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ABSTRACT

Multi-physicochemical models are developed for solid oxide fuel cells and
electrolysis cells. The models describe the complicated transport processes of charge
(electron/ion) conservation, mass/species conservation, momentum conservation, and
energy conservation. Transport processes are coherently coupled with chemical reforming
processes, surface elementary reaction processes, as well as electro-oxidation processes
of both hydrogen and carbon monoxide. The models are validated with experimental data
and utilized for fundamental mechanism studies of SOFCs fueled with different type of
fuels, such as hydrogen, hydrocarbon, e.g., methane, H,S, and their mixtures. The
fundamental mechanisms associated with syngas generation using electrolysis cell are
also extensively investigated using the developed model.

The simulation results of SOFCs show that that the Nernst potential Ey, shows a
strong correlation with the cell voltage, increasing with increasing the cell voltage. The
Eco shows a weak dependence on the cell voltage, especially at the anode/electrolyte
interface. Suitable H,S content in CHy4 fuel is beneficial to improve the reforming process
of CH, and SOFC electrochemical performance particularly H,-H,O electro-oxidation
process. The adsorbed surface species are very sensitive to the variations of the supplied

hydrogen and oxygen as well as the cell voltage. To mitigate potential surface carbon



deposition, one may: (1) suitably increase H,O content in the fuel; (2) reduce the content
of CH,, CO, CO; in the supplied fuel; (3) increase the operating temperature; (4) increase
the cell operating current; (5) improve exchange current density of electrodes.

The simulation results of electrolyzer cell indicate that: (1) the intensity of
surface electrolysis processes appears to be strong at the H, electrode/electrolyte
interface even though the composite electrode is assumed; (2) the surface electrolysis
processes of CO, and H,O are pretty much independent with each other; (3) the carbon
coking effect is mainly determined by the fraction of CO, in the H; electrode; (4) high
cell voltage conditions may cause the enhancement of the surface coverage of C(s) and
the deposition of carbon on the surface of Ni catalyst; (5) high operating temperature
may effectively improve adsorption/desorption rate, and enhance surface electrolysis

process as well as potentially mitigate carbon deposition on Ni surface.
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CHAPTER 1

INTRODUCTION

1.1 GENERAL INTRODUCTION OF ENERGY CRISIS AND FUEL CELLS

The rapid economic growth has triggered excessive and accelerated use of fossil
fuels, especially coal, oil and gas, leading to a global energy crisis ™. The increasing
demand for energy has raised two significant issues. On one hand, the naturally existing
fossil fuels will be depleting, implying that the present power generation techniques from
the fossil fuels are not sustainable. On the other hand, carbon dioxide emission generated
from the combustion of fossil fuels has placed enormous pressure on the environment,
which is regarded as the key factor influencing the climate and related environmental
problems. Obviously, meeting the energy needs while maintaining the quality of the
environment will need significant advancement in new energy technologies. Among the
power generation technologies, fuel cells have been recognized as the most efficient and
environmentally benign energy conversion technology 2.

In literature, several types of fuel cells have been studied, including alkaline fuel
cell (AFC)™®" proton exchange membrane fuel cell (PEMFC)®®% direct methanol

fuel cell (DMFC)!*1223 ‘molten carbonate fuel cell (MCFC)™***¢ phosphoric acid fuel

cell (PAFC)1"182 and solid oxide fuel cell (SOFC)?*?122] The features of these fuel



cells are characterized by the utilized electrolyte and catalysts, the operating temperatures,
and different fuels. Table 1.1 summarizes the major characteristics of these fuel cells.
Because of the characteristic differences, the practical applications may favor one type of
fuel cell over another. The SOFC has many key advantages that make it stand out in the
field of fuel cells, such as very high energy conversion efficiency, fuel flexibility, design

flexibility, etc.

Table 1.1 Characteristic comparison of different type of fuel cells

PEMFC AFC PAFC MCFC SOFC
Electrolyte Polymer Potassium Phosphoric Molten Ceramics
hydroxide acid carbonate
Conductor H* OH H* COs” O*/H*
Electrode Nickel,
Catalyst Platinum Platinum Platinum materials electrode
ceramics
Operating
temperature 40-80 65-220 150-205 650 500-900
(°C)
Fuel Pure Pure Hydrogen | Fuel flexible | Fuel flexible
hydrogen hydrogen

1.2 SOLID OXIDE FUEL CELL

The fundamental structure of SOFCs is a positive electrode-electrolyte-negative
electrolyte tri-layer assembly, in which the dense electrolyte is sandwiched by porous
electrode on either side. Figure 1.1 shows a schematic illustration of SOFC structure and
the associated basic operating principle. Fuel arrives at the anode, where it is oxidized,
thereby releasing electrons to the external circuit. On the other side of the fuel cell,

oxidant is fed to the cathode, where it is reduced to oxygen ions by accepting electrons



from the external circuit. The electrolyte conducts the oxygen ions from the cathode to
the anode, allowing the electrochemical reactions to occur continuously at both

electrodes. The flow of electrons in the external circuit provides useful power.

Fuel ﬂ | Su(;pWs fuel| ﬂ
uel in and Water ﬁ
H> m H,0
Anode - _| s t T —p

s /ae -

s
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Fuel in ' | Surplusfuel| l

Figure 1.1 Scheme of solid oxide fuel cell

The SOFC technology has successfully demonstrated the capability of fuel
flexibility, which can operate on not only hydrogen but also hydrocarbon fuels™®!. The
high temperature operating condition together with hydrocarbon fuel may lead to very
complicated reforming process in the anode. The reforming process in combination with
electrochemical oxidation processes and thermal-fluid transport processes represent very
complicated multi-physics transport processes in SOFCs. In order to fundamentally
understand the multi-physics processes in SOFCs, significant efforts have been put into
experimental investigations®?8]. Modeling approach, as an important complementary to
experiment, may provide significant advantages in this regard and has been extensively

employed as a cost-effective technique in SOFC research.



1.3 MATHEMATICAL MODELING OF SOFC

In literature, SOFC models have been developed at different levels for different
purposes, such as system-level modeling®=>Y, stack-level modeling!**3*, and single cell
modeling®®**". The system-level model is to study the system performance and design, in
which the SOFC stack is embedded in the system. Usually, the major characteristic
behavior is considered, e.g., input-output performance while the details of internal
processes in the stack are generally neglected. A stack is formed by packing a few of
single cells together. To study the details of transport processes in the stack while keeping
the computation tractable, the stack —level model is developed by neglecting certain
details of the involved single cells. The single cells have been widely used to investigate
the fundamentals of SOFCs. Because the computational domain is relatively small, it is
possible to consider many details in single cell models. Typically the cell model is
developed based on computational fluid dynamics (CFD) multi-physics approach®®. The
fundamental processes involved in CFD multi-physics model include charge
conservation, mass/species conservation, momentum conservation, and energy
conservation. These processes are coupled together within porous electrodes through
Butler-Volmer equation. At the early stages, the models only consider the charge
conservation and fuel/gas diffusion processes in the porous electrodes®®“% the
momentum and energy conservations are neglected by assuming isothermal conditions.
Later on, the momentum conservation and energy conservation are included in single cell

models!*?. To better determine the boundary conditions, the thermal-fluid transport

4



processes in the test stand are also considered in the cell modelst*!.

SOFCs are fuel flexible, which can operate on not only hydrogen but also
hydrocarbon fuel cells. The typical anode materials are nickel cermet. When
hydrocarbons are used as the fuels for SOFCs, very complicated reforming processes
exist in the porous anode due to the catalytic property of nickel. Some modeling work
incorporate the reforming processes into the CFD model with different assumptions!*44!,
Usually, reforming processes are considered under bulk sense without incorporating the
specific role of nickel catalyst.

The electrodes are critical components of SOFCs and consist of void phase solid
phase. The void phase allows fuel/gas diffusion. Accordingly there are complicated
gas/solid interactions in porous electrodes, such as surface adsorption/desorption
processes and surface chemical reaction processes as well as electrochemical oxidation
processes. Recent advancements in SOFC investigations involve the detailed
identification of these processes using patterned anode electrode designs'*®, where the
triple boundary is carefully controlled. This provides an experimental base for SOFC
model development with elementary reactions. The incorporation of elementary reactions
with CFD based SOFC model may further improve the fidelity of SOFC model

development for fundamental mechanism understanding ..

1.4 OPEN TOPICS AND THE OBJECTIVES OF THIS DISSERTATION

Despite of the significant progress in SOFC modeling studies, there are still



some issues that can be improved upon. Fuel cell performance strongly depends on the
electrochemical reactions. In principle, many electrochemical reactions could take place
simultaneously at the triple phase boundaries. For example, in methane fueled SOFCs,
the electrochemical oxidation reactions may occur through hydrogen oxidation process
and carbon monoxide oxidation processi*”). The present studies usually neglect the CO

oxidation process by making simplified assumptions!*®4*!

, in which it could play an
important role on affecting surface elementary reactions and other transport processes
and ultimately the electrochemical performance of SOFCs.

The widely used anode materials are nickel cermet, in which the nickel catalyst
is mixed with electrolyte materials. When hydrocarbon is used as the fuel for SOFCs, the
deposition of carbon on the surface of catalyst nickel could occur, deactivating the
catalytic function of nickel catalyst. With the elementary reactions coupling with the
CFD-based SOFC model, it is quite feasible to study carbon deposition issues and the
corresponding mitigation strategy. It has been found that a SOFC using the direct
oxidation of syngas fuel is more powerful than using pure hydrogen fuel, and shows
higher performance in terms of electrical efficiency!®®\. Obviously it is worth performing
further fundamental mechanism studies through the modeling approach.

Since a significant amount of H,S is produced as an industrial by-product in
the fossil fuel refining process, particularly recent years in the U.S.P% the direct

H,S-fueled SOFC may provide a promising alternative to neutralize this environmental

pollutant. Nevertheless, when H,S is used as the fuel, sulfur poisoning issue could occur,

6



blocking the active sites of the catalyst (nickel) surface®™ . To investigate the associated
fundamental mechanisms, significant efforts have been put into the study of direct H,S
fueled SOFCsP*®Y. Most of these researches are experimental in nature. Since very
complicated chemical/electrochemical processes are involved in direct H,S fueled
SOFCs, it is worth to resorting the modeling techniques for this purpose.

The hydrocarbon fuels such as natural gas, methane-rich fuels derived from
gasified biomass generally have many contaminants, typically sulfur- and
carbon-containing compounds®®. These contaminants may lead to sulfur poisoning and
carbon deposition of nickel catalyst, and deactivate the function of nickel cermet anode.
The issues of carbon deposition and sulfur poison effects on nickel-based anodes are
usually studied individually. In order to simulate the contaminants involved in practical
hydrocarbon fuels, the model of SOFCs fueled with mixture of hydrocarbon and H,S is
needed.

The potential fossil fuel crisis and climate changes raise the need to develop
renewable and clean energy technology'?. The co-electrolysis of H,O and CO, using the
inverse process of solid oxide fuel cell (SOFC) is able to produce synthetic gas in a clean
and efficient way®®*". Such a technique has been demonstrated experimentally and
attracted much interest recently. There have been recent studies on numerical modeling
of solid oxide electrolysis cell (SOEC), including H,O electrolysis®®®? and CO,
electrolysis!®®. Usually such models are a global type of kinetic models, where the

concentrations of bulk gas species are used for Butler-Volmer equation to couple
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electrochemical reactions with transport process in porous electrodes. As a consequence,
the adsorbed species on electrode surface and surface reactions are neglected. To
overcome this issue, the elementary Kkinetic modeling approach is recently
investigated®®! to describe the adsorption/desorption processes and the detailed surface
chemistry via individual reaction steps. While elementary kinetic model is able to
provide more precise electrochemical charge-transfer calculation, such model is limited
to describe the reaction process at one individual point on the electrode surface.
Currently there is a lack of coherent integration between macro-scale transport processes
and local elementary Kinetic reactions.

The objective of this dissertation is to develop multi-physicochemical models
for solid oxide fuel cells and electrolyzer cells to address above issues. In particular, the
multi-physicochemical transport processes in SOFCs fueled with different type of fuels
are systematically investigated, including hydrogen, hydrocarbons, H,S, and their
mixtures. The multi-physicochemical processes associated SOECs used for synthetic gas

generation are studied.

1.5 DISSERTATION ORGANIZATION

The study of this dissertation is divided into eight chapters. The transport
mechanisms and the chemical/electrochemical processes of SOFC are discussed in
chapter 2. In chapters 3-5, the multi-physical SOFC modeling based on global reaction

mechanisms of H,S and CH, are developed, where the cell performance, the operating



condition effects, as well as the interaction between H,S and CH, are investigated. The
detailed elementary reaction kinetics modeling of SOFC are presented in chapters 6-8,
where both the hydrogen/methane fueled SOFCs and the electrolysis cell are modeled
and studied, and the connection between surface chemistry and global cell performance
are investigated by the considering the coherently coupling of micro-level elementary
reactions and cell-level transport processes. In the last chapter, the contribution of this

research and future work are summarized.



CHAPTER 2

TRANSPORT MECHANISMS AND CHEMICAL PROCESSES IN SOFC

The transport processes inside the SOFCs are usually very complicate, which
include fuel/gas transport in fuel supply tubes and porous electrodes, charge transport
through material backbone, as well as the heat transfer. These transport processes are
strongly interacted with each other, and moreover, are all coherently coupled with various
heterogeneous chemical/electrochemical reactions within porous electrodes. To elucidate
these transport and reaction mechanisms, the theory and governing equations are
presented in the following.

2.1 CHARGE TRANSPORT

In principle, SOFC operating is based on the balance between the flow of
electronic charges through external circuit and the flow of the ionic charge through the
electrolyte. The charge transport process within SOFC has three control domains: anode,
electrolyte and cathode. In the electrodes(anode and cathode), electrons and ions are
charge carrying particles, while in the electrolyte layer electron flow is blocked and only
ions are allowed to migrate through. The generic Ohm's law is usually utilized to
formulate these processes. In the electrodes, the governing equation is:

~Ve(cHVV,)=#ir, n=egi (2.1)
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where, V, is the potential; ¥ is the effective conductivity; e /i represents
electronic/ionic field respectively; +i- is the faradic current in the electrodes, and
+i¢ Stands for electronic current while -ic denotes ionic current. Considering the
composite electrodes, the conductivities are further calculated aso& :;zs(l_Tg)ae and
o :(1—¢)(1_T"3)oi , Where ¢is the porosity, rthe tortuosity, and ¢ the volume fraction
of electronic conducting phase in the electrode. Since no exchange current exists in the
electrolyte layer, the governing equation of this domain is built as:
—Ve(ogVVi)=0 (2.2)

where, oIS the ionic conductivity of the electrolyte layer.
2.2 MASS TRANSPORT

The mass transport processes of SOFC includes various fuel gas species,
integrated with the chemical reforming reactions at the solid active surface. Due to the
porous structure of electrodes, the mass transfer is dominated by the diffusion process,
while the electrolyte layer can be assumed to be impermeable.

The simplest diffusion model is Fick's law, which is widely applied to describe
the transport of components through the gas phase and within porous media. The general
extended form of this model takes into account diffusion and convection transport

processes, which is formulated by,

99 _ _yv.3 4R, o=X

=V 3 4R, = (2.3)
3, =L (D v(xP)+ L P ypy (2.4)

RT 7

here, &is the porosity; J;represents the rate of mass transport into porous media; R is
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the rate of the chemical reaction; P is the pressure; x is the molar fraction of
speciesi ; K, is the permeability coefficient;  is the viscosity of the gas species; D is
the effective diffusivity of speciesi, and can be typically divided into two diffusion

mechanisms of molecular diffusion and Knudsen diffusion,

L1y (2.5)

DI = (
eff eff
Dim Dik

where, D& and D are the effective molecular diffusion coefficient and Knudsen
diffusion coefficient respectively.

Accordingly, Fick's law is only applicable for single or binary fuel conditions.

For multi-species fuel system (e.g. hydrocarbon fuels), the Stefan-Maxwell model is

employed to formulate the transport processes in both fuel/gas supply tubes and porous
electrodes. The governing equations are given as,

Vel +pveVw =R (2.6)

Ji =—pw, ; DfE [VX, + (% —Wk)v—;)] (2.7)

where, the subscript i and k stand for different gas species; wis the mass fraction;

Ris the rate of speciesigeneration; x,is the mole fraction of species k; DI is the

effective diffusion coefficient and is determined by combining molecular diffusion in

large pores(Empirical relation by Fuller, Schettler and Giddings®) and Knudsen

diffusion in small pores comparable to the molecular mean-free path,

T 1

Die,E :(F-FD—)_I (28)
ik Kn
5 THPUM; +YM)*° d, [8xNT
D, =107 ' K Dy = —— [ —— :
T OV OV 3V am (29)
] ]
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where, M;and M, are molecular weights of species i and krespectively; Tis the
temperature in Kelvin; v, and v are the volumes of parts of the moleculei and can be

referred in®; d_ is the average pore diameter.

2.3 MOMENTUM TRANSPORT

The flow field in fuel cells may be classified by three parts: fuel chamber,
inlet/outlet fuel channels and porous electrodes. In the fuel chamber and channels, the
incompressible laminar flow is usually assumed for fuel gases due to the relatively low

velocities, of which the physics is formulated by the Navier-Stokes equations,
Vp+ p(VeV)v=V e[u(Vv+ (VV)T)—éy(v V)] (2.10)
Ve(pv)=0 (2.11)
where, pis the pressure, « is the viscosity of fuel gas, and | is the identity matrix. In
the porous electrodes, due to the permeability variation, the Darcy's law is utilized to
express the fuel flow. However, the traditional form of Darcy's law doesn't consider the
solid boundary effect. Therefore, the Brinkman term is introduced and added to the

classical Darcy equation,

ﬁv=—VD+EV'{ﬂ[VVJr(VV)T]—Eﬂ(V'V)I} (212)
K & 3
83dp2
S 2.13
150(1—¢)? @13)

where, K is the permeability, d, is the average particle diameter of porous electrode.
2.4 HEAT TRANSPORT

The heat transfer processes inside SOFCs consists of various aspects including

13



conductive heat through solid porous structures, convective/radiative heat transfer
between the solid matrix surfaces and the fuel gas steams, and the heat generation due to
the chemical/electrochemical reactions. In general, the local temperature equilibrium is
assumed in the porous electrodes since plenty of experiment works proved that the
temperature difference between the gas phases and the solid matrix is always negligible
under most operating conditions. The governing equation can be formulated by,

Ve VT =V (kVT)=Q, (2.14)
where, c,is the heat capacity; v is the flow velocity; k.is the effective volumetric
thermal conductivity; Q,is the general heat source term. Since the electrolyte layer is
impermeable, the above governing equation can be reduced to pure heat conduction in
this area.

The effective value of the capacity and thermal conductivity in porous
electrodes can be specified as,

Cp = fCp +(1=P)cys (2.15)

ke = Ak + (1= B)ks (2.16)

where, pis the volume fraction of gas phase, |and sare the gas phases and solid phases

respectively. The specific heat capacity for each gas species is calculated as,

Cp’| :incpyi (2.17)
B P 2.18
Cp,s_z_;an(m) ( ' )

where a, is the species dependent parameter and n stands for the number of parameters
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involved in the specific heat calculation. The thermal conductivity for each species of the

gas phase, as well as for the gas mixture, is formulate as,

k| = Z Xi Ci (2.19)
s =001 6 (" (2.20)
° £ *1000

where c,is the species dependent parameter and nstands for the number of parameters
in the thermal conductivity evaluation.

The general heat sources consists of the heat consumption/generation of internal

reforming reactionsQ,,, the heat production due to the activation and concentration

polarizations Q,,., and the ohmic resistance induced heat generation Q, gm "7,

Qpnr =r-AH (2.21)
Qh,ac =~(Mact +Mcon) "1+ AVe (222)
Qh,ohm = iz/a (223)

where, r is the reaction rate (in mol/m3 s); AH the enthalpy change of the reforming
reactions; i 1is the ion current density; 7,, the activation polarization; 7., IS the
concentration polarization; Av is the electrochemical active area to volume ratio; o is
the conductivity.
2.5 CHEMICAL/ELECTROCHEMICAL REACTION PROCESSES

The internal reforming processes inside SOFC porous electrodes depend on both
type of fuel and operating conditions, especially in high molecular weight hydrocarbon

fuel applied anode electrodel®®. Generally, the operating process is through the catalytic
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reforming reactions, hydrocarbon fuel species can be converted to a mixture of hydrogen,
carbon monoxide/dioxide or other species, then hydrogen/carbon monoxide further takes
electrochemical reactions with oxygen ions conducted from electrolyte layer, and
generate steam/carbon dioxide as well as the heat. The global reaction kinetics and
elementary reaction kinetics are usually employed to mathematically describe these
processes.

The global reaction kinetics is based on the simplified global reforming reactions
developed in open literatures, and the reaction rates of these reforming process are

calculated by the classical Arrhenius equation!®”,

_EfaCt n _E[?Ct
ke = AT " exp( — ), ky = AT "exp( o ) (2.24)

where, k;and k,are the forward and backward reaction rates respectively; A, nand
E* are the Arrhenius parameters corresponding to different global reactions; Ris the gas
constant; T is the reaction temperature. The chemical equilibrium state of speciesncan
be determined by the net reaction rate R, :
R = 2 vy TTEE™" —ky TTLe1™) (2.25)
n

where, v, is the pre-factor for elementary reaction; c¢f®andcj" are the concentrations of
reactant and product respectively while n;and m; are the corresponding stoichiometric
factors.

The elementary reaction kinetics is strongly connected to the heterogeneous
catalysis and the surface chemistry. Since the information about surface coverage are not

available in global approach, the detailed elementary reaction model can provide more
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precise simulations of surface chemical processes and are recently developed by Bessler
et al.[%" and Kee et al.l”®. Generally, two types of processes are included in elementary
kinetics model: the adsorption/desorption process and surface diffusion/reaction process.
It is recognized that fuel species are first adsorbed on the electrode surface under
catalytic function, then take surface diffusion and reaction processes. The reaction rates
of adsorption/desorption processes and surface reactions can be determined by the
Arrhenius equations. As for the surface diffusion process, according to the mean field
approacht™, it can be described by,

surf

R,=-Ve(DMV8) (2.26)

r

where, & is the number of surface sites occupied by species i; D is the surface
diffusivity of species i (D =D?exp(-E™ /RT)); R,is the net reaction rate for speciesn;
the concentration of surface species i is normalized by the total available surface sitesr,
yielding the surface coverage (6=co>" /T'), a dimensionless parameter.

At the triple-phase boundary, charge transfer reactions take place between the
adsorbed species and oxygen ions conducted from the electrolyte layer. Due to that many
charge transfer pathways may exist simultaneously®®, and the identification of kinetic
steps of charge transfer is still difficult from experiments. The rate-dominating charge
transfer steps are assumed to simulate the electrochemical processes. For example, the
H,-H,0 electro-oxidation pathway can be determined by,

05
M, _£+E|n(—pH2 Po, )

S F 2R phpo (2.27)
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1-a)zF

. . azF
I:nz =2Z-F lpg- I(T;n[eXp(ﬁ(n _77H2)) - eXp(—T

(1-1m,))] (2.28)
where, AG is the Gibbs free energy of the reaction, zis the number of electrons, pis the

partial pressure; g is the three phase boundary length per unit volume, g is the

exchange current density and can be formulated ast’,

0.75

Hy e (Pu, / Pr,)°? (Ph,0)
T L (pa pn,)

(2.29)

where, pj, isabout 0.7atm; iy, is the empirical constant.
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CHAPTER 3
MODELING OF DIRECT H,S FUELED SOLID OXIDE FUEL CELLS WITH

GLOBAL REFORMING CHEMICAL KINETICS

3.1 INTRODUCTION

Solid oxide fuel cells (SOFCs) show great fuel flexibility and can utilize H,, CO,
H.S, hydrocarbons, or their mixture to generate electrical energy!”>®. Since a significant
amount of H,S is produced as an industrial by-product in the fossil fuel refining process,
particularly recent year in the U.S.*®""l the direct H,S-fueled SOFC may provide a
promising alternative to neutralize this environmental pollutant. Nevertheless, when H,S
is used as the fuel, sulfur poisoning issue could occur, blocking the active sites of the
catalyst (nickel) surface®® ™ To investigate the associated fundamental mechanisms,
significant efforts have been put into the study of direct H,S fueled SOFCs [®#!. Most of
these researches are experimental in nature. Since very complicated
chemical/electrochemical processes are involved in direct H,S fueled SOFCs, the
modeling technique is also resorted for this purpose.

The modeling of direct H,S fueled SOFCs is still at its early stagest’"#*Y where
the multi-physics transport processes are considered '), but the heterogeneous chemical

reactions are usually neglected. Theoretically, under relatively high operating temperature,
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the H,S may dissociate into H, and S, or react with the steam to produce SO, and H,
82831 The generated H, may further experience electro-oxidation process with oxygen
ions conducted from the cathode side. These chemical/electrochemical reaction processes
are affected by the operating conditions, which in turn influence the local chemical
balance and SOFC performance. Therefore, in order to improve the fundamental
mechanism understanding of direct H,S fueled SOFCs, there is a need to coherently
couple these chemical/electrochemical processes with multi-physics processes in SOFCs.
To our best knowledge, none of present H,S SOFC models considers the complicated
H,S reforming reactions.

The objective of the study then is to develop a direct H,S fueled SOFC model.
The detailed chemical kinetics is coherently coupled with multi-physics transport
processes. The model is first validated using experimental polarization data. Further
simulations are performed to obtain the insight understanding of fundamental

mechanisms of direct H,S fueled SOFCs.
Table3.1 Chemical/Electrochemical reactions

Reactions AH
Hydrogen sulfide dissociation(r,) H,S<> H, +05S, -20.63kJ / mol
Hydrogen sulfide steam reforming | H,S+2H,0« 3H, + 30, 34.192kJ / mol
reaction(r,)
Sulfur steam reforming reaction(r,) S, +4H,0 <> 4H, +230, 54.822kJ / mol
Electrochemical reaction: Anode:

H, +0% < H,0+2e"

Cathode: 0,/2+2e” <> 0%

3.2 CHEMICAL KINETICS OF H,S AND ELECTROCHEMISTRY

The heterogeneous chemical/electrochemical processes of H,S in SOFCs are
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very complicated, and are influenced by not only the applied materials and catalysts but
also the heterogeneous distribution of fuel species. For H,S fueled
Ni-YSZ/YSZ/YSZ-LSM button cell, the detailed reaction mechanisms are listed in Table
3.1, which describes the basic mechanisms of H,S dissociation process, steam reforming
and sulfur reforming processest’"®%. At the triple phase boundary, where the nickel phase,
the YSZ phase, and the gas phase meet together, the hydrogen electro-oxidation process
takes place® . Accordingly the local equilibrium potential is determined as,

05
- £+E|n(_pH2 Po, )

Tea = TR Ph,0 (3.1)

where, AGis the Gibbs free energy of the reaction, zis number of electrons, pis the
species partial pressure. The corresponding local Butler-Volmer equation can be

formulated as,

-a)zF

e =2 F -lipg -io[exp(%(n ) —exp(- & D) (3.2)

where, |5 IS the three phase boundary length per unit volume, i,is the exchange

current density and can be formulated ast™!,

~ (Pn,/ p*HZ)O'ZS(pHZO)O'75

iO, = IH *
o ? 1+(pH2/pH2)O'5

(3.3)

« (Po, ! Po,)*®

ca=lo— 5%
° 1+(po,/ p02)0.5

i (3.4)
here, py, is about 4.9 atm; pgy =4.9x10°exp(-2x10°/RT); iy, and ig are the empirical

constants used to fit the numerical results with experimental data.

These chemical/electrochemical processes are coupled with multi-transport
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processes of charge, mass, momentum, and energy within the porous electrodes. The
governing equations for multi-transport processes are described in chapter 2. Besides, we
have the following assumptions: (1) the catalyst Ni is uniformly distributed within the
anode; (2) the microstructure of electrodes is stable and homogeneous during the
operations; (3) the effect of sulfur poisoning on the pore structure and catalytic property

of Ni are negligible.

l lo’l l Cathode

Electrolyte
Anode
Furnace
T Furnace
Ta

~——

H,S, H,0

Figure 3.1 Schematic of H,S fueled SOFC operation system

3.3 MODEL VALIDATION

The model development is based on a physical experimental setup. As shown in
Figure 3.1, the anode-supported button cell Ni-YSZ/YSZ/YSZ-LSM is mounted on the
top of a large ceramic tube. The fuel is supplied to the anode electrode via a small
ceramic tube while the surplus gas and products in the anode flow out through the large
ceramic tube. The cathode electrode is exposed to the ambient air. The temperature of
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this test stand is controlled by a furnace. In order to precisely determine the boundary

conditions at the anode/channel interface, the transport processes in the fuel supply tube

is also considered. Due to the axis-symmetry of the test stand, a 2-D axial-symmetric

domain is used to model the multi-physics processes in the test stand.

Table3.2 Boundary conditions

Interfaces(Q) Qo Qcyp Qeyp, Qpci Qg
lonic . - - .
Insulation Continuity | Continuity | Insulation N/A
charge
Electronic ifi . .
Specified Insulation | Insulation 0 N/A
charge voltage
H.S/H,0
0O2/N; : . -
Mass . Insulation | Insulation | Continuity (Mass
(Mass fractions) .
fraction)
Wall Wall - Flow rate,
Momentum Pressure . . Continuity
(no slip) (no slip) pressure
Energy Temperature | Continuity | Continuity | Continuity | Temperature

The mathematical model is solved using COMSOL Multiphysics 4.2a. The

model parameters are listed in Tables 3.2-3.5, including the constants of reaction rates,

reaction source terms and energy source terms, testing system operating parameters and

boundary conditions. For a specified cell voltage at the cathode electrode boundary, the

corresponding the species distributions and average cell current density are calculated.

The cell polarization curve then is obtained by specifying a series of cell voltages and

calculating the corresponding average cell current density. Figure 3.2 shows the

experimental polarization curve at 900°C when 5% H,S and 95%N are used as the fuel.

Obviously the model predictions match the experimental data reasonably well. This
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model is further utilized for numerical simulations.

Table3.3 Reaction rates and constants

Reaction Rate Rate Constant

PH, +/Ps, ) A =7.84x10°;
Kl

D)(Pu,s -

E
ro= Ay exp( RT

E,; =1.96x10°;

_EZf 2> PhH 3p$ Azf 26.3><1012 ;
r,=A: ex 2 2
2 = Ay exp( RT )(PH,s PH,0 K, )
E,; =1.27x10°;
—E3s 4 Pn *peo,’ Agr =63x10M
[y = ex 2 =2
3 = Agt exp( RT )(Ps, Ph,0 K, )
Es; =1.837x10°;
Table 3.4 Sourceterms
Reaction source terms Energy source terms
RHZS = (_rl _O'SrZ)M H,S RCa = Qh,r + Qh,ac +Qh,ohm
Ry, =(ry +3r, +4r5)My, —ig My, /2F Rer = Qhotm
Ry,0 =(=2r, —4r3)My o +ig My o /1 2F Ran = Qnr +Qhac + Qnohm
Rs, = (051, —1))Mg Rei =0
Ry, = (1 +2r3)M o,
Ro, =—igcMo, /4F

3.4RESULTS AND DISCUSSION
3.4.1 The distributions of fuel species and temperature field

Figure 3.3 illustrates the molar fraction distributions of fuel species within the
button cell and fuel supply tubes, where 5%H,S, 10%H,0 and 85%N., are supplied to the

cell anode and the cathode side is exposed to the ambient air. The operating temperature
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Table3.5 Operating parameters

Value Units
Cathode layer thickness, radius 4x107°, 2.5x1073 m
Electrolyte layer thickness, radius 2x107°, 6.5x107° m
Anode layer thickness, radius 35x10™*, 6.5x107° m
Inlet fuel channel radius, wall radius 1x107%, 1.5x107° m
Outlet fuel channel radius 6.5x107° m
Pressure 1 atm
Anode ionic conductivity 3.34x10% exp(~10300/T) S-mt
Cathode ionic conductivity 3.34x10 exp(~10300/T) S-mt
Anode electronic conductivity 2x10° S-mt
Cathode electronic conductivity 42x10° exp(~1150/T)/T S.mt
Electrolyte ionic conductivity 3.34x10% exp(~10300/T) S.mt
Porosity(¢) 0.4 1
Particle diameter 2x1078 m
Tortuosity (3_7*9)0-5 1
Permeability 83—d22 1

150(1- &)
Specific three-phase boundary length 1.8x10% m-m’*

l T T T T I T T T T I T T T T I T T T T I T T T T I T T T T
Y Experimental
0.8+ ——e—— Numerical —
S I
S 0.6 n
g ] |
©

e , B
6 . |
O 0‘4_ e
02+ Temp:900°C |
| Fuel:5%H,SinN, |

‘ 1 1 1 1 Y
0 50 100 150 200 250 300

Current density (mA cm™)

Figure 3.2 Comparison between numerical result and experimental data
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of the furnace is set at 900°C and the cell voltage is 0.2V. As shown in the figure, the
molar fraction of H,S is relatively uniform in the small tube. Beyond the outlet of the
small tube, the molar fraction of H,S decreases toward the anode electrode. The molar
fractions of H,O and SO, show opposite trends. One also can notice that the distribution
of generated S, shows relative high concentration around the circumference of the anode.
For the ideal gas, the molar fraction concentration is proportional to its partial pressure.
Accordingly the partial pressure of the generated S, is relatively high around the anode
circumference. It has been realized that the higher partial pressure of S, (or S) indicates

{[81.86]

the worse sulfur poisoning effec . It seems that the sulfur poisoning effect is

relatively severe around the anode circumference.

40.0506 40.409 4+0.128 41.978e-3
Cathode H2S 0.05 0.4 52
2 o 0.12 o
e 0.045 :
: 18
Anode 0.35
0.04 a1
|
- 110.035 03 = 0.08 16
‘ 1073
etia 0.25
0.06 .
| Ho.os
‘ bins 0.2 0.04
Fuel channel ‘ : 12
o g f0.015 0.15 0.02
z <0507 O 7o
ywl,v* 0.01 0 1 10
v7.5e-3 v0.0975 v9.626e-4 v9.626e-4

Figure 3.3 Distribution of gas species within thefuel cell and tube system

The distribution of temperature field is shown in Figure 3.4. It is clear that the
highest temperature is present at the anode side, particularly the area well aligned with
the cathode along the axial-symmetric line. Since the heat generation within the cell is

mainly due to the heterogeneous chemical/electrochemical reactions, the results indicate
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that the intensive reactions mainly take place in the anode.

Temperature [OC] Max: 913.59
x10°> ors
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-1
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Figure 3.4 Temperaturefield distribution in the button cell and fuel supply tubes
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Figure 3.5 Effect of H,O content on the distribution of electronic/ionic current
densities along the axis-symmetric line (r=0)

3.4.2 The effect of H,O content
Since the steam content affects the H,S reforming and sulfur reforming reactions,

it may have significant effects on H,S fueled SOFCs. In this section, the effect of H,O
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content is studied. We consider three fuel compositions with different H,O contents, i.e.,
5%H,S+10%H,0, 5%H,S+20%H,0 and 5%H,S+30%H,0. The N, is used as the
balance species. The operating temperature is set at 900°C and the cell voltage is 0.3V.
In order to clearly illustrate the effects, the simulation results are recorded along the
axis-symmetric line of the cell. As shown in Figure 3.5, the electronic current density
shows relatively high gradient at the electrodes/electrolyte interfaces and is uniform
towards the channel/anode interface. The ionic current density shows the highest gradient
at both the anode/electrolyte interface and cathode/electrolyte interface. Within the
electrolyte, the ionic current density is very uniform. Towards the channel/anode
interface, the ionic current density approaches zero. Obviously increasing the H,O
content from 10% to 30% in the H,S fuel significantly improves both electronic current

density and ionic current density. Therefore, suitable increasing the H,O content in H,S
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Figure 3.6 The effect of H,O content on the fuel speciesdistribution through
axis-symmetric line (r=0)

in fuel is beneficial for the improvement of SOFC electrochemical performance. The
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corresponding molar fraction distributions of fuel species in the anode along the cell
axis-symmetric line are shown in Figure 3.6. It can be seen that increasing the H,O
content leads to the decrease of molar fraction of H,S fuel, implying that the consumed
H,S increases. Accordingly the generated H, and SO, increase. It also can be noted that
the generated S, decreases, indicating that high steam content may potentially mitigate
the sulfur poising effect.

3.4.3 The effect of operating temperature and cell voltage
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Figure 3.7 The effect of operating temperature on the fuel speciesdistribution
through axis-symmetric line (r=0)

The operating temperature can significantly influence multi-physical transport
processes and local chemical/electrochemical reactions. As shown in Figure 3.7, the
molar fractions of H,S, H,, and S, decrease when the operating temperature increases
from 800°C to 900°C while that of SO, increases. This observation indicates that the
higher temperature facilitates the reforming of H,S and improves the consumption of the

generated H,. Accordingly the electrochemical performance of the cell is enhanced.
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Since the molar fraction of the generated S, decreases, the corresponding sulfur

poisoning effect is mitigated.
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Figure 3.8 The effect of operating cell voltage on the fuel speciesdistribution
through axis-symmetric line (r=0)

The effect of cell operating voltage on the molar fraction distributions of fuel
species is illustrated in Figure 3.8. When the cell voltage decreases from 0.6V to 0.2V,
the molar fractions of H,S, H,, and S, decrease while that of SO, increases. Decreasing
the cell voltage actually leads to the increase of the cell current. Accordingly the
consumption of H, increases due to the electro-oxidation of H,. The reduced H, may
further improve the conversion of H,S. The decrease of generated S, implies that
lowering the cell voltage may potentially mitigate the sulfur poisoning effect.

3.4.4 Flow rate effect

Figure 3.9 illustrates the effect of fuel flow rate on the fuel species distribution

within the button cell and fuel supply tubes. Here the fuel composition of

5%H,S+10%H,0 is utilized at the inlet of fuel supply tube. The operating temperature
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Figure 3.9 The effect of fuel flow rate on the fuel gas species distribution

and cell voltage are set at 900°C and 0.2V respectively. When the fuel flow rate increases
75ml/min to 226ml/min and 377ml/min, the molar fraction of H,S shows obvious

increase from the outlet of the small fuel supply tube towards the anode. The molar
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fraction increase of H,S in turn will enhance the chemical/electrochemical processes.
This can be seen from other species distributions. The molar fractions of H,O and SO,
decrease, indicating that the consumptions of both H,O and SO, are improved. However
the molar fraction of S, increases with increasing the fuel flow rate, indicating that the

high fuel flow rate may potentially intensify the sulfur poisoning effect.

3.5 CONCLUSIONS

A direct H,S fueled SOFC model is developed based on a button cell test system.
The model considers the detailed chemical reforming processes of H,S and the
multi-physics processes in button cell and fuel supply tubes. The model is validated using
experimental polarization curve. Upon the model validation, extensive simulations are
performed. Results show that operating conditions have significant different effects on
the fuel/gas species distributions and cell performance. Suitable increasing the H,O
content in H,S fuel can improve SOFC electrochemical performance and potentially
mitigate the sulfur poising effect. High operating temperature may facilitate the
reforming of H,S and improve the electrochemical performance as well as mitigate the
sulfur poisoning effect. Simulation results also show that lowering both the cell voltage

and fuel flow rate may potentially mitigate the sulfur poisoning effect.
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CHAPTER 4
MODELING OF DIRECT CH4 FUELED SOLID OXIDE FUEL CELLS WITH

GLOBAL REFORMING CHEMICAL KINETICS

4.1 INTRODUCTION

Solid oxide fuel cells (SOFCs) have gained increasing interests as
electrochemical energy conversion systems due to their high efficient and
environmentally benign characteristics®®”. Compared to other type of fuel cells, SOFCs
are much more fuel-flexible, which can use a variety of fuels such as hydrogen, natural
gas, coal gas, or other hydrocarbon fuels. SOFC directly fueled with hydrocarbon is a
promising technology to simplify the fuel-reforming system and reduce the total cost .
When hydrocarbon fuel is used, very complicated thermal/electrochemical reactions are
involved. Experimental results show that methane could react with the steam to
generate hydrogen and carbon monoxide at the surface of transition metal catalysts 59
methane also has dissociation process at high operating temperature to generate carbon
and hydrogen under the Ni catalysis condition. The carbon could deposit on the surface
of the nickel and quickly destroying the catalytic performance of the nickel. To better
utilize hydrocarbon fuels, the internal reaction processes are worth to be further studied.

In this respect, modeling techniques are cost-effective for this purpose. The methane
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fueled SOFCs have been investigated in a few references® ). Nevertheless, it is
generally assumed that only hydrogen is oxidized within the anode, while methane and
carbon monoxide, if present, are reformed or shifted to produce hydrogen®®3. Since the
oxidation process of direct carbon monoxide is neglected, the modeling results could be
misleading. To overcome this limitation, CO-CO, oxidation electrochemistry has been
considered in recent modeling studiest®**™. When CO-CO, electrochemical reactions
are considered, the corresponding reforming reactions are very complicated by the
presence of CH4, H, and H,O species, which are rarely considered in the open literature.
Obviously, there is a need to couple the electrochemical processes of both H,-H,O and

CO-CO, with primary methane dissociation and reforming reactions.

Table4.1 Chemical/Electrochemical ractions

Reactions
Methane dissociation(r,) CH, <> C+2H,
Methane steam reforming reaction(r, ) CH,+H,0¢3H,+CO
Methane dry reforming reaction(r;) CH, +CO, <> 2H, +2CO
Carbon monoxide steam reaction(r,) CO+H,0<H, +CO,
Electrochemical reaction: Anode :H, +0% < H,0+2e
CO+0% « CO, +2e”
Cathode: O, /2+2e” <> 0%

In this study, a direct methane fueled SOFC model is developed, taking into
account of both H2-H20 and CO-CO2 oxidation reactions and their interactions with
methane reforming. The model is validated by experimental data under different fuel
conditions. Based upon the validated model, further simulation studies are carried out to

investigate the steady state and transient performance of the cell.
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4.2 REACTION MECHANISMS WITHIN ELECTRODES

With methane as the fuel, very complicated interactions exist between the
primary methane dissociation, the reforming reactions as well as the electrochemical
processes of both Hy-H,O and CO-CO,. Table 4.1 lists these reactions proved by
experiments®®®". The corresponding reaction rates and rate constants are listed in Table

4.2. In general, the form of a chemical/electrochemical reaction can be written as,
n m
Z:niRai eijPujJrze‘ (4.1)
i j
where, Rais the reactant, Puis the product, n,and m;are the stoichiometric factors for

the reactants and products, respectively, zis the number of electrons. For the single-step

elementary reactions, the forward and backward reaction rate coefficients k, and k, can

be represented as,

act

— =
ki = AT " exp( T )exp(aRTn) (4.2

N —E™ zF
k, = AT " exp( - )exp(—(l—a)ﬁn) (4.3

where, E*is the thermal activation energies, nis the electrical potential difference

between THE reactants and products. The net reaction rate R, then can be calculated

as,
Ry = ki TIIRai]" —ky T1[Pu;1™ (4.4)
Using the Nernst equation, the equilibrium potential 7, and the Butler-Volmer

equation can be constructed respectively as,
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I1[Pu;1™

AG Ry (4.5)

=y zF H[Ra.]

l-a)zF

a1 )] (4.6)

o F
=i eXp( e (7~ 7cq)) — eXP(-
where, AG is the Gibbs free energy of the reaction, i,is the exchange current density. If

the hydrogen electro-oxidation pathway is dominant, equation (5) can be simplified as,

pH po
0 T T
™ 2 Ph,0
Table4.2 Reaction rates and Rate constants
Reaction Rate Rate Constant
p,i ky; = 2.31x107° exp(20.492 — 104200)
PcH, - K. RyT
™
rn= 163200
(1+ k12 J pH ) klz = eXp( RgT - 22426)
K, =5.088x10° exp(— 91200)
R,T
r, =Ky [CH,][H,0] - ky, [COI[H,]? Kpp =2.3x107% Ky, =1.4x107%
K 5, K 3,ks[CH,][CO
Iy = 31K3,k3[CH,][CO] Ky = 2.61x10°3 exp(~ 4300)
K31K3o[CH 4 J[CO, ]+ K5 [CH 4 ]+ K3, K5[CO, ]
Kj =5.71x10" exp(@)
ks =5.35x107" exp(—ioo)
ry =Ky [COI[H,0] - k4 [CO,1[H,] kye =15x107" Ky, =1.4x107"

According to Zhu et all™ And the exchange current density for H,-H,O

oxidation process can be formulated as,

, _.* (szlpLZ)O.ZS(pHZO)OJS

ig.an =i, -
- 1+(pH2/pH2)0'5

(4.8)

— (Po, / Po,)"% (4.9)
Y% 1 (po, 1 Po,)°° '
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where, p; was about 0.7atm; pg =4.9x10%exp(-2x10°/RT) ; iy and ig are the

empirical constants used to fit the numerical results with experimental data.

The rate-determining step of CO-CO, oxidation process is quite similar to that of

H,-H,0 oxidation process!®®. It is realized that the rate of CO oxidation is 2-3 times less

than that of hydrogen oxidation under the same oxidant partial pressure. When the rate of

CO oxidation reaction is assumed to be three times lower than that of H, oxidation, the

modeling result is able to obtain a good agreement with experimental datal®. Here this

assumption is employed to describe CO-CO; oxidation electrochemistry,

1-a)zF
RT

152, = 2o (7~ o)~ exp(- =2 ()

s (Pco/ pzk:o)o'zs(l:)co2 )%

ig.an =ico *
- 1+ (Po ! Peo)®®

And the total exchange current density within the anode can be formulated as,

. _+H, :CO
IO,an - IO,an + IO,an

Table4.3 Reaction Sourceterms

(4.10)

(4.11)

(4.12)

Reaction source terms Energy source terms
RCH4 =(-r, =1, —13)M CH, Reathode = Qohm + Qchem/entropy
RH2 = (2r1 + 3I’2 + 2I’3)|\/| H, = i(l)-fazmM H, 12F RElectrolyte = Qohm
RHZO =(=r, =1, )M H,0 T i(;lénM H,0 12F Ranode = Qonm + Qchem/entropy
Rei o =0
Reo, = (T3 +1))Mco, +igoM o, /2F
0, 3 4 CO2 0,an""' CO,
ROZ = _iO,CM 02 /4F
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4.3 SOLUTION ALGORITHM AND MODEL VALIDATION

In addition to the global reforming chemistry and electro-oxidation processes,

SOFCs also include very complicated transport processes. Figure 4.1 has illustrated the

corresponding experimental setup, of which the transport processes include fuel/gas

transport in fuel supply tubes and porous electrodes, charge transport through material

backbone, as well as heat transfer. The governing equations for these processes are

described in chapter 2.

Table4.4 Boundary conditions

Interfaces(Q) Qcyen Qcyp Qeyp, Qe Qg
lonic . - - .
Insulation Continuity | Continuity | Insulation N/A
charge
Electronic ifi . .
Specified Insulation | Insulation 0 N/A
charge voltage
CH4/H,0
0O2/N; : . -
Mass . Insulation | Insulation | Continuity (Mass
(Mass fractions) .
fraction)
Wall Wall - Flow rate,
Momentum Pressure . . Continuity
(no slip) (no slip) pressure
Energy Temperature | Continuity | Continuity | Continuity | Temperature

The mathematical model is solved by using COMSOL MULTIPHSICS V4.0a.

The model parameters and boundary conditions are provided in Table 4.3-4.5. For a

specified cell voltage at cathode electrode boundary, the corresponding average cell

current density is calculated. Accordingly, a variety of species distributions are calculated.

The cell polarization curve is obtained by specifying a series of cell voltages and

calculating the corresponding cell current density. And the species distributions
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associated with multi-physicochemical processes are calculated

individual voltage conditions.

Table4.5 Operation parameters

under each of the

Cathode layer thickness, radius
Electrolyte layer thickness, radius
Anode layer thickness, radius

Inlet fuel channel radius, wall radius
Outlet fuel channel radius

Faraday Constant

Gas constant

Operating Temperature

Pressure

Anode ionic conductivity

Cathode ionic conductivity

Anode electronic conductivity
Cathode electronic conductivity
Electrolyte ionic conductivity
Anode local electrical capacity
Cathode local electrical capacity
Porosity(¢)

Particle diameter

Tortuosity

Permeability

Inlet velocity

Value
4x107°, 25x107°
2x107°, 6.5x107°
3.5x107*, 6.5x107°
1x107%, 15x10°°
6.5x107°
96500
8.314
700
1
3.34x10% exp(~10300/T)
3.34x10% exp(~10300/T)
2x108
42 %108 exp(~1150/T)/T
3.34x10% exp(~10300/T)
0.01
0.1
0.4
2x10°°

3—-¢&.05
(T)

&3d?

150(1—¢)?

0.2

m-s*

The model validation is carried out by comparing the model predictions with

experiment data under identical operating conditions. The polarization curves of the cell

are obtained under two different fuel

compositions:

97%H,+3%H,0 and

97%CH4+3%H,0. As shown in Figure 4.2, the model predictions match with

experimental data reasonably well with different fuels at three temperature conditions of

600°C, 650°C and 700°C.



4.4 RESULTS AND DISCUSSIONS
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Figure4.1 Experimental setup of SOFC testing system

12 — — —— . 12 , — . T . T
il O Exp 97%H, 600°C
: o
3 g B 700H, 650 € 1 oy Exp 97%CH, 700°C B
v Exp 97% H, 700°C B
Hiimicrizal e Exp 97%CH, 650°C
] cole Exp 97%CH, 600°C
0.5 — 0.8 Numerical =
< s
b @
| =3
[+}] Il H
E U.G—_ % U.G—_ -
° = ]
> ] o :
0.4 O 04 o
0.2+ 0.2 -
0 i N S B S T S R R 0 RS O R O (S (R (R O (N R (R
0 400 800 1200 0 200 400 500 800
Current density (mA cm?) Current density (mA cm™)

Figure 4.2 Comparison between experimental data and numerical results

4.4.1 Steady state analysis
4.4.1.1 Distribution of bulk gas species
Figure 4.3 shows the molar fraction distributions of various fuel/gas species,

where the inlet fuel is composed of 84%CH,, 4%CO, 4%H,, 4%H,0 and 4%CO,. The
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operating temperature and the cell voltage are set at 700°C and 0.5V respectively. It can
be seen that the molar fractions of reactants, CH4, H, and CO, decrease from the anode
inlet toward the anode/electrolyte interface. CH, is decomposed into various gas species
such as H, and CO; the generated H, and CO are consumed by electrochemical reactions.
The reduced concentrations of H, and CO further drive the decomposition of CH,4. The
electrochemical reaction sites take place in the anode electrode, resulting in the
decreasing trend from the fuel inlet toward the anode electrode. On the other hand, H,O
and CO, are produced in the anode electrode through electrochemical reactions.
Accordingly the molar fractions show opposite trend, decreasing from the

anode/electrolyte interface toward the fuel/gas outlet.
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Figure 4.3 Distribution of bulk fuel specieswithin thetesting system
4.4.1.2 Effect of CO-CO, electrochemical process

In this section, the effect of CO-CO, electrochemical process is highlighted in

hydrocarbon gas fueled SOFCs. As shown in Figure 4.4, with and without consideration
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of CO-CO; electrochemical process, the cell polarization performance shows a clear
difference, indicating that the contribution of CO-CO2 oxidation process to the electrical
current generation of the cell. The involvement of CO-CO2 oxidation process also
affects the concentration distributions of gas species. Figure 4.5 shows the concentration
comparisons of species along the axis-symmetrical line of the cell with/without
considering the CO-CO2 oxidation process, where the operating temperature is 700°C
and the cell voltage is set at 0.5V. Without CO-CO, oxidation process, the concentrations
of CH,4, Hy; and CO, are lower than those with CO-CO, oxidation process, while the
corresponding concentrations of H, and CO, are higher. Once the CO-CO, oxidation
process is taken into account, the concentration distributions of the species flip over. This
observation indicates that CO-CO, oxidation process has significant effects on the CH,

decomposition and electrochemical reactions.

L2777

4 —©6—— H2-H20 CO-CO2 electrochemical process
{4 ——=—— Only H2-H20 electrochemical process

Cell voltage (V)

0.2 Flow rate: 0.2m/s

1 Operating temp: 700°C

1 Fuel: 84%CH, 4%H,0 4%CO, 4%H, 4%CO

o

0 100 200 300 400
Current density (mA cm™)

L L L L L

Figure 4.4 Effect of CO-CO,, electrochemical process on the SOFC output
per formance
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4.4.1.3 Pressure/temperature distribution and effects of fuel composition

Figure 4.6 shows the distributions of pressure and temperature fields under the
same operating conditions as in Figure 4.4. Both distributions decrease from the anode
electrode toward the outlet of fuel supply tube, and the high values of pressure and
temperature appear near the anode/electrolyte interface. The results indicate that the

reactions of methane reforming and oxidation mainly take place at this site.

H2-H20Q C0-CO2 electrochemical process
I — — — OnlyH2-H20 electrochemical process

Joss

005 k-

Molar fraction
)
¥,
1
(=]
w
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Il F———————————— — —~— ] 0.82
L CO{ )COZ ]

ol IR R S S S N
0 0.0001 0.0002 0.0003 =
Distance through SOFC anode central line {r=0)

Figure 4.5 Thedistribution of synthesis gas speciesin anode along
axis-symmetrical lineunder different electrochemical processes

The fuel composition at the inlet will greatly influence the dissociation and
reforming processes of methane and consequently the cell performance. Figure 4.7 shows
the cell current density variations with respect to the inlet fuel compositions when the cell
voltage is set at 0.2V. For the inlet fuel composition of mixed CH4 and H,O, the cell
current density increases with decreasing the content of H,O from ~100% to 35%;
beyond 35%, further decreasing the H,O content actually makes the cell performance

worsen. Addition of CO into the methane has a slight effect on cell performance,
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particularly at the CO content between 100% and 80%. Beyond 80%, further decreasing
the CO content shows little effect on the cell performance. With the mixture of CH,4 and

CO; as the fuel, the cell performance monotonically increases with decreasing CO,

content.
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Figure 4.6 Thedistribution of pressure and temperaturefieldsin thetesting
system

— T T T T
41 Temp: 700°C B
goo- Flow rate: 0.2m/s -

Operating voltage: 0.2V

(2]
o
T

400

Current density (mA cm?)

N
o
T

© XenatXuz0
—a— -
XenatXcoz

o
¥ XcpatXco

CH4
CH4

C\\\l\\\l\\\l\\l

0 02 04 0.6 0.8 1
Molar fraction of CH4 (X¢,,,+X,,0c0c02=1)

Figure4.7 The effect of fuel gas content on the SOFC output perfor mance

4.4.2 Transient cell performance
The transient behaviors of the methane fueled cell are studied by applying a step

change of the operating voltage and fuel inlet velocity to the cell respectively. We record
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the responses of various species at the intersecting point between the axis-symmetrical
line and the electrode/electrolyte interface.
4.4.2.1 Step change effects of cell voltage

In this section, the transient behavior of the cell is studied. The operating
temperature of the furnace is set at 700°C. The cell voltage is set at 0.5V and has a step
decrease of 0.1V at the 20" second as shown in Figure 4.8. The corresponding responses
of the species molar fraction at the concerned intersecting point are then calculated. As
can be seen, it takes about 20 seconds for the species CH4, Hy, CO, H,O and CO; to
change from one steady state to another. The responses of species CH, and CO, are

relatively slow while those of species H,, CO, and H,0O are relatively fast. At the cathode

. a) Response of O2 on Cathode side b) Response of species on Anode side
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Figure 4.8 Response of gas speciesto the step change of cell voltage

side, the response of O2 is pretty fast, and less than 5 seconds from one steady state to
another. It is generally recognized that the oxygen reduction reaction in the cathode is the

most sluggish process in the cell when humidified hydrogen is used as the fuel™. The
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present simulation results demonstrate that the processes in the anode are slow than that
in the cathode. Due to the fact that the reforming process of CH, in the anode has
multiple steps and is coupled with oxidation processes of H, and CO, leading to the
overall slow effects. The result also indicates that anode is the critical component limiting
the electrochemical performance for direct methane fueled SOFCs.

4.4.2.2 Step change effects of fuel inlet velocity
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Figure 4.9 Theresponse of global cell current to the step change of fuel flow rate

The step change effects of fuel inlet velocity on the cell performance and the
species concentrations in the anode are also studied. Here the operating temperature of
the furnace is set at 700°C. The cell voltage is set at 0.5V. The anode inlet fuel is
composed of 84%CH,, 4%CO, 4%H,, 4%H,0 and 4%CO,. The fuel inlet velocity
increases from 0.2m/s to 0.3m/s at 20™ second. As shown in Figure 4.9, the current
density has an obvious increase from 161mA/cm? to 167.8 mA/cm?. The transient

procedure takes about 40 seconds. Figure 4.10 shows the corresponding responses of the
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reaction species in the anode at the concerned intersecting point defined above. The
molar fractions of species CH,4, CO, H,, and CO, increase to a steady state with high
values. However that of species H,O decreases. In general, the H20 generated from
electrochemical reaction increases with increasing the cell current density. In the present
situation, increasing the current density actually decreases the generated H,O. This fact
indicates that part of the generated H,O is consumed by the reforming reactions of CHy.
As a result, increasing the inlet flow rate of the fuel is able to improve the reforming

reactions of CHy4 and the cell performance.
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Figure 4.10 Transient response of fuel speciesto the step change on flow rate
4.5 CONCLUSION
Direct methane fueled SOFC model is developed, in which the methane
reforming processes are coherently integrated with multi-transport processes within a
button cell test system. The model takes into account the two electrochemical reaction
processes of hydrogen and carbon monoxide oxidations. The model is validated using
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experimental polarization curve under the temperature condition of 600°C, 650°C and
700°C. Simulation results show that the reaction processes in the anode of direct methane
fueled cell are more sluggish than the oxygen reduction process in the cathode, which is
the opposite case to hydrogen fueled SOFCs. The CO-CO, oxidation process plays an
important role, which not only directly influences the cell performance but also affects
methane reforming process. The results also show that H20 is able to improve the cell
performance through intensifying the methane reforming reactions, while CO and CO2
have relatively small effects. Increasing the inlet flow rate of the anode is able to improve

the methane reforming process and the cell performance.
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CHAPTER 5
MULTIPHYSICAL MODELING OF CH4 AND H,S MIXTURE FUELED SOLID

OXIDE FUEL CELLS WITH GLOBAL REACTION KINETICS

5.1 INTRODUCTION

Solid oxide fuel cells (SOFCs) are energy conversion devices that convert the
chemical energy of fuels into electrical energy directly. The widely used SOFC anode
material is nickel cermet. The high catalytic property of the nickel anode allows certain
degree of internal reforming to occur, enabling direction operations on hydrocarbon fuels
such as methanel™.. This capability together with high operating temperatures makes
SOFCs the most fuel flexible and efficient energy conversion fuel cell technology!™®.
However the hydrocarbon fuels such as natural gas, methane-rich fuels derived from
gasified biomass generally have many contaminants, typically sulfur- and
carbon-containing compounds’®Y!. These contaminants may lead to sulfur poisoning
and carbon deposition of nickel catalyst, and deactivate the function of nickel cermet
anode. Therefore significant efforts have been put into the fundamental mechanism
understanding of hydrocarbon fueled SOFCs and strategy development to mitigate the

anode degradations caused by contaminants.

The issues of carbon deposition and sulfur poison effects on nickel-based anodes
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are usually studied individually. For example, direct methane (CH,4) fueled SOFCs are
generally employed to investigate carbon deposition effect. This includes experimental
studies, e.g., S.A.Barnett et al.'%2%! and modeling studies, e.g.,!"**%1%1 Similarly, H,S
is used as the fuel to investigate the sulfur poisoning effects on the anode. Most of the
sulfur poisoning studies are experimental® 8! with a little work being modeling
(8081107 "1n order to simulate the contaminants involved in practical hydrocarbon fuels,
the mixture of CH, and H,S are used as the fuel in the experiments for nickel-based
anode degradation studies®*®®!. When CH,-H,S mixture is used as the fuel for SOFCs,
there exist complicated dissociation processes of CH4 and H,S respectively, (steam/dry)
reforming processes of CH,4, the CH,4 reforming process induced by H,S, and the steam
reforming of intermediate species CO as well as the electrochemical reactions induced by
both H, and CO. It is in general difficult for experimental methods to interpret the
complicated multiphysics processes in the anodes. In this aspect, mathematical modeling
technique may provide a cost-effective way to deconvolute the complicated chemical and
electrochemical processes. To our best knowledge, the CH4-H,S mixture fueled SOFCs
have not been investigated through modeling method.

The objective of this study is to develop a SOFC model with CH4-H,S mixture
as the fuel. The model considers the complicated dissociations and reforming reactions
processes. The electrochemical oxidation process of both H, and CO are taken into
account in the model. The developed model is first validated using experimental data by

matching the model predictions with experimental polarization curves. Based on the
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validated model, numerical simulations are carried out to study the complicated
multi-physics processes in the SOFCs. The carbon deposition and sulfur poisoning issues

are also discussed based upon the simulation results.

5.2 CHEMICAL REACTION KINETICS AND ELECTROCHEMICAL REACTIONS
When the mixture of CH, and H,S is used as the fuel, very complicated chemical
and electrochemical reaction processes occur in porous nickel cermet anode. These
include the dissociations of CH4 and H,S, the steaming reforming of CH,, the CO;
reforming of CHy,, the H,S reforming of CH,4, and the carbon monoxide steam reaction
[104108] 'The anode also involves the electrochemical oxidations of H, and CO. These
reactions are summarized in Table 5.1. The corresponding reaction rates and rate
constants are shown in Table 5.2. Accordingly the reaction source terms and energy

source terms are obtained as shown in Table 5.3.

Table 5.1 Chemical/Electrochemical reactions

Reactions
Methane dissociation(r, ) CH, < C+2H,
Methane steam reforming reaction(r, ) CH,+H,0« 3H, +CO
Methane dry reforming reaction(r,) CH, +CO, <> 2H, +2CO
Carbon monoxide steam reaction(r,) CO+H,0<H, +CO,
Hydrogen sulfide dissociation(r;) H,S< H, +05S,
Methane hydrogen sulfide reforming(r,) CH, +2H,S< 4H, +CS,
Electrochemical reaction: Anode :H, +0% < H,0+2e
CO+0% «CO, +2e”
Cathode: 0, /2+2e” < 0%

For Ni-YSZ composite anode, the Ni phase conducts electrons while the YSZ

phase conducts oxygen ions. The electrochemical reactions take place at the triple phase
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boundary, where Ni phase, YSZ phase, and gas phase meet together. In principle, various
types of electrochemical reactions could occur simultaneously in the anode®. Recent
results show that only a few of them are rate-dominate steps. In this paper, the H,-H,O
and CO-CO, electro-oxidation pathways are assumed to be the two dominant

electrochemical processes.

Table 5.2 Reaction rates and constants

Reaction Rate Rate Constant
p3 ky; =2.31x107° exp(20.492—104200)
H, 11 RT
PcH,- K71 9
=k, ————% — 163200
b @ kpafpn, ) kip = Xp(— =~ 22.426)
(¢]
K, =5.088x10° exp(—w)
R,T
r, =Ky [CH,1[H,0] - kyp [COI[H, 1P Ky =2.3x107% Ky, =1.4x107%
K31Kg:ks[CH,][CO] B 4300
" T KKy [CHLICO, ] + Kay[CH 4] + K 5pkg[CO Ksy = 2.61x10™ exp(-—=)
31K32[CH,J[CO, ]+ K31 [CH 4 ]+ K3, k3 [CO, ] T
Kgp =5.71x107° exp(@)
ks =5.35x107" exp(—%oo)
ry =Ky [COI[H,0] - k4 [CO,1[H,] kye =15x107" Ky, =1.4x107"
oy Pu, +/ Ps, Ag; =7.84x10°%, Eg; =1.96x10°;
rs = Ay exp( )(Pr,s ———F——)
<t s 184.1x10°
K. = [10° exp(—=ot2X2Y
° \/ P( 2.303RT )
— Eg; » Pu, ' Pes, Ags =2x10™, Egq =1.7168x10%,
re = Ast eXp(?)(F)CH4 PH,s _K—)
6 3
K, = exp( 19.5x10 )
2.303RT

For the hydrogen oxidation process, the local equilibrium potential can be

determined by,
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05
H, :£+E|n(—p*’2 Po, )

F 2F PH,0 (1)

where, AG is the Gibbs free energy of the reaction, zis the number of electrons, pis the

partial pressure, and the local Butler-Volmer equation can be formulated as,

=2 F ol i o0 (- B ) - exp(- £ OF

————(n—-Ey,)l (5.2)
where, I is the length of three phase boundary per unit volume, ig'z is the exchange

current density and can be formulated ast™!,

e it (Pu, / Pr,) % (Pr,0) "™ (5.3)
S S Pl

where, p;, is about 0.7atm; i, is the empirical constant used to fit the model

predictions with experimental data.

Table 5.3 Reaction Sourceterms

Reaction source terms Energy source terms
Ren . (=1, =1, —13)M gy 4 Reathode = Qohm + Qchem/entropy
RHZO = (—rz - r4)M H,O + i(;-,lénM H,0 /12F RAnode = Qohm + Qchem/entropy
Reya =0
Reo, = (T3 +1))Mco, +igoM o, /2F
0, 3 T14)VMcoy tloanVlco,
ROZ = _iO,CM 02 /4F

The oxidation process of carbon monoxide in the anode is quite similar to that of
hydrogen*™. It has been realized that the rate of CO oxidation is about 2~3 times less

than that of hydrogen oxidation under the same oxidant partial pressure™. Published
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studies show that when the rate of CO oxidation reaction is assumed to be three times
lower than that of H, oxidation, the modeling prediction is able to obtain a good
agreement with experimental datal™'®. Therefore, in this paper, this assumption is
employed to describe CO-CO, oxidation reaction in the anode,

05
Eco = AG _RT In Pco Po,

= 2F Pco,

) (5.4)

an

lan = EZ' Flpg 'ioc,gn[EXp(%(ﬂ —Eco)) —exp(-= (7 —Eco))] (5.5)

Ql-a)zF
RT

co .+ (pco/p’c;o)o'zs(pcoz)0'75
IOan _ICO * 05 (56)
' 1+ (Pco ! Pco)™

where, i is the empirical constant. Then, the total exchange current density within the
anode is contributed from both H,-H,O and CO-CO, electro-oxidation processes,

on =it +ign (5.7)

At the cathode side, the oxygen diffuses into the porous cathode and reaches

triple phase boundary, where the oxygen phase, the electronic conducting phase LSM,
and the ionic conducting phase YSZ meet together. The oxygen molecule combines with
electrons transported from the LSM, generating oxygen ions. The oxygen ions transport
from the cathode side to the anode side through the YSZ phase. Here one step oxygen
reduction reaction is assumed to keep the consistence of electrochemical reaction and
charge transfer process:

%oz +2e” & 0%

and the local Butler-Volmer equation can be formulated as,
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= 2 F -l o aXP(ET (7~ )~ exp(- =22 (7~ E )] (5.8)
* 10.25
i\ .~ (Po,!Po,) (5.9)

@ 1 (b, P
where, pg =4.9x10%exp(-2x10°/RT) ; ig is the empirical fitting parameter. E,is the
equilibrium overpotential, e.g., Ee, =0.75E, +0.25E¢,.
5.3 SOLUTION ALGORITHM AND MODEL VALIDATION

In addition to the global reforming chemistry and electro-oxidation processes,
SOFCs also include very complicated transport processes. Figure 5.1 has illustrated the
corresponding experimental setup, of which the transport processes include fuel/gas
transport in fuel supply tubes and porous electrodes, charge transport through material
backbone, as well as heat transfer. The governing equations for these processes are

described in chapter 2.

Fuel Cell
Furnace

Testing
L/ device

-channel —ﬂ}— -

Fuel
Fuel-channel
Fuels outlet
| [ 1

Figure5.1 SOFC testing system

The mathematical model developed above is solved using the finite element

package COMSOL MULTIPHYSICS 4.2a. For a given cell voltage at the cathode
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electrode boundary, various charge and species distributions are calculated by combining
conservation equations with chemical/electrochemical reactions. The cell average current
density is then obtained. By specifying a series of cell voltages and calculating the
corresponding average cell current density, we may obtain the polarization curves of the
cell, relating the cell voltage to the cell average current density. The species distributions
are calculated at each of the individual voltage conditions.

The model is validated using experimental polarization curves, where
10%CH;+90%N, and 5%H,S+95%N, are used as the fuel, and the polarization curves
are measured at temperatures of 850°C and 900°C respectively. As shown in Figure 5.2,
the model predictions match with experimental data reasonably well. This model is then

used for further numerical studies.

1.2 T T T

1 e £---- 10%CH,, 850°C
13 wemef Y 5%HH,S, 900°C
——e—— Numerical

Cell voltage (V)

i Balance species: N,
1 - ‘

| | . .
0 0 200 400 600 800

Current density (mA cm™)

Figure 5.2 Comparison between numerical result and experimental data
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5.4 RESULTS AND DISCUSSION
5.4.1 Fuel species distribution

To elucidate the fundamental mechanisms of CH4-H,S mixture fueled SOFCs,
we first study the gas species distributions in the anode. Here the gas mixture of 40%CH,,
40%H,S and 20%N,, is used as the fuel, the cathode is exposed to the ambient air, the
operating temperature of the furnace is controlled at 900°C while the cell voltage is set at
0.2V as an example. Figure 5.3 shows the molar fraction distributions of various fuel/gas
species in the button cell and fuel supply system. In the central small tube, the CH, and
H,S are relatively uniform. Beyond the outlet of the small tube, the CH4 and H,S show
relatively high gradients and decrease toward the anode electrode. Due to various
chemical/electrochemical reactions, other gas species are also generated, including Ho,

H,0, CO, CO,, S; and CSy, the detailed distributions are shown in Figure 5.3. The molar
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Figure 5.3 Thedistribution of fuel gas species within the testing system
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fractions of H,, H,O, and S; increase from the outlet of the small supply tube towards the
anode, but those of H,0, and S, show relatively high gradients near the channel/electrode
interface. The molar fraction of CO decreases from the small tube outlet towards the
anode electrode. It is interesting to see that the molar fractions of CO, and CS; decrease
from the small tube outlet toward the channel/anode electrode interface and then increase
from the channel/anode interface toward the anode/electrolyte interface.

5.4.2 Effects of operating conditions on local Nernst potentials
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Figure 5.4 The effect of fuel flow rate and operating temperature on thelocal Ey,
and Eco

Theoretically, the Nernst potential is the equilibrium reduction potential
determining the total electromotive force of the electrochemical process in a fuel cell. In

present model, two electro-oxidation processes of H,-H,O and CO-CO, are considered,
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therefore we have two Nernst potentials Ey, and Eco. To calculate the Ey, and Eco, we
use equations (5.1) and (5.4). Here the oxygen partial pressure P, is obtained by

averaging the P, across the entire cathode/electrolyte interface. The partial pressures of

other species H,, H,0O, CO, CO, are their local values in the anode electrode. The effects
of operating temperature and fuel flow rate on these two Nernst potentials are shown in
Figure 5.4. Both Ey, and Eco decrease when the operating temperature increases from
800°C to 900°C. The Eyy is sensitive to the fuel flow rate, increasing with increasing the
fuel flow rate. But Eco shows little sensitivity to the fuel flow rate.

5.4.3 The electronic/ionic current densities
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Figure 5.5 Distributions along the cell axis-symmetric line: a) The distribution of
electronic/ionic current densities; b) Molar fraction distribution of H,and H,O

To study the effects of fuel composition on the distributions of electronic and
ionic current densities, we employ three fuel compositions with N, as the gas balance
species, i.e., 40%CHy,, 40%H,S and 35%CH,+5%H,S, respectively. The simulations are

run at the temperature of 900°C and the cell voltage of 0.4V. For the convenient
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illustration, the current density and species distributions along the axis-symmetric line of
the cell are utilized. As shown in Figure 5.5a, the electronic current density shows
relatively high gradient at the anode/electrolyte interface and is uniform beyond this
interface. The ionic current density shows the highest gradient at both the
anode/electrolyte interface and cathode/electrolyte interface. Within the electrolyte, the
ionic current density is very uniform. Towards the channel/anode interface, the ionic
current density approaches zero. When H,S is used as the fuel (40%H,S+60%N,), the
charge (electron/ion) current density is relatively low. When CH, is used as the fuel
(40%CH,4+60%N,), the charge current density is significantly improved. It is interesting
to see that the mixed fuel (35%CH;+5%H,S+60%N,) may further improve the charge
current density. Therefore, the H,S in hydrocarbon fuels is beneficial to improve SOFC
electrochemical performance. Figure 5.5b shows the molar fraction distributions of H,
and H,O under different fuel compositions. It is obvious that H, and H,O reach the
highest molar fractions when the mixed fuel (35%CH;+5%H,S+60%N,) is used for the
SOFC. The high molar fraction of H, may improve the electrochemical performance. The
high molar fraction of H,O may improve the reforming of CH,4, which in turn improve
the production of H, and electrochemical performance.
5.4.4 Effects of mixed CH4-H,S fuel on local Nernst potentials Ep, and Eco

The effects of fuel composition of mixed CH4-H,S on local Nernst potential
distributions are also studied. The Nernst potential induced by H,-H,O electro-oxidation

process is denoted as Ey,, while that induced by CO-CO; electro-oxidation process is
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represented by Eco. For the simplicity, the Nernst potential distribution along the
axis-symmetric line of the cell is used for the study. As shown in Figure 5.6, the Ey;
demonstrates a strong correlation with the cell voltage, increasing with increasing the cell
voltage from 0.2V to 0.9V. However, the Eco shows a weak dependence on the cell
voltage, especially at the anode/electrolyte interface. When the H,S content in the fuel
increases from 5% to 10%, the En, shows obvious increase particularly at low cell
voltage conditions, e.g., 0.6V and 0.2V. The Eco also shows a little bit increase. The

corresponding molar fraction distributions of CH4 and CO are shown in Figure 5.7. When

40%CH4, 5%H2S 40°%CH4, 10%H2S

RES Coav] M T ] 0.2V
= ~0.6V| = i = 0.6V
2 11 . . . - 09\( 2 11 ......... - 09\(
I s s e S = i o A
T1.05 T 1, D5 e e
= =
= =
B Y rrp—————— 2 1 e e e
o o
(=1 (=1
i ! % ————
£0.95 EAMENN SR S S S— £0.95 R ——— S S S
= ] =
0 0.5 1 1.5 2 2.5 3 35 4 0 0.5 1 1.5 2 2.5 3 3 4
Z-direction (m) ',,;1134Jr Z-direction (m) xlDJ'
11 40°%CH4, 5%H2S 11 40°%CH4, 10%H25
L - : - —oav] - - - - " - - - o2V
T e B W e e — e === ~0.6V
oyt R U S S—— - 0.9V o~ o= - 0.9V
S 106 T —i S 1,06t ——
! 1 H [}
“1.04 1, 0g [ r———————
= =
= E 07| R P I S N F— — =TV IR AP N NS W (S—
2 2
g [ s —— i ——— 8, 1 | U —
£0.98} : S S— £0.98 : S —
a a
= ] | | ] = ] | | ]
0‘96 . : o s . s ( ..... - S— 0.96 - _ , e s . e (;.....- o —
0 0.5 1 1.5 2 2.5 3 35 4 0 0.5 1 1.5 2 2.5 3 3 4
Z-direction (m) ',,;1134Jr Z-direction (m) xlDJ'

Figure 5.6 The effect of fuel content and operating voltage on the local Ey, and Eco

the cell voltage decreases from 0.9V to 0.2V, the molar fraction of CH, also decreases,
but that of CO increases. The decrease of cell voltage leads to the increase of cell current

density, which in turn improves the consumption of species H, and CO through
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electro-oxidation processes and the dissociation and reforming of CH,4. The net increase
of CO is caused by the combinational effects of CH, reforming process and CO
electro-oxidation process. One also can notice from Figure 5.7 that the molar fraction of
CH, decreases at every single voltage when the H,S content increases from 5% to 10%,
implying that the consumed CH, increases. However the corresponding CO increases,

indicating that suitable increasing H,S content in CH; fuel may enhance the fuel

conversion from CH, to CO.
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5.4.5 Carbon Deposition and Sulfur Poisoning

The carbon deposition and sulfur poisoning are two major obstacles for
hydrocarbon fueled SOFCs with nickel cermet anode. The deposited carbons and/or
sulfur may deactivate the catalytic function of nickel™®. In this section, carbon deposition
and sulfur poisoning are studied. Figure 5.8 shows the carbon concentration at the

interacting point between cell axial-symmetric line and the anode/electrolyte interface
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under different operating conditions. Obviously increasing the operating temperature
from 800°C to 900°C, the carbon concentration decreases, suggesting that increasing the

temperature may facilitate to mitigate the carbon deposition effects. Similarly increasing

0. 0268177
e |
5 — & — s00°c [
E — . — 000°C L
80.022 & -
g R\?\O\ 10% CH,,20% H,S :
2 LA

= s i

T, |

2 R lw, ~ e I
> 0.02 74 7 S g

2 W OB o |
3 ' :@'ﬁ‘@@.@ o) -
z 10%CH, 40% H,$ \V'T‘"ﬁ'ﬁ.. ] I
< 0.0184 =l
c | L
©

= L
el L
L m I

0.016111 1 | T T SN TN T T NN TR AT N Y YT O T M

0 100 200 300 400 500 600

Flowrate {ml min™)

Figure 5.8 The carbon generation under different fuel conditions (The
calculation of carbon concentration on the interface is based on matter

conservation, cc =c&ys —Cona — Coo — Coz» R-r€actant, P-product)

§0.06....,..H,‘H‘,....,...‘,HH
& L
3 i
=

= ’ i
5 0.05 -
o i L
= ] B
2 ] R 10%CH, 10% H,S r
Bo.04] i C
©0.04 Py i
L) 1 . “&“‘@ I
& J ~~ - et~ S L
'8 ] G e, @ - @: == @ L
£0.03 ™ e L
i e it s =
~ ] i
2] o o

- 0.02- 40%CH,,10% H,5 -
= i i
o L
2 C
= L
Eum— . -
= 1 - & — SOIJDC r
5 | —Te— 000°C [
S ol v ettty
= 0 100 200 300 400 500 600

Flowrate {ml min™)

Figure 5.9 The effect of different fuel conditions and oper ating temperatures
on the S, production

63



the flow rate of the fuel may also mitigate carbon deposition effects. When the H,S
content in the fuel increases from 20% to 40%, the carbon concentration is also reduced.
Figure 5.9 shows the corresponding S, concentration at the intersecting point. Although
increasing the fuel flow rate may reduce the generated sulfur concentration, increasing
the operating temperature actually improve the sulfur generation. Obviously reducing the
H,S content in the fuel or equivalently increasing the CH4 content may significantly
mitigate the sulfur accumulation. In order to mitigate both the carbon deposition and
sulfur poisoning, the feasible way is to increase the flow rate. Other options such as
operating temperature and fuel composition show the conflicting roles on mitigating
carbon deposition and sulfur poisoning.
5.5 CONCLUSION

The mixture CH4 and H,S fueled SOFC model is developed, integrating the
detailed global reforming reaction processes and multi-physics transport processes of
charge, mass, momentum and energy conservations. The model considers both H,-H,O
and CO-CO, electro-oxidation processes and is validated using the experimental
polarization data. Simulation results show that the Nernst potential Ey, shows a strong
correlation with the cell voltage, increasing with increasing the cell voltage. The Eco
shows a weak dependence on the cell voltage, especially at the anode/electrolyte interface.
Suitable H,S in CH,4 fuel is beneficial to improve the reforming of CH,; and SOFC
electrochemical performance particularly H,-H,O electro-oxidation process. Increasing

the fuel flow rate may mitigate the carbon deposition and sulfur poisoning effects. The
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operating temperature and fuel composition show the conflicting roles on mitigating
carbon deposition and sulfur poisoning effects. Increasing the temperature may mitigate
the carbon deposition effects but potentially worsen the sulfur poisoning effect.
Decreasing the H,S content in the CH, fuel may significantly mitigate the sulfur

poisoning effect but increase the possibility of carbon deposition effect.
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CHAPTER 6
MULTIPHYSICAL MODELING OF HUMIDIFIED HYDROGEN FUELED SOLID

OXIDE FUEL CELLS WITH ELEMENTARY REACTION KINETICS
6.1 INTRODUCTION

Solid oxide fuel cell (SOFC) is one of clean energy technologies that can convert
the chemical energy of fuels into electricity in a highly efficient and environmentally
benign manner™ . The electrochemical reactions at solid/gas interface in porous
electrodes play a very important role. Due to very aggressive operating conditions, direct
measurement becomes difficult and the modeling technique has been widely used to
study the complicated electrochemical reaction processes™®. Usually, a set of
conservation equations are used to describe the processes of heat transfer, fuel/gas species
transport, and charge (ion and electron) migration. These processes are coupled together
at solid/gas interface through Butler-Volmer equationt**. Since Butler-Volmer
equation is only able to consider bulk electrochemical reactions, the detailed interim
reaction species, which can improve the underlying mechanism understanding of
electrochemical reactions, cannot be captured.

To overcome the limitations of the modeling method mentioned above,

elementary reaction kinetic modeling is employed!"*34#11] The elementary reaction
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models focus on the description of adsorption/desorption and surface reaction processes
taking place at a local point, and is able to provide more precise electrochemical
charge-transfer calculation through the balances of reaction species. It is usually assumed
that such elementary reactions are identical across the entire porous electrodes. While
this assumption can simplify the modeling and related computations, it is not consistent
with the fact that the amplitude of such reactions could be different from one reaction site
to another due to the limitations of mass transport processes. Therefore, there is a need to
integrate the elementary reaction at each individual site with complicated fuel/gas
transport processes M7,

The objective of this study is to develop a mathematical model that can link the
elementary reactions at individual sites and the complicated multiple transport processes
in porous electrodes. The model is validated using the experimental data of a button cell.

Comprehensive simulation studies are performed to investigate multi-scale interactions

of electrochemical elementary reactions and multi-transport processes.

6.2 ELEMENTARY REACTIONS KINETICS

Electrochemical reactions involve multiple steps in the anode and strongly
depend on the anode materials. For the Ni-YSZ composite anode, it is generally
recognized that the following reaction processes are recognized when hydrogen is used as

the fuel [81:85.120121]

After hydrogen diffuses into porous anode, it interacts with nickel. The hydrogen
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can be adsorbed onto the surface of nickel as hydrogen atoms; the adsorbed hydrogen
atoms can be desorbed off the nickel surface to form hydrogen molecules, i.e.,
H, + Ni & 2Hs)

The reactions in two directions take place simultaneously until an equilibrium state is
reached. The equilibrium state is dependent on the local multiple processes and thus the
operating conditions of the cell.

At the cathode side, oxygen ions 0% (vszare conducted toward the anode
through the oxygen vacancies of electrolyte, e.g.,YSZ,

O*(vs2)+(YSZ) & 0% (vsz)+ V** (vs2)
Where, 0*(vsz is a lattice oxygen in YSZ and V*(vsz is an oxygen vacancy on YSZ
surface. At three phase boundary (TPB) site, where nickel and YSZ as well as gas meet
together, charge transfer reactions take place and several transfer pathways could occur at
this site. It is recognized that incorrect predictions may be given by the two-step charge
transfer mechanisms when the anode is polarized at high H,O partial pressurest.
Therefore, in the present elementary model a single-step oxygen-spillover process is
assumed, i.e.,
0% (vs2)+ Ni < Og) + (YSZ) +2e™ (i)

Here, the oxygen ions release electrons, forming oxygen atoms adsorbed onto the surface
of YSZ. The electrons are released to the electronic conducting phase Ni. When the
atomic oxygen O on the surface of YSZ meets the adsorbed atomic hydrogen H on

the Ni surface at the TPB site, surface reactions take place. At this stage, there exist three
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possible surface reactions: the atomic hydrogen He combines with atomic oxygen O,
forming adsorbed hydroxyl OH) ; the hydroxyls may combine together to form water
molecule and atomic oxygen; the OHs may further react with atomic hydrogen He to
form adsorbed water molecule,
He + O() <> OH(s)
OHgs) + OHs) < Os) + H,O9)

OH) + Hes) < H,00)
In addition, the steam may also experience the adsorption/desorption processes on the
surface of Ni,

H,0 + Ni) < H,0()
Table 6.1 summarizes the elementary reactions in Ni/YSZ composite anode. The

electrochemical reactions in the anode can be represented with a generic formula %,
n m
Zni Ra; <—>ij Pu; +ze” (6.1)
i j
where Rais the reactant, Puis the product, n,and m;are the stoichiometric factors for

the reactants and products, respectively, zis the number of electrons. Using Arrhenius

formula, the forward and backward reaction rate coefficient k, and k, can be calculated

as [74,116],
n.. —~E* zF
k; = AT" exp( — )exp(aﬁn) (6.2)
k, = AT " exp(— ad)exp(—(l—a)in) (6.3)
b RT RT

where E** is the thermal activation energy, nis the electrical potential difference
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between the reactants and products. The net reaction rate R, can be determined as,
R, =k li_[[Rai]“i -k 1Jj[F>uj]mj (6.4)
Then the elementary kinetic description of charge transfer can be formulated as,
iFan = Flreg ) 2R, (6.5)
Where, i, is the faradic current in the anode; I, is the TPB length of the composite
anode. Because the electroactive species involved in the charge-transfer reactions are

surface-adsorbed intermediates, to study their variations of spatial distribution, the

surface coverage s are calculated through the surface diffusion process 5%

surf surf
O'.

R =-Ve(DVE), 0= 7 - & (6.6)

Where, o*"is the number of surface sites occupied by species i; TIis the area-specific
density of adsorption site (mol/cm?); D™ is the surface diffusivity of species i cis
the concentration of surface species i. The elementary reactions are influenced by the
local species concentrations through surface diffusion process, and the species
concentrations are influenced by not only the local elementary reactions but also the
complicated transport processes in porous electrodes. To study these coupling effects, the
elementary reactions are linked to macro-scale transport processes.

Since the cathode has much simple elementary reaction steps, the equation

froml" is used to describe the oxygen reduction process,

0 1025
(Po2 / Po2) (exp(o-SFﬂact ) — exp(~ 0'5FA)) (6.7)

Ca1+(poz/p(0)2)0'5 RT RT

F.ca

where, i, is a free parameter used to fit the model predictions with experimental data;
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pd, =4.9x10% exp(-2x10° /RT) ; po, iS the partial pressure of local oxygen; 7,4 iS the

activation overpotential 7,, =7-74 ,and nycan be determined using the reactants and
products of elementary reactions,

[Pu;1™
4G Rl (6.8)

== 4+ —
Tea = T E MR 1"
|

here, AGis the Gibbs free energy of the reaction. Considering that the hydrogen

electro-oxidation pathway is dominant, the equation (6.8) can be simplified as,

0 4 R PrePo, 6.9

Meg o N . ) (6.9)
Table6.1 H2/H20 Surfacereaction mechanism
Ni —surface | A n E
Adsorption/Desorption( i;b)
1 Hy + Ni(s) + Ni(s) < H(s) + H(s) 102 ; 5.593x10% 0;0 0 ; 8812
2 H,0 + Ni(s) < H0(s) 1x101 ; 4.579x1012 0;0 0 ; 6268
Surface Reactions
3 O(s) + H(s) < OH(s) + Ni(s) 5x10%2 ; 2.005x104! 0:0 979 ; 37.19
4 OH(s) + H(s) < H0(s) + Ni(s) 3x1020 ; 2175x10% 0;0 427 ; 9136
5 OH(s) + OH(s) < O(s) + H0(s) 3x10%! ; 5.423x10% 0;0 100 ; 209.37
Ni/Y SZ- Surface (Char getransfer reactions) A° a E
6 0" (YSZ)+(YSZ) < 0% (YSZ)+V*" (YSZ) 1.6x10% 0 90.9
7 0% (YSZ)+Ni(s) < O(s)+(YSZ)+2e" (Ni) 4.9x10° 05 c

Rate constant of Arrhenius equation written as: k=AT"exp(-£/RT), the unit of e1S kymol .
c - Calculated or estimated from references.

6.3 SOLUTION ALGORITHM AND MODEL VALIDATION

In addition to the surface chemistry and electro-oxidation processes, SOFCs also
include very complicated transport processes. Figure 6.1 has illustrated the corresponding
experimental setup, of which the transport processes include fuel/gas transport in fuel
supply tubes and porous electrodes, charge transport through material backbone, as well

as heat transfer. The governing equations for these processes are described in chapter 2.
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Table6.2 Reaction rates and sourceterms

Reaction rate

Reaction source term

Energy source term

= kg £ [H2]— kg p[H (9]

1y =k, § [H20]-ko p[H20(5)]
r; =Ky ([H()][O()] -k, ,[OH ()]

f, =K, [OH (S)][H (8)] -k, ,[H,0(s)]

15 = ks 1 [OH (S)] — ks, [O(S)][H,O(9)]

R()H(s) =hL-r, - 2I’5

RHZO(S) =h—r+0

RCa = Qohm + Qelec/chem

REI = Qohm
RAn = Qohm + Qelec/chem
Ro =0

The mathematical model is solved using COMSOL MULTIPHSICS V4.0. The

model parameters and boundary conditions are provided in Table 6.3 and Table 6.4

respectively. For a specified cell voltage at the cathode electrode boundary, the

distributions of various parameters are calculated. Accordingly, the average cell current

Fuel Cell

Fuel
inlet

.-_| I I—:-.

-channel Lo--

Furnace

Testing
device

Fuel-channel

H,/H,0 outlet

Figure 6.1 Experimental testing system

density is obtained. The cell polarization curve is then obtained by specifying a series of

cell voltages and calculating the corresponding average cell current density. And the
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species associated with multi-physicochemical processes are calculated at each of the

specified voltage conditions.

Table 6.3 Operation parameters

Value Units
Cathode layer thickness, radius 4x107°, 2.5x1073 m
Electrolyte layer thickness, adius 2x107°, 65x107° m
Anode layer thickness, radius 35x10™*, 6.5x107° m
Inlet fuel channel radius, wall radius 1x107%, 1.5x107° m
Outlet fuel channel radius 6.5x107° m
Faraday Constant 96500 C.mol !
Gas constant 8.314 J-mol Kt
Operating Temperature 700 °C
Pressure 1 atm
Anode ionic conductivity 3.34x10% exp(~10300/T) S.mt
Cathode ionic conductivity 3.34x10% exp(~10300/T) S.mt
Anode electronic conductivity 2x10° S-mt
Cathode electronic conductivity 42x10° exp(~1150/T)/T S.mt
Electrolyte ionic conductivity 3.34x10% exp(~10300/T) S-mt
Porosity(¢) 0.4 1
Particle diameter 2x107° m
Tortuosity (?’_TS)O-5 1
Permeability izz 1

150(1-¢)
Inlet velocity 0.2 m-s*
Surface site density of Ni 6.1x10°° mol -cm?
Specific three-phase boundary length 1.8x10% m-m*

The model is validated using experimental polarization curves, where the
humidified hydrogen (97% hydrogen and 3% vapor) is used as the fuel and ambient
oxygen is used as the oxidant. The cell polarization is obtained at three temperature
conditions of 600°C, 650°C and 700°C. As shown in Figure 6.2, the model predictions

match with experimental data reasonably well. The validated model is then used for
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further simulation studies.

Table6.3 Boundary conditions

Interfaces(Q) Qo Qcyp Qeyp, Qpci Qg
lonic . - - .
Insulation Continuity | Continuity | Insulation N/A
charge
Electroni ifi . .
ectronic Specified Insulation | Insulation 0 N/A
charge voltage
H2/H,0
0O2/N; : . -
Mass . Insulation | Insulation | Continuity (Mass
(Mass fractions) .
fraction)
Wall Wall - Flow rate,
Momentum Pressure . . Continuity
(no slip) (no slip) pressure
Energy Temperature | Continuity | Continuity | Continuity | Temperature

0.8

06

Voltage (V)

044

0.2

A Exp 600°C

@ -~ Exp 650°C

R 2 PO Exp 700°C

Numerical

- Lo
Current density (A cm?)

2

T IR L
25 3

[T T T T [ T T T T [T T T T [T T T T [T T T T[T T T

sk

Figure 6.2 Comparisons between experimental and numerical data

6.4 RESULTS AND DISCUSSIONS

6.4.1 Distributions of fuel/gas and local potential/current

Figure 6.3 shows the molar fraction distributions of hydrogen, vapor, and

oxygen. The hydrogen shows little variation in fuel supply tube, but decreases in the
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anode toward the anode/electrolyte interface. The variation is well aligned with the size
of the cathode. The vapor shows opposite trend and increases toward the
anode/electrolyte interface. These distributions are due to the fact that the electrochemical
reactions in the anode consume hydrogen while producing water molecules.  Similarly,
on the cathode side, the molar fraction of oxygen shows a slight decrease toward the
cathode/electrolyte interface, in which the oxygen is consumed by electrochemical

reactions.

Surface: Molar fraction of 02 Max: 0.210 Surface: Molar fraction of H2 Max: 0.970
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Figure6.3 Themolar fraction distribution of bulk gas specieswithin electrodes. a)
Oxygen, b) Hydrogen and ¢) Seam

To study the spatial effects of cell polarization performance, the electrical/ionic

potentials and ionic current distribution are examined along the axis-symmetric line. As
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shown in Figure 6.4a, when the cell voltage is set at 0.5V, the electrical potential of the
cathode and anode remains at 0.5V and OV respectively and doesn’t show any gradient
along the axial-symmetric line. The ionic potential is about 0.5V in the anode and
approaches to zero in the cathode. Obvious gradients of ionic potential exist across the
electrolyte. The current distribution along the axial-symmetric line is shown in Figure
6.4b. Clearly the ionic current reaches the highest value within the electrolyte, which is
consistent with ionic potential distributions. This observation suggests that the
electrochemical reactions mainly occur near the electrode/electrolyte interface. When the
specified cell voltage increases to 1V, the corresponding ionic current distribution

significantly decreases as shown in Figure 6.4b.
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Distance through SOFC axis-symmetric line(mm)

Figure 6.4 The distribution of local potential and current along cell
axis-symmetric line: a) local potential, b) local ionic current

6.4.2 Surface species distribution within the anode

The adsorbed surface species such as O(s), H(s), OH(s), H.O(s) are very
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important intermediate products influencing the electrochemical reactions at TPB sites in

the anode. As shown in Figure 6.5, the concentration of species H(s) increases from the
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Figure6.5 The concentration distribution of adsorbed surface species within the
anode: a) O(s), b) H(s), c¢) OH(s), and d) H,O(s)

electrolyte/anode interface toward the anode/channel interface, while the concentrations
of other species, e.g., O(s), OH(s), H20(s), decrease. One may also notice that the
concentration of species H(s) is relatively uniform within the anode, however, those of
the species O(s), OH(s), H20(s) show relatively large gradients with the highest
concentrations at the electrolyte/anode interface. It is generally recognized that Ni is a
very active catalyst and uniformly distributed within the composite anode. As a result, the

H(s) ions are generated throughout the entire anode, leading to the relatively uniform
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distribution of species H(s). The species O(s) is generated from O*(YSZ) ions conducted
from the cathode side. The species O(s) is consumed at the anode/electrolyte interface
and keeps being consumed within the anode, resulting in the spatial concentration
decrease from the anode/electrolyte interface toward the anode/channel interface. The
OH(s) ions and H,O(s) ions have much lower concentrations compared with those of O(s)
and H(s) ions, and their high concentrations occur in the area close to the
anode/electrolyte interface. These observations suggest that most of the surface
reactions take place around the anode/electrolyte interface where O(s) shows the highest

concentration.
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Figure6.6 Effectsof operating temperature on the bulk fuel speciesdistribution
along cell axisssymmetric line: a) Hydrogen, b) Seam, and c) Oxygen

6.4.3 Effects of operating temperatures
Experimental results show that the cell performance is significantly affected by
the operating temperatures (Figure 6.3). To study the corresponding species transport

processes under different operating temperatures, the modeling analysis is further
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performed. Figure 6.6 shows the distributions of fuel/gas along the axial-symmetrical
line of the cell at temperature 873K, 923K, 973K, respectively. Essentially, the molar
fraction of hydrogen and oxygen decreases from the channel/electrode interface toward
the electrolyte/electrode interface. The corresponding gradient of hydrogen and oxygen
molar fractions increases with increasing operating temperature, indicating that more
hydrogen and oxygen are consumed in higher operating temperatures. On the other
hand, the vapor (H,O) generated in the anode shows opposite trend to those of hydrogen
and oxygen, and the production of H,O increases with increasing the operating

temperature.
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Figure6.7 Effects of operating temperature on the adsor bed speciesalong cell
axisssymmetricline: a) O(s), b) H(s), ¢) OH(s), and d) H,O(s)

Figure 6.7 shows the distributions of adsorbed surface species within the anode
along the axial-symmetrical line of the cell at temperature 873K, 923K, 973K,
respectively. The species H(s) ion shows relatively uniform distribution and a slight

variation under different temperatures. The contribution distributions of other three
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species O(s) ion, OH(s) ion, and H,O(s) ion are very low but increase significantly
approaching the anode/electrolyte interface, and increase with increasing the operating
temperatures. These observations again indicate that the electrochemical reactions in the
anode mainly take place near the anode/electrolyte interface, even though the composite
anode is employed. One also can see that the concentrations of involved OH(s) ions and

H,O(s) ions are much lower than those of H(s) ions and O(s) ions.
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Figure 6.8 Effectsof fuel compositionson the cell performance

6.4.4 Effects of fuel compositions

The effects of fuel composition on SOFC performance have been widely
investigated through modeling techniques in open literatures, however the elementary
reactions are generally neglected. As a result, the adsorbed surface intermediates are not
considered. In this section, the surface electrochemistry details are further studied.
Figure 6.8 shows the polarization performance of the cell under different fuel

composition conditions. Obviously, larger hydrogen fraction in fuel supply leads to
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better cell performance. Figure 6.9 shows the corresponding distributions of adsorbates
along the axial-symmetrical line of the cell. Basically, the adsorbed H(s) ions increase
with increasing hydrogen fraction in the fuel, and are relatively uniform. The adsorbed
species O(s) increases near the anode/electrolyte interface with increasing hydrogen
fraction in the fuel, while the adsorbed species of both OH(s) ion and H,O(s) decrease.
When hydrogen fraction in the fuel is low, less H(s) ions are generated. This leads to low
chemical potential for O(s) production. As a result, the electrochemical reaction rate
reduces and the cell performance decreases. On the other hand, when more H,O(s) and
OH(s) ions are generated by higher bulk H,O concentration, it can raise the backward
rate of surface chemical reactions. Accordingly the electrochemical reaction rate will also
reduce. Therefore, the effect of fuel composition on cell performance depends on not only

the reactant fuels but also the product species generated.
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Figure6.9 Effectsof fuel composition on the adsorbed species along cell
axisssymmetricline: a) O(s), b) H(s), ¢) OH(s), and d) H,O(s)

To study the sensitivity of the generated intermediate species and other cell
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parameters with respect to the variations of supplied hydrogen and oxygen, the
simulations are run by adding 1% more hydrogen and oxygen to the anode and cathode
respectively. Figure 6.10 shows the corresponding variations of various parameters at the
anode/electrolyte interface. It is clearly seen that the surface adsorbed species O(s),
H,0(s), and OH(s) ions are very sensitive to the composition changes of fuel/gas. This
result indicates that increasing fuel/gas concentrations can effectively improve the
chemical potentials for the surface intermediate species productions and surface

electrochemical reactions.
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Figure6.10 Sensditivity of speciesand cell parameterswith respect to fuel
compositions. The parameter values arerecorded at the inter secting point
between electrode/electrolyteinterface and cell axial-symmetric line

6.4.5 Effects of cell voltage
The sensitivities of various parameters with respect to the variation of cell
voltage are also studied. Figure 6.11 shows parameter variations at the anode/electrolyte

interface when the cell voltage increases from 0.2V, 0.5V, and 0.8V to 0.21V, 0.51V, and
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0.81V respectively. The cell current and three adsorbed surface species O(s), H2O(s),
and OH(s) ions demonstrate relatively high sensitivities among various parameters.
The adsorbed surface species H(s) and the bulk H, and H,O show slight variations. The
variations of bulk O, and the cell temperature are negligible. One may also see that
relatively high sensitivity is obtained at cell voltage 0.8V, particularly for adsorbed
surface species OH(s) and H,O(s). At high cell voltage conditions, the consumed
hydrogen and oxygen are low. As a result, their concentrations are maintained at
relatively high level. Accordingly, high chemical potentials are generated for adsorbate

productions.
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Figure 6.11 Sensitivity of speciesand cell parameterswith respect to cell
voltages. The parameter values are recorded at the inter secting point
between electrode/electrolyteinterface and cell axial-symmetric line

6.5 CONCLUSION
A 2D-axial-symmetrical SOFC model is developed using an anode supported

Ni-YSZ/YSZ/LSM button cell test system as the physical base, in which the humidified
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hydrogen is used as the fuel and ambient air as the oxidant. The model considers the
elementary reactions at TPB sites in the anode and multiple transport processes. The
elementary reactions are linked with multi-transport processes in a coherent way. The
model is validated with experimental data. Simulation results indicate that very
complicated interactions exist among fuel/gas transport in porous electrodes,
adsorbed/desorbed species on the surface of porous electrodes, and charge transport
through solid backbone, as well as elementary reactions. The concentrations of surface
adsorbed species of O(s), OH(s) and H,O(s) ions presented at the anode/electrolyte
interface are relatively high, while that of H(s) ion is relatively uniform within the entire
anode. With increasing the operating temperature, the concentrations of surface
adsorbed O(s), OH(s) and H,O(s) ions at the anode/electrolyte interface are significantly
improved, while the H(s) ion is slightly influenced. The adsorbed surface species O(s),
OH(s) and H,O(s) ions are very sensitive to the variations of the supplied hydrogen and

oxygen as well as the cell voltage.
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CHAPTER 7
MULTIPHYSICAL MODELING OF DIRECT METHANE FUELED SOLID OXIDE

FUEL CELLS WITH ELEMENTARY REACTION KINETICS

7.1 INTRODUCTION

Solid oxide fuel cells (SOFCs) are fuel flexible, which can operate on not only
hydrogen but also hydrocarbon fuels!’™. The high temperature operating condition
together with hydrocarbon fuel may lead to very complicated reforming and
electrochemical oxidation processes within the anodel™. One problem with nickel based
anode is that the carbon deposition on the nickel surface could quickly weaken the
catalytic function of the nickel and deteriorate the function of anodic electrode!**?. There
have been significant efforts toward the fundamental mechanism understanding of carbon
deposition process and the development of mitigation strategy. In this respect,
mathematical modeling plays an important role as a cost-effective technique.

There are a few modeling studies regarding the direct methane fueled
SOFCst®12.1241 'One common assumption in these studies is that the chemical reaction
processes only take place in bulk gas species, while the adsorbed species on the electrode
surface and the corresponding surface reactions are neglected. To overcome these

limitations, surface chemical kinetic modeling approach has been developed recently by
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Bessler et al. (4885119 and Kee et al.l"***! to describe the detailed surface chemistry.
Such models focus on the description of adsorption/desorption and surface reaction
processes, and can provide more precise simulations of surface chemical reactions.
Toward the better understanding of the interactions between transport processes and
surface chemical reactions and their effects on SOFC performance, Janardhanan and
Deutschmann™® presented an isothermal CFD analysis of an anode-supported SOFC
button cell, in which the elementary surface reactions were coupled with fluid flow and
mass transport processes. Goldin et al.?”) studied a multidimensional non-isothermal
modeling of hydrocarbon fueled SOFC button cell with relatively comprehensive
coupling between bulk transport processes and surface chemistry, in which the effects of
different operating conditions on the cell performance were investigated. All of these
researches represent significant progresses toward the modeling of hydrocarbon-fueled
SOFCs.

Built upon the above progresses of SOFC modeling in open literature, the
objective of this research is to further improve hydrocarbon fueled SOFC model by
taking both H,-H,O and CO-CO, electro-oxidation processes into account and
incorporating these two electro-oxidation processes into the complicated coupling
between bulk transport processes, diffusion processes, and surface chemical processes. A
button cell test system is used as the physical base for the model development and the
corresponding experimental data is utilized to validate the model. Upon the model

validation, extensive simulations are performed to elucidate the complicated interactions
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between transport processes and surface reactions as well as their effects on the cell
performance with emphasis on surface reaction processes under practical button cell
operating conditions. The different roles and relative importance of various surface

chemical kinetic and electro-oxidation processes are studied through sensitivity analysis.

Table 7.1 Surface reaction mechanism of methane

Anode surface(Ni/YSZ) A n E
Adsorption/Desorption( f;b)

1 Hy + Ni(s) + Ni(s) < H(s) + H(s) 102 ; 5.593x10% 0;0 0 ; 8812

2 05 + Ni(s) + Ni(s) < O(s) + O(s) 102 ; 2.508x10%3 0;0 0 ; 47039

3 CHy + Ni(s) < CHy(s) 8x10° : 5.302x10% 0:0 0 ; 3315

4 H,0 + Ni(s) < Hy0(s) 1x101 ; 4.579x1012 0;0 0 ; 6268

5 CO, + Ni(s) < CO,(s) 1x10° ; 9.334x107 0;0 0 ; 2880

6 CO + Ni(s) < CO(s) 5x101 : 4.041x101 0;0 0 ; 112585
Surface Reactions

7 O(s) + H(s) < OH(s) + Ni(s) 5x10%2 ; 2.005x104! 0:0 979 ; 37.19

8 OH(s) + H(s) < H0(s) + Ni(s) 3x10%0 ; 2175x10% 0;0 427 ; 9136

9 OH(s) + OH(s) < O(s) + H,0(s) 3x10%? ; 5423x10% 0;:0 100 ; 209.37

10 0(s) + C(s) < CO(s) + Ni(s) 52x10%% ; 1.418x10% 0 ; -3 1481 ; 115.97

11 0O(s) + CO(s) < CO,(s) + Ni(s) 2x101% ; 3.214x10% 0 ; -1 1236 ; 865

12 HCO(s) + Ni(s) < CO(s) + H(s) 37x108 ; 2.338x10%0 0 ; -1 0 ; 127.98

13 HCO(s) + Ni(s) < O(s) + CH(s) 37x10% ; 7.914x10% 30 958 ; 114.22

14 CH4(s) + Ni(s) <> CHg(s) + H(s) 3.7x10%1 ; 4.438x10% 0;0 57.7 ; 5883

15 CHg(s) + Ni(s) < CHy(s) + H(s) 3.7x10%* ; 9513x10% 0;0 100 ; 5258

16 CHy(s) + Ni(s) < CH(s) + H(s) 37x10% ; 3.008x10%* 0;0 97.1 ; 76.43

17 CH(s) + Ni(s) < C(s) + H(s) 37x108 ; 4.4x10% 0;0 188 ; 160.49

18 CHy4(s) +O(s) < CHg(s) + OH(s) 17x10%* . 8.178x10% 0:0 88.3 ; 28.72

19 CHg(s) +O(s) <> CHy () + OH(s) 3.7x10%* ; 3.815x10% 0;0 130.1 ; 21.97

20 CHy(s) + O(s) < CH(s) + OH(s) 37x10% ; 1.206x10% 0;0 1268 ; 45.42

21 CH(s) + O(s) < C(s) + OH(s) 37x108 ; 1.764x10% 0;0 481 ; 129.08
Charge transfer reactions(TPB) Global B-V equation

22 H(s) + 02 (YSZ) < OH () +e~ (Ni) 187 = Frpeil o0l (-1, ) -exp- D gy )

25 CO(s) + 02 (YSZ) & CO, () + 26~ (Ni) fan =lan’ +ian

Electrolyte (YSZ)

26 0, (YSZ)+(YSZ) < 0y (YSZ)+Vy (YSZ)

Cathode surface(L SM) A° « E

27 0,(g) + 2(LSM) < 20(LSM) 10?2 23x10'5 0 0 ; 2582

28 O(LSM) +Vj (YSZ) + 26~ < Oy (YSZ)+ (LSM) T e e )

Rate constant of Arrhenius equation written as: k=AT"exp(-E/RT) , the unit of eis kymol .

The carbon deposition issue is highlighted through the analysis of adsorbed surface

carbons and the potential mitigation strategies are suggested.
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7.2 HETEROGENEOUS SURFACE CHEMISTRY IN ELECTRODES

The heterogeneous chemical/electrochemical processes are influenced by not
only the applied materials and catalysts but also the heterogeneous distribution of fuel
species. The processes are much more complicated with hydrocarbon fuels than those
with hydrogen fuel. For methane fueled Ni-YSZ/YSZ/YSZ-LSM button cell, the total of
twenty-one reversible elementary reactions could occur with nickel as the anode catalysis
%] and is summarized in Table 7.1. The processes describe the basic mechanisms of
methane reforming processes including dissociation, steam reforming, dry reforming and

water-gas-shift process[128,129]

. These elementary reactions consist of two types of
processes: the adsorption/desorption processes and surface reaction processes. The
surface of Ni provides the interaction site among adsorbed species without involving the
electrochemical reactions and charge transfer processest*®\. At Ni-YSZ-gas triple phase
boundary, charge transfer reactions take place between the adsorbed species and oxygen
ions conducted from the electrolyte layer. The identification of kinetic steps of charge
transfer is still difficult from experiments. It is envisioned that many charge transfer
pathways may exist simultaneously®*®*#% but only a few of them are rate-dominating
steps. Therefore, in our following modeling, the H,-H,O and CO-CO, electro-oxidation
pathways are assumed to be the two dominant electrochemical processes.

For the hydrogen oxidation process, the local equilibrium potential can be

determined by,
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AG RT . Pu P&
M, =+ I

ZF 2F PH,0 (7.1)

where, AG is the Gibbs free energy of the reaction, zis the number of electrons, pis the

partial pressure, and the local Butler-Volmer equation can be formulated as,

(- )

H

gn’ =2+ F lypg i ;n[exp( (77 M4, )) —exp(— il (7 -14,))] (7.2)

where, I is the three phase boundary length per unit volume, ig'z is the exchange

current density and can be formulated as [,
i, _n (Pu, Pr,) % (Pr,0) "
—'H, *
oan 1+(py, / piy,)"°

(7.3)

where, pj, is about 0.7atm; iy, is the empirical constant used to fit the numerical results
with experimental data.

The carbon monoxide oxidation process is quite similar to that of hydrogen™*™. It
has been realized that the rate of CO oxidation is about 2~3 times less than that of
hydrogen oxidation under the same oxidant partial pressure™. When the rate of CO
oxidation reaction is assumed to be three times lower than that of H, oxidation, the
modeling result is able to obtain a good agreement with experimental data™™%!. Therefore,
this assumption is employed to describe CO-CO, oxidation reaction,

AG RT.  PcoPd’
Neo =—=+ 5= In(
= 2F Pco,

) (7.4)

co 1 l-a)zF

lan = EZ- Flpg -ig an[exp( (77 NMco)) —exp(— RT (7 —11co))]

(7.5)
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)0.75

ié;o _ iz:o (pCO / pEO)O.ZSEpCOZ
o 1+ (Peo / Peo)”®

(7.6)
where, ¢, is the empirical constant. Then, the total exchange current density within the
anode can be formulated as,

ign =itz iSO (7.7

At the cathode side, two-step oxygen reduction reaction is assumed in order to

keep the consistence of electrochemical reaction and charge transfer process:

0,(9) + 2(LSM) < 20(LSM)
O(LSM) +V** (YSZ) + 2" < 0% (YSZ) + (LSM)

and the global Butler-Volmer equation can be built by,

l-a)zF

. . F
ia = 2-F -lipg -Io,ca[exp(%(n—neq))—exp(— ) (7.8)
* 10.25
i\ ~ (Po,/Po,) (7.9)

% 14 (po, 195,
where, pg =4.9x10°exp(-2x10°/RT) ; ig is the empirical fitting parameter; 7, is the
equilibrium overpotential (.9., 7e, =0.757,, +0.2575).
7.3 TRANSPORT PROCESSES WITHIN THE CELL

In addition to the surface chemistry and electro-oxidation processes, SOFCs also
include very complicated transport processes, such as fuel/gas transport in fuel supply
tubes and porous electrodes, charge transport through material backbone, as well as heat
transfer. The mass and charge transport processes are coupled together at reaction sites of
porous electrodes through elementary reactions mentioned above. To elucidate these

complicated transport and reaction mechanisms, the governing equations for
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multi-transport processes are summarized in Table 7.2, the detailed modeling approach

can be found in our previous study

34 The applied operating parameters and

corresponding boundary conditions are listed in Tables 7.3-7.5 respectively. In the model,

Table7.2  Governing equations
Charge: ~Ve(cHVV,)=#ir, n=ei
1- 1-
o =9Hoe, off =1-9)o,
T T
Mass: Vel 4 wevu =R,
Jm=—mmZD,i*Tk[wk+(xk—wk)v—;’],
k
1
D[?]ﬁ :( 4 +_)_11
a gDm,k Kn
D _10*3 T1'75(]/Mm+1/Mk)0'5
kK~ ’
" pLO Vim)™® + QO Vi) 1
d
D = Ji [BNT
3 M
Momentum: T 2
Vp+p(veV)v=Ve[u(Vv+(VV) )—Eu(VW)I]
Ve(pv)=0,
M 1 T 2
—v=—Vp+—Vo{y[Vv+(Vv) ]——,u(Vov)I},
K & 3
_ gsdpz
150(1-¢)?
Heat:

CpVeVT =V e (k. VT)=Qy,
I(e = ﬂkl +(1—ﬂ)k5:

Qh,r =r-AH, Qh,ac = _(nact +77con) - AVel Qh,ohm = iz/a

several assumptions are employed: (1) the catalyst Ni is uniformly distributed within the

anode electrode; (2) the microstructure of electrodes is homogeneous and stable; and (3)
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the effects of carbon deposition on the pore structure and catalytic activity of Ni are

neglected.

Table3 Reaction Sourceterms

Net reaction rate of adsorbates Reaction source term Energy source term
FcHas) =13 —Ta —Tg Ry =-2n Reca =Qohm + Qchem
leHs(s) = Mg —Ts + g —Tg ReHa =-12 Rel =Qohm
Fchaes) =T1s —Te + 119 —T20 Ry20=-T4 Ran =Qohm + Qchem
Fehes) =T — N7 t120 — 121 Reo2 =15 Rer =0

fc(s) = M0 + A7 +T21— T2 Rco =-Te

fco(s) =6 +10 — M1+ M2+ 24 — 25 Ro, =27

fcoz(s) =5 +M1+T25

TH(s) =2n—T7 —fg+ M2+ M4+ N5+ Mg +A7 — T~

TOH(s) =F7 —Tg —Tg+ A3 +Ng+Tg+Tp0+T21+r22—T23

To(LsMm) = 27 —hg

Table4 Operation parameters

Value Units

Cathode layer thickness, radius 4x107°, 2.5x1073 m
Electrolyte layer thickness, radius 2x10™°, 6.5x107° m

Anode layer thickness, radius 35x10™*, 6.5x1072 m

Inlet fuel channel radius, wall radius 1x107%, 15x107° m

Outlet fuel channel radius 6.5x1072 m

Gas constant 8.314 J-mol K
Pressure 1 atm
Anode ionic conductivity 3.34x10% exp(~10300/T) S-mt
Cathode ionic conductivity 3.34x10% exp(~10300/T) S-mt
Anode electronic conductivity 2x10° S-mt
Cathode electronic conductivity 42x10% exp(~1150/T)/T S-mt
Electrolyte ionic conductivity 3.34x10% exp(~10300/T) S-mt
Porosity(s) 0.4 1

Particle diameter 2x107° m
Tortuosity (3-¢)12)%° 1
Permeability e3d? I(1-¢£)? /150 1

Inlet velocity 0.2 m-s*
Surface site density of Ni 6.1x10° mol -cm?
Specific three-phase boundary length 1.8x10% m-m’*
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7.4 SOLUTION ALGORITHM AND MODEL VALIDATION

The mathematical model is solved using COMSOL MULTIPHSICS V4.0. For a
specified cell voltage at the cathode electrode boundary, the corresponding average cell
current density and the species distributions are calculated. The cell polarization curve is
then obtained by specifying a series of cell voltages and calculating the corresponding
average cell current density. The species distributions associated with multi-physics
transport and surface reaction processes are calculated at each of the individual voltage

conditions.

Table 5 Boundary conditions

Interfaces(Q) Qcyer Qe Qg Qe Qg
lonic . - o .
Insulation Continuity Continuity  Insulation N/A
charge
Electroni ifi . .
ectronic Specified Insulation  Insulation 0 N/A
charge voltage
CH4/H,0
02/N; . : I
Mass . Insulation  Insulation  Continuity (Mass
(Mass fractions) .
fraction)
Wall Wall - Flow rate,
Momentum Pressure . . Continuity
(no slip) (no slip) pressure
Energy Temperature ~ Continuity Continuity  Continuity ~ Temperature

The model is validated using experimental polarization curves, where the
mixture of 97% CH4+3% H,0 is used as the fuel and ambient oxygen as the oxidant.
Figure 7.1 has illustrated the corresponding experimental setup. The cell polarization
curve is obtained at three temperatures of 600°C, 650°C and 700°C respectively. As

shown in Figure 7.2, the model predictions match with experimental data reasonably well.
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This model is then used for further numerical studies.

7.5RESULTS AND DISCUSSION

7.5.1 Distribution of gas species and adsorbates

Fuel Cell Alr
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I e Testing
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Fuel -tube inlet .
_m_ \ — Fuel-tube outlet
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Figure7.2 Comparison between model predictions and experimental data

Figure 7.3 shows the distributions of gas species within the fuel supply tubes
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and the porous anode. Here the operating temperature for the simulation is 700°C and the
cell voltage is set at 0.5V as an example. Within the small fuel supply tube, the
distributions of gas species are relatively uniform. Beyond the outlet the small tube, the
molar fractions of CH, and CO decrease toward the anode electrode and increase from
the anode electrode toward the outlet of the large ceramic tube. The molar fractions show
relatively large gradients near the porous anode. The molar fractions of H,O and CO,
show opposite trends. Essentially, the surface reactions in the anode consume adsorbed
hydrocarbon fuel CH,4, and generate H,O and CO, through the electrochemical reaction
processes. The CO species is generated through surface reaction process and consumed
by oxidation process. The combinational effects lead to the species distributions

mentioned above.
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Figure7.3 Distributions of fuel/gas species within fuel supply tubes and anode
electrode

Figure 7.4 illustrates the major adsorbed species on the anode porous electrode
surface, which are important reaction intermediates affecting the CH, conversion and

oxidation processes. The surface coverage of all surface adsorbed intermediates, e.g.,
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CHa(s), CHs(s), CHa(s), CH(s), C(s) and H(s) decrease from the channel/anode interface
and anode circumference toward the anode/electrolyte interface, while the surface
oxidation products of H,O(s) and COy(s) shows opposite trend, decreasing from the

anode/electrolyte interface toward the channel/anode interface and anode circumference.
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Figure7.4 Distributionsof surface coverage of adsorbed species within anode
electrode

These observations indicate that the surface reactions of methane and electro-oxidation
processes are relatively intensive near the anode/electrolyte interface. As mentioned
above, for Ni-based anode, the hydrocarbon fuel could lead to the deposition of carbon
on the surface of catalyst Ni, resulting in the deactivation of Ni catalytic function. As

shown in Figure 7.4, the surface coverage of adsorbed carbon is relatively high at the
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circumference of the anode and decreases toward the electrolyte/anode interface. Since
the electrochemical reactions are relatively intensive near the electrolyte/anode interface
and relatively weak at the circumference of the anode, it seems that the strong

electrochemical reactions may facilitate to mitigate carbon adsorptions.
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Figure7.5 Distributions of electronic/ionic potential and current density within
the anode

7.5.2 Local ionic/electronic potential and current

The distributions of local ionic/electronic potential and current densities are
shown in Figure 7.5. It can be seen that the electronic potential in the cathode maintains
at the specified level of 0.5V while that in the anode is approximately equal to zero. The

electronic current density decreases from the channel/anode interface towards the
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anode/electrolyte interface. The ionic potential decreases from the channel/anode
interface towards the anode/electrolyte interface as well as from the anode circumference
to the axial-symmetric line of the anode. The corresponding ionic current density
distribution shows opposite trend. Since the YSZ electrolyte layer only allows oxygen
ions to migrate through, the highest ionic current density around the anode/electrolyte

layer indicates that the electrochemical reactions are much intensive at this site.
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Figure7.6 Distributions of adsorbed species along the axis-symmetrical line of the
cell under different operating temperatures
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7.5.3 Effect of operating temperature and current

The operating temperature/current can significantly affect multi-physics
transport processes. This issue has been studied extensively in open literature. Usually
the distributions of gas species are calculated under different temperature/current
conditions and the corresponding SOFC performance is interpreted based on the bulk
species distributions. However, it is rare in open literature to extensively study the
distributions of adsorbed surface species under such operating conditions because of
lacking of coherent links between bulk transport processes and surface reaction processes
in SOFC button cell modeling. With the model developed in this paper, we are able to
determine various surface species distributions under practical button cell operating
conditions. Since the bulk species distributions have been investigated extensively in
open literature, here we focus on adsorbed surface species in this paper, the bulk species
distributions will not be shown for the concise and compact descriptions.

To examine the temperature effects on the surface chemistry, the distributions of
surface adsorbed species along the axis-symmetrical line of the button cell are obtained
under three temperatures of 600°C, 650°C and 700°C respectively. Here the cell voltage
is set at 0.5V as an example. As shown in Figure 7.6, the surface coverage of adsorbed
CHa(s), CHs(s), CHx(s), CH(s), and H,O(s) are pretty uniform and those of adsorbed
CO(s), H(s), and C(s) decrease from the anode/electrolyte interface towards the
channel/anode interface along this axis-symmetrical line. The surface coverage of all

these adsorbates decreases with increasing the operating temperature. It is worth noting
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that the surface coverage of carbon significantly decreases particularly near the
anode/electrolyte interface when the temperature increases from 600°C to 700°C,
indicating that high operating temperature may potentially mitigate the surface carbon
deposition. The surface coverage of adsorbed COy(s) increases nonlinearly from the
anode/electrolyte interface towards the channel/anode interface along the

axis-symmetrical line and increase with raising the operating temperatures.
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Figure7.7 Distributions of adsorbed speciesalong the axis-symmetrical line of
the cell under different cell current loads

The effects of the cell current on the surface adsorbed species are shown in
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Figure 7.7. The surface coverage of methane dissociation intermediates, e.g., CHa(s),
CHs(s), CHx(s), CH(s), and H(s) and CO(s) decreases with increasing the cell current
density, while that of H,O(s) and CO,(s) increases. Since the intermediate species CHg(s),
CHas(s), CHa(s), CH(s), and H(s) and CO(s) are consumed and those of H,O(s) and COx(s)
are generated, increasing the current density improves the forward electrochemical
reactions, consuming more fuels while generating more products. It is interesting to note
that the adsorbed carbon C(s) decreases with increasing the current density, implying that
high current density inhibits carbon deposition on the surface of catalyst Ni. Increasing
the current improves the O® ions conducting from the cathode to anode side and the
generation of more O(s) ions on the anode surface, as a result, enhancing oxidation
reaction of adsorbed carbon C(s).
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Figure7.8 Sensitivity of 10% increase of the supplied CH4 and H,0 on the
molar fraction of species and the surface cover age of adsorbed species. The
results are obtained at the inter sect point between the anode/electrolyte
interface and the axial-symmetric line of the cell.
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7.5.4 Sensitivity analysis of bulk gas species

The surface elementary reaction processes are very complicated when
hydrocarbon, e.g., methane, is used as the fuel. To study the different roles and relative
importance of different processes and associated surface intermediates, the sensitivity
analysis is carried out. Here the operating temperature is 700°C and the cell voltage is set
at 0.5V.

In the first case study, the sensitivities of the bulk gas species and adsorbates
with respect to the variation of the supplied CH, are studied. The simulations are run by
adding 10% more methane to the anode inlet. Figure 7.8 shows the corresponding
variations of various species at the intersect point between the anode/electrolyte interface
and the cell axial-symmetric line. It is clearly seen that the surface adsorbed species
carbon C(s) is very sensitive to the change of the supplied methane. Here C(s) increases
significantly with increasing the methane fraction in the fuel. The bulk gas species CO,
and the surface adsorbed species H,O(s), CH4(s), CH3(s), CHx(s), CH(s), and H(s) show
different degree of sensitivities to the variation of the supplied methane. The rest of
species are not sensitive to the supplied methane. Similarly by adding 10% more H,0 to
the anode inlet and running the simulation, the sensitivities of the bulk gas species and
surface adsorbates relative to the variation of the supplied H,O can be obtained. As
shown in Figure 7.8, increasing the H,O content in the anode actually improves the
contents of CHy(s), CHs(s), CHa(s), CH(s) and H(s) as well as the bulk gas species of CO

and CO,. Among these species, the surface adsorbates CH(s), CO(s) and H,O(s) show
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relatively high sensitivities to the variation of H,O content. It is interesting to see that the
adsorbed species carbon C(s) is very sensitive to the variation of H,O content in the
anode, increasing the H,O content may significantly reduce the adsorbed surface carbon
C(s). The high sensitivity of surface adsorbate C(s) to CH,; and H,O suggests that
suitable combination of CH4 and H,O contents in the anode may mitigate the carbon
deposition on the surface of Ni catalyst.
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Figure7.9 Senditivity of 10% increase of the supplied CO and CO, on the
molar fraction of species and the surface cover age of adsorbed species. The
results are obtained at the inter sect point between the anode/electrolyte
interface and the axial-symmetric line of the cell.

The sensitivities of the bulk gas species and surface adsorbates to the variations
of the CO and CO; contents in the anode are also studied. The results are illustrated in
Figure 7.9. When 10% more CO is added to the supplied fuel gas, the surface adsorbed
carbon C(s) increases significantly, indicating that increasing CO content may potentially
intensify the carbon deposition effect. The concentrations of species CO,, CHs(s), CHa(s),

CH(s), CO(s) and H,O(s) show different degree of sensitivities and increase with
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increasing the CO content in the anode. When the CO, content increases, the bulk gas
species are not affected; the surface adsorbed species show different sensitivities,
including CHy(s), CHs(s), CHa(s), CH(s), H(s), C(s), CO(s), CO,(s) and H,O(s), among
which C(s), CH(s), and COx(s) show relatively high sensitivities to CO, variation.
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Figure 7.10 Effects of the exchange current density of both anode and cathode
electrodes on the species molar fraction and the adsor bates surface cover age.
Theresults are obtained at the inter sect point between the anode/electrolyte
interface and the axial-symmetric line of the cell.

7.5.5 Effect of surface exchange current density

Theoretically, the surface exchange current is the ongoing current of a redox
reaction in both cathodic and anodic directions, which reflects the intrinsic rates of
electrochemical processes. The surface exchange current density depends critically on
the nature of the electrodes, such as physical structure and electrochemical properties.
Since the surface exchange current density has great influence on the cell performance,

the sensitivities of bulk gas species and surface adsorbates to the anode and cathode
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exchange current densities are studied in this section. In particular the exchange current
densities are reduced from the base value to the 10% of its base value for the anode (i)
and cathode (i) respectively. The corresponding concentration variations of bulk gas
species and surface adsorbates are calculated. Here the operating temperature is 700°C
and the cell voltage is set at 0.5V. As shown in Figure 7.10, when the anodic exchange
current density reduces to its 10% base value (0.1, ), the bulk gas species H,O, CO and
CO; decrease, the surface adsorbates H,O(s) and particularly CO,(s) also show
significant decrease. Other surface adsorbates, e.g., CHa(s), CH3(s), CHx(s), CH(s), C(s),
H(s), and CO(s) show different degree of increase with species CHy(s), C(s), H(s), and
CO(s) having relatively high sensitivities. When the cathodic exchange current density
reduces to its 10% base value (0.1, ), the surface adsorbates CO,(s) and H,O(s) decrease
significantly while the surface adsorbed carbon C(s) increases. The oxygen ions transport
from the cathode side to the anode side, where ions react with the adsorbed species H(s),
C(s) and CO(s), generating CO,(s) and H,O(s). Because the cathodic exchange current
density decreases, the number of oxygen ions transported to the anode side also decreases,
leading to the above observed surface species variations. Other species including the bulk
gas species CO, CO; and the surface adsorbates CH4(s), CH3(s), CHz(s) show relatively
low sensitivities to the variation of cathodic exchange current density. The results also
show that surface adsorbed carbon C(s) is very sensitive to the variations of both anode
and cathode exchange current density. Thus it facilitates to mitigate the surface carbon

deposition by developing high performance electrode materials.
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7.6 CONCLUSION

A comprehensive direct methane-fueled SOFC model is developed based on a
physical button cell test system. Both H,-H,O and CO-CO, electro-oxidation processes
are considered and coherently integrated into the multi-transport processes of charge,
mass, momentum, and energy with the detailed surface reaction processes. The model is
validated using the experimental data under the temperatures of 600°C, 650°C and 700°C
respectively. Based upon the model validation, extensive simulations are performed to
identify complicated transport interactions with the emphasis on surface reaction
processes and surface adsorbates. Results show that the surface reactions of methane and
electrochemical reactions are relatively intensive near the anode/electrolyte interface.
The bulk gas species and surface adsorbates show different degree of sensitivities to
operating conditions and electrode properties. The surface adsorbed carbon species is
very sensitive to the exchange current density of anode and cathode electrodes and the
fuel compositions including CH,4, H,0, CO, CO,. To mitigate potential surface carbon
deposition, one may: (1) suitably increase H,O content in the fuel; (2) reduce the content
of CH,, CO, CO; in the supplied fuel; (3) increase the operating temperature; (4) increase
the cell operating current; (5) improve exchange current density of anode and/or cathode

electrode by using high performance electrode materials.
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CHAPTER 8
MULTIPHYSICAL MODELING OF SOLID OXIDE ELECTROLYSIS CELLS FOR

SYNGAS GENERATION WITH DEATILED SURFACE CHEMISTRY
8.1 INTRODUCTION

The potential fossil fuel crisis and climate changes raise the need to develop
renewable and clean energy technology™?. The co-electrolysis of H,O and CO, using the
inverse process of solid oxide fuel cell (SOFC) is able to produce synthetic gas in a clean
and efficient way!*****4. Such a technique has been demonstrated experimentally and
attracted much interest recently™®!. Since experimental technique is limited in probing
complicated transport and surface chemistry particularly in porous electrodes, modeling
method as a complementary technique has been resorted extensively.

There have been recent studies on numerical modeling of solid oxide electrolysis
cell (SOEC), including H,O electrolysis™®** and CO, electrolysis®***1  Usually
such models are a global type of kinetic models, where the concentrations of bulk gas
species are used for Butler-Vol mer equation to couple electrochemical reactions with
transport process in porous electrodes. As a consequence, the adsorbed species on
electrode surface and surface reactions are neglected. To overcome this issue, the

elementary kinetic modeling approach is recently investigated[®* 748481281421 t describe
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the adsorption/desorption processes and the detailed surface chemistry via individual
reaction steps. While elementary kinetic model is able to provide more precise
electrochemical charge-transfer calculation, such model is limited to describe the
reaction process at one individual point on the electrode surface. Currently there is a lack
of coherent integration between macro-scale transport processes and local elementary
kinetic reactions. On the other hand, the elementary kinetic models are mainly studied for
SOFCs!®* 748485128 ‘thare js little efforts for SOEC modeling!*2.

In this study, a SOEC model for the simulation of synthetic gas generation is
developed, bridging macro-scale transport processes with elementary kinetic reactions in
a coherent way. A button cell test system is used as a physical base for modeling

demonstration.

8.2 HETEROGENEOUS SURFACE CHEMISTRY IN ELECTRODES

In principle, the heterogeneous chemical/electrochemical processes take place
on the SOEC electrode surface, which are affected by not only the applied catalysts and
materials but also the porous structure of electrodes. For Hj-electrode supported
Ni-YSZ/YSZ/LSM button cell, the surface chemical processes are usually more
complicated on H; electrode side than those on O, electrode side due to both the active
catalytic function of Ni and the complicated fuel/gas compositions. Table 8.1 provides
twenty one reversible elementary reactions of syngas fuel on Ni surface proved by

experiments, where two types of processes can be identified: the adsorption/desorption
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process and surface reaction process. Basically, the adsorption/desorption process is the
first step for syngas species to be adsorbed on the electrode surface, then the surface
reactions take place among all adsorbates and reaction intermediates. According to
molecular behavior, none of electrochemical reaction and charge transfer process takes
place on the catalytic Ni surface, but on Ni-YSZ surface (triple phase boundary), several
charge transfer pathways could exist simultaneously®. Since the kinetics of charge
transfer (CT) steps are not directly available from experiments, Bessler et al.®*#8 have
proposed several possible types of CT reactions and taken them as free fit parameters to
compare model predictions with experimental results. It was found that all proposed CT
mechanisms can fit the experiment results well except the double oxygen-spillover CT
mechanisms which would fail to give correct predictions when the electrode was
polarized under high steam partial pressures. Thus, in our modeling, a single-step
reversible CT mechanism is assumed at the triple phase boundary, i.e., the adsorbed
oxygen ions gain/release all electrons on the Ni-YSZ surface by one step reaction, and is
expressed as,

CT reaction: O(s) + (YSZ) + 2™ (Ni) < 0% (YSZ) + Ni(s)

Conduction of oxygen ion: 0% (YSZ) +V* (YZ) & O* (YZ) + (YZ)

here, 0O*(ysz) is the lattice oxygen, Vv*(ysz)is the oxygen vacancy, O(s) is the
adsorbed oxygen ion on Ni surface. The elementary Kinetic reaction rate can be

formulated by,
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IEan = nFItpb(kfgozf(ygz)eNi —KyOo(s)) (8.1)
where, i ,,is the source of the faradic current derived from electrochemical reactions in
the H, electrode; nis the number of transferred electrons; I, is the volume-specific

triple phase boundary length; ¢, is the surface coverage of speciesi; k;and k,are the

forward and backward reaction rates respectively, and can be described by Arrhenius

expression™®]

act

. —E F e = F
ki = AT"exp(—)explaron) Ky = AT" exp(— L) exp(-(L-a) 1) (8.2)

act
f

where, A , nand E®¥are the Arrhenius parameters for reactioni and listed in Table
8.1, Ris the gas constant; Tis the reaction temperature; 7is the potential difference
formed by electrical double layer at H, electrode/electrolyte interface, i.e.,
1 = Panode ~ Petectrolyte -

In order to keep the consistence of electrochemical reaction and charge transfer
process, oxygen production within O, electrode is formulated by two step elementary
reactions, the first step is the charge transfer process:

0" (YSZ) + (LSM) < O(LSM) +V **(YZ) + 2"
Subsequently, the adsorption/desorption process of oxygen on the O, electrode (LSM)
surface takes place:
20(LSM) < O, (gas) + (LSM)
For the simplicity, a global Butler-Volmer equation is utilized to describe the reaction

rate in the O, electrodet™
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. . (Po, ! Po,)"® 0.5F 77, 0.5F et
_ ! Po, ~exp(_ 25F e 8.3
IF,Ca Ica 1+(p02 / pgz)ols (eXp( RT ) eXp( RT )) ( )

where, i . is the Faradic current of cathode; i, is the empirical parameter utilized to fit
the simulation with experimental data; pg =4.9x10°exp(- 200000/RT); po, is the local

oxygen partial pressure; 7. IS the activation overpotential between O, electrode

potential geoqe and equilibrium potential g, ™.

__AG_RT = a0)
¢eq B nF nF In a(02)0.5a(vu) (8'4)

where, AG is Gibbs free energy of the elementary reaction in the O, electrode; ais the

dimensionless activity.

8.3 SURFACE DIFFUSION
According to the mean field approach, the concentration of surface speciesi can

be normalized by the total available surface sitesr, yielding a dimensionless item of

surface coverage @, (6 =c,c>" /r'), then the surface mass action can be built by [8s]

surf
Oij

r

R, =-Ve(D'V6) (8.5)
where, &> is the number of surface sites occupied by speciesi; D' is the surface
diffusivity of species i ( D™ =DPexp(-E™ /RT) ); R, is the net reaction rate for
species nand is determined as,

R, = ;mkf e™1" ~ky TILT]™) (8.6)
where, v, is the pre-factor for elementary reaction; c™andcj* are the concentrations of

reactant and product respectively while n;and m;are the corresponding stoichiometric
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factors.

Table8.1 Surfacereaction mechanism

Ni —surface A n E

Adsorption/Desorption( f;b)

1 Hy + Ni(s) + Ni(s) < H(s) + H(s) 102 ; 5.593x10% 0;0 0 ; 8812

2 05 + Ni(s) + Ni(s) < O(s) + O(s) 102 ; 2.508x10% 0;0 0 ; 47039
3 CHy + Ni(s) < CHy(s) 8x10° ; 5.302x101° 0;0 0 ; 3315

4 H,0 + Ni(s) < Hy0(s) 1x101 ; 4.579x1012 0;0 0 ; 6268

5 CO4 + Ni(s) < COy(s) 1x10° ; 9.334x107 0;0 0 ; 2880

6 CO + Ni(s) < CO(s) 5x101 : 4.041x101 0;0 0 ; 112585
Surface Reactions

7 O(s) + H(s) < OH(s) + Ni(s) 5x10%2 ; 2.005x104 0:0 97.9 ; 37.19
8 OH(s) + H(s) < H0(s) + Ni(s) 3x10%0 ; 2175x10% 0;0 427 ; 9136
9 OH(s) + OH(s) < O(s) + H0(s) 3x10%? ; 5423x10% 0:;0 100 ; 209.37
10 0(s) + C(s) < CO(s) + Ni(s) 52x10%% ; 1.418x10% 0; -3 1481 ; 115.97
11 0O(s) + CO(s) < CO,(s) + Ni(s) 2x101% ; 3.214x10% 0 ; -1 1236 ; 865
12 HCO(s) + Ni(s) < CO(s) + H(s) 37x108 ; 2.338x10%0 0 ; -1 0 ; 127.98
13 HCO(s) + Ni(s) < O(s) + CH(s) 37x10% ; 7.914x10% 30 958 ; 114.22
14 CHy () + Ni(s) < CHg(s) + H(s) 3.7x10% ; 4.438x10% 0;0 57.7 ; 58.83
15 CH3(s) + Ni(s) < CHy(s) + H(s) 37x10%* ; 9513x10% 0:;0 100 ; 52.58
16 CHy(s) + Ni(s) < CH(s) + H(s) 37x10% ; 3.008x10%* 0;0 97.1 ; 76.43
17 CH(s) + Ni(s) < C(s) + H(s) 37x108 ; 4.4x10% 0;0 188 ; 160.49
18 CHy4(s) +O(s) < CHg(s) + OH(s) 17x10%* . 8.178x10% 0:0 88.3 ; 28.72
19 CH,(s) + O(s) < CH, (s) + OH(s) 3.7x10%* ; 3.815x10% 0;0 130.1 ; 21.97
20 CH,(5) + O(s) < CH(s) + OH(s) 3.7x10%* ; 1.206x10% 0;0 126.8 ; 45.42
21 CH(s) + O(s) < C(s) + OH(s) 3.7x10%1 ; 1.764x10% 0;0 481 ; 129.08
Ni/Y Sz- Surface (Chargetransfer reactions) A a E

1 O (YSZ)+(YSZ) < 0% (YSZ)+V™" (YSZ) 1.6x10% 0 90.9

2 0% (YSZ)+Ni(s) < O(s)+(YSZ)+2e (Ni) 4.9x10° 0.5 c

Rate constant of Arrhenius equation written as: k= AT"exp(-E/RT) , the unit of Eis kiymol.
c - Calculated or estimated from references.

8.4 NUMERICAL SOLUTION AND MODEL VALIDATION

According to the schematic in Figure 8.1, 2D axial symmetric computational
domain is considered to model the button cell test system. The corresponding boundary
conditions are summarized in Table 8.2. The model parameters and boundary conditions
are shown in Table 8.3 and Table 8.4 respectively. The mathematical model is solved
using commercial package of COMSOL MULTIPHSICS V4.1. For a specified cell

voltage at O, electrode boundary, the corresponding average cell current density and gas
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species distributions are calculated. By specifying a series of cell voltages, the cell
polarization curve can be obtained. Figure 8.2 illustrates the comparison between the
model predictions and the experimental results at two temperatures of 850°C and 900°C,
where 60% steam and 40% hydrogen is used as the supplied gas for H, electrode. The
model predictions show reasonably good match with experimental data. This model is

utilized for further simulation studies.

Table8.2 Reaction ratesand Sourceterms

Net reaction rate of adsorbates Reaction source term Energy source term
Rea = Qotm + Qetec/cn

rCH4(s) =I3 =Ty —Ig RH2 = _2r1 'ohm ec/chem
REI = Qohm
Ran = Qotm + Qetecy ch

rCHS(s) =ly — g +hg—Tlg RCH4 =-, n 'ohm ec/chem
Re =0

Fenaogs) =M15 — e + 119 — 2o Ru,0=-T4

fom(s) =6 — M7 + 120 —T21 Reo, =—Ts

fe) = Mo + 17 +1

fcos) =Te + 1o —T1 t 12

fcozs) =fs + 11

Mh(s) =2f —T7 —Tg + Ty + Ty + 15 + g + 7

loH(s) =17 —Tg —Tg + T3 +Tg T g + 1+

8.5 RESULTS AND DISCUSSION
8.5.1 The distribution of gas species and local potential/current
Figure 8.3 shows the molar fraction distributions of various gas species within

the SOEC system, where the gas composition at the inlet of H, electrode is composed of
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25%H,0, 25%H,, 25%CO0, and 25%CO, and the O, electrode is exposed to the ambient

air. The operating temperature of the furnace is 850°C and the cell voltage is set at 1.2V

Table 8.3 Operation parameters

Value Units
Cathode layer thickness, radius 4x107°, 2.5x1073 m
Electrolyte layer thickness, radius 2x107°, 6.5x107° m
Anode layer thickness, radius 35x10™*, 6.5x1072 m
Inlet fuel channel radius, wall radius 1x107%, 1.5x1073 m
Outlet fuel channel radius 6.5x10° m
Faraday Constant 96500 C-mol 1
Gas constant 8.314 J-mol K !
Operating Temperature 700 °c
Pressure 1 atm
Anode ionic conductivity 3.34x10% exp(~10300/T) S.mt
Cathode ionic conductivity 3.34x10% exp(~10300/T) S.mt
Anode electronic conductivity 2x10° S-mt
Cathode electronic conductivity 42x10° exp(~1150/T)/T S.mt
Electrolyte ionic conductivity 3.34x10% exp(~10300/T) S.mt
Porosity(¢) 0.4 1
Particle diameter 2x107° m
Tortuosity (?’_TE)O-5 1
Permeability —ggdz > 1

150(1-¢)
Inlet velocity 0.2 m-s?t
Surface site density of Ni 6.1x10°° mol -cm™?
Specific three-phase boundary length 1.8x10% m-m*

as an example. Obviously at H, electrode side, the molar fractions of H,O and CO,
decrease from the inlet toward the electrode/electrolyte interface while those of H, and
CO increase. At the O, electrode side, O, is produced. Since the thickness of O, electrode
is very thin, the molar fraction distribution of O, is relatively uniform. The corresponding
distributions of electronic/ionic potential and current density are shown in Figure 8.4. It

can be seen that the electronic potential is pretty uniform, which approaches to zero

114



within H; electrode and maintains at the specified voltage of 1.2V within the O,
electrode. The ionic potential distribution in the H, electrode is not uniform with the
highest potential at the electrode/electrolyte interface and decreases towards the
electrode/channel interface and circumference. Accordingly the electronic current density
decreases from channel/electrode interface towards electrode/electrolyte interface while
the ionic current density decreases from the electrode/electrolyte interface towards

channel/electrode interface.

Table8.4 Boundary conditions

Interfaces(Q) Qcyen Qcyp Qeyp, Qe Qg
lonic . - - .
Insulation Continuity | Continuity | Insulation N/A
charge
Electronic ifi . .
Specified Insulation | Insulation 0 N/A
charge voltage
H,O/CO;
0O2/N; : . -
Mass . Insulation | Insulation | Continuity (Mass
(Mass fractions) .
fraction)
Wall Wall - Flow rate,
Momentum Pressure . . Continuity
(no slip) (no slip) pressure
Energy Temperature | Continuity | Continuity | Continuity | Temperature

8.5.2 The distribution of adsorbed species within H; electrode

In this section, the operating conditions for the simulation are the same as those
in section 4.1. The distributions of adsorbed species within the H; electrode are shown in
Figure 8.5. It can be seen that within the H, electrode the surface coverage of the
adsorbed H,O(s), OH(s), and CO(s) ions decrease from the electrode/electrolyte

interface towards the channel/electrode interface. The surface coverage of intermediate
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products H(s) and CO(s) show opposite trends. The highest surface coverage gradient of
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Figure 8.1 Schematic of the gas flow and SOEC operation
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Figure 8.2 Comparison between numerical resultsand experimental data

adsorbates presents at the electrode/electrolyte interface. This observation indicates that
the intensity of surface electrolysis processes is much higher at this interface than other

places, which is consistent with the distributions of bulk species in Figure 8.3. The
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surface coverage of the adsorbed O(s) ions decreases from the channel/electrode

interface towards the electrode/electrolyte interface, indicating that more O(s) ions are

a) H,/CO side
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Figure8.3 Thedistributions of gas specieswithin gas supply tube and cell
electrodes

converted into O®(s) ions and then conducted into electrolyte layer at the
electrode/electrolyte interface. This result further confirms that electrolysis process is

relatively intensive at the electrode/electrolyte interface. Theoretically, the CO can be
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further electrolyzed to generate carbon. The generated carbon could be adsorbed onto the
Ni surface. As shown in Figure 8.6, the carbon deposition effect could present around the

electrode/electrolyte interface, where the most intensive electrolysis reactions take place.

; Electronic potential at 1.2V, 850°C teng L3O Electronic current at 1.2V, 850°C i s S
4 -3
0.6210 . 0.6210 H120.774
0.4 0.4 106.565
0.2 0.8 02 |b———— 92,357
0 0 —\
» 78.148
gi ' 02 63.939
0. -04
z 0.4 49.731
-0.6 -0.6
48 by 08 35.522
4 r 1 H21.313
o 1 2 3 4 5 6 7 0 1 2 3 4 5 6 7
3 =g 3 —7.104
x10 Min: 0 x10™ Min: 7.104
, Tovk poentil ot 1.2, 850°C Hax: g -380 Tonic current at 1.2V, 850°C Max: 168.18
X -3
0.610 H0.34 0.6X10 H150.477
04| V= 0.3 0.4 132.774
0.2 [ 0.26 0.2 ﬁ} 115.07
0 ' 0.22 0 97.367
-g,i 018 02 79.664
' 014 04 61.96
-0.6 -0.6
-0.8 0.1 08 44.257
1 0.06 1 H26.554
0 1 2 3 4 5 6 7 o 1 2 3 4 5 6 7
3 —0.02 .3 —8.851
x10 ~ Min: 0.020C x10~ Min: 8.851

Figure8.4 Thedistributionsof local electronic/ionic potential and current
within H; electrode

8.5.3 The effect of operating temperature

In this section, the operating conditions for the simulation are the same as those
in section 4.1 except that three furnace temperatures of 800°C, 850°C, and 900°C are
applied respectively. Figure 8.7 shows the distribution of surface adsorbed species, where
the data are recorded along the axis-symmetrical line of the cell. It can be seen that
increasing temperatures leads to the decrease of surface coverage of all intermediate

adsorbates, including H,O(s), O(s) and COy(s) ions as well as H(s), and CO(s) ions. In
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other words, less H,O(s), O(s), CO(s), H(s), and CO(s) ions are adsorbed on the Ni
surface when operating temperature increases. It is also noticed that less C(s) is generated,
suggesting that high operating temperature may potentially mitigate carbon deposition on
Ni surface. These observations indicate that operating temperature may effectively
improve adsorption/desorption rate and enhance surface electrolysis process. The surface
process in turn affects the consumption and production of bulk gas species. As shown in
Figure 8.8. Higher temperature leads to the consumption of more H,O and CO, while

producing more O, H, and CO.

Surface coverage of H20(s), 850°C Max: ?I':???e'” Surface coverage of OH(s), 850°C Max: 7.098e-9 Surface coverage of H(s), 850°C Max: 9.44%e-7
3 x10 3 10°° 3 x10”7
06210 M3z x10 /008 x10 543
0.4 2.257 [6.869 [M9.42
0 BVF—r 2.187 — I 6.64 —E—-— ' 9.396
0 2.117 6.411 9.373
02 2.048 6.183 9.35
04 1.978 5.954 9.326
0.6 1.008 5.725 9.303
0.8 H1.e38 Hs.497 Ho.28
"o 1 2 3 4 5 & JU ;:;:: 0 1 2 3 4 5 6 7 _::;2: o 1 2 3 4 5 6 7 _:;;;
10 Min: 1699e-13 x10” Min: 5.039-9 x107 Min: 9.233e-7
Surface coverage of COX(s), asc’c i _:3.%?@.-6 Surface coverage of CO(s), a5’ tex: 2-?4&-3 Surface coverage of (s), gsi’c t‘a?(ﬁnjm
06x10” k2 X107 s w1073 10.119
04 H1.924 He.694 Ho.145
. j{ 1.867 ﬁ_’i 8.642 =_;? | ||om
0 1.809 — 6.59 | _ l0.138
032 1.751 8.539 0.134
04 1.693 B.487 [p13
06 1.636 8.435 giig
! H1.s78 He.38:
of H1.52 —:i;:: P
01 2 3 4 5 6 3‘:‘_1_452 0 1 2 3 4 5 6 ;-s.zs o 1 2 3 4 5 6 _E'ﬁ"
x10 7 Min: 1.462e-6 x10 7 Min: 8.28e-3 ,(10'3 Min: 0.110

Figure8.5 Thedistributionsof adsorbed specieswithin H; electrode
8.5.4 The effect of operating voltage

In this section, the operating conditions for the simulation are the same as those
in section 4.1 except that different cell voltages are applied. As shown in Figure 8.9,
increasing the applied cell voltage leads to the decrease of the adsorbed H,O(s), O(s), H(s)

and COy(s) ions; but it causes the enhancement of the surface coverage of CO(s) and C(s).
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When the cell voltage increases the reaction rates of forward surface processes exceed
those of backward processes, resulting in the improved surface electrolysis processes.
Since the surface coverage of C(s) are significantly enhanced under high cell voltage
conditions, more than likely the deposition of carbon on the surface of Ni catalyst might
also be enriched. Figure 8.10 shows molar fraction distributions of bulk gas. Obviously
more H,O and CO; are consumed through adsorption/desorption process under higher

cell voltage while more O, H, and CO are produced.
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Figure8.6 Thedistribution of adsorbed carbon generated by
electrolysisprocessin H; electrode

8.5.5 The effect of supplied gas composition

H,0 and CO, are two major supplied gases for syngas production. The effects of
supplied gas compositions on surface electrolysis performance are studied in this section.
The operating conditions for the simulations are still the same as those in section 4.1
except that the supplied gas compositions are varied. In the first case study, the effect of
H,O content is investigated. The starting gas composition includes 20%CO,, 20%CO,

20%H, and 5%H,0 with N, as a balance species. With increasing the H,O from 5% to
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35% (the N content is reduced accordingly), the variations of intermediate adsorbates
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Figure8.8 The effects of operating temperature on thedistribution of gas
species along the axis-symmetrical line of the cell

are shown in Figure 8.11. Obviously the adsorbed H,O(s), OH(s) and H(s) ions are

enhanced, however, the variations of the adsorbed COy(s), CO(s) and C(s) ions are
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negligible. This result indicates that increasing the supplied H,O content might not be

able to effectively mitigate the carbon coking problem in H, electrode. In the second case
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Figure8.9 The effects of applied cell voltage on thedistribution of adsorbates
along the axis-symmetrical line of the cell
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Figure8.10 Theeffects of applied cell voltage on the distribution of gas species
along the axis-symmetrical line of the cell

study, the effects of CO, content on surface electrolysis are investigated. The starting

supplied gas composition consists of 20%H,0, 20%CO, 20%H; and 5%CO, with N, as
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the balance species. When the CO, content increases from 5% to 35% (the N, content is

reduced accordingly), the variations of adsorbed surface ions are shown in Figure 8.12.
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Figure8.11 Theeffectsof H,O content on thedistribution of adsorbates along
the axis-symmetrical line of the cell
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Figure8.12 Theeffectsof CO, content on thedistribution of adsorbates along
the axis-symmetrical line of the cell

With increasing the CO, content, the adsorbed CO,(s), CO(s) and C(s) ions are obviously

improved, there is little effect on the surface coverage of H,O(s), OH(s) and H(s) ions.
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The comparison of above two cases suggests that that the surface electrolysis processes
of CO, and H,0 are pretty much independent with each other. The carbon coking effect

is mainly determined by the fraction of CO, in the H electrode.

8.6 CONCLUSION

A SOEC electrolysis model for syngas gas production is developed. The model
integrates the multi-transport processes of charge, mass, momentum and energy with the
detailed surface chemistry. The model is validated using the experimental data at 850°C
and 900°C conditions. Upon the model validation, numerical simulations are extensively
performed with emphasis on surface electrolysis processes. The major conclusions from
this paper include: (1) the intensity of surface electrolysis processes appears to be strong
at the H, electrode/electrolyte interface even though the composite electrode is assumed;
(2) the surface electrolysis processes of CO, and H,O are pretty much independent with
each other; (3) The carbon coking effect is mainly determined by the fraction of CO, in
the H, electrode; (4) high cell voltage conditions may cause the enhancement of the
surface coverage of C(s) and the deposition of carbon on the surface of Ni catalyst; (5)
high operating temperature may effectively improve adsorption/desorption rate, and
enhance surface electrolysis process as well as potentially mitigate carbon deposition on

Ni surface.
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CHAPTER 9
SUMMARY AND OUTLOOK
9.1 SUMMARY

In this dissertation, multi-physicochemical models have been developed for solid
oxide fuel cells and electrolysis cells. The models describe the complicated transport
processes of charge (electron/ion) conservation, mass/species conservation, momentum
conservation, and energy conservation. Transport processes are coherently coupled with
chemical reforming processes, surface elementary reaction processes, as well as
electro-oxidation processes of both hydrogen and carbon monoxide. The models are
validated with experimental data and utilized for fundamental mechanism studies of
SOFCs fueled with different type of fuels, such as hydrogen, hydrocarbon (methane),
H.S, and their mixtures. The fundamental mechanisms associated with syngas generation
using electrolysis cell are also extensively investigated using the developed model.

In Chapter 3, a direct H,S fueled SOFC model is developed by coupling the
detailed chemical reforming process of H,S with the multi-physics processes in button
cell and fuel supply test stand. Similarly, Chapter 4 presents a direct methane fueled
SOFC, in which in which the methane reforming processes are coherently integrated with

the multi-transport processes, and it takes into account the two electrochemical reaction
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processes of hydrogen and carbon monoxide oxidations. Results show that suitable
increasing the H,O content in H,S or methane fuel is able to improve SOFC
electrochemical performance and potentially mitigate the sulfur poisoning or carbon
coking effect. The operating condition effects on chemical reforming processes and the
cell electrochemical performance are discussed.

The practical hydrocarbon fuels could have contaminant such as
sulfur-containing compound. In order to simulate the contaminants involved in practical
hydrocarbon fuels, the model of SOFCs fueled with mixture of hydrocarbon and H,S is
presented in Chapter 5. The model considers the detailed reforming process of both
methane and H,S as well as their interactions and couples these reforming processes with
the multi-physics transport processes of button cell and associated fuel supply test stand.
Numerical results show that the Nernst potential Ey, shows a strong correlation with the
cell voltage, increasing with increasing the cell voltage. The Eco shows a weak
dependence on the cell voltage, especially at the anode/electrolyte interface. Suitable H,S
content in CH,; fuel is beneficial to improve the reforming of CH; and SOFC
electrochemical performance particularly H,-H,O electro-oxidation process. Increasing
the fuel flow rate may mitigate the carbon deposition and sulfur poisoning effects. The
operating temperature and fuel composition show the conflicting roles on mitigating
carbon deposition and sulfur poisoning effects. Increasing the temperature may mitigate
the carbon deposition effects but potentially worsen the sulfur poisoning effect.

Decreasing the H,S content in the CH4 fuel may significantly mitigate the sulfur
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poisoning effect but increase the possibility of carbon deposition effect.

To incorporate the details of surface adsorption/desorption processes in porous
electrodes and the associated surface chemistry, the models that link the detailed
elementary reaction kinetics with multi-physics transport processes are developed. The
hydrogen-fueled SOFC model is present in Chapter 6, followed by the methane-fueled
multi-physicochemical model in Chapter 7. Simulation results indicate that very
complicated interactions exist among fuel/gas transport in porous electrodes,
adsorbed/desorbed species on the surface of porous electrodes, and charge transport
through solid backbone, as well as elementary reactions. The adsorbed surface species are
very sensitive to the variations of the supplied hydrogen and oxygen as well as the cell
voltage. To mitigate potential surface carbon deposition, simulation results suggest
several ways: (1) suitably increase H,O content in the fuel; (2) reduce the content of CHy,
CO, CO; in the supplied fuel; (3) increase the operating temperature; (4) increase the cell
operating current; (5) improve exchange current density of anode and/or cathode
electrode.

Chapter 8 presents a multi-physicochemical model of solid oxide electrolysis
cell for syngas generation. Upon the model validation with experimental data, numerical
simulations are extensively performed with emphasis on surface electrolysis processes.
The results indicate that: (1) the intensity of surface electrolysis processes appears to be
strong at the H, electrode/electrolyte interface even though the composite electrode is

assumed; (2) the surface electrolysis processes of CO, and H,O are pretty much
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independent with each other; (3) The carbon coking effect is mainly determined by the
fraction of CO, in the H, electrode; (4) high cell voltage conditions may cause the
enhancement of the surface coverage of C(s) and the deposition of carbon on the surface
of Ni catalyst; (5) high operating temperature may effectively improve
adsorption/desorption rate, and enhance surface electrolysis process as well as potentially
mitigate carbon deposition on Ni surface.
9.2 OUTLOOK

The SOFC is one of the feasible technologies toward the clean and sustainable
energy solutions. There are very complicated transport processes, chemical reforming
processes and electrochemical processes in SOFC and electrolyzer systems. These
processes are multi-scale in nature. Therefore it is envisioned that multi-scale
multi-physicochemical models may provide more accurate predictions for
SOFClelectrolyzer performance and associated processes. The model validation is critical
step, upon which high fidelity simulations are performed. It is still a challenge issue on

how to comprehensively validate the multi-physicochemical models.
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