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Considerable work has been published on mathematically coupled nonlinear differential equations by
neglecting thermodynamic coupling between heat and mass flows in reaction-transport systems. The
thermodynamic coupling refers that a flow occurs without or against its primary thermodynamic driving
force, which may be a gradient of temperature, or chemical potential, or reaction affinity. This study pre-
sents the modeling of thermodynamically coupled heat and mass flows of two components in a reaction-
transport system with external heat and mass transfer resistances. The modeling equations are based on
the linear nonequilibrium thermodynamics approach by assuming that the system is in the vicinity of
global equilibrium. The modeling equations lead to unique definitions of thermodynamic coupling (cross)
coefficients between heat and mass flows in terms of kinetic parameters and transport coefficients. These
newly defined parameters need to be determined to describe coupled reaction-transport systems. Some
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1. Introduction

Considerable work has been published on mathematically cou-
pled nonlinear differential equations for reaction-transport sys-
tems in porous catalyst by neglecting the thermodynamic
coupling. Here the thermodynamic coupling refers that a flow
(i.e. heat or mass flow or a reaction velocity) occurs without its pri-
mary thermodynamic driving force, or opposite to the direction
imposed by its primary driving force. The principles of thermody-
namics allow the progress of a process without or against its pri-
mary driving force only if this process is coupled with another
spontaneous process. This is consistent with the statement of sec-
ond law, which states that a finite amount of organization may be
purchased at the expense of a greater amount of disorganization in
a series of coupled processes.

Thermodynamically coupled chemical reaction-transport sys-
tems control the behavior of many transport and rate processes
in physical, chemical and biological systems, and require a through
analysis accounting the induced flows by cross effects [1-9]. Many
published work, including some recent ones [10-12], on reaction-
diffusion systems mainly consider mathematically coupled nonlin-
ear differential relationships. More than 50 years ago, Turing [13]
demonstrated that a reaction-diffusion system with appropriate
nonlinear kinetics can cause instability in a homogeneous steady
state and generate stable concentration patterns. Also the thermo-
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dynamic coupling in the membranes of living cells plays major role
in the respiratory electron transport leading to synthesizing aden-
osine triphosphate [6,14,15]. Another important thermodynamic
coupling takes place between the hydrolysis of adenosine triphos-
phate and the molecular transport of substrates in active transport.
The coupling between a scalar process of the hydrolysis and a vec-
torial process of the mass flow creates the molecular pumps
responsible for uphill transport [1,14,15]. Therefore, incorporation
of thermodynamic coupling into the modeling of reaction-diffusion
systems, such as active transport, may be a vital step in describing
these complex biochemical cycles.

Two previous studies presented the modeling equations and
approximate solutions for reaction-transport systems with ther-
modynamic coupling between heat and mass flows [4] and be-
tween transport processes and chemical reaction [5] without
external resistances. This study presents the modeling equations
for thermodynamically coupled heat and mass flows in a three-
component system with an elementary chemical reaction and with
external transport resistances. Therefore, it is a through analysis
accounting the cross effects as well as external effects. The model-
ing is based on the linear nonequilibrium thermodynamics (LNET)
formulations by assuming that the system is in the vicinity of glo-
bal equilibrium (GE). The LNET formulation does not require the
detailed mechanism of the thermodynamic coupling [6,15]. The
modeling equations have produced some unique parameters re-
lated to thermodynamic couplings between heat and mass flows.
These parameters combine the kinetic parameters and transport
coefficients and control the cross effects. Some representative
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Nomenclature

a; parameters in Eq. (37)

A chemical affinity, J/mol

Cp specific heat capacity, J/(kg K)

Da Damkdéhler number

Ds effective diffusion coefficient for the substrate S, m?/s

Dp coupling coefficient related to the Dufour effect, ] m?/
(mol s)

Dy coupling coefficient related to the thermal diffusion

(Soret) effect, mol/(m s K)
E activation energy of the chemical reaction, J/mol
h heat transfer coefficient, J/(m? K)
h; partial enthalpy, J/kg
AH, reaction enthalpy, J/kg

HE excess specific enthalpy, J/kg

j diffusive mass flux, mol/(m? s)

Jq conduction heat flux, W/m?

I volumetric reaction rate, mol/(m° s)

k effective thermal conductivity, W/(m K)

kg external mass transfer coefficient, m/s

k, first order reaction rate constant, 1/s

ko frequency in the Arrhenius equation, 1/s

L characteristic half thickness, m

Le Lewis number

Lix phenomenological coefficients

Ly element of coupling coefficient between chemical reac-
tion and heat flow, mol K/(m? s)

Lir element of coupling coefficient between chemical reac-
tion and mass flow of component i, mol? K/(J m?s)

n number of components

nr number of chemical reactions

Nu Nusselt number

Q; heats of transport for component i, kJ/kg

R gas constant, J/(mol K)

Sh Sherwood number

t time, s

T temperature, K

w; mass fraction of component i
X thermodynamic force

z dimensionless distance

Greek letters

B thermicity group, dimensionless

Bs thermicity group for thermodynamically coupled pro-
cesses, dimensionless

e dimensionless parameter related to Soret effect in Eq.
(42)

o) volumetric entropy generation rate, W/(m> K)

Y Arrhenius group, dimensionless

¢ dimensionless temperature, Eq. (40)

1 diffusivity ratios, Eq. (42)

u chemical potential, J/mol

0 dimensionless composition, Eq. (40)

A relation in Eq. (16)

v stoichiometric coefficient

P density, kg/m>

T dimensionless time

w dimensionless parameter related to Dufour effect in Eq.
(42)

Subscripts

D Dufour

eq equilibrium

P product

q heat

r reaction

S surface

T thermal diffusion

solutions of thermodynamically and mathematically coupled par-
tial differential equations are presented to illustrate the effects of
coupling on the behavior of temperature and mass concentrations
in time and space.

2. Modeling equations

We consider a single porous catalyst pellet that catalyzes the
elementary reaction vsS+vgB — vpP with a first order Kkinetics
based on the S. The well known balance equations are

oW .
pop =~V Js+ v, (M
ow, .
Pop =~V gt vil; 2)
oT 2 2 E
P = =V Jg + (ZAH)J +p H;D;iVwiVw; 3)
i=1 j=1

where

2
=S L s o Wk _ (9t 1l
lel = o Lljf}k,ukh f]k = Ojk + w, 3 ,uk[ - <8W1> T (lv k7l - ]2)

and j, is the Kronecker delta, w; is the mass fraction of component i,
Ji the vector of mass flow of component i, J, is the vector of reduced
heat flow J, = q - S Jihi, q is the total heat flow, h; is the partial
molar enthalpy of species i, and AH, is the heat of reaction, v; is

the stoichiometric coefficient, which is negative for reactants,
HE = (8HE Jow?),,, (i = 1,2), and HF is the excess specific enthalpy
or heat of mixing, and the parameters Dy are the diffusion coeffi-
cients. The reaction velocity J, in terms of frequency ko and activa-
tion energy E for a first order elementary reaction is

J. =koexp <— R_ET> 0 4)

By using the Fick and Fourier laws in one-dimensional domain
of y-direction and neglecting any thermodynamic couplings and
excess enthalpy effects, Egs. (1)-(3) become

ow. o*w.
pp = PDs ayzs + v, (5)
ow, ’w
P gt = PDs g + Vil (6)
ar | T
v = Kagr + (-AH), )

where D; is the effective diffusivity for component i, and k the effec-
tive thermal conductivity. The initial and boundary conditions with
external resistances are

t:0-, Ws = Wso, Wp = Wpo, T=T, (8)
ows k
y==L, Tys = Dis (Wsp — Wss)
Owg _ kgB oT _ hf
a—y*D—B( Bb — Whs), 3y ?( b —Ts) 9
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ows owg OT .
y=0 Ty Ty oy 0 (symmetry conditions) (10)
where k,; is the extra particle mass transfer coefficient for compo-
nent i, and hyis the heat transfer coefficient, indices b refers to bulk
fluid conditions, and L is the half thickness of the slab. Eq. (9) rep-
resents the external mass and heat transfer resistances, respec-
tively. Diffusion may reduce averaged rates relative to that
obtained if the concentration was everywhere wss and wgs. This lim-

itation is known as the effectiveness factor [16,17].
3. Phenomenological equations

Reaction-transport systems represent open and nonequilibrium
systems with thermodynamic forces of temperature gradient, con-
centration gradient, and affinity. For the chemical reaction-trans-
port system considered, the local rate of energy dissipation [3-
6,12] due to local rate of entropy production @ (@ = > jX;) is

T® =), -VInT —js- (Viug)rp =g - (Vitg)rp +J,A = 0 (11)
where (Vi)rp = Y17 (014;/8W;)Vw;,  is the chemical potential of
species i, and A is the affinity (A = —>_vii;). Eq. (11) consists of scalar
processes of chemical reactions and vectorial processes of heat and
mass flows, while it excludes pressure, viscous, electrical, and mag-
netic effects.

We have a linear relationship between the reaction velocity and
the chemical affinity for an elementary reaction if |A/(RT)| < 1
[5,6,14,15]

J,=L,A= kfp%/\ (12)

where kris the forward reaction rate, and the coefficient L, with the
Arrhenius equation is defined by L. = [pko exp(—E;/RT)Wsq]/R. Eq.
(12) indicates that the value of L, is dependent on the rate constant
and consequently on the equilibrium concentration wseq and the
amount of chemical catalyst. Some selected biological pathways oc-
cur at near GE conditions [14], and for some chemical reactions the
formalism of LNET can be used in wider ranges than usually ex-
pected [21].

Eq. (11) identifies the independent conjugate flows j; and forces
Xp to be used in the linear phenomenological equations j; = > LyXk
when the system is in the vicinity of GE [5,18-20]. For an n-com-
ponent system and with nr-number of chemical reactions with
mass flows relative to center of mass, the phenomenological equa-
tions for heat, mass, and reaction flows become

n-1 n-1 n-1

g =LgVInT+3 > > Lofiety VWi — LoA (13)
j=1 k=1 I=1
n-1 n-1 n-1
—j; =LgVInT + > Lifieity VWi — LA (14)
j=1 k=1 1
n-1 n-1 n-1 nr
~Ji=Lq-VInT + St - VWi = > LinAn (15)
j=1 k=1 =1 m

For the reaction-transport system with three components of S,
B, and P, Egs. (13)-(15) reduce to

7](1 = quV InT + (quj.gg + LqB)LBs)VWS + (qu)LSB + LqB;LBB)vWB — Lq,—A
(16)

_jS = quV InT+ (Lss/lss + LSB/lBs)VWS + (Lss/lsg +LSB;LBB)VWB — LSrA
(17)

*jB = quv InT + (Lgslss + LBBJ.BS)VWS + (Lgsiss -+ LBBJ.BB)VWB —LgA
(18)

_]r = qu -VInT+ (Lrslsg + Lrglgs) -Vws + (Lrslsg + LTB)VBB) -Vwg —LA
(19)

where

2
Aij = Zfik.ukj
=1

The coefficients L; represent the phenomenological coefficients,
which are related by various constraints, such as Onsager’s reci-
procity, Gibbs-Duhem equation at equilibrium, and the choice of
reference frame for diffusivities. Some of the phenomenological
coefficients Ly may be identified using Fick’s, Fourier’s, and the
mass action laws [5]. The cross coefficients (Lsq or Lys) may be rep-
resented by the Soret coefficient (s7), or the thermal diffusion coef-
ficient (Dr), which are related to each other by syDs = Dy,. The Soret
coefficient changes in the range 1072-102 1/K for gases, nonelec-
trolytes, and electrolytes, however it might be larger for polymer
solutions [6,15]. We may define two new effective diffusion coeffi-
cients of (Dr and Dp) that are related to the thermal diffusion
Dr= quTZ and the Dufour effect Dp = LgsAs/T. For Lgs = Lsq, we have
Dp = DrT/s, which is proved experimentally [15]. For liquids, the
diffusion coefficient D is of the order of 10> cm?/s, and the ther-
mal diffusion coefficient Dy is of the order of 1078-1071° cm?/
(s K). For gases, the order of magnitude for D and Dr is 10~! cm?/
s, and 1074-107° cm?/(s K), respectively [15,18-21].

Egs. (16)-(19) can be modified with some transport coefficients
[4-6,18-20], and we have

—Jy = kVT + pDpsVws + pDpgVwg — Li;A (20)
—js = DrsVT + pDsVws + pDsgVwg — Lg;A (21)
—jg = DigVT + pDpsVws + pDgVwg — LgA (22)
—J; =L, - VT +Lg-Vws + L - Vwg — LA (23)
where

2 2 2
k=Leg/T. pDy=> L= > Lifity,

=1 =1 k=1
* % * * 1
Dps = QsDss + QgDss, Dps = QsDsg + QzDps  Drs = Lgg T

1 X ,
D1p = L, T L = LisAss + Lig/gs, Lz = LisAss + Lip/ss,

p 1
qu == qu T

Here we assumed that Ds=Dg and Dsg = Dgs. These equations
are based on the chain rule and the Gibbs-Duhem equation at con-
stant temperature and pressure Vru, = — ,T"l(wi/wn)VT,u,». Q; is
the heat of transport defined by Q; = (J¢/Ji)vr_oj,.,-0» @nd is a mea-
sure of local heat exchange necessary to maintain isothermal con-
ditions during diffusion of component i. The two independent
heats of transport in terms of phenomenological coefficients are

Qs = (LgsLag — LggLas) /U (24)
Qg = (LgpLss — LgsLsp) /U (25)
where

U= LSSLBB - LSBLBS

If we can control the temperature and concentration gradients,
the coupling coefficients between the chemical reaction and the
flows of mass and heat may be determined by the following

relations
(s o
Lis = Lo = ( <AA> Vws,Vwg VT

I
A Vws=0,Vwg=0,YT=0 oA Vws.Vwg, VT

14
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Ly =Ly — <LB> - (%) ~ (%)
A Vws=0,Vwp=0,VT=0 oA Vws, Vwg VT AA Vws, Vwg VT

e B B )
A Vws=0,Vwp=0,VT=0 oA Vws, Vwg, VT AA Vws,Vwg VT

Eqgs. (20)-(23) reduce to the following conductance matrix form
of linear phenomenological equations

J-IX (26)
where

Iy Ly Ly Ly L VT
T L TR e e 0 N O

Jp L31 L32 L33 L34 Vwg

Jr Ly Lp Ly Ly A

!

Onsager’s reciprocal relations states that L; = L; if j; and j; have
the same parity under time reversal, and Lj; = —L; if j; and j; have
the opposite parity. In the absence of pertinent symmetries or
invariances, all types of cross-couplings are possible and lead to
nonvanishing cross coefficients Lj;0 (i=j). If the structure of the
system is invariant with respect to some or all of the orthogonal
transformations, then the invariance will eliminate certain cross-
couplings and their cross-coefficients will vanish. If these symme-
tries are not exact then the corresponding cross-couplings would
be weak and negligible.

As Egs. (20)-(23) show, for the nonvanishing cross coefficients
L;#0 (i#)), all the forces contribute for each flow, and hence the
thermodynamic couplings exist between vectorial processes of
heat and mass flows, and between vectorial and scalar processes
of reaction and transport. Coupling between vectorial and scalar
processes is possible only in an anisotropic medium according to
the Curie-Prigogine principle [15], which states that “a scalar
thermodynamic force such as chemical affinity, which has the
high symmetry of isotropy, cannot cause a diffusion flow, which
has lower symmetry because of its directionality.” Generally,
irreversible processes of different tensorial character do not cou-
ple with each other in an isotropic medium. Therefore, the cross-
coefficients between the chemical reaction and transport pro-
cesses of heat and mass L, L, Ly, and L,; would vanish in an
isotropic medium, or would have vectorial character due to mor-
phology of the interface, or due to compartmental structure caus-
ing an anisotropic character. For example, in active transport in
biological cells, the hydrolysis of ATP is coupled with the flow
of sodium ions outside of the cell. The flow direction is con-
trolled by the structure of the membrane and thermodynamic
coupling mechanisms in mitochondria. The medium may be lo-
cally isotropic, although it is not spatially homogenous. In this
case, the coupling coefficients are associated with the whole sys-
tem [11,12].

4. Thermodynamically coupled reaction-transport systems

By substituting Eqgs. (20)-(23) into Eqgs. (1)-(3), we have
[5,6,20]

p% — V- (DsVT + pDsVws + pDss - VW — Ly A)
+ (L, VT + L Vws + Ly - Vg — LyA) 27)

ows

pﬁ = V(DTBVT + pDBSVWS + pDBVWB — LBrA)

+ (L, - VT + Lis - Vws + Ly - Vwg — LyA) (28)

oT
PCp E =V. (va + pDstWS + PDDBVWB — LqrA)

+ (—AH,)(~Ly, - VT — Lig - VWs — L - VWs + Ly A)

+ p(HEDssV?ws + (HE,Dps + HeDsg) Vws - Vwy
+ HE,Dpp VW) (29)

Eqs. (27)-(29) are valid for systems containing no pressure gradi-
ents, no surface effects, and no gravitational or other external body
forces. These relationships represent the mathematically and ther-
modynamically coupled chemical reaction-transport systems. The
thermodynamic coupling consists the coupling between vectorial
processes of transport (heat and mass flows) as well as between sca-
lar (chemical reactions) and transport processes. Therefore, the
effective transport coefficients become the elements of related effec-
tive transport coefficient tensors. When ideal mixing of components
is considered, excess enthalpy will vanish in Eq. (3) and Eq. (29).

Eqs. (27)-(29) also represent the evolution equations in time
and space for thermodynamically and mathematically coupled
transport and chemical reaction systems. They allow the stability
analysis to be performed to predict possible bifurcation in time
and space depending upon the flows, forces, transport coefficients,
and kinetic parameters beside the other controlling parameters,
such as the distance from GE.

Eqs. (27)-(29) can be reduced to some specific coupled phenom-
ena cases. If we neglect the thermodynamic coupling between
chemical reaction and transport processes, all the cross-coefficients
Ls;, Lys, Lgr, Lig, Ly, and L4 vanish, and Eqgs. (27)-(29) reduces to

ow.
pa_ts =V- (DrsvT + stvWS + pDSBVWB) - LA (30)
owg
POt =V - (DT + pDgsws + pDsTwy) — LoA (31)
aT

pCp i V - (kVT + pDpsVws + pDpgVwg) + (—AH,)L A (32)
Here, Egs. (30)-(32) neglect the excess enthalpy, HE.
4.1. Special case: one-dimensional reaction-transport in a simple slab

For a one-dimensional transport with constant density p in a
simple slab geometry, Eqs. (30)-(32) become

ap oT p 7p E
E)its =Drg (W) + Ds <dyzs + Dsg 8y23 —koexp <— ﬁ) Ps

(33)

ap T >’p >’p E
071_3 = Drp <8y2> + Dpgs (dyzs + Dp (9}/23 — ko exp (— ﬁ) Ps

(34)
aT T > 2
PCp ot = k<?> + Dps (6—p25> + DDB( ayp28>
E
+ (—AH,)ko exp (— ﬁ) Ps (35)

The initial and boundary conditions are the same as in Egs. (8)-
(10).

4.2. Maximum temperature difference

By eliminating the reaction terms in Egs. (33) and (35) at steady
state, and integrating once from the pellet center (L = 0) to surface
with the boundary conditions, we have
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Dps \ dps Dpg \ dpg
(Ds * (fAHr)> dy |, T \PP AR dy |,
ko NdT| | ke Dps
* (D” * (—AH»)@L =0= D_s{@s * (—AH») (Psp = Pss)

+<D53 + (—DA—DI?Ir)> (P — sz)} + (DTS + ﬁ) %(Tb -Ty)
(36)

From the right-hand side, we have the temperature difference be-
tween surface and bulk fluid temperatures by assuming that
ks = kgg = kg and ks = kg =k

Sh
o= o = (Q )@ (05 = p5) + 0200 — o) 37)
where

_ Ds(—AH;) + Dps

a _ Dsg(—AH,) 4 Dpp
' Dis(—AH,) +k’

B DT_g(—AHr) + k

and Sh and Nu are the Sherwood and Nusselt numbers, respectively
kL heL
Sh==8~ Nu= o
Ds’ k
After the second integration of Eq. (36) from the pellet center to sur-
face, and some arrangements, the total temperature difference
(T — Ty) becomes

T—Ty = a1(ps; — Ps) + G2(Pps — Pp) + (Ts — Ts) (38)

The first two terms of the right-hand side represent the internal
temperature difference, while the third term is the external temper-
ature difference. Substituting Eq. (37) into Eq. (38), we have

Sh
T-T,=a l:(pSs - Ps) + Nu (Psp — pSS):|

4 (p — o)+ R (0w~ P 39

By multiplying the both side of Eq. (39) by (pss/Ts) and after arrang-
ing, we have

/ / Sh / /
¢ = dp = Bs(1 = 0s) + Py(1 — ) + 5, (O — 1)(Bs + Fp) (40)
where
T T Ps Ps Psv _ P
=—, ==, Og="=, Og="2, 0O ="2=12
¢ TS ¢b TS g P Ss ’ P Ss * P Ss P Ss

_ . _ (Ds(=AHy) + Dps\\ ps,
pSs - sz’ ﬁS - (DTS(_AHr) I k) Ts )
B = Dsg(—AH;) + Dpg\ ps,

B~ D'rs(—AHr) +k T

Eq. (40) is the relationships between the dimensionless tempera-
ture ¢ and compositions 0s and 0 at steady state and with thermo-
dynamic couplings. The maximum temperature difference occurs
when 60s =0 and 60 = 0, and Eq. (40) becomes

o= 0 = (14 0= 1)) 5+ ) (@)

The value of f; is a measure of nonisothermal effects at surface
conditions for component i when heat and mass flow are ther-
modynamically coupled. Eq. (41) contains the cross effects due
to thermodynamic couplings as well as the external resistance
effects on the maximum temperature difference in a catalyst
pellet.

5. Some representative solutions and discussions

Egs. (33)-(35) reduce to the following dimensionless forms

2 2 2
s _ Py 005 50 V<1_%>} “2)

e 85@ + Wz + Qg 2 Dass exp

g ¢ P05 O*0p . 1
5788ﬁ+¢BW+5ﬁ_DaSGBEXP Y 1—5 (43)
l@faz—dhrw %4—(» %-FDaﬁ@ ex 1—l (44)
Leot o0z2 ' o2 PO sPUseXp |7 ¢
where
_y L Dt [ _E _ke/pGy
Z_Lr T_sz V_RTsv Le— DS )
Da :L2k0 exp(E/RT;) b (—AH;)Dspg, oo DrsTs
s=""p, Tk, 5T Dope s
_ DT . % . % - & _ Dpspg,
B_D5P557 qu— D57 QDB— st ()_DS’ (US—ikTS ’
_ Dosps;
“B = 4T,
The initial and boundary conditions become
T=0 Os =050 Op=10p ¢=o,

z=+1,7>0 %5=Sh(0s—1), %=Sh(0p 1),
5 =Nu(¢, — 1)

s _ a0 _ 09 _
0z — 0z — o0z

(45)
z=0, 7>0,

Here the coefficients &g, 5, ws, wp are the cross effects representing
the thermodynamic couplings between heat and mass flows of spe-
cies S and B, respectively. Da; is the Damkéhler number for compo-
nent i, and measures the intrinsic rates of the reactions relative to
that of the diffusions.

Eqs. (42)-(45) reduce to the following stationary equations with
thermodynamically coupled heat and mass flows

7o 0 90 ]
85@4‘@ q)sﬁ—Das@sexp {'y(] _5)} -0 (46)
Table 1

Some transport, kinetic, surface, and external resistance parameters for the reaction-
diffusion system with heat effects [4,5,17].

Parameters Parameters  Parameters Lower bound Upper bound
used in used in of parameters of parameters
Fig. 1 Fig. 2 [17] [17]

B=(—AH;)Dspss/ 0.1 0.1 0 (exothermic) 1

(KTs)

7 = E/(RTs) 10 10 0 60

Le = k,/(pC,Ds) 0.01 0.01 0.001 100

Sh = kL/Ds 5 5 0.1 5000

Nu = hd [k 0.25 0.25 0.01 50

Sh/Nu 20 20 1 2000

Das = [%koexp[(E/  0.01 0.01 0.005 100

(RT)]/Ds

£5=pEl 0.0001 0.01

e = Dl 0.0001 0.01

Ps= DSB/S Ds 1 1

¢s=Dgs/Ds 1 1

& =Dg/Ds 1 1

w5 =2bs 0.0001 0.01

wp = 2ol 0.0001 0.01

Osp = Ps] Pss 1.1 1.1

Opb = PBb/Pss=0pp 1.1 1.1

bb=Ty/Ts 0.98 0.98
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& 905 9%0g Dact ;1 0 47 The MATLAB is used to solve the thermodynamically and math-
op TPpp T 0 oz DaUEXP V(1) = (47) ematically coupled systems of Eqs. (42)-(45) by using the param-
eters listed in Table 1, which also lists lower and upper bounds for

P %05 9%05 1 some of the parameters [17]. The chemical reaction is slow, as
2z + s 0z + g 2 + Dasp0s exp {V(l - $>} =0 (48) Das = 0.01. Figs. 1 and 2 display the dynamic behavior of the mass
~ d os " . . .
a =1
|
! 0.52
|
|
0.5
%)
@
- ‘o.‘,\,:'.“:'\"{‘:'.‘,.‘.\
oM
@
f 1.0008 : : . .
C
1.0005 |
1.0006
1.0005 1.0004 |
1.0004
° I
o 1.0003 1.0003
1.0002
1.0002 |
1.0001
15 1.0001 |
1
1
Yo 0.2 0.4

0.2 ’
0 0 z

Fig. 1. Dimensionless compositions and temperatures in time and space with & =¢=0.0001, ws= wp=0.0001 and the parameters listed in Table 1: (a) behavior of
component S, (b) behavior of component B, (c) behavior of temperature, (d) behavior of component S at T = 1, (e) behavior of component B at 7 = 1, (f) behavior of temperature
att=1.
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concentration and temperature surfaces at two different set of
cross coefficients & =¢63=0.0001 and &=¢3=0.01, and
ws=wpg=0.0001 and ws= wp=0.01 while keeping all the other
parameters the same as listed in Table 1. Therefore, Figs. 1 and 2
display the effects of thermodynamic couplings between heat
and mass flows, and compares such effects at two levels of cross
coefficients of ¢ and w. Here, for the purpose of comparison, it
was assumed that &5 = ¢ = ws = wp at the upper and lower limits
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as well as Ds = Dg; obviously the cross coefficients ¢ and w as well
as the diffusion coefficients as Ds and Dy may be different. Figs. 1d-
f and 2d-f display the mass concentrations and temperatures at
the end point where the dimensionless time 7 = 1.

The surfaces of temperatures and mass concentrations depend
on the values of coefficients representing the thermodynamic cou-
plings and the assigned values of other parameters. As Figs. 1c and
2c show, for the higher values of cross coefficients of ¢, and w, the
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Fig. 2. Dimensionless compositions and temperatures in time and space with &= ¢ =0.01, ws= wp =0.01 and the parameters listed in Table 1: (a) behavior of component S,
(b) behavior of component B, (c) behavior of temperature, (d) behavior of component S at 7 =1, (e) behavior of component B at 7 =1, (f) behavior of temperature at t=1.
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value of ¢ increases slightly (form 1.0006 approximately to 1.0011)
and the nonequilibrium region (nonisothermal) shrinks slightly at
7 =1. The changes in the mass concentrations are marginal with
the changes of the cross coefficients and with the assigned values
for parameters and coefficients. Due to the thermodynamic cou-
plings hence the cross effects, there are excessive numbers of
parameters controlling the behavior of temperatures and concen-
trations. Therefore, the results very much depend upon the magni-
tude and accuracy of the various parameters and coefficients used
for internal and external parts of the system. The representative
solutions are obtained based on several assumptions, such as equal
diffusivities and surface concentrations for the components S and B.
Therefore, the results are representative and approximate, and
based on the values of parameters listed in Table 1.

6. Conclusions

The balance equations are derived for thermodynamically and
mathematically coupled heat and mass flows in a chemical reac-
tion-transport system with external resistances to heat and mass
flows. There are no thermodynamic couplings between chemical
reaction and transport processes of heat and mass flows. These
modeling equations are based on the linear nonequilibrium ther-
modynamics approach assuming that the system is in the vicinity
of global equilibrium. They are capable of displaying the cross ef-
fects due to thermodynamic couplings on the mass compositions
and temperatures as well as the effects of external resistances in
time and space. The modeling equations have revealed some un-
ique cross coefficients, which control thermodynamic couplings
between the vectorial processes of heat and mass flows. These
coefficients combine some measurable kinetic parameters, trans-
port coefficients, and boundary values. Determinations of these
coefficients may lead to a better understanding of the effects of
thermodynamic couplings in reaction-transport phenomena.
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