to Eq. (139) to obtain the final form of the species-based momentum equation

form of the CEl
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5.3 Simplified Entropy Inequality

The convention employed is that a CEl is free of any approximations beyond the assumption
of the existence of an REV and the use of CIT at the microscale. The final form given in Eq.
(140) nevertheless reflects the choices made in selecting the entity and species conservation
equations used to constrain the system El. Approximations can be applied to Eq. (140) to
arrive at a form that is convenient for use in obtaining closure relations. The resultant form
is an SEI, and the form of this equation is subject to the approximations applied here to the
CEl as stated explicitly below.

If dispersion of a species within the solid phase is neglected so that the solid phase

composition is considered invariant with respect to space at both the microscale and
macroscale then

Vis ~ Vg (141)

and

vav? (142)

As was the case with the entity-based momentum equation, geometric tensor terms arise in
product forms in formulating the species-based EIl. The following approximations are made
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Egs. (140)—(149) can be combined and rearranged to yield an SEI for the species-based
momentum equation constraint form
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This equation is different from Eq. (109) primarily because the species momentum is
explicitly modeled rather than the momentum of the entity as a whole. Additionally, some
small differences exist in the assumptions made to convert the respective CEI's to SEI's. The
latter model should allow for more complete modeling of the system physics but at a cost of
the need for some species-based closure relations. In the next section, the closure of both
models will be accomplished so that comparisons can be made in the descriptions of the
system physics.

6 Model Closure

Egs. (109) and (150) are SEI expressions that can be used to derive closed,
thermodynamically consistent models to describe species transport in a single fluid phase
porous medium system. Either of these SEI equations can be used to constrain a family of
models that depend upon the way in which the El is enforced. Put another way, the SEI
provides a basis for the selection of closure relations that is non-unique. As a general
approach, one should choose the level of sophistication needed to describe the systems of
interest.

The generality of the SEI's derived make it possible to derive model closures for a wide
range of applications. Here we will restrict attention to a specific application within the
family of possible models. The application of concern is the movement of a potentially
concentrated solution consisting of a dense brine. This application has been the focus of
significant recent research [e.g., 9,12,13,19-21] with the appropriate model for flow and
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transport considered an open question. In addition, interesting aspects of this application can
be considered and ultimately compared to laboratory data, while ignoring certain
complicating aspects of closure that would emerge in the most general model. The
restrictions, approximations, and model closure approaches are detailed in the subsections
that follow with emphasis on obtaining the closed flow and transport equations within the
fluid phase, or wentity.

6.1 Restrictions and Formal Approximations

The derivation of TCAT models requires that some choices be made that affect the final
form of the model derived. We divide these choices into three categories: primary
restrictions, secondary restrictions, and formal approximations. Primary restrictions are
decisions made about the system being considered prior to the derivation of the EI. These
restrictions determine the type of system of concern and the physical processes that are to be
modeled. Secondary restrictions are applied after the derivation of the SEI and limit the
system to a subset of the more general system originally considered. The key feature of
secondary restrictions is that they are relatively easy to relax and only involve how the SEI
is used to close models. Formal approximations are introduced first to transform the CEI to
an SEI and second to produce closure relations that are consistent with the SEI. In neither
process are the manipulations performed exact, but the desire is to construct these
approximations such that the resulting models are of utility. The TCAT approach relies upon
comparison to highly resolved microscale simulations and experimental results to arrive at a
determination of the utility of any given model. To put the approach taken thus far into
perspective and focus the model closure work that follows, we summarize in turn the
restrictions and approximations invoked here in developing the particular model of interest.

The primary restrictions employed here are:

1. The system of concern contains a well-defined REV, and the macroscale model is
developed at a scale consistent with the size of the REV.

2. The system consists of three entities: a water phase, a solid phase, and a water-solid
interface.

3. Species composition is of concern and is modeled through a species conservation
of mass equation.

4. An entity-based momentum equation or a species-based momentum equation
composition may be developed, leading to two different CEl's and SEl's and two
different approaches for model closure.

5. Classical irreversible thermodynamics applies to the systems of concern at the
microscale.

The secondary restrictions that will be applied to the SEI's for the current example are:
1. Diffusion within the solid phase is ignored.

The water-solid phase interface can be ignored.

The system is isothermal.

The system is non-reactive.

The porous medium is isotropic.

© g M~ w D

The gradient of the body force potential vector is equivalent to the acceleration due
to gravity and is invariant with respect to species.
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7. Compositional effects are limited to a single species A dissolved in solvent B
within the wphase.
The formal approximations imposed are:

1. Asetof integral product breaking approximations needed for geometric tensors and
other terms and which are used to derive the SEI's from the CEl's as detailed above
are sufficiently accurate to produce useful models.

2. The system behaves thermodynamically such that the entropy, heat flux, and
diffusion velocity vectors can be related.

Entropy source, heat source, and some other fluctuation terms can be related.
4. Kinetic energy due to microscale velocity fluctuations is negligible.

A closure scheme that is at most first-order and consistent with the SEI is adequate
to describe the systems of concern.

6. Inertial terms can be neglected in the conservation of momentum equations.
7. Macroscale stress tensors are independent of the macroscale rate of strain tensors.

8. Cross-coupling of behavior between entities may be ignored.

6.2 Entity-Based Momentum Approach for a Binary System

The restrictions and formal approximations noted above allow the species mass conservation
equation, Eq. (53), for the fluid phase, w; to be written as

DM (g“p"w ) W ow Wy, AW w_w_iw_iw
T+spwld+V(spwu)0 (151)

The entity-based conservation of momentum equation for the wentity simplifies from Eq.
(52) to

) = b WS—HW
A & -v. (e“tw) - Zawpww'wg‘w T =0 (152)

i€l

DH (S“p“ N
Dt

The model represented by Egs. (151) and (152) contains more unknowns than equations,
thus requiring closure approximations for a well-posed model. These closure relations are
derived from the entity-based SEI given in Eq. (109) which simplifies in light of the above-
noted secondary restrictions and formal approximations to

% (8“ wI-f-Swtw) df

9 SMPH wAVluAM . V(MAT_'_wAT _ W_ WBT)
— . WS—W

_ { Z [g“p“ wm \vj ('ulw_‘_wm' +8”p“ W™ glu] V(S“ w )+ T } A V=’

€35

=A2>0

(153)

where use has been made of the fact that
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wAM uAVl +wauﬁ:O (154)

The flux-force form of Eq. (153) provides information that can be used to guide closure
relations, which are related to the interfacial transfer of momentum, the stress tensor, and the
diffusion velocity.

A first-order closure for the force term whose conjugate flux is the relative velocity of the
phase gives

Z [8w'pwszV ('uﬁﬂpm) +&v p wzwgm ]
i3, (155)

Ws—Hw

—V (gw*pw) + T =-— (8‘1')2EWVW’§
where A% is a scalar resistance for the isotropic medium.

The zero-order closure for the stress tensor, as obtained based on Formal Approximation (7)
yields

t'=—p"I (156)

For the diffusive flux of species A, a first order closure scheme is also employed so that

wAw Avn xAn BMD Bw (Iqu_HpAw 7 w) (157)

where D5 is a second-rank symmetric dispersion tensor for the binary, isothermal system
and xﬁ is the mole fraction of species 7in entity w.

The closure relations given by Eqgs. (155)-(157) provide additional information consistent
with the SEI that can be used to derive a closed model.

First, we will obtain the closed momentum equation for the wentity. Substitution of Egs.
(155) and (156) into Eq. (152) gives

D" (e“ v )

Dr +8prVWLd%+Z [swpwa)ﬁv (uﬁﬂlrm)] +(3W)2§WVW’§=0 (158)

i€3,

Summation of Eq. (151) over species A and B gives the total mass balance equation

DM_' (8“ u) . =
——+&"p"L:d"=0 159
pr o F (159)
which facilitates reduction of Eq. (158) to
Dw W m w w w W WS
+Z pw (,u +i )+s R"v"™=0 (160)

€3
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The inertial term in this equation is negligibly small for typical slow flows in porous media
so that Eq. (160) reduces further to

> "™V (M“‘M”")+g“'R“'v“=0 (161)

€3

The macroscale Gibbs-Duhem equation for an isothermal fluid entity provides the identity

prwiﬁvﬂiw _ Vp‘1'+<zpwwiwv (/Jiw _ Hiw) v/ (pw _ pw)> =0 (162)

€35 €3, .0,

Additionally, since the body force is gravity, the body force potential satisfies the relation

Zp“’w’wvw"“'+<prwin (tlfiw - 1!/"")> +0"g"=0 (163)

€3, €3y Q0 Q0

Substitution of these last two equations into Eq. (161) yields

pr _ p11'gW+8w E\1'VW,E

_< 2 pwwiwv (ﬂiw‘"lﬂiw _ IUE _ wiu') _ V(pw _ pw)> =0 (164)
Q,,Q,

€3y,

The term that appears explicitly in the averaging operator will be proportional to the
gradient in porosity at equilibrium, where the coefficient of proportionality will be related to
g".V . The average of the terms can be non-zero away from equilibrium and thus is taken
to be proportional to the velocity. Thus we make use of the constitutive relation

(165)

€35

< 2. PwwinV (Niw"'wiw - ,uiw - (r[’iw - Vipw - PW)> ~
— — —_ QM’QQ‘V
—RPV&¥+&" RV

where AP and /£ are closure coefficients related to variations in pressure and density,
respectively, as well as the scale of the averaging. With this relation, Eq. (164) becomes

pr _ p\1'g1|'+8w (ﬁ‘ _ ﬁd) VW’§+/R§PV8M'=O (166)

We note, in passing, that if Formal Approximation (7) had not been applied such that the
stress tensor of the fluid was considered to be linear in the rate of strain tensor, the Darcy-
Brinkman equation would result with the set of approximations imposed rather than the
simpler Darcy-like equation that appears here. The two terms involving 2 and /” arise
because of the transformation of the flow equation from its more natural form in terms of
potentials in Eg. (160) to a form that is predominantly in terms of the average pressure.

For the two-species case, we can model the system using either species conservation
equations for both species or a species conservation equation for one species with a mass
conservation equation for the entity. These approaches are equivalent, but we choose the
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latter. Summation of Eq. (151) over species A and B eliminates the diffusion term consistent
with Eqg. (154). Then expansion of the material derivative yields the conservation of mass
equation for the wentity

00" g () =0

5 (167)

A full analysis to combine Egs. (166) and (167) for a homogeneous fluid where the solid
deformation is accounted for was previously provided in [6]. A slightly simpler form may be
obtained for the case where vS= 0 and taking RPV &% = 0 by substituting Eq. (166) directly
into Eq. (167). With the result expressed in terms of the dynamic viscosity #% and the
intrinsic permeability for the momentum equation in terms of pressure, k= %/ (% - R%,
the flow equation obtained is

6(8” W )

-V
ot

wk Ok (9~ ™) =0 (168)

where p"and u depend upon the chemical composition.

Next we will obtain the closed mass conservation equation for species A in the wentity.
Substitution of Eg. (159) into Eq. (151) and applying the product rule gives the distribution
form of the species conservation equation

DW CL)AW

Dt

w _w

g"p

+V. (s“ 0" a)A”qu) =0 (169)

Manipulations that follow are first concerned with an expansion of Eq. (157) to eliminate the
chemical and gravitational potentials that appear explicitly. For the isothermal case, the
macroscale version of the microscale Gibbs-Duhem relation given by Eq. (13) is

pw(,()lWVMJ _ XFVPW _ pu'a)iu_'vlum G
+<pwwiwv< » _ﬂiw) _ (XiWVPw _ Xivaw)>

- Q. (170)

_ . . W _ —

o1, )

Additionally, the gravitational potential satisfies the relation

pwyywlwv¢g+<pwwiwv (l;l'iw - ll/x)> +p“'a)’wgm=0 (171)
Combination of these last two equations provides
pwwiWV (IIJ‘H//H) _ vap" +p wm gm pwwiWV‘uE| -

+<pw(1)iwv (/vliw"'l/’iw - ﬂiw - l/’m.> - (Xivaw - Xiva“.)gg o (]_72)

l\!

_<pwwm (,Um |pw(9 - M W’gﬁ)>g o =0
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With this information, and treatment of the deviation terms as in Eq. (165), Eq. (157) may
be expressed

"W uA“ _g” Xﬁ— AW) ( jjg’) SABwe v
—~ABwe —_— —
—e pwaM Bw D .V ('qu _ “B“) e @73
P"s
N Aw _Bw —~ABwe — ; — ,
" (W) D -[RP (XAw - Q)AW)VEW]
where
-1
—~ABw eV RdXAw Bw —ABw —ABw
P =( =D | D (w74)
PV wAY W

If the macroscale activity coefficient, 377 consistent with a reference state is defined such
that

v ()Ciu'Ty\iw)'OMVV(-}W/pW‘gW
VW—eXp<ln — = (175)
xiw
Q\\HQH'
the macroscale chemical potential may be expressed as:
R® (==
111 (pM 91\ )+ ln ( lM/‘"lH ) (176)

where /J”‘ (p", 9%) is a reference chemical potential for species 7in the wentity, Ris the ideal
gas constant, and MW;is the molecular weight of species 7, which enters the formulation
because chemical potentials are here defined on a unit mass basis. From this expression, we
obtain

= R" __= RO" _ =
V,u” p“’ﬂﬁ:—_w‘ | + :Vx” (177)

MWY™ i MW

Substitution into Eq. (173) for the dispersive flux yields

g“p" wAquw —g” (:}f‘:;(;i) [ (Xﬁ_ AW) ﬁ ! . pr

VAW +p
MW, ,),An

o~ o —~ABwe
+RP (XAW - u)A”) D ~Vg“']

-ABwe

W ng = W ng rAw —~ABwe -

-V (178)

where use has been made of the facts that for the binary system
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Vxﬁz - Vx’ﬁ (179)

and

. 0;0 (180)

«)-;B?V (?AT XAT) | _ +'77A?V (:)78? xﬁ)

pY 0V

where MW, is the molecular weight of the wentity obtained from [2]

= — wAW (UBW -1

MW,=x" MW, +x®" MW, = + (181)
MW, MW,
Substitution of Eq. (178) into Eq. (169) then provides
W AW Aw Bw - —\ —ABwe
SWPWD]SU: -V- {gw (;A“Wzﬁ}w) [(XAM' _ wAw) D . pr

w —ABwe - E 5\:w —~ABwe o

+p" A’jﬁv B AV +pr R ’f:_D " A vove (182)

M
+ RV (Xm - a)A“_') D Va“] } =0

In the limit of small mass fraction w", the terms involving V4% and V’yﬁ in Eq. (182)
become very small and the equation simplifies to:

w _w

— — =2
DW Aw o RHW xAn' Bw —ABwe _
@ v e [ = | D" vt =0

Ep D1 - _MW,.. w—AwaW (183)
where use is made of the fact that [2]
= (MW, MW, rom
V Aw: A B VXAW
w (—MW‘% ) (184)
and
A B 2
xA_x ' MW? (185)
WA MW, MW,
Egs. (182) and (183) can supplemented with equations of state of the forms
P (pw, 0", wm) (186)
pwzpw (pw’ Gf, wAW) (187)
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and

a=n (pw, 6", wAW) (188)

to yield a closed model. In addition, complete closure also requires functional forms for /¢
and A% which while scalars in this formulation may be tensors under certain circumstances.

6.3 Species-Based Momentum Approach

The restrictions and formal approximation noted above reduce the conservation of species
relation, Eq. (123), for entity wto

Diu 0" W
D" ("p"w™) |

g“ w m dlw (189)
Dt

In light of the restrictions and formal approximations, the species-based conservation of
momentum equation, Eq. (122), for a species in the wentity may be written

+8upwwm Vn\I dlw -V. (8Wt§)

Jws—iw (190)
—g" pm _ 8“p" wmgnu _ 23 T =0
JESs

Diw (:—:Hp”w'wv’”)
Dt

The model represented by Egs. (189) and (190) contains more unknowns than equations,
thus requiring closure approximations for a well-posed model. These closure relations are
derived from the entity-based SEI.

Application of the above-noted secondary restrictions and approximations to the SEI given
as Eq. (150) for the binary, isotropic system under consideration yields

L (s“'Xﬁp”’ngtﬁ) :dﬁ

6" E\
— Z V;? [8”p“ wlll V (#m+wi11‘ +8\|pwwl“ gll\ (191)
€3,
; ]ws—)m
V ( \/LXI\'\’pM ) +8M pl)l Z T
JEJs

=A>0

The flux-force form of Eq. (191) provides information that can be used to guide closure
relations, which are related to the interfacial transfer of momentum, the stress tensor, and the
species velocities.

A first-order closure for the species mass flux in relation to its conjugate force in Eq. (191)
gives

8\1 pH le V <N;+wlh ) +8H pH wll\ gl\A — V (S\A'Xﬁp\'\’)
Jjws—iw 2Az'jw _—
+3”p"‘+ > T == (E")R v

Je3s Je3s

(192)
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where R7" is a resistance tensor. Cross-coupling of the velocities can be ignored by setting
RABW = RBAW = (.

The zero-order closure for the stress tensor yields

lM — sz HI (193)

Substituting Egs. (192) and (193) into Eq. (190) gives

Diu wWoW, W Iw — —

(‘g lew M )+8wp14 wm VmI d1w+8 o wlwv (/.llw'f'l//lw)

=i , (194)
+ 3 ()R vii=0
JE3s
which may be simplified by making use of the conservation of mass equation to
— JV,7 — — 2Az'jw o]
w _w ' w_w iw wm w W, . JW,S _

£ W —— +&"p"w V(u +if )+Zs R™ -v/'"=0 (195)

Je3,

Because the inertial term is typically small for porous media flows, it will be neglected here.
With this approximation and with expansion of the summation in Eq. (195), we obtain

P v I : —iAw A ,—~iBw BT
pu wn\ \v/ (Mm +lﬁl )+ R . VAH ’S+gM R . VBM,S:O (196)

Substitution of the macroscale Eq. (172) based on the Gibbs-Duhem relation into Eq. (196)
yields

e R w E,E wﬁiBw Bws
gt € +& v

—<Pu-win (,uiw'"wiw - /le - w i) — (Xivau' - XHVPM)>

The averages of the deviation terms are approximated similarly to the approach in the last
section so that this equation simplifies further to

111

X”TVP p le g +p wl\A VMIT

Q,,Qy (197)

ll\

+<pw(l)n\ (,Um lp,.6, — 1

e A
(198)
+th RPVgW _ a)’wg“ Rdviw,Ezo

Xﬁvp\'\’ — pH wl\l ng +p wlM Vﬂiﬂ

Elimination of the remaining gradient of chemical potential using Eq. (177) then gives
momentum equations for each species

ﬁ v iw w T_ _ w RG iw
XPVp 6 g M—W,WVV |pngw+p N

" (199)
H'Al AW,E wAlB v Bw,s w w m M d nt S _
+ "R v e R VBRI L X RPY e Rév™=0
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Recall that

prw]WVujw Pw,yﬁzo (200)

AR

Expansion of Eq. (199) for the two-species system, and elimination of the gradients of the
activity coefficient and mole fraction of the B species using Eq. (200), provides momentum
equations for each species. With one possible approximation of the resistance tensors, Eq.
(199) for each species becomes

XAwpr Am Avn +pn wa :IQVATWA“ . gw_i_pw ][53‘; V.)CA"'
+&V WA [%(I _ Z) _ RdI] Aw,s+ w ;u,u Z vB (201)
XY =0
Xﬁv wa Bw ww w _ Aw 9“ V.XA“
P —p W gP —p Py vy | o
+8waW [%(I _ Z) _ RdI] Bw,5 S eV ,Ult% Z . VAw,Tv (202)

+ XBRPV =0

and the resistance tensors have been assigned the forms R = ua/™(1 - Z)/k, RABW =
wewPZ1k and RBAW = 110/ "Z ] kwhere Z is a coupling tensor for the velocities with Z = 0
corresponding to no coupling.

For the binary system, a species mass conservation equation with the form of Eq. (189) and
the two species momentum Egs. (201) and (202) are supplemented with equations of state of
the general form

?Aw:')';Aw (PW, QW, wAW) (203)
w_ w W AW
p=p (p 0w ) (209
— w f Aw
H=H (p LA ) (209
and
XAw:XAw (pw’gw’ wAW) (206)

to yield a closed model that does not make use of a dispersion coefficient.

It is interesting to note that summation of the Eqgs. (201) and (202) yields a momentum
equation for the wphase
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Vp - p g +e" (%_Ed) V" +RPVE" =0 (207)

Although a more complex analysis can be done, we can consider the implications of a
special case where coupling between species in considered unimportant such that Z = 0.
Then Eqg. (201) may be combined with Eq. (207) to obtain

8WLL)AW I:E _ Ed:l uAv= — (XAW _ CL)AW) Vp -p xAM RE”
k MW, .},4\»

pvl ]56‘/ VxAM _ (XAW _(U ) RPV&"

W | _
pH' ,glV
(208)

A comparison of this result with Eq. (178) obtained using the entity-based momentum
formulation indicates that the results will be the same if

- -1 AW Bw
A — XX —~ABwe
pw (% - Rd) IZSW [m] D (209)

It is important to remember that this equivalence was obtained with the interaction between
species neglected. The result indicates that in the absence of the interaction, the dispersion
process will be isotropic in an isotropic medium. This suggests that the interaction term is
important such that Z # 0 is necessary if the dispersion is to be modeled as anisotropic.

7 Discussion

Modeling of non-dilute systems in porous medium systems has received considerable
attention in the literature both because of intrinsic interest [e.g., 9,12,13,19-21] and also
because of the many important applications that fall into this category of model [e.g.,
10,11,17]. A rich, recent experimental literature has contributed as well to helping better
understand the physicochemical phenomena of interest in these complex systems. Much of
this recent experimental work has involved the investigation of factors that affect dispersion
in non-dilute systems and how such dispersion compares to dispersion in similar systems in
the non-dilute limit.

Multiple attempts have been made to model dispersion in non-dilute systems with mixed
results. These efforts have included posited non-linear dispersion relationships [9] and
multiscale models based upon homogenization [13]. None of the models advanced to date
appear to provide a first-principles based approach capable of fitting the observed data for
dispersion in a non-dilute system under varying velocities, mass fractions, and media
conditions. None of the porous medium models advanced for non-dilute systems account for
non-ideal effects using activity coefficients, which seems to be a fundamental flaw.

The models developed in this work are complete based upon a rigorous upscaling of
conservation principles and closed in a thermodynamically consistent manner. The available
experimental data provides a means to test these new models and evaluate their usefulness
compared to existing models. If these models provide a good description of the data, then
the models used will be set on a solid theoretical foundation and can be used for many
applications. If these models do not prove useful, then the manner in which these models
were developed provides a means to evaluate and alter assumptions and restrictions made in
their development and produce increasingly complex, and hopefully more realistic, models.
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We advocate the comparison of the simple models developed in this work as a first priority,
and extending these models to more complex forms only if necessary to describe high
fidelity experimental observations.

Beyond the simple non-dilute dispersion application, this work may be extended to produce
families of models to describe more complex systems. In doing so, a large fraction of the
work presented here could be used as a basis for considering such systems. This is so
because the CEI expressions are approximation free and the SEI expressions can be used in
their current form to examine more complex systems, such as those with deformable solids
and non-isothermal systems. Many such applications and a wide range of model closures
could be developed based upon the fundamental aspects of this work.

8 Conclusions

The TCAT approach has been extended significantly in this work for application to chemical
species transport in a single-fluid-phase porous medium system. Species-based
thermodynamics have been derived and averaged to the macroscale in Section 3. An entity-
based momentum equation approach was employed in Section 4 to obtain a general
constrained entropy inequality the CEI of Eq. (100), that does not make use of mathematical
approximations. Thus this form can be used as a starting point for subsequent analysis. The
CEI was also reduced to a simplified entropy inequality, the SEI of Eq. (109). The
approximations that went into obtaining the SEI from the CEI are such that the SEI will
serve as a reasonable jumping off point for a wide range of transport problems.

If one wishes to consider modeling different systems containing chemical species where the
momentum of each entity can be treated as a whole, Eq. (109) will be applicable such that
the detailed calculations that led to this form do not have to be repeated. If one wishes to
model the momentum of each species within an entity, as well as its concentration in that
entity, then the formalism described in Section 5 can be followed. The resulting general CEI
is given as Eqn (140). Note that in this CEIl, the independent variable set includes the
velocity of each species in each entity. In the entity-based-momentum formulation, the set of
independent variables includes the entity velocities while constitutive closure relations have
to be developed for the dispersive fluxes of each species in each entity. An SEI that can be
used as the starting point for the development of closure relations when a set of restrictions
can be applied to the CEl is obtained as Eq. (150). The closure obtained based on this
equation will differ from that obtained with the entity-based-momentum form in that stress
tensors for each species in each entity must arise for the species momentum equation. This
form is more general than that of Eq. (109), but the price of this generality is the
complication of closed momentum equations for each species as opposed to closed
dispersive fluxes for each species.

Although the two SEI's are very valuable equations, their main function is to serve as guides
for the development of closure relations. Although simplifications have been applied to their
respective CEI antecedents to obtain these forms, they are still extremely general and carry
the potential to model a wide range of flow velocities, fluid types, solid, and thermal
exchange processes for multi-species systems. What we have presented in Section 6 are
examples of use of the SEI's to obtain closure for case of binary dispersion in an isothermal
system. This simple system is presented to provide an instance of the implementation of the
method, not to demonstrate the wide range of systems that the derived SEI's describe. In
fact, in generating the closed forms, the restrictions and approximations employed listed
illustrate that what we have examined is a very restricted physical case. For the entity-based
momentum approach, the SEI reduces to Eq. (153). This equation is exploited to obtain a
species mass transport equation appropriate for non-dilute systems, Eq. (182), and a further
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simplified form suitable for modeling dilute systems, Eq. (183). For the species-based
momentum formulation, the mass conservation equations for each species do not require any
closure relations. Rather the momentum equations for each species are developed. The SEI
Eqg. (150) reduces to Eq. (191) for the isothermal binary system. Then momentum equations
are obtained for each of the two species in the respective forms Eqg. (201) and Eq. (202).
Although the example cases are limited in scope, the derivation of CEl's and SEI's provides
the foundational work for examining a wide-range of additional models.

Even though restricted to an isothermal binary system, the production of a complete set of
closed models is of special significance. This set provides the first complete transport
formulations based upon the TCAT approach. These models can be evaluated and compared
to experiments as well as existing models. If the models presented in this work are
unsatisfactory, a rigorous means exists to extend these models to incorporate incrementally
more sophisticated representations of the physics through examination of the restrictions and
assumptions employed that may not be applicable.
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Roman letters

A area

A partial mass area

b entropy source density

C Green's deformation tensor
D dispersion tensor

DABwe  effective dispersion tensor for binary system

d rate of strain tensor

E internal energy density

E internal energy

E partial mass internal energy

Er total energy density

€ the set of entities

& the set of interface entities

Ep the set of phase entities

€ conservation of energy equation
o connected set of entities

€, microscale intra-entity internal energy transfer rate from all other species in entity z to the 7species per unit

measure of the 2 entity

eri, total macroscale energy transfered intra-entity from all other species in entity z to the 7species per unit
measure of the z entity

total macroscale energy transfered intra-entity from all other species in entity < to the 7species per unit
e measure of the z entity

g acceleration vector due to an external force, such as gravity
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heat source density

identity tensor

surface identity tensor

index set of entities

index set of connected entities
index set of interface entities
index set of phase entities
index set of species

index set of species in entity ¢
solid-phase Jacobian

intrinsic permeability
macroscale kinetic energy per unit mass due to microscale velocity fluctuations
mass

conservation of mass equation

transfer of mass of species 7in the x entity to the /species in the z entity per unit volume per unit time

transfer of energy from the x entity to the < entity due to inter-entity mass transfer of species 7 per unit volume
per unit time

transfer of momentum from the « entity to the z entity due to inter-entity mass transfer of species 7per unit
volume per unit time

molecular weight

outward unit normal vector from entity z

conservation of momentum equation

fluid pressure

microscale intra-entity momentum transfer rate from all other species in entity z to the 7species per unit
measure of the entity

macroscale intra-entity momentum transfer rate from all other species in entity z to the 7species per unit
measure of the entity

transfer of energy from species in the x entity to the /species in the z entity resulting from heat transfer and
deviation from mean processes per unit volume per unit time

non-advective heat flux density vector

ideal gas constant

resistance tensor

closure relation due to variations in density

closure relation due to variations in pressure

microscale intra-entity reaction rate resulting in the production of species 7in entity 2 from all other species
per unit measure of the entity

macroscale intra-entity reaction rate resulting in the production of species 7in entity = from all other species
per unit measure of the entity

entropy balance equation

entropy

partial mass entropy

set of all species

CIT-based thermodynamic equation for material derivative of internal energy

transfer of momentum from species in the x entity to the 7species in the z entity due to stress and deviation
from mean processes per unit volume per unit time
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j’%_”" mean processes per unit volume per unit time
Vi

t stress tensor

t time

u diffusion velocity

WV volume

4 partial mass volume

Vos initial volume of the solid phase

v velocity

X partial mass ratio

X partial mass tensor

X material coordinate position vector

X mole fraction

X position vector in the solid phase

2 velocity coupling tensor

Greek letters

Subscripts

)

<

mre

< 9D FEFTE PP >3

:Qol
@

g

boundary of domain of interest
interfacial tension

activity coefficient

measure of quantity of entity = per macroscale volume
entropy density

temperature

entropy production rate density

vector of Lagrange multipliers

Lagrange multiplier

chemical potential

reference chemical potential

dynamic viscosity

mass density

Lagrangian stress tensor for the solid phase
entropy density flux vector

acceleration potential (e.g., gravitational potential)
spatial domain

closed spatial domain

solid surface spatial domain

mass fraction of a species in an entity

and superscripts

A
B
€

~.

species qualifier
species qualifier
energy equation qualifier

general index denoting a species
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general index denoting a species

general index denoting a species

M mass equation qualifier

o

momentum equation qualifier
residual portion of specified equation

index that indicates a solid phase

T  thermodynamic equation qualifier

entity index corresponding to the wetting phase

ws  entity index corresponding to the wetting-solid interface

entity qualifier

x entity qualifier

Other mathematical symbols

(

closure of set (overline)

) averaging operator

D¥Dt material derivative

2/t partial derivative of a point on a potentially moving interface

v’ microscale surficial del operator on an interface

V()_ spatial derivative of the thermodynamic function (-) taken with the quantities listed following the vertical bar

held constant

Abbreviations

ACIT averaged classical irreversible thermodynamics
AEI augmented entropy inequality
CIT classical irreversible thermodynamics
El entropy inequality
REV representative elementary volume
TCAT thermodynamically constrained averaging theory
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