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Abstract

Polymer electrolyte membrane (PEM) fuel cells are a promising zero-emission power source for
transportation applications. An important tool for advancing PEM fuel cell technology is mathe-
matical modeling. Mathematical models can be used to provide insight on the physical phenomena
occurring within a fuel cell, as well as aid in the design of fuel cells by simulating the effect of
changes in design or operating conditions on performance.

A comprehensive, consistent and systematic general formulation for a mathematical PEM fuel
cell model is presented in this thesis. The formulation is developed by considering the fuel cell to
be composed of several, co-existing phases. The conservation of mass, momentum, species, and
energy are applied to each phase in the fuel cell. The interactions between the phases are modeled
by applying a volume-averaging procedure to the conservation equations in each phase.

The solution of the governing equations for the general formulation are beyond the scope of this
thesis research. Instead, simplifying assumptions are applied to the general formulation in order to
reduce the number of governing equations. The cell is assumed to be two-dimensional, steady state
and isothermal. As well, the polymer electrolyte is assumed to be impervious to the gas phase and
liquid water is assumed to exist only in the gas phase or polymer electrolyte.

The numerical solution of the simplified formulation is implemented using the computer lan-
guage of C++ and the finite volume method. The numerical solution provides details of the
transport phenomena within the anode and cathode gas flow channels, electrode backing layers,
and catalyst layers, as well as the polymer electrolyte membrane layer. These details include the
bulk velocity of the gas phase; the concentrations of the species within the gas phase; the potential
and current density in the solid phase and polymer electrolyte; the water content in the polymer
electrolyte; and the distribution of reaction rate within the catalyst layers.
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Chapter 1

Introduction

The transportation sector is a vital component of industrial societies, allowing for the movement
of people and goods both nationally and internationally. Currently, the majority of transportation
is accomplished with the use of fossil fuels and the internal combustion engine. However, due to
the finite supply of fossil fuels and the environmental damage caused by combustion exhaust, such
as global warming and air pollution, eliminating or reducing pollution from transportation sources
is a major policy objective [1]. Currently, two possibilities exist for the power requirements of a
zero-emission vehicle: batteries or fuel cells. Batteries are disadvantaged by long recharge times
and limited driving range; only fuel cells have the potential of matching the convenience and range
offered by the internal combustion engine, while emitting no pollutants, at least at the point of
use [2].

Many different types of fuel cells exist, but the type most applicable for transportation ap-
plications is the polymer electrolyte membrane (PEM) fuel cell [3]. PEM fuel cells operate at a
temperature of approximately 353 K (80°C), allowing for a start-up time comparable to the internal
combustion engine. Since these fuel cells use a solid polymer as the electrolyte, the cell is mechan-
ically robust: pressure differentials between the fuel and oxidant streams of up to 5.17 MPa are
possible [4] and any environmental danger of electrolyte leakage is eliminated. With an attainable,

net power density of over 1 kW/liter [5], PEM fuel cells are competitive with the internal com-
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bustion engine in terms of power density for transportation applications [6]. Although PEM fuel
cells have many advantages over the internal combustion engine in terms of environmental impact,
there are several significant obstacles to their commercialization [1]. Many of the obstacles involve
systems peripheral to the PEM fuel cells, such as a lack of hydrogen refueling infrastructure [7].
However, many challenges are specific to the PEM fuel cells, such as improving the durability,
increasing the performance and reducing cost [1].

Overcoming these challenges can be aided through the use of mathematical modeling studies.
Because of the small size of PEM fuel cells, particularly the thin catalyst layers where the reactions
occur, local values of physically significant properties, such as concentration and current density, can
not be directly measured. Through simulation, mathematical models can supply information about
local phenomena that can be used to provide a better understanding on the processes occurring
within the fuel cell. Additionally, mathematical models can be used as a replacement for time-
consuming experimental investigations, allowing for the optimization of design parameters and
operating conditions.

In order for a mathematical model to be useful, it must capture the physically relevant processes
within a PEM fuel cell. Therefore, the goal of this thesis is to develop a comprehensive, consistent
and systematic mathematical model of a PEM fuel cell. This chapter elaborates on the goals of
the thesis research and provides an outline for the organization of this thesis. First, background

information, that describes the structure and operation of a PEM fuel cell, is presented.

1.1 Background Information

Typical PEM fuel cells operate at a voltage ranging from 0.7 to 0.8 V, and produce a current per
active area, or current density, of 0.2 to 0.6 A/cm? [3]. Most applications have voltage or power
requirements that can not be satisfied by a single cell; thus, single cells are connected in series,
forming a PEM fuel cell stack. For example, the Mark 902 fuel cell stack, manufactured by Ballard

Power Systems, supplies 85 kW at a voltage of 284 V, and the Mark 902 single cells can be combined
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Figure 1.1: Illustration of a polymer electrolyte membrane (PEM) fuel cell.

to form stacks with power outputs of 10 to 300 kW [5]. Because the single PEM fuel cell is the
basic unit of a stack, the thesis research concentrates on modeling the single PEM fuel cell as a
first step, or building block.

A single PEM fuel cell consists of two bipolar plates and the membrane electrode assembly
(MEA), as illustrated in Figure 1.1. The bipolar plates are constructed of graphite or metal. The
anode and cathode reactants flow through the gas flow channels, which are grooved into the bipolar
plates. The width and depth of the gas flow channels are typically about 1 mm or smaller, and the
total thickness of a bipolar plate is 2 to 4 mm. Figure 1.1 illustrates the parallel gas flow channel
configuration; other configurations are possible, such as serpentine or interdigitated [3, 8]. The gas
flow channels allow the anode and cathode reactants to enter the MEA, where the electro-chemical
reactions that convert the chemical energy of hydrogen and oxygen into water occur. Thus, the
active area of the PEM fuel cell is the surface of the MEA, in Figure 1.1, that is normal to the y-

direction. The MEA typically has a thickness of approximately 600 pm and consists of five distinct
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layers: the anode and cathode electrode backing layers; the anode and cathode catalyst layers; and
the polymer electrolyte membrane layer, as illustrated in Figure 1.2.

Figure 1.2 illustrates each layer of the MEA and represents the xy plane of Figure 1.1. The
PEM fuel cell is divided into an anode and cathode side by the polymer electrolyte membrane
layer. The polymer electrolyte membrane layer consists of a sulfonated fluoropolymer, which is
similar to Teflon, and acts as a conductor of positive ions that travel from the anode to the cathode
catalyst layers. Electrons can not be transported in the membrane, and are forced to travel through
the external circuit. As well, the permeability of the membrane to reactant gases is low; reactant
cross-over is minimal. However, the membrane is permeable to water, and depending on the local
operating conditions, water can be transported from either the anode to the cathode, or from
the cathode to the anode sides of the PEM fuel cell [9]. The thickness of the polymer electrolyte
membrane layer ranges from 50 to 250 pm [10] and the most popular polymer electrolyte membrane
employed for PEM fuel cells is Nafion, manufactured by DuPont.

The conversion of the chemical energy of the reactants to electrical energy, heat, and liquid water
occurs in the catalyst layers, which have thicknesses of approximately 5 um [11]. The catalyst layers
are a porous media; reactant gas, liquid water, and polymer electrolyte occupy the void space of a
solid matrix that consists of carbon supported platinum catalyst. If the fuel is CO-free, the overall

reaction in the anode catalyst layer is hydrogen oxidation:
Hy, — 2H" + 2e~

In the cathode catalyst layer, the proton and electron produced by hydrogen oxidation participate

in the reduction of oxygen:

1
2H+ + 2e” + 502 — HQO(@)
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Figure 1.2: The components of a PEM fuel cell and the processes occurring within each component.
The PEM fuel cell is composed of the (a) cathode bipolar plate, (b) cathode gas flow channel, (c)
cathode electrode backing layer, (d) cathode catalyst layer, (e) polymer electrolyte membrane layer,

(f) anode catalyst layer, (g) anode electrode backing layer, (h) anode gas flow channel, and (i) anode
gas flow channel.
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The combination of the two half cell reactions results in the overall PEM fuel cell reaction:
1 .
Hy + 502 — HQO(@ + Heat + Electrical Energy

The anode and cathode electrode backing layers are typically composed of a porous, carbon
paper, or cloth, and are approximately 200 pm in thickness [11]. The electrode backing layers allow
reactant transport from the gas flow channels to the catalyst layers, and also allow the product,
water, to be transported out of the MEA and into the gas flow channels. Electrons are transported
in the solid matrix.

Figure 1.2 also illustrates the compositions of the anode and cathode gas streams. The reactant
in the cathode side of the MEA is oxygen, with nitrogen being present if air is used as the fuel cell
oxidant. Hydrogen is the main reactant in a PEM fuel cell, but carbon monoxide and carbon dioxide
can be present if a reformed hydrocarbon is used as the fuel. The presence of carbon monoxide, even
with concentration levels in the order of a few parts per million, poisons the hydrogen oxidation
reaction; carbon monoxide inhibits the hydrogen oxidation reaction by adsorbing to the platinum
catalyst [12]. Several methods of mitigating CO poisoning have been attempted, such as the use of
an alloy catalyst, increasing the cell temperature, and introducing 2 to 5% oxygen into the anode
gas stream, referred to as oxygen (O2) bleeding [13]. Therefore, both oxygen and nitrogen can be
present in the anode fuel stream. Humidification of the polymer electrolyte membrane is necessary
for ion conduction and liquid water is produced by oxygen reduction; hence water, in both liquid
and gas phases, is present in both the anode and cathode gas flow channels.

The reactions in the catalyst layers are exothermic; hence, heat must be transported out of
the fuel cell. The heat can be removed via convection in the gas flow channels, conduction in
the solid matrix of the catalyst and electrode backing layers, as well as conduction in the solid
portion of the bipolar plates. Since liquid water is produced by the PEM fuel cell, the condensation
and evaporation of water affects the heat transfer in a PEM fuel cell. Thus, the water and heat

management in a fuel cell are closely linked.
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Therefore, many physical and chemical phenomena occur within the layers of a fuel cell and
these processes are summarized in Table 1.1. Electrons and heat are transported in the solid phase
of the anode and cathode bipolar plates. The electron transport also generates heat within the
bipolar plates through Joule heating. In the gas flow channels, both a liquid and gas phase exist.
Thus, both mass and energy transport occurs with each fluid phase, as well as interfacial mass and
energy transport due to the evaporation and condensation of water. The phenomena occurring
within the electrode backing layers are a combination of the phenomena in the bipolar plates and
gas flow channels. Hence, electron and heat transport occur in the solid phase, while mass and
energy transport occur in the gas and liquid phases. Additionally, since the gas and liquid phases
are in contact with the solid phase, the phenomena associated with porous media flow is present
in the electrode backing layers. Like the electrode backing layer, the polymer electrolyte layer is
also composed of a gas, liquid and solid phase; thus, many of the same phenomena are present.
Unlike the electrode backing layers, however, the polymer electrolyte layer contains ions in the
liquid phase. Therefore, liquid phase ionic transport and acid-base equilibrium between the ionic
compounds in the liquid phase occur within this layer in addition to the phenomena occurring
within the electrode backing layers. The phenomena in the catalyst layers include those occurring
in both the electrode backing and polymer electrolyte layers. Unique to the catalyst layers are
reactions which produce electrons and ions, as well as gas phase and liquid phase species.

These phenomena affect the performance of a PEM fuel cell, which is characterized by a voltage

versus current density plot, or polarization curve. The cell voltage, in general, can be expressed as

E= Erev — Tcell (11)

where E,., represents the reversible, thermodynamically determined cell voltage and ¢ is the
voltage loss, or overpotential of the PEM fuel cell. Under typical operating conditions, the reversible
cell voltage is approximately 1.2 V. The overpotential arises from irreversibilities within the PEM

fuel cell and there are three types of overpotential: activation, ohmic, and concentration [14].
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Table 1.1: The physical and chemical phenomena in each layer of a PEM fuel cell.

Layer Phenomena

) Electron transport
Anode/cathode bipolar plate

Solid phase heat conduction

e Gas phase mass and energy transport
Anode/cathode gas flow

e Liquid phase mass and energy transport
channel

e Water evaporation and condensation

e Gas phase mass and energy transport

e Liquid phase mass and energy transport
Anode/cathode electrode e Water evaporation and condensation
backing layer e Electron transport

e Solid phase heat conduction

e Porous media flow

e Gas phase mass and energy transport
e Liquid phase mass and energy transport
e Water evaporation and condensation
e Electron transport
Anode/cathode catalyst layer e Solid phase heat conduction
e Ionic transport in solid electrolyte

e Production and consumption of electrons, ions, gas
and liquid species

e Porous media flow

e Gas phase mass and energy transport

e Liquid phase mass and energy transport
Polymer electrolyte mem- e Jonic and liquid transport in the polymer electrolyte
brane layer e Solid phase heat conduction

e Acid-base equilibrium

e Porous media flow
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Figure 1.3: Polarization curve of a typical polymer electrolyte membrane fuel cell illustrating the
activation, ohmic and concentration overpotential regions.

The polarization curve of a PEM fuel cell can be divided into three regions, with one type of
overpotential dominating each region, although all three types of overpotential occur in each region
simultaneously.

A typical polarization curve, illustrating the effect of the three types of overpotential, is shown
in Figure 1.3. As current is drawn from the cell, the initial drop in cell voltage is mainly due
to activation overpotential. In the activation overpotential region, voltage losses occur when slow
electro-chemical reactions are driven from equilibrium to produce electric current. The electro-
chemical reaction that is responsible for the majority of the activation overpotential is the reduction
of oxygen in the cathode catalyst layer, although if CO is present in the anode, the voltage loss
due to hydrogen electro-oxidation is also significant.

As the PEM fuel cell produces more electrical current, the activation losses increase at a slower
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rate than the ohmic losses, and the polarization curve enters the region characterized by ohmic
overpotential. The ohmic overpotential arises from the transport of charged species; resistance to
electron migration in the bipolar plates, electrode backing layers, and catalyst layers, as well as
hydronium ion transport in the polymer electrolyte membrane and catalyst layers contribute to the
ohmic overpotential.

Further increases in current density result in the polarization curve entering the concentration
overpotential region. The concentration overpotential is caused by mass transport limitations; the
rates of the electro-chemical reactions within the catalyst layers are hindered by a lack of reactants.
The mass transport limitations are due to diffusional limitations in the electrode backing and
catalyst layers, and the phenomena of water flooding. At high current densities, the amount of
liquid water produced in the cathode catalyst layer becomes greater than the amount of water that
can be removed by the flow in the gas flow channels; the liquid water accumulates in the electrode
backing layer and severely hinders the transport of oxygen to the cathode catalyst layer. The lack
of oxygen hinders the oxygen reduction reaction in the cathode catalyst layer and increases the
overpotential; this is referred to as water flooding. Therefore, the performance of a PEM fuel cell
is affected by the electro-chemical kinetics in the catalyst layers, electron migration in the bipolar
plates, electrode backing layers and catalyst layers, hydronium ion migration in the catalyst layers
and polymer electrolyte membrane layer, and the mass transport of the reactants and water in each

component of the MEA and gas flow channels.

1.2 Thesis Objectives and Outline

The performance of a PEM fuel cell is affected by the processes occurring within each layer of the
cell, which include the simultaneous transport of neutral and charged species, as well as heat. In-
situ measurements are difficult, due to the thinness of the layers, and thus mathematical modeling
and simulation has become the predominant tool for better understanding and optimization of

PEM fuel cells. Therefore, the objective of this thesis is to develop a mathematical PEM fuel cell

10
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model.

Specifically, the thesis objectives are to

e develop a comprehensive, consistent, and systematic general formulation that can be used as

a starting point for all mathematical models of practical PEM fuel cells,

e develop a simplified version of the general formulation that can be implemented and solved

numerically within the time period of this thesis research,

e develop a novel model for water and ion transport which is consistent with the formulation

for other transport phenomena,

e develop the numerical solution of the simplified formulation using the computer language of

C++,

e provide numerical results that simulate physical and chemical phenomena within the PEM

fuel cell.

The general formulation is comprehensive because it includes phenomena in all layers of a PEM
fuel cell. Also, the general formulation is consistent, since the same conservation equations are
applied to to each phase, solid, gas and liquid, of the PEM fuel cell. Since the equations which
govern transport phenomena within each phase are similar, the final set of governing equations for
the fuel cell can be derived systematically by applying a volume-averaging procedure to each phase.
At the time that this thesis research was undertaken, general governing equations that were valid
throughout a PEM fuel cell were not generally available. Instead, individual researchers developed
governing equations that were valid in a specific region of the fuel cell. Thus, the development of
the general governing equations, which represent the conservation of mass, momentum, species and
energy in the gas, solid and liquid phases of a PEM fuel cell, is a unique contribution of this thesis
research, and has been published as Baschuk and Li [15].

A simplified subset of the general, governing equations of Baschuk and Li [15] are solved nu-

merically. The simplifications to the general, governing equations include assuming that the cell is

11
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two-dimensional, isothermal and operating at steady-state. Additionally, the polymer electrolyte is
considered impervious to the gas phase and it is assumed that the water in the gas phase does not
condense to form liquid water. The simplified numerical model represents a unique contribution
to fuel cell research because the model uses governing equations for the transport of liquid water
and ions in the polymer electrolyte that are novel. Most PEM fuel cell models use a semi-empirical
relationship to describe the transport of ions and water in the polymer electrolyte. Instead of the
semi-empirical relationship, the mathematical model of this thesis research develops a membrane
transport model based on the Generalized Stefan-Maxwell equations and acid-base equilibrium.
Chapter 2 summarizes PEM fuel cell models that currently exist in the published literature.
The general governing equations for the mathematical model are presented in Chapter 3 and these
general equations are simplified for numerical solution in Chapter 4. Chapter 5 documents the
numerical solution of the simplified governing equations. Since the governing equations for water
and ion transport in the electrolyte are novel, parameters such as diffusion coefficients must be
obtained from experimental data. Chapter 6 determines these parameters and also compares the
electrolyte model used in this thesis with the most commonly used electrolyte model in the published
literature. The insights to the physical phenomena occurring within a PEM fuel cell that result
from numerical simulation using the mathematical model of this thesis are examined in Chapter 7.

A summary and suggestions for future work are given in Chapter 8.

12



Chapter 2

Literature Review

For approximately the past two decades, PEM fuel cells have been investigated as a possible zero-
emission power source for transportation applications. As a result, many research studies have
been undertaken with the goal of improving PEM fuel cell performance such that it is competitive
with an internal combustion engine. Numerical modeling efforts have been a major part of this
research, with the models fulfilling two purposes. The first purpose of the modeling efforts is to
predict the performance of a PEM fuel cell; this involves predicting the polarization curve. The
second purpose is to provide insight on the processes occurring within the PEM fuel cell during
operation; this knowledge allows for the optimization of performance.

Several modeling studies exist in the published literature and can be classified as empirical or
mathematical models. Empirical models are primarily concerned with predicting PEM fuel cell
performance with a single, algebraic equation. Mathematical models apply fundamental conserva-
tion equations to the processes occurring within the PEM fuel cell and solve the resulting partial
differential equations. The solution of a mathematical model includes the overall cell performance,
as well as internal details such as reactant distribution. In this chapter, empirical and mathematical

PEM fuel cell models in the published literature are reviewed.
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2.1 Empirical Models

In the empirical modeling studies, the cell voltage is assumed to have a functional dependence
on one or more variables, and the functional dependence is developed by applying a curve-fitting
scheme to experimentally determined, PEM fuel cell polarization curves. The complexity of an
empirical modeling study can be measured by the number of independent variables used in the cell
voltage function. The simplest empirical modeling studies employ only one independent variable:
cell current or current density. The model of Kim et al. [16] simulated all regions of the polarization

curve with the function:

E = Eiey — blog <JJ> — RJ —mexp (nJ) (2.1)

(]

where E..y is the reversible cell voltage, J is the cell current density, and b, J,, R, m and n are fitting
parameters. Each term in Equation (2.1) can be given physical significance: blog (%) represents
the activation overpotential, R.J represents the ohmic overpotential, and m exp (n.J) represents the
concentration overpotential regions of the polarization curve. Therefore, b and J, are related to the
kinetic parameters, particularly the Tafel constants of the oxygen reduction reaction, while R can
be taken as the ohmic resistance of the polymer electrolyte membrane layer. The m and n were

given physical meaning in the empirical function employed by Squadrito et al. [17]:

E = Eyey — blog <j> —RJ+aJ*In(1-3J) (2.2)

o

The variables a and k are fitting parameters and ( is the inverse of the limiting current density,
which is the maximum current density achievable.
The shape of the polarization curve depends on many parameters in addition to the current

density. Therefore, Amphlett et al. [18, 19] developed a generalized steady state electro-chemical
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model (GSSEM) of PEM fuel cell performance using the relationship:

E=FE. + Nact + Tohmic (23)
Nact = (1 + QT + (3T In (002) + T In (1)

Nohmic = Y1 + 'YQT + ’731

where 7,¢¢ is the activation overpotential, nonmic is the ohmic overpotential, T" is the cell temper-
ature, 92 is the concentration of oxygen, I is the cell current, and ¢, v are empirical constants.
Other independent variables have also been added to the GSSEM, such as carbon monoxide con-

centration [20] and effects due to aging [21].

2.2 Mathematical Models

Empirical models are effective at predicting performance, but provide little insight on the processes
occurring within the PEM fuel cell. Both performance predictions and detailed information about
the processes occurring within the PEM fuel cell are supplied by mathematical models. The pro-
cesses occurring within a fuel cell include mass, momentum, species, and energy transport in the
gaseous reactants and liquid water of the gas flow channels, electrode backing layers, catalyst layers,
and polymer electrolyte membrane layer. These processes can be described, mathematically, by
fundamental conservation laws, subject to assumptions. The assumptions include idealizations of
the physical structure of each component and the relative importance of each process. Mathemati-
cal modeling studies solve the differential equations that are derived from these conservation laws,
and the choice of assumptions influences the predictive capabilities of the model and the amount
of information that can be gleaned from the modeling study. Additionally, a distinction should
be made between micro-scale and macro-scale models. In micro-scale models, transport phenom-
ena are modeled at the molecular level; for example, the interactions of ion, water and polymer

molecules in the polymer electrolyte has been modeled by Jinnouchi and Okazaki [22]. However,
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this scale of modeling is impractical for entire PEM fuel cells, since the number of molecules that
can be modeled using the molecular dynamics (MD) method are limited. Typical polymer elec-
trolyte systems are modeled for approximately 500 water molecules [23]. Thus, the mathematical
models reviewed here are macro-scale models. Molecular interactions are represented by quantities
such as a diffusion coefficients; thus, numerical solution of the entire fuel cell is possible.

The macro-scale mathematical models can be classified into two groups. In one group, the
processes occurring within the MEA are modeled in detail, while the flow in the gas flow channels
is either ignored or characterized by a boundary condition. The approach that this group uses can
be referred to as the MEA-centered approach.

However, the gas flow channels are a significant component of a PEM fuel cell, and the flow
in them is coupled to the processes occurring within the MEA. Therefore, the second group of
modeling efforts concentrates on the modeling the flow in the gas flow channels using techniques
from Computational Fluid Dynamics (CFD). These modeling efforts are referred to as the channel-
centered approach. The MEA-centered approach predated the channel-centered approach and as a
result, the channel-centered approach uses many of the equations of the MEA-centered approach

as a starting point. A review of both approaches is included in this section.

2.2.1 MEA-Centered Approach

The majority of the modeling efforts using the MEA-centered approach are modifications or combi-
nations of two pioneering models: the models of Bernardi and Verbrugge [24, 25] and Springer et al.
[26, 27]. Both of these models assumed that the cell operated at steady-state and was isothermal.
Additionally, both models were one-dimensional in their analysis of the processes in the gas flow
channels and the MEA. Species transport was assumed to be one-dimensional through the MEA,
while transport in the gas flow channels was considered to be one-dimensional along the channel
with a uniform flow velocity, referred to as plug flow, in the channel.

Specifically, in the model of Bernardi and Verbrugge [24, 25], the flow in the gas flow channels,

along the direction of the main flow, was assumed to have no pressure drop; hence, only the
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conservation of species was applied to the gas in the gas flow channels. The species transport was
through the mechanism of convection only, and flow in the gas flow channels was analyzed in order
to obtain the average concentration of reactants within the gas flow channels. This value was used
as the boundary condition at the gas flow channel/electrode backing layer interface for the MEA
model.

The electrode backing layers were assumed to be isotropic, porous media with both gaseous
reactants and liquid water present in the pore regions. However, the gaseous reactants and the
liquid water were assumed to travel in separate pore networks; there was no interaction between
the two fluid streams. The gas phase flow was assumed to have no pressure drop and species
transport was through diffusion only, with the Stefan-Maxwell equations being used to describe the
diffusive fluxes. The conservation of mass and momentum were applied to the liquid phase, with
the conservation of momentum equation being written as Darcy’s law. Electron migration in the
electrode backing layers were modeled using Ohm'’s law.

The polymer electrolyte layer was assumed to consist of a porous network of channels, filled
with liquid water and H' ions. The liquid water transport was described by the conservation of
mass and the conservation of momentum, with the conservation of momentum taking the form
of Schlogl’s equation. The ion transport was governed by the Nernst-Plank equation; however,
Bernardi and Verbrugge [24, 25] assumed that the membrane was fully hydrated. With the fully
hydrated membrane assumption, the concentration of H ions was constant and the transport of
ions was due to the potential gradient only.

The catalyst layers were assumed to be composed of a porous media with polymer electrolyte
in the void regions. While the polymer electrolyte layer was assumed to be impervious to reactant
gases, the polymer electrolyte in the void region allowed gas transport through diffusion only, with
the diffusional flux being described by Fick’s law. Hence, transport of liquid water and gaseous
reactants were modeled in a similar manner as in the polymer electrolyte membrane layer. The
oxidation of hydrogen in the anode catalyst layer, and the reduction of oxygen in the cathode cata-

lyst layer, were modeled using the Butler-Volmer equation. Thus, equations for the conservation of
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species in each layer could be formed for each layer of the MEA, coupled with boundary conditions,
and solved.

The model for water and charge transport in the polymer electrolyte membrane in the model
of Bernardi and Verbrugge [24, 25] assumed that the water content of the membrane was constant.
However, in a PEM fuel cell, a constant water content in the polymer electrolyte is unlikely to be
achieved during the production of current. Water is produced at the cathode catalyst layer and
electro-osmotic drag transports water from the anode to the cathode catalyst layer. Hence, a water
concentration gradient in the membrane occurs, which, through diffusion, allows some water to
“back-diffuse” from the cathode to the anode. Also, the protonic conductivity of the membrane
is highly dependent on the water content. Thus, the effect of a variable membrane hydration in a
PEM fuel cell was modeled by Springer et al. [26, 27]. The semi-empirical, governing equation for
transport of water in the membrane consisted of two terms: a Fickian, concentration gradient term
and another term consisting of the flux of H' ions multiplied by an osmotic-drag coefficient. The
diffusional velocity of the HT ions was assumed to depend on the potential gradient through Ohm’s
law, but the electrical conductivity of the membrane was allowed to be variable and a function
of membrane hydration. Using experimental data, the water diffusion coefficient, electro-osmotic
drag coefficient, and electrical conductivity were found as functions of membrane hydration. The
membrane hydration was found to be a function of the relative humidity in the reactant gases.

The gas flow channels of Springer et al. [26, 27] were modeled in a similar manner as in Bernardi
and Verbrugge [24, 25|, as were the electrode backing layers. However, Springer et al. [26, 27|
simplified the analysis of the catalyst layers, in that the electro-chemical reactions were assumed to
occur on the surface of the electrode backing layer/polymer electrolyte membrane layer interface.
Thus, the coupling of mass transfer, electron and proton migration, and electro-chemical reactions
within the catalyst layers were not included in the model. In the model of Bernardi and Verbrugge
[24, 25], the effect of liquid water in restricting reactant access to the catalyst layer was not
modeled and the concentration overpotential region of the polarization curve could not be simulated.

Springer et al. [26, 27] observed that the concentration overpotential region could be simulated if
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the porosity of the electrode backing layer was varied as a function of current density, allowing the
model of Springer et al. [26, 27] to simulate all regions of the polarization curve.

Many other PEM fuel cell models, which used the MEA-centered approach, were based on the
approaches of Bernardi and Verbrugge [24, 25] and Springer et al. [26, 27]. Weisbrod et al. [28]
coupled the detailed catalyst layer model of Bernardi and Verbrugge [24, 25] with the variable hy-
dration membrane model of Springer et al. [26, 27]. In order to obtain agreement with experimental
data, the model of Bernardi and Verbrugge [24, 25| used an oxygen reduction rate constant, the
exchange current density, several times larger than the experimental value. Gloaguen and Durand
[29] remedied this by considering the catalyst layer to consist of a solid matrix with the void space
occupied by reactant gas; the enhanced species diffusion allowed for the use of an exchange current
density closer to the experimental value. Eikerling and Kornyshev [30] concentrated their modeling
efforts on the cathode catalyst layer and developed analytical solutions corresponding to high and
low cathode overpotentials, and either poor electrical conductivity or poor oxygen transport.

Marr and Li [11] used the membrane model of Bernardi and Verbrugge [24, 25], but improved
the gas flow channel and catalyst layer formulations. Instead of assuming that the pressure drop was
zero, the pressure was allowed to vary in the gas flow channels through the assumption that the flow
was equivalent to one-dimensional pipe flow. As well, the average concentrations of reactants at the
gas flow channel/electrode backing layer interface were not assumed to be the same as the average
concentrations in the bulk flow of the gas flow channel. Rather, through the use of the heat and
mass transfer equivalence assumption, the average concentrations at the interface were calculated
using a log mean concentration relationship, analogous to the log mean temperature relationship
used in heat transfer applications. The catalyst layer model of Bernardi and Verbrugge [24, 25]
was also modified by Marr and Li [11], with the void space of the catalyst layer being occupied
by both polymer electrolyte and liquid water. Baschuk and Li [14] further improved the electrode
backing layer and catalyst layer models by allowing the void space to be occupied by gaseous
reactants, liquid water, and polymer electrolyte; this allowed the model, through the variation of

a parameter called the degree of water flooding, to simulate the concentration overpotential region
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of the polarization curve. Two-phase flow was added to the model of Bernardi and Verbrugge
[24, 25] by Pisani et al. [31], whereby the flow of liquid water was governed by Darcy’s law and
the permeability of the electrode backing and catalyst layers was dependent on the liquid water
saturation. This alteration allowed for the simulation of the concentration overpotential region of
the polarization curve. Chu et al. [32] combined the electrode backing layer and catalyst layer
models of Bernardi and Verbrugge [24, 25] with the membrane model of Springer et al. [26, 27],
but allowed the porosity of the electrode backing and catalyst layers to vary with position.

Most modeling efforts concentrated on the cathode side of the PEM fuel cell, since the losses
attributed to the oxygen reduction reaction are the largest source of voltage loss in a PEM fuel
cell. However, if CO is present in the anode fuel, the voltage loss attributed to the anode side of
the PEM fuel cell become significant due to CO poisoning. Wang and Savinell [33] developed a
model of the anode catalyst layer using the variable membrane hydration of Springer et al. [26, 27|
and the gas filled catalyst layer of Gloaguen and Durand [29]. CO poisoning was incorporated by
altering the Butler-Volmer equation to take into account the reaction sites occupied by adsorbed
CO. The coverage of CO on the electrode was modeled with the empirical relationship of Dhar
et al. [34]. Springer et al. [35] used fundamental, reaction kinetics that included the adsorption,
desorption, and electro-oxidation of both CO and Hs in the anode catalyst layer. The model of
Chan et al. [36] incorporated the reaction kinetics model of Springer et al. [35] into the PEM
fuel cell model of Bernardi and Verbrugge [24, 25]. Baschuk and Li [37] simulated the mitigation
effect of oxygen bleeding on CO poisoning through incorporating reaction kinetics models for the
adsorption, desorption, and electro-oxidation of CO and Hg, the adsorption and desorption of O,
and the heterogeneous oxidation of CO and Hy by Os into the PEM fuel cell model of Baschuk and
Li [14].

The overall PEM fuel cell reaction is exothermic; hence heat is produced by a PEM fuel cell.
The transport of the heat produced by the PEM fuel cell reactions out of the cell is of interest,
primarily because the water management of a PEM fuel cell is strongly connected to the thermal

management. In order to provide details on the heat transfer in a PEM fuel cell, the isothermal
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assumption must be discarded and conservation of energy applied to the components of the PEM
fuel cell. The model of Bevers et al. [38] and Wo&hr et al. [39] incorporated the transport of
mass, momentum, species, and energy in the electrode backing layers, catalyst layers, and polymer
electrolyte membrane layer. Although the temperature was allowed to vary within the PEM fuel
cell, the temperature of the fluid in the void space and the solid phase of the porous media were
assumed to be equal. The flow of both the gaseous reactants and liquid water were analyzed, with
the Dusty Gas Model being employed to describe the mass, momentum, and species transport for
the gaseous reactants in the electrode backing and catalyst layers. The transport of liquid water
in the electrode backing and catalyst layers was assumed proportional to the gradient of the water
loading, defined as the ratio of the mass of water to the mass of the solid phase. The flow of
the gaseous reactants and liquid water were coupled through the porosity; the presence of liquid
water would decrease the pore volume available for gaseous reactants, inhibiting reactant flow. In
the catalyst layers, the reaction kinetics were modeled with the Butler-Volmer equation and heat
generation due to entropy changes and charge transfer resistance, or reversible and irreversible
heat generation, were included. The transport of water and protons in the polymer electrolyte
membrane layer was modeled with the Stefan-Maxwell equation.

Rowe and Li [40] also developed a non-isothermal model of a PEM fuel cell, and it was similar
to the model of Bevers et al. [38] and Wohr et al. [39] in that the fluid and solid temperatures were
assumed to be equal. However, the model of Rowe and Li [40] included mass and species transport
in the gas flow channels in a similar manner as the model of Bernardi and Verbrugge [24, 25].
Species transport in the electrode backing and catalyst layers was assumed to be through diffusion
only, with the diffusional flux being described by the Stefan-Maxwell equations. The transport of
liquid water was not analyzed, but the amount of flooding was included as an input parameter in
order to simulate the entire polarization curve. The reactants in the electrode backing and catalyst
layers were allowed to have a variable amount of humidification; thus the variable humidification
membrane model of Springer et al. [26, 27] was used for the polymer electrolyte membrane layer.

In the one-dimensional models listed previously, the flow in the gas flow channels and electrode
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backing layers were solved separately. Thus, the interaction between the gas flow channels and
the electrode backing layers was not modeled, yet this interaction is important, since the water
produced in a PEM fuel cell must be removed by the flow in the gas flow channels. As well,
reactant depletion along the channels affect the electro-chemical reactions occurring within the
catalyst layers. The interaction between the gas flow channels and the MEA were modeled by the
MEA-centered approach by Fuller and Newman [9]. The transport in the gas flow channels and
MEA were coupled; the one-dimensional MEA model was integrated along the flow direction in
the gas flow channel. As a result, variations in parameters along the flow direction of the gas flow
channels, such as reactant concentration and temperature, were transmitted to the MEA model; the
fuel cell model was quasi-two-dimensional. Similar to Bernardi and Verbrugge [24, 25], the model
of Fuller and Newman [9] assumed that there was no pressure drop in the PEM fuel cell. Also,
the transport of species in the electrode backing and catalyst layers was by diffusion only, with
the Stefan-Maxwell equation being employed to describe the diffusional fluxes. However, Fuller
and Newman [9] differed from both Bernardi and Verbrugge [24, 25] and Springer et al. [26, 27] in
modeling transport in the polymer electrolyte. Water and H™ transport in the polymer electrolyte
membrane layer was modeled using concentrated solution theory; the transport was assumed to be
though diffusion only and the polymer electrolyte membrane was considered as a diffusing species,
with a diffusional velocity of zero. The conservation of energy was applied by assuming that sections
taken through the thickness of the MEA were of uniform temperature. Therefore, the temperature
varied only along the flow direction of the gas flow channel.

Nguyen and White [41] also developed a quasi-two-dimensional, PEM fuel cell model. The
model was similar to that of Fuller and Newman [9], except that the polymer electrolyte membrane
layer was modeled using the variable hydration model of Springer et al. [26, 27], and the catalyst
layer was considered to be an interface. The pressure drop in the gas flow channels was added
to the model by Thirumalai and White [42], through considering the gas flow channels as a pipe
network. Yi and Nguyen [43] further refined the energy transport analysis of the model of Nguyen

and White [41] by allowing the bipolar plate, MEA, and the gas within the gas flow channels to
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have different temperatures. Although most modeling studies assumed that the cell is operating
in steady-state, van Bussel et al. [44] developed a transient, quasi-two-dimensional model, based
on the one-dimensional model of Springer et al. [26, 27]. CO poisoning was incorporated into a
quasi-two-dimensional model by Springer et al. [45].

Another method for coupling the MEA and gas flow channels within the MEA-centered approach
is to model the MEA in a multi-dimensional manner and simulate any variations along the channel
as a specified boundary condition at the MEA /gas flow channel interface. Singh et al. [46] developed
a two-dimensional model consisting of the electrode backing layers, catalyst layers and polymer
electrolyte membrane layer, using the same approach as the model of Bernardi and Verbrugge
[24, 25]. Kazim et al. [47] applied the conservation of mass, momentum and species to the cathode
electrode backing layer. The conservation of momentum was assumed to take the form of Darcy’s
law, and the catalyst layer was assumed to be a surface. The cathode electrode backing layer
was also the focus of the model of Bradean et al. [48]. In addition to the conservation of mass,
momentum, and species, the conservation of energy was also applied, with the solid and gas phases
assumed to have the same temperature.

Two-phase flow has also been modeled using the differential equation, quasi-two-dimensional
approach. He et al. [49] used a two-fluid approach to model the cathode electrode backing layer of a
PEM fuel cell in two-dimensions. The catalyst layer was considered to be a surface and the effect of
the gas flow channels were included as boundary conditions. The conservation of mass, momentum,
and species were applied to both the liquid and the gas phases and then solved separately. Darcy’s
law was used for the conservation of momentum equation in the gas and liquid phases; however,
using the definition of the capillary pressure, conservation of momentum for the liquid phase was
rewritten so that the liquid phase velocity was proportional to the gas phase velocity and the
gradient of saturation. Mass transport between the liquid and gas phases was included through
an interfacial source term that was proportional to the difference between the water vapor partial
pressure and the liquid water saturation pressure. Natarajan and Nguyen [50] also developed

a two-phase, two-dimensional model of the cathode electrode backing layer that also included a
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transient term. This two-dimensional model was extended into a quasi-three-dimensional model
by Natarajan and Nguyen [51]. As in the quasi-two-dimensional models, the flow in the gas flow
channels was analyzed by assuming that it was one-dimensional along the flow direction. This
analysis supplied boundary conditions to the two-dimensional analysis, coupling the flow in the gas

flow channels and electrode backing layers.

2.2.2 Channel-Centered Approach

Because the MEA-centered approach avoids solving the Navier-Stokes equations, the transport
processes in the gas flow channel can not be fully coupled with the processes occurring within
the MEA. Thus, the channel-centered approach is used, in which the governing equations for the
entire fuel cell are discretized with the finite volume method. Three research groups have pioneered
channel-centered approaches which can simulate an entire PEM fuel cell. These research groups
are located at the University of Miami, Pennsylvania State University, and the University of South
Carolina.

The University of Miami group first started the channel-centered approach with the model of
Gurau et al. [52]. Gurau et al. [52] developed a single-phase, two-dimensional model that included
the gas flow channels, electrode backing layers, catalyst layers, and polymer electrolyte membrane
layer. The mathematical model was unified in that the equations representing the conservation
of mass, momentum, species, and energy in each layer had the same general form, and differed
through source terms. With the unified approach, the conservation of momentum in the electrode
backing layers resulted in the generalized Darcy’s law equation; a source term was added to the
Navier-Stokes equations such that it reduced to Darcy’s law for small values of permeability. The
catalyst layer was assumed to consist of a solid matrix with the void space filled with polymer
electrolyte membrane; the transport of liquid water in the polymer electrolyte membrane was
modeled by a generalized Schlogl’s equation. Thus, the water transport model for the polymer
electrolyte membrane was similar to the model of Bernardi and Verbrugge [24, 25]. Current flow in

the polymer electrolyte was modeled with Ohm’s law, and the electrical conductivity was allowed
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to vary with membrane hydration using the conductivity model of Springer et al. [26, 27]. The
diffusional flux of each species was modeled with Fick’s law, and the temperature of the solid and
gas phases were assumed to be equal. Zhou and Liu [53] extended the two-dimensional model of
Gurau et al. [52] into three-dimensions, while You and Liu [54] developed a two-phase, isothermal,
two-dimensional model of the cathode gas flow channels, electrode backing layer and catalyst layer.

The research group in the University of South Carolina began their channel-centered approach
with a three-dimensional, single phase model [55]. The model started as an isothermal, three-
dimensional model that incorporated the gas flow channels and MEA and was implemented by
the commercial CFD software FLUENT. The conservation of mass, momentum, and species were
applied to the gas flow channels, electrode backing layers, catalyst layers and polymer electrolyte
membrane layer. The generalized Darcy’s law was used for the conservation of momentum in the
electrode backing layers and Fick’s law was used to describe the diffusive flux. Water and current
transport in the polymer electrolyte membrane layer were modeled with the membrane model of
Springer et al. [26, 27]. The reaction rate in the catalyst layer, current flow and water transport
in the polymer electrolyte membrane layer were not allowed to vary in the direction of thickness
in the MEA; the effect of this was that the catalyst and polymer electrolyte membrane layers were
effectively modeled as surfaces. The conservation of energy was added in Shimpalee and Dutta
[56], and time-dependence added in Shimpalee et al. [57, 58]. Liquid water transport was added to
the single-phase, three-dimensional model in Shimpalee et al. [59]. The liquid water was treated as
a diffusing species, with the diffusional flux being proportional to the liquid water concentration
gradient. In a manner similar to He et al. [49], the interfacial mass transfer rate was proportional
to the difference between the water vapor partial pressure and the saturation pressure.

The research group in Pennsylvania State University began their channel-centered approach
with a two-phase, two-dimensional model of the cathode gas flow channel and electrode backing
layer using the Multiphase Mixture Model (MMM) [60]. The catalyst layer was treated as a surface,
and modeled with a boundary condition. The conservation of mass, momentum, and species were

applied to both the gas and liquid phases, and then added together to form equations governing
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the conservation of mass, momentum, and species in the two-phase mixture. The conservation of
momentum in the cathode electrode backing layer was in the form of Darcy’s law, and through
algebraic manipulations, the flux of liquid water, relative to the mass flux of the two-phase mixture,
was found to be a function of the capillary pressure and gravitational body force. The capillary
pressure, in turn, was a function of the saturation, or volume fraction of liquid water in the electrode
backing void space. Thus, although the conservation equations were solved for mixture values
of velocity, pressure, and concentration, the values for each phase could be determined with an
algebraic relationship. A single phase, isothermal, two-dimensional, transient model, using a similar
formulation as in Gurau et al. [52], was presented in Um et al. [61], and extended to three dimensions
in Um et al. [61]. More recently, several analyses with a single phase model that uses the membrane
water transport equations of Springer et al. [26, 27] have been presented, with sample works being
Wang and Wang [62] and Wang and Wang [63]. Unlike the FLUENT model of the University of
South Carolina group, the recent models do not assume that the catalyst and polymer electrolyte
layers are one-dimensional. Instead, they used the procedure introduced by Kulikovsky [64] to
couple the gas phase and membrane water transport.

Kulikovsky [64] coupled a three-dimensional flow channel and electrode backing model with
a one-dimensional model of the transport in the catalyst layers and polymer electrolyte. The
transport of water in the electrolyte was modeled with the same model as Springer et al. [26],
while gas transport in the catalyst layer was assumed to be due to Knudsen diffusion only. In the
catalyst layer, the conservation of water included the water flux due to a gradient in gas phase water
concentration and a gradient in the hydration of the membrane; thus, there were two unknowns
but only one equation. However, the membrane hydration and the concentration of water in the
gas phase were not independent, but rather related through the hydration versus relative humidity
curves of Springer et al. [26]. Thus, the gradient of membrane hydration could be transformed to
a gradient of gas phase water concentration and the conservation of total water was solved.

Other modeling approaches also assumed that the mass transport in the catalyst layers was

due to Knudsen diffusion. Mazumder and Cole [65] developed a non-isothermal, two-phase, three-
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dimensional model that treated the transport in the catalyst layer as Knudsen diffusion. The water
transport in the electrolyte was highly simplified in that water transport was through electro-
osmotic drag only. The amount of water dragged by the current was assumed to be proportional
to the volume fraction of liquid water. Lister et al. [66] simulated a fuel cell cathode that was
open to the atmosphere; hence, the reactants and products depended on natural convection for
transport. The electrode backing and catalyst layers were assumed to have a small pore size such
that Knudsen diffusion dominated the transport of the species.

An alternative to collapsing the transport of gas phase water and liquid water in the electrolyte
to a function of one variable is to solve the gas phase and liquid water transport separately and
couple them with an interfacial mass transfer term. This was the approach taken by the two-
dimensional model of Siegel et al. [67]. Siegel et al. [67] assumed that the void space of the catalyst
layer was filled with both gas and polymer electrolyte. The conservation of mass, momentum and
species was applied to the gas phase, while the conservation of water was considered in the polymer
electrolyte. The membrane model of Springer et al. [26, 27] was used to describe the water and
current transport in the polymer electrolyte. The water in the gas phase and electrolyte were
coupled by an interfacial mass transfer term that was analogous to Newton’s law of cooling for
convective heat transfer.

Other channel-centered approach models share characteristics with the ones previously men-
tioned. Jang et al. [68] used a model similar to Gurau et al. [52], but included the effect of liquid
water by calculating the liquid saturation and correcting the gas phase diffusivities for the reduced
porosity. The models of the University of South Carolina and University of Miami groups have
been used by other researchers; Jen et al. [69] used the model of Zhou and Liu [53] and Kumar
and Reddy [70] used the model of Shimpalee et al. [55]. Berning et al. [71] developed a three-
dimensional, single-phase fuel cell model that included the gas flow channels, electrode backing
layers, and polymer electrolyte membrane layer; the catalyst layers were treated as interfaces in
a similar manner as Shimpalee et al. [55]. The conservation of mass, momentum, species and en-

ergy was applied to the PEM fuel cell, and the conservation of energy in the gas and solid phases
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were considered separately; thus the temperatures of the gas and solid phases could differ. Heat
transfer between the solid and gas phases was modeled with a convective heat transfer coefficient.
Ferng et al. [72] applied the mixture approach to the conservation of mass, momentum, species,
and energy in the cathode gas flow channel and electrode backing layer. The cathode catalyst layer
was considered an interface, similar to the model of Wang et al. [60]. However, the model assumed
homogeneous flow; the gas and liquid phases were assumed to have the same velocity. Also, the
conservation of momentum equation used in the electrode backing layers added the Forchheimer
drag term to the generalized Darcy’s law used by other modeling approaches. Stockie [73] explored
the effect of using a hydrophobic versus a hydrophilic capillary pressure function with a model

similar to that of Wang et al. [60].

2.3 Summary

PEM fuel cell models can be classified as empirical models, mathematical models that use a MEA-
centered approach, or mathematical models that use a channel-centered approach. The first PEM
fuel cell models were empirical. Although empirical models were effective at reproducing PEM fuel
cell performance, they had limited predictive capability.

The MEA-centered approach typically modeled the MEA, but not the gas flow channels. The
governing equations were formulated for the specific layers in the MEA and the layers were linked
with internal boundary conditions, based on the continuity of total mass and current flows from
one layer to the next. However, this approach has significant numerical challenges when applied
to a multi-dimensional analysis, because while the total mass or current transfer between layers
can be easily calculated, the distribution along a multi-dimensional boundary can not be easily
determined. Thus, the MEA-centered approach is limited mainly to a one-dimensional analysis.

While the MEA-centered approach concentrates mainly on the MEA, the channel-centered
approach traditionally concentrated on solving the Navier-Stokes equations for the flow in the gas

flow channels. Many of the models neglected the MEA and replaced it with boundary conditions,
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or concentrated on a half cell, instead of the entire PEM fuel cell.

Therefore, most of the fundamental-based models available in the literature either focused
on the MEA exclusively, such as the MEA-centered approach, or the flow channels, such as the
channel-centered approach. However, the interactions between the processes occurring within the
MEA and gas flow channels are significant and a more comprehensive PEM fuel cell model, that
considers both the MEA and gas flow channel, is required. One reason that many channel-centered
approaches concentrated on the gas flow channels and neglected the MEA was that governing
equations for the fuel cell, which could be applied to all layers, were not available. Thus, this
thesis research develops a mathematical model that consists of comprehensive, general governing
equations that can be consistently and systematically applied to all layers of the PEM fuel cell; the
general formulation was published in Baschuk and Li [15].

The numerical solution presented in this thesis is based on a simplified version of the general
governing equations. The simplifying assumptions include the assumption that all water outside of
the polymer electrolyte is in the gas phase only, the cell is operating in steady state and isothermally,
and that the cell is two-dimensional. These assumptions make the numerical model similar to those
from the Pennsylvania State University group; a similar numerical solution method is used in which
the the method of Kulikovsky [64] is used to couple the gas phase and membrane water transport.
However, it differs from the reviewed models in that neither the membrane model of Springer et al.
[26, 27] nor Bernardi and Verbrugge [24, 25] are used. Instead, a membrane model based on the
general governing equations, similar to the general membrane transport analysis of Scattergood

and Lightfoot [74], is employed.

29



Chapter 3

General Formulation

When this thesis research was undertaken, a set of general governing equations for the conservation
of mass, momentum ,species and energy that were applicable to all layers of a PEM fuel cell were not
readily available. Therefore, part of this thesis research consists of formulating the general governing
equations for a PEM fuel cell, and this general formulation has been published in Baschuk and Li
[15]. The general governing equations are also presented in this chapter.

The general governing equations are influenced by the physical structure of a PEM fuel cell,
which consists of several co-existing phases. Conservation equations govern the transport of mass,
momentum, species and energy in each phase. Since the phases co-exist, interfacial interactions
between the phases occur. These interactions are incorporated into the governing equations through
source terms that are the result of a volume-averaging procedure. The values of the interfacial source
terms are unique in each layer.

The physical structure of the PEM fuel cell is presented in this chapter, along with the major
assumptions and the volume-averaging procedure. The volume-averaged equations representing the
conservation of momentum, conservation of species and mass, and the conservation of energy are

each presented.
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Figure 3.1: The structure of the layers within a PEM fuel cell.

3.1 Physical Structure

A PEM fuel cell can be visualized as several, co-existing phases, which are shown in Figure 3.1.
Three phases exist within the fuel cell: solid, liquid and gas. The bipolar plates are composed of
only a solid phase consisting of carbon. In the gas flow channels, both a multi-component gas phase
and a liquid phase that consists of water are present. The liquid water is shown in Figure 3.1 as
being composed of droplets. However, other types of two phase flow are possible, such as stratified,
depending on the Reynolds number [75]. The electrode backing layers consist of the gas and liquid
phases of the gas flow channels and a solid phase consisting of porous carbon paper or cloth.

The polymer electrolyte layer is composed of Nafion which, according to the ionic cluster model
of Gierke and Hsu [76], can also be considered as a combination of solid, liquid and gas phases. In the
presence of water, the Nafion membrane is composed of three regions [77]. One region is composed
of a liquid phase that contains water and hydronium ions. The liquid water and hydronium ions are
contained within clusters that have a diameter of approximately 4 nm [76]. Channels interconnect

the clusters, with the channels having a diameter of approximately 1 nm [76]. The surface of the
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channels and clusters are lined with immobile sulfonate and sulfonate ions. The second region is
the rigid, hydrophobic backbone of the polymer. The third region is located between the clusters
and the rigid, hydrophobic backbone of the polymer and can be described as the amorphous part
of the perfluorinated backbone. This hydrophobic region is permeable to gases; thus, transport
of reactant gas occurs in this region. Although the polymer electrolyte is permeable to gas, the
permeability is low and reactant cross-over is small.

In the model presented in this thesis, the positive ion in the polymer electrolyte is assumed
to be H3O™, rather than HT, as was assumed in the models of Bernardi and Verbrugge [24] and
Springer et al. [27). The reason for this assumption is that in the presence of water, a HT ion
solvates [78] and becomes HT - [H20],,, where n is the number of water molecules attached to the
HT ion. From experimental studies, the number of water molecules that accompany ion transport
in the electrolyte is 1 [79]. Thus, the experimental evidence suggests that n = 1 and the H™ exists
within the electrolyte pores as a hydronium ion: H3O™". Other electrolyte models, such as Thampan
et al. [78], also assume that the positive ion is hydronium.

The catalyst layers combine the structure of the electrode backing and polymer electrolyte layers.
Thus, the catalyst layers are a porous media, with a solid matrix consisting of carbon supported
platinum catalyst. The multi-component reactant gases, liquid phase water and polymer electrolyte
are contained in the void spaces. Within the polymer electrolyte, the ion-containing liquid phase,
reactant gas, and polymer backbone exist. The electro-chemical reactions of hydrogen oxidation
and oxygen reduction take place on the catalyst surfaces.

Thus, a PEM fuel cell consists of several phases. The solid phases include the carbon in the
bipolar plates, electrode backing and catalyst layers, as well as the polymer matrix of the electrolyte.
Pure, liquid water is present in the gas flow channels, electrode backing and catalyst layers, while a
liquid mixture containing water and hydronium is contained within the polymer electrolyte of the
polymer electrolyte and catalyst layers. The multi-component reactant gases are present throughout
the cell, except in the solid portions of the bipolar plates. The governing equations for each phase

are derived using volume-averaging, which is examined in the next section.
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3.2 Assumptions

The major assumption in the general formulation developed in this section is the length scale that
is considered. The model presented in this thesis is a continuum model in which the interactions
between the phases are not directly resolved, but rather represented by interfacial source terms
that are functions of the mean properties and flow in each phase. Other approaches to the problem
of modeling a PEM fuel cell are possible. For example, Bultel et al. [80] modeled the catalyst layer
at the particle level. Thus, no averaging procedure was necessary, since boundary conditions could
be applied between the catalyst particles and the reactants. Jinnouchi and Okazaki [22] modeled
the polymer electrolyte at the molecular scale: the motion of individual molecules were resolved.
Thus, the thesis research model is macroscopic, compared to other possible approaches. However,
these alternate approaches are impractical for modeling practical PEM fuel cells. In order to model
a fuel cell, which has dimensions in the order of centimeters or even meters, at the small scales
of individual particles or molecules would be impossible using current computational resources.
Thus, the macroscopic approach used in this thesis research must be used in order to model entire
PEM fuel cells. However, in order to accurately model the processes occurring within the cell, the
interfacial source terms should include the effect of the small scale phenomena on the mean values

considered in the model.

3.3 Volume-Averaging Method

The PEM fuel cell consists of several co-existing phases. Within each phase, the transport of
mass, momentum, species and energy are governed by conservation equations. In order to capture
the interactions between the phases, a volume-averaging procedure is applied to the conservation
equations for each species. The volume-averaging procedure integrates the conservation equation
for each species over a representative volume. The representative volume is illustrated in Figure 3.2.

The integration process is represented by
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Representative
Volume

Figure 3.2: Representative volume for volume-averaging the conservation equations.

1
(Conservation Equation) = A / (Conservation Equation) dV, (3.1)

T s

where V. is the representative volume.

In general, three approaches exist for deriving conservation equations [81]:
1. Infinitesimal particle,

2. Infinitesimal control volume,

3. Finite control volume.

The infinitesimal particle approach considers a fluid particle as it moves relative to a fixed coordinate
system. Then, the description of the motion of a single fluid particle is transformed into a description
of various particles at a fixed point in space. In the infinitesimal control volume approach, a
mass, momentum, species, or energy balance is applied to an infinitesimal cubic control volume
in space. Finally, the finite control volume approach applies mass, momentum, species or energy
balances to a finite control volume and uses various integral relations to obtain the final governing
equations. Of the three approaches, the infinitesimal control volume approach is the most physically

descriptive, since the various fluxes are accounted for directly in the flux balance on the control
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volume. However, this is a disadvantage for deriving the governing equations used in this thesis
due to the presence of co-existing phases; it would be easy to omit a physically relevant interfacial
force or flux. Thus, the approach taken in this thesis, as represented by Equation (3.1), is the finite
control volume approach.

Applying the integration process requires two relationships. The first relationship is the trans-

port theorem [82]:

oV 0 /
——dV = — [ WdV — Vwpp - MgpdS (32)

where Ay, is the surface area and wy,, is the velocity of the interface between phases k and n. The

second relationship is the averaging theorem [82]:

/ VU.dV =V W.dV + / Wn,dS scalar (3.3)
Vi Vi Agn

/ V- -¥,dV=V- W, .dV + W, - ng,dS vector/tensor
Vk Vk Akn

Using the transport and averaging theorems, the volume-averaged conservation equations can
be expressed in terms of volume-averaged quantities, such as density and velocity, and interfacial
source terms. For quantities such as density and velocity, the phase-volume, or intrinsic, average
is defined as

1
()" = / dV, (3.4)
Ve I

where V}, is the volume of phase k within the representative volume and Wy is a quantity within
phase k, such as density or velocity. The phase-volume average of Equation (3.4) and the total-

volume average of Equation (3.1) are related with
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where €, is the volume fraction of phase k£ within the representative volume. One assumption is
necessary in order to allow the volume-averaged equations to be a function of volume-averaged

quantities. If ¥, and €2, are two quantities in phase k, then it is assumed that:
()™ = (T)" ()" (3.6)

After volume-averaging, transport properties, such as viscosity and thermal conductivity, differ
from their bulk values. In general, they are correlated as functions of the bulk value and porous

media structure [83]. For PEM fuel cells, the Bruggemann correction is often used [24]:
WS = ()% Wy (3.7)

The volume-averaging procedure is applied to the conservation of momentum, species and mass,
and energy for each phase. These volume-averaged conservation equations become the general, gov-
erning equations for a PEM fuel cell. The interfacial source terms, which represent the interactions
between the phases, differ from layer-to-layer in the fuel cell. The conservation equations for each

phase are presented in the next sections, along with recommended interfacial source terms.

3.4 Conservation of Momentum

The conservation of momentum only applies to the gas and liquid phases because the velocity of

the solid phase is zero. The conservation of momentum is [84]

0
En (prur) +V - (prurur) + VP, = V-1, — prg — b =0, (3.8)

where the subscript k& denotes the phase. The density and velocity of the phase are denoted by pg
and wuyg, respectively. In the conservation of momentum, Equation (3.8), momentum change due

to pressure (Py), viscous stress (1), gravity (g), and a body force (by) are included. The viscous
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stress is expressed as [84]
7= ik [V + (V)] (3.9)

where f represents the transpose and i is the viscosity of phase k; it is assumed that each phase is
a Newtonian fluid and that the dilation effect on the viscous stress tensor is negligible. The body
force, by, only applies to the liquid phase in the polymer electrolyte membrane. Because of the
immobile sulfonate ions, the liquid phase has a net positive charge. In the presence of an electric

field, a force is exerted on the fluid and the body force is

bee = 20" FVD,, (3.10)

where CESO+ is the concentration of hydronium ions in the electrolyte, .# is the Faraday constant,

and ®. is the potential in the polymer electrolyte.

After the volume-averaging procedure, the conservation of momentum becomes

0

g (e pw)™ (k)™)Y - (en (i)™ ()™ (un)™) + V7 (e (Pr)7)

—(Pe)" V(ex) =V (e {m)") —er{pr) g — e (b)" =Tpg, (3.11)

where I'r . represents the interfacial source term. The volume-averaged forms of the viscous stress

tensor ({1%)") and body force ((bx)*) are

(m)* = i [V ) + (9 )] (3.12)

(i) = (207 7V (@), (3.13)

where the assumption of Equation (3.6) was used to express the stress tensor and body force in

terms of phase-averaged quantities.
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Mathematically, the interfacial source term in the conservation of momentum is expressed as

1
Prp=— Z v /Ak Prk (W — Ukyp) * T dA
n n

1 / ~ 1
— — Pkn;mdA - - / Tk * ’I’I,kndA, 3.14
Zn: Vi J Ay, Zn: Ve J A ( )

where ) represents the summation over all adjacent n phases, Ay, is the interfacial area of phases
k and n, and g, is the velocity of the interface of k and n within the representative volume. The

pressure deviation, Py, is given by [82]
P, = P, — (P)*. (3.15)

In order to solve the volume-averaged conservation of momentum equation, the interfacial source
term must be expressed as a function of volume-averaged quantities. The expression for the inter-
facial source term depends on phase distribution. Thus, the interfacial source term in the gas flow
channels, where only the gas and liquid phases are present, is different than the interfacial source
term for the other layers where a solid phase is present.

The interfacial source term in the gas flow channel depends on the nature of the flow and the
definition of it is beyond the scope of this thesis. In general, there are two possible methods for
dealing with two-phase, liquid-gas flow. One method is to combine the gas and liquid conservation
of momentum equations, eliminating the interfacial source terms. If homogeneous flow is assumed,
then the gas and liquid velocities are equal and the conservation of momentum equation can be
solved for the mixture velocity; this approach is referred to as the mixture approach [75] and can
be used if one phase is dispersed in the other phase. The second approach is referred to as the
two-fluid approach and is more widely applicable. The two conservation of momentum equations
are solved separately and either the interfacial source term [85] or an expression for the velocity
difference between the two phases [86] is defined.

In the other layers of the PEM fuel cell, the gas and liquid phases are in contact with a solid
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phase and the flow is characterized as porous media flow. If the electrode backing layer is assumed

to be isotropic, the interfacial source term can be expressed as a generalized Darcy term [87, 88]:

(%)2 U
T = - 3.16
Fk Ky (3.16)

where K and permeability and k,, is the relative permeability of phase k in the porous media. The
permeability is independent of the fluid, but the relative permeability is a function of the liquid

water saturation:

€
€gt e

(3.17)

S =

The capillary pressure is also a function of the saturation, and is defined as the difference

between the gas and liquid phase pressures:
Py = Py — P, (3.18)

In a cylindrical pore, the difference between the gas and liquid pressure is a function of the surface

tension, contact angle, and pore radius [89]:

20 cos 6

chﬂ = Ca (319)

T
where o is the surface tension between the gas and liquid phases, . is the contact angle, and r is
the pore radius. If the pore material is hydrophilic, the contact angle is less than 90° and Py is
positive; hydrophobic materials have a negative P, and a water contact angle greater than 90°, as
illustrated in Figure 3.3. The wetting fluid is generally taken to be the fluid with a contact angle
of less than 90°. Therefore, for a hydrophilic material, the wetting fluid refers to water, while in a

hydrophobic material, the wetting fluid would be air.

A porous media can be considered to be composed of a large distribution of pores with different
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(a) Hydrophilic pore (b) Hydrophobic pore

Figure 3.3: Cylindrical pore having (a) hydrophilic and (b) hydrophobic characteristics.

diameters. For a set pressure difference between the wetting and non-wetting fluids, the surface
tension effects will result in some pores containing only the wetting fluid, some pores containing only
the non-wetting fluid, and some pores constaining both fluids, as illustrated in Figure 3.3. Thus,
the total volume of the wetting or non-wetting fluid within the porous media and the capillary
pressure are related. If the two-phase fluid system consists of water and air, the water content of
the porous media is expressed as the saturation, which is defined as the fraction of the void space
occupied by liquid. The functional dependence of capillary pressure on liquid water saturation
is illustrated in Figure 3.4, for a porous media with hydrophilic, hydrophobic and mixed pore
wettability. The figures have been reproduced from Ustohal et al. [90], and were produced using a
porous media consisting of granular packed quartz sand, for Figure 3.4(a), PTFE, for Figure 3.4(b)
and a 1:2 mixture of quartz sand and PTFE for Figure 3.4(c). Except at the extreme values of
saturation, the capillary pressure for a hydrophilic material is always positive and always negative
for a hydrophobic material. Both positive and negative capillary pressures are possible for a mixed
wettability material. All of the capillary pressure curves in Figure 3.4 show hysteresis, with different
curves being produced if water is entering or leaving the porous media; thus the capillary pressure
depends on both liquid saturation and flow history. The hysteresis is due to the contact angle
being different if the water is advancing or receding from the pores [91]. For the mixed material,
the designation of a wetting and non-wetting fluid is ambiguous and the water is typically designated
as the wetting fluid.

The capillary pressure asymptotically approaches infinity at a finite, minimum value of satu-
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ration, and approaches negative infinity for a maximum value of water saturation. This can be
interpreted as there being a residual saturation of water, sy, and a residual saturation of air, s,
in the porous media. The residual saturation represents the saturation at which the fluid loses the
capability to move as a bulk phase in response to a hydraulic gradient, resulting in the transport
of the residual fluid being dominated by advective-diffusive transport as a dispersed phase in the
fluid with the larger volume fraction [92].

Attempts have been made to correlate capillary pressure curves, with a comprehensive repre-

sentation being [92]:

Pyw — Py = 220 cos () /% L (SV{E) , (3.20)

where Pyw and Py are the pressures of the non-wetting and wetting fluids, respectively, Z is a
correction factor to account for the change in contact angle due to roughness, 6. is the intrinsic
contact angle of the wetting fluid to the solid, and £(s{ff) is a function of the effective saturation

of the wetting fluid. The effective saturation is defined as:

eff SW — Swr
SW = s
1 —sNnwr — Swr

(3.21)

where syw, and sy, are the residual saturations of the non-wetting and wetting fluids, respectively.
Therefore, if one capillary pressure curve is available, it can be applied to different porous media,
using corrections for the porosity, permeability and roughness. However, the function £ is not fully
universal, and depends on several other parameters, such as pore structure.

Predictive models for the relative permeability were developed from conceptual models of flow
in capillary tubes combined with models of pore-size distribution [93]. The common conceptual
models are the Burdine and Mualem functions. In additional to the conceptual models, several

porous media modeling studies have successfully used a simple power law relationship for the
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relative permeability [83]. The Burdine, Mualem, and power law models are expressed as:

r eff eff r eff
sty dsty 1 dsyy
kew = seﬂ2 M kenw = 1—86H2 M (3.22)
" L 1 dsth " w 1 dsth )
0 P2 | L Jo Pz ]
Fpsoll dsell 2 [ dseff 72
o — ()" [P o = (1 s58)" [ 2L (3.23)
W = {Sw 1 dselt TNW = Sw 1 ds¢ft )
0 P L Jo P
" fF\"
Ky = (SW) Ky = (S%W) (3.24)

where Equation (3.22) is the Burdine function, Equation (3.23) is the Mualem function, and Equa-
tion (3.24) is the power law function. The relative permeability of the wetting and non-wetting

functions are denoted by k. and k. nw, respectively.

3.5 Conservation of Mass and Species

No reactions occur within any of the phases in the PEM fuel cell. Thus, for the solid, liquid or gas

phases, the conservation of mass and species are [84]

0
LR LY () =0, (3-25)
ot
0
o () + V- (e + 1) =0, (3.26)

ot

where the mass fraction of species o within phase £ is denoted by wj and J7§ represents the mass
flux of species a due to molecular diffusion. The conservation of species applies to all phases, while
the conservation of mass applies only to the gas and liquid phases. The mass flux due to molecular

diffusion is [84]:

—ovmay - 2% g, — 3 My (w,fjg . w;;fjfj) . (3.27)
KT, 70 Mo MgDe—p i
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The Generalized Stefan-Maxwell equations are used to describe the diffusive mass flux, with the
temperature and pressure effects neglected. The molar concentration is ¢ and the molecular
weights of the phase and species are denoted by M, and M,, respectively. The activity, af is given

by

ag = ypxy. (3.28)

The activity coefficient is ;¥ and z is the mole fraction. The definition of activity given in
Equation (3.28) is valid for both charged and uncharged species and for an ideal gas or a dilute
solution, the activity coefficient is unity.

After the volume-averaging procedure, the conservation of mass and species become

% (e {pe)™) + V- (ex (pr)" (ur)™) = Tarp, (3.29)
% (ex (o)™ (W) ™) + V- (ex (o)™ (W) (ur)™ + e (T5)") = TS (3.30)

where I'G ; represents gain or loss of species o from adjacent phases:

a 1 (o7
S,k = — Z Vr /Ak pkwk (uk — u;m) . n]mdA (331)

The total mass entering or exiting phase k is denoted by I'jy; ;. and is equal to the sum of the species

interfacial source terms:

Tk =Y T% (3.32)
o

Because of the small pore diameters, especially within the polymer electrolyte, molecular inter-
actions between species in the fluid phases and the solid phase can be significant. These interactions
can be incorporated within the Generalized Stefan-Maxwell equations by considering the solid phase

as a diffusing species with a velocity of zero [74]. Thus, the volume-averaged form of the Generalized
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Stefan-Maxwell equations become

Zo ()" F

()" Vinfa)” — SV (@) =
Mk; 8 * . o 3 * <ja>*
%AM%<<“'€> (Tk) — (wi) <Jk> >+J\4aDifik (3.33)

where J§ is the total mass flux of species a and Dfxff_ <, represents the interactions between the

solid phase and the species within the fluid phases. Thus, Dgff_ sk represents transport due to
Knudsen diffusion. In regions of the PEM fuel cell where the solid phase does not exist, or does not
have an appreciable effect on species mass flux, DZH_ sk 00 and Equation (3.33) reduces to the
standard Stefan-Maxwell equations: Equation (3.27). For the polymer electrolyte, the pore region
is small such that interactions between the fluid and solid polymer are significant [94].

For a PEM fuel cell, the interfacial source terms for the conservation of species stem from either

adjacent phases or heterogeneous reactions:

g,k = Z Fg,k—n + F%,k—react? (334)
n#k

where I'g,_,, represents the transfer of species o from phase n to phase k£ and I'S k—react 18 the
production of species a due to the reactions. The first type of interfacial source term only affects
the species water. Water in the gas phase can be condensed into, or evaporated from, the liquid
phase. As well, liquid water in the pore region of the polymer electrolyte can leave or enter the gas
or liquid phases.

For water being exchanged through the gas/liquid, gas/electrolyte, or liquid/electrolyte bound-
aries, two methods can be used to determine the value of the interfacial source term. In the
first method, local thermodynamic equilibrium can be assumed between the water in the adjacent
phases. All of the conservation of species equations for water can be summed together and, with
local equilibrium assumed, the water mass fractions in the different phases can be collapsed into a

single variable [87]. The other method retains the conservation of species for the co-existing phases
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separate and uses a function for the interfacial source terms. For example, the interfacial source
term between the gas and liquid phases can be expressed as [49]:
H20 15010 HyO\*

P20, = 10 = A (P — (a120)"(P)") (3.35)

where P, is the saturation pressure of water and A is constant.

The mass transfer due to the heterogeneous electro-chemical reactions can be expressed as
g,kfreact = MCYAU‘@O{7 (336)

where Z2¢ is the molar production or consumption of species o and A, is the reactive surface area
per unit volume. The expression for 2% depends on the reaction kinetics, which are examined in

the next section.

3.5.1 Reaction

The reactions in a PEM fuel cell require a catalyst and thus are confined to the catalyst layers.
The main reaction in the anode catalyst layer is hydrogen electro-oxidation, while oxygen reduction
occurs in the cathode catalyst layer. However, other reactions can occur, such as carbon monoxide
adsorption in the anode catalyst layer and heterogeneous oxidation of hydrogen by oxygen due to
reactant cross-over through the polymer electrolyte layer. All of these reactions are considered in
this general formulation.

The main reactions are electron transfer reactions, and thus are functions of the overpotential,

defined as [95]:
n==o; - & U, (3.37)

where U’ is the overpotential at a reference state for the particular reaction. For the electro-
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oxidation of hydrogen, U’ is taken as zero while for oxygen reduction [62],

U'=1.23-0.9x 1073 (T — 298), (3.38)

where U’ is in V and T is in K. The anode and cathode reactions are considered in the next sections,
with the anode being examined first.
Anode Kinetics

Hydrogen, carbon monoxide, and oxygen are all present in the anode catalyst layer. Thus, the

following reactions are considered:
1. Hydrogen adsorption, desorption and electro-oxidation,
2. Carbon monoxide adsorption, desorption and electro-oxidation,
3. Heterogeneous oxidation of carbon monoxide by oxygen,
4. Heterogeneous oxidation of hydrogen by oxygen.

The adsorption and electro-oxidation of hydrogen in an acidic environment has been exten-
sively studied. The mechanism for electro-chemical hydrogen oxidation over platinum is the slow
dissociation of adsorbed hydrogen molecules to hydrogen atoms, known as the Tafel reaction, fol-
lowed by the fast electro-chemical oxidation of the adsorbed hydrogen atoms, known as the Volmer

reaction [96]:

H, + 2M = 2(H — M) (3.39)

2(H—M)=2M + 2H" + 2¢~ (3.40)

where Reaction (3.39) represents the Tafel reaction, Reaction (3.40) represents the Volmer step and
M denotes a reaction site. The electro-oxidation of hydrogen occurs within the potential range of

0 to 0.2 V. Reactions (3.39) and (3.40) represent the standard representation of the Tafel-Volmer
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mechanism. However, in the polymer electrolyte membrane, the hydrogen ions exist as hydronium

(H3O™) ions [78]; thus the hydrogen electro-oxidation reaction can be expressed as:

Hy +2M = 2 (H — M) (3.41)

2 (H— M) + 2H50 = 2M + 2H30" + 2¢~ (3.42)

The H* ions have been replaced by H3O™ ions, and water is now required on the left hand side
of the Volmer step. This representation of the electro-oxidation of hydrogen in a PEM fuel cell
explicitly shows the need for proper humidification; without water, proton transport would be
impossible and the electron transfer step could not proceed.

The electro-chemistry of CO in an acidic environment has also been studied extensively [97].
The adsorption of CO involves linearly bonded CO to platinum while the oxidation of CO occurs
from a voltage range of 0.6 to 0.9 V, depending on the voltage sweep rate used in the voltammetry
experiment [97]. The rate of oxidation of CO at low coverage is rapid while the rate is poisoned by
a high coverage of CO. This dependence on coverage indicates that the electro-chemical oxidation
of CO involves adjacent surface sites. Thus, the “reactant pair” mechanism for CO oxidation has

been proposed [98]:

CO + M = (CO — M) (3.43)

(CO—M) +Hy0 =M + COg + 2HT + 2¢~ (3.44)

This mechanism of CO oxidation is similar to the catalyzed gas phase oxidation of CO by oxy-
gen [97]. As with the hydrogen electro-oxidation reactions, the electro-oxidation of CO can be

expressed such that the existence of the H' ions as H3O™ ions is explicit:

CO +M = (CO — M) (3.45)

(CO —M) + 3H20 = M + COy + 2H30" + 2¢~ (3.46)
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The kinetics of carbon monoxide and hydrogen on platinum indicates the mechanism of CO
poisoning of the anode [99]. CO chemisorbs to the platinum sites to the exclusion of hydrogen.
This is possible because CO is more strongly bonded to platinum than hydrogen, as indicated by a
greater potential required for the electro-oxidation of CO than hydrogen, and a sticking probability
of CO on platinum of 15 times higher than that of hydrogen on platinum [99]. Thus, even a
relatively small concentration of CO can result in the complete coverage of the platinum surface,
to the exclusion of hydrogen. Without access to reaction sites, the electro-chemical oxidation of
hydrogen can not proceed.

One method to mitigate the effect of CO poisoning is the introduction of a small amount of
oxygen into the anode gas stream. The carbon monoxide and oxygen react; thus freeing reaction
sites for the electro-oxidation of hydrogen. The amount of oxygen is usually 2 to 5 percent of the
volume flow rate of hydrogen and this process is referred to as Og bleeding [13]. It is assumed that
the gas phase oxidation of CO and Hy by oxygen is negligible; thus the oxidation is described by
heterogeneous catalysis. The heterogeneous catalysis of CO on platinum proceeds by a Langmuir-

Hinshelwood mechanism [100].

O2+M=2(0 - M) (3.47)
CO +M = (CO — M) (3.48)
(CO = M) + (0 — M) — COs + 2M (3.49)

The oxidation of Ha by Oz on platinum has many intermediate reactions [101], but it can be

approximated by a Langmuir-Hinshelwood mechanism [102].

Hy +2M = 2 (H — M) (3.50)
Os+M=2(0—M) (3.51)
(0 — M) +2(H— M) — HyO + 3M (3.52)
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Note that Reactions (3.49) and (3.52) are assumed to proceed in one direction only.
Therefore, to summarize, the following reactions are assumed to occur within the anode catalyst

layer.

Hy +2M = 2 (H — M) (3.53)

2 (H — M) + 2H20 = 2M + 2H30" + 2¢~ (3.54)
CO +M = (CO — M) (3.55)

(CO —M) + 3H20 = M + COy + 2H30" + 2¢~ (3.56)
Oz +2M = 2 (0 — M) (3.57)

(CO = M) + (0 — M) — COy + 2M (3.58)
(O —M)+2(H-M) — HyO +3M (3.59)

The adsorption and desorption kinetics of CO are assumed to follow a Temkin model, which has been
verified by the experimental data of Dhar et al. [34], while the adsorption and desorption kinetics
of hydrogen and oxygen are assumed to follow Langmuir kinetics. Electro-oxidation of carbon
monoxide and hydrogen are assumed to follow Volmer/Erdey-Gruz kinetics, with the anodic and
cathodic transfer coefficients being equal [95]. As a result, the reaction rates of the anode catalyst

reactions, in units of mole/(m? - s), are:

R g = K, (cfF2 (631) = bih, (61)%) (3.60)

Ot
0y N M1 [¢2” Na
)= (5) - Lo [ o (-5) .
S a S 2,6 a

co Cco
co _ ,.co S com Bro CO,CO (1 — B]rd;
7?’a,ads kads {Cg 93 exp < BT ) - badses exp <W (362)
2
JCO ( 1pCO 0?20 .
cO _ Yo s ,€ a
Raor = 5 7 { [CO] o | %P (BCO> (3.63)
s le a
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R(?,ads = k((z,)ds {CZO; (02/[)2 - b(?ds (650)2} (364)
REGO = k0 {00 (65)” - Bl Oc2 (021)"} (3.65)
RGO = kGO0 {90050 — 4G0-0cf02 (o)} (3.66)

where kf* denotes the forward rate reaction constant, b denotes the ratio of backward to forward
reaction rate constant, and J$ is the exchange current density. The fraction of the platinum
reaction sites in the solid phase covered by species a is denoted by 02, with 0 = 1 — g2 — 9O — 99
representing the fraction of free reaction sites. An overbar over the concentration (Ez .) or the

coverage (0%) represents the value at equilibrium, or when the PEM fuel cell is producing no
current.

In the carbon monoxide adsorption/desorption reaction rate, Equation (3.62), § is a symmetry
factor that has a value between zero and one, and r is an interaction parameter that represents the
effect of lateral-interaction on the adsorption/desorption process [103]. In general, the Tafel slope,
B, is [95]:

ZT
Bforward - W7 (367)

XT

Bbackward = (1 — 5) 77,9’ (368)

where Biorward and Bpackward are the Tafel slopes for the forward and backward reaction directions,
respectively. The number of electrons transferred in the reaction is denoted by n and 3 is a
symmetry factor that is between 0 and 1. In Equations (3.61) and (3.63), BS is the Tafel slope for
species «; the Tafel slopes for the forward and backward directions are considered equivalent and

are equal to:

AT
B — B€O _ 5 (3.69)
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The production of reaction intermediates (61, S°, and 69) are assumed to be in steady state,

and therefore equal to zero. This results in the relationships:

PO =oRH L~ RE 2RO =0 (3.70)
56C0 CcO cO CO-0

'@aS = Ra,ads - Ra,ox - Ra,ow =0 (371)
. O _ _

DL = 2R uis — Rivon’ — Reow 0 =0 (3.72)

Using Equations (3.70) to (3.72), the production of the reactants and products can be expressed

in terms of R~ RCEO RH-O 4nq RCO-O.

a,0oxs "™a,oxr Na,ox a,0x

Pl = —%REM R (3.73)
250 = —Rion — RGo: © (3.74)
P = 5RO — IR (3.75)
¢ =RE,. + 2RSS, (3.76)
0" — R4+ 2RCO, (3.77)
P10 = _RE - 3RIY, +REL (3.78)
P02 = RO+ RIQ© (3.79)

Cathode Kinetics

The major reaction occurring in the cathode catalyst layer is oxygen reduction:

Oy + 4H" + 4~ = 2H,0 (3.80)
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As in the anode catalyst layer, the hydrogen ions exist as hydronium ions; thus Equation (3.80)

can be rewritten as:
Og + 4H30™ + 4e™ = 6H20 (3.81)

The reaction rate of the oxygen reduction reaction in a polymer electrolyte/platinum system

has been studied [104] and the production of electrons is governed by Volmer/Erdey-Gruz kinetics:

H,076 Hs0+ 74
ROz _ J9? Cpe e 0(9)2 Cre Ne 3.89
cored — AF E?QO exp BOQ B EgTz EH30+ exp _392 ( ’ )
e

le

where J002 is the exchange current density for oxygen reduction and cf is the concentration of

species «. The Tafel slope is denoted by B?Q and is given by:

BY* = ’@T. (3.83)
The definition of Tafel slope in Equation (3.83) does not match the general expression for Tafel slope
in Equation (3.67). However, Equation (3.83) results in a Tafel slope of 68 mV /decade at a tem-
perature of 70°C, which agrees with the experimental value of 70 mV /decade from Parthasarathy
et al. [104]. The discrepancy between the actual and theoretical Tafel slope is because the oxygen
reduction reaction is not a single step reaction; the general expression for Tafel slope is valid only
for a single step reaction.

Gases can dissolve into the polymer electrolyte and be transported between the anode and
cathode; however, compared to the gas phase, the transport of gases in the polymer electrolyte is
slow [24]. On the anode side of the fuel cell, the concentration of carbon monoxide is approximately
100 ppm. If the solubility and diffusivity of carbon monoxide in Nafion is assumed be be similar

to that of oxygen or hydrogen, then it is unlikely that a significant amount could be transported

across the polymer electrolyte membrane layer and react in the cathode catalyst layer. However,
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cross-over of hydrogen could be possible and as a result, the heterogeneous oxidation of hydrogen
by oxygen is included in the cathode catalyst layer. The chemical reaction and reaction rate are

represented in the same manner as in the anode catalyst layer:

Hy +2M = 2 (H — M) (3.84)

O +M=2(0-M) (3.85)
(O—-M)+2(H~-M) — HyO + 3M (3.86)

R ugs = ks {l (631)° = blls, (61)°} (3.87)
Reuds = Fons {CSZ (924)2 — bous (QE)Q} (3-88)
RELO = kiL-© {00 (611)7 — blf- Ok (21)"} (3.89)

As in the anode catalyst layer, the net production of A and 69 are taken to be zero and hence,

2% =R, —2RH O, (3.90)
e _
Pl = 2R g — REL. (3.91)

The net production of each species in the cathode catalyst layer can be calculated:

P9 = ROy~ SRILL, (3.92)
Pl = RO, (3.93)
PO = —6RD2,, + RO, (3.94)
FHOT —4RD2 (3.95)
D¢ =4RY?,,. (3.96)
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3.6 Conservation of Energy

The conservation of energy can be written for all phases as [84]

0
5 (Z pkw,ffH,?‘> +V- (Z F,?H,?‘) = -V - qy. (3.97)

Energy transfer due to pressure work and viscous dissipation are both neglected in the conservation
of energy, which is expressed as Equation (3.97). The enthalpy of phase k is denoted by Hy, and

gy, represents the transport of energy due to conduction. The total mass flux of species « is
Fy = prwiue + Tg (3.98)
The conductive heat transfer is a function of temperature:
qr = — VT, (3.99)

where g is the thermal conductivity of phase k.
Thus, the independent variables in Equation (3.97) include the temperature and the enthalpy of

each phase. For the neutral phases, the enthalpy can be expressed as a function of temperature [84]:
dH = CpdT, (3.100)

where C’;ﬁ i is the constant pressure specific heat for species a.
For the charged species, the enthalpy is potential dependent. Using the Gibbs equation, the
enthalpy of a charged species can be expressed in terms of the electro-chemical energy (ﬂgi) and

the partial molar entropy (g,‘ji) [105]:

HE = 8" + T80 (3.101)
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The electro-chemical energy can be expressed as
Ve = BTV Inal” + 24+ FV Oy, (3.102)

where z,+ is the charge and agi is the activity [106]. Thus, for a charged species, the convective

term of Equation (3.97) becomes:

v (F,giH,g*) —V. (N,giﬁ[,gi) = N v (3.103)

= Ni* [ ATV g + e 7V + 9 (1157

where z,+ is the charge of species a and N, ,g‘i is the molar flux of charged species . For electro-
chemical systems, only the potential gradient term is significant [105]. Thus, this term can be
manipulated to represent Joule heating.

After the volume-averaging procedure, the conservation equations become

0 « *

e (Z ek (pr)" (wip)” <H;?)*> +V- <Z e (Fy')" <H;?>*> =—V-(&{gr)) + ek, (3.104)
(6% «

where I'p ;, represents the energy entering phase k£ from adjacent phases:

1 1
Tpr=—>) V/A > HP (F¢ — prtgn) - nnd A = V/A Qi - NndA, (3.105)
n r n r kn

kn o

*

The volume-averaged form of the heat flux ({¢);) is
(@) = =NV (TR (3.106)

where the effective thermal conductivity is denoted AST.
Two solution methods are possible for the volume-averaged conservation equations. For the

first method, the energy equations for each phase are solved separately and are coupled through
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the interfacial source terms. However, this method has the disadvantage of requiring closed forms
for the interfacial source terms. The other method involves assuming that all co-existing phases are
at the same temperature. As a result, the energy equations for each phase can be added together
and the interfacial source terms are not required. The assumption that all phases are at the same
temperature is reasonable because the porous media has a large surface area per unit volume. Thus,
the effective heat transfer coefficient between the phases is very high and the interfacial resistance
to heat transfer is low. For example, in the catalyst layers, the reactive surface area per unit volume
is of the order of 10° m™!.

If all of the phases have the same local temperature, the conservation of energy for the fuel cell

simplifies to

; NN @l Wy e @ | +v- [N @ (F) O () | = -V (@)

k oqéoci k oz;éai

+EY + Ew + Ep + Ereact,  (3.107)

where Ef}‘i is the energy production due to Joule heating, Ey is the energy from water condensa-
tion and evaporation, F,, contains terms resulting from the variable change to temperature from
enthalpy, and Fieact is the energy from the electro-chemical reactions. Only the neutral species are
included in the summations of Equation (3.107), with the contribution of the charged species being

included in the Ef}i term. The heat transfer due to conduction is defined as
(@)* = = fvT (3.108)

where A is the effective thermal conductivity for the solid, gas and liquid phases.

The energy production due to Joule heating is

ES =35 N [z, VR, (3.109)

k a=at
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where the non-potential terms are neglected. The transient term for the charged species is also ne-
glected because the timescale of the electrical storage effects is much shorter than thermal timescales
of the solid, liquid and gas phases. Thus, the electrical transport can be always assumed to operate

in steady state. The energy due to water condensation and evaporation is

(0] O
Ey = — Z Z H," FI;f;M, (3.110)
k n#k

where k£ and n are phases that contain water. Converting from enthalpy to temperature creates

the E,, term:

En=TY» > CT%,, (3.111)

kE azta*

where F,, is zero if all of the specific heats are equal or if no species production of consumption
occurs.

The energy from the reactions is

Ereact = — Z Z Hl? %,kfreact (3‘112)
k «

- Aereaeta

where @react 1S the heat of reaction:

Greact = — Zzﬁﬁ‘e@a- (3.113)
k «

The conversion of the chemical energy of hydrogen and oxygen into electrical work is exothermic;
therefore, heat is generated in the catalyst layers of a PEM fuel cell. For the heterogeneous reactions,
the determination of the heat production is straightforward and depends on the reaction rate and the

enthalpy change of the reaction. However, the heat produced by the electro-chemical reactions must
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be treated differently due to the electron-transfer step. The heat produced by the electro-chemical
reactions can be separated into two parts: the reversible and irreversible heat generation. The
irreversible heat generation is a function of the reaction rate and the catalyst layer overpotential,
while the reversible heat generation term is a function of the reaction rate and the entropy change
for the reaction. The entropy change for an electron transfer reaction is not rigorously defined [105];
hence assumptions must be made in order to calculate the reversible heat generation in the catalyst
layers. The following sections express greact as a function of the enthalpy of reaction, overpotential,
and reversible heat generation in the anode and cathode catalyst layers. As well, the determination

of the reversible heat generation is discussed.

3.6.1 Anode Heat of Reaction

Using the information from the reaction kinetics section, the anode heat of reaction is:

ql(rleact == Z Z I;[l?’@a
k «a

— _RH

HOARE, - ROOAMGO, — RUSOARN-0 - RCO-OAFLO-O  (3114)

a,0x a,0r a,oxr R,ox

The enthalpy of reactions for the hydrogen and carbon monoxide electro-oxidation reactions are
denoted by AH g o and AH g%x, respectively. The heterogeneous oxidation of hydrogen and carbon
monoxide have enthalpy of reactions represented by Aﬁg;g and Aﬁgg; O respectively. The

enthalpy of reactions are related to the enthalpy of formations of each species through:

AR, = HIOT ¢ FE T A0 (3.115)
AAGS, = A2 210" 1 ofe — A° — 371120 (3.116)
RO = A0 ff O (3.117)
AFEOS0 = 100 _ €0 _ %HO (3.118)

59



CHAPTER 3. GENERAL FORMULATION

The enthalpy of reaction for the heterogeneous reactions can be obtained by finding the enthalpy
of formations for each of the participating species. However, the enthalpy of formation for the
species in the electro-oxidation reactions can not be easily calculated due to the presence of charged
species. The enthalpies of the participating species must be expressed in terms of the electro-

chemical energy and entropy using the Gibbs function [106]:

fp=H-TS (3.119)

Therefore, the enthalpy of reaction for hydrogen electro-oxidation can be expressed as:

AHR ,, = Al ., + TASR ,, (3.120)
where Aﬂ% oy and S’E op ATE:
/\H7 ~H O+ N ]. N ~H0O
Apg™ = fugl” 5 = Sl = g (3.121)
. . 1. .
ASR e = 5207 + 85 — S 5p2 — 5120 (3.122)

Similarly, the enthalpy of reaction for the carbon monoxide electro-oxidation reaction can be ex-

pressed as:

AHRQ, = Ajifgo, + TASES, (3.123)
y A A H3Ot reT ~Hs0

Ao = g0 + 2000 + 205 — ig® — 30,2 (3.124)

ASGO, = 5502 280" 4 9gem  §CO _ 3GH0 (3.125)

The change in electro-chemical energy for the reaction contributes to the irreversible heat gen-

eration, while the entropy change for the reactions is responsible for the reversible heat generation.
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For an electron transfer reaction of the form:

E viot — ne”
i

The surface overpotential is defined as [105]:

Y
~Fn=p" =Y ’/’: (3.126)
7

As a result, the change in electro-chemical energy for hydrogen and carbon monoxide electro-

oxidation becomes:
Aﬂ%ox Y AﬂIC%O,oac — 2%,

Therefore, the heat of reaction can be expressed in terms of overpotential, enthalpy of reaction for

the heterogeneous reactions, and the reversible heat generation:

react = T [Ridor + 2R 0] + Gapen + dorew = Rilon’ Aoy’ = Rior CAHRG, 0 (3.127)

a,0x

where g, rev is the reversible heat generation of the electro-oxidation reactions and is given by:

Gores = ~TRE 0aASE o (3.128)
qc(lj,gev = _TRaC,SJ:ASg,Oox (3129)

The determination of the reversible heat generation is examined in Section 3.6.3.
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3.6.2 Cathode Heat of Reaction

The heat of reaction in the cathode catalyst layer can be determined in the same manner as in the
anode catalyst layer. Thus, the heat of reaction in the cathode catalyst layer is:
. =A4Fn.RY2 4+ 22, — RIDOAAIO (3.130)

c
Greac Xe c,rev c,0x

The enthalpy of reaction for the heterogeneous oxidation of hydrogen is given by Equation (3.117),

while the reversible heat generation in the cathode catalyst layer (gcrey) is expressed as:

0 50
qgﬁev = Rc,:edASR?red (3-131)
ASR2,, = 68520 — §02 — aglsO" —4ge” (3.132)

3.6.3 Reversible Heat Generation

Determining the reversible heat generation in the anode and cathode catalyst layers requires the
entropy of formations for each species participating in the electro-chemical reactions. As with the
enthalpy, the entropy for the species in the electrolyte phase are taken to be the values in the gas
phase, for species Og, Hy, CO9, and CO. The entropy of water is the same in the electrolyte and
liquid phases. However, the entropy of formations for ions, such as H3O" and e™, are not well
defined [105]; the dependence of 5’?30+ and S'E_ on temperature, or even potential, is not known.

The reactions occurring within the anode and cathode catalyst layers can be added together to
form the overall PEM fuel cell reactions. If carbon monoxide is not present in the fuel, then the

overall reaction for the cell is:
1
Hs + 502 = Hy0

Since the overall reaction does not involve any charged species, the reversible heat generation can
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be determined with:

Ha;02 — _TRH

rev a,ox

<5‘§20 — GH2 _ ;5*602> (3.133)
When carbon monoxide is present in the fuel, there is an additional overall reaction:

CO + %OQ = COq
and the reversible heat generation can be calculated with:

CO0s _ _ppH

Qrev a,0x

(gg% _ geo _ ;sO> (3.134)

Therefore, the reversible heat generation in each catalyst layer will be a fraction of the reversible

heat generation of the overall reactions:

H _ H2;02
darev = CHYrew

co _ CO;02
qa,rev - Ccoqrev

O Hs;O CO;0
QC,TQ‘éZI = (1 - CH) qreQU, *+ (1 - CCO) Qrey’ 2

The value of ¢, (0 < ¢ < 1), will depend on the values assumed for S§3O+ and 5’57 One reasonable
assumption is to assume that S? = 0. Also, the standard entropy for the hydronium ion is assumed

SH30 oH AHgO
Se 3 — Se Se

Since the entropy of an hydrogen ion in an aqueous solution at 25°C is zero [107], the entropy of
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the hydronium ion is taken as:

SHs0T — gH20, (3.135)

With these assumptions, the reversible heat generation component of the heat of reaction for the

anode and cathode catalyst layers can be determined.

3.6.4 Irreversible Heat Generation

Section 3.6.3 described the reversible heat generation of the electro-chemical reactions. The irre-
versible heat generation would be the terms in Equations (3.127) and (3.130) that are functions of
the overpotential:

Ga,irr = Fa [Rason + 2Reor] » (3.136)

e irr = 497707202

c,red’

(3.137)

where qq i and gc - are the irreversible components of the anode and cathode electro-chemical

reactions, respectively.

3.7 Summary

The PEM fuel cell is considered to be composed of several, co-existing phases. These phases include
a solid phase, which is present as the solid matrix of the polymer electrolyte and the carbon of
the bipolar plates, electrode backing layer and catalyst layers. In addition, a multi-component gas
phase is present in all regions of the fuel cell except the solid portion of the bipolar plates. Finally,
two liquid phases are present. One liquid phase is composed of pure water and can exist in the
gas flow channels, electrode backing and catalyst layers. The other liquid phase consists of water
and hydronium and it is confined to the pore regions of the polymer electrolyte in the catalyst and

polymer electrolyte layers. The governing equations for these phases are the conservation of mass,
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momentum, species and energy:

5 (ex (pr)") + V- (ex ()" (ur)") = Tark, (3.138)

0

g (e (o)™ () ) + V- (e {pr)”™ ()™ () ) +V (e (Fi)7)

—(Pi)*V (k) = V- (e (1)) — €x ()" g — € (b)" =Ty, (3.139)

gt (e (pe) " (Wi)") + V- (er (o)™ (W)™ (ur)" + e (T5)7) =T (3.140)

;1 SN @l W) e @ |+ [ 30 @ (B s (1) | = -V ((g))

k a#a* k a#a*

+EY + Ew + Ep + Ereac. (3.141)

The formulated equations apply to each layer and phase in the PEM fuel cell, including the polymer
electrolyte membrane. Hence, transport phenomena in the the polymer electrolyte are derived
directly from first principles. Since the governing equations are similar for each layer and phase,
the formulation presented in this thesis is consistent, comprehensive and systematic.

The interfacial source terms, I', and the energy source terms, F, depend on the location within
the fuel cell. In the conservation of momentum equation, the interfacial source term, I'j,, depends
on the adjacent phases. If a solid phase is present, the momentum interfacial source term becomes
the Darcy term.

The interfacial source term in the conservation of species equation has two contributions. One
contribution represents the interfacial mass transport of water between the gas and liquid phases.
The other contribution is the reactions that occur in the catalyst layers; this contribution is not
present in any of the other layers of the PEM fuel cell.

The energy source terms represent Joule heating (E?i), water condensation and evaporation

(Ew), the heat of the catalyst layer reactions (Eyeact ), and a miscellaneous term resulting from the
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variable change from enthalpy to temperature (F,,). Of these terms, Joule heating will be present
in all of the fuel cell layers due to electron migration in the solid phase or hydronium migration in
the electrolyte. The presence of water condensation and evaporation requires both the liquid and
gas phases to exist, while the heat of reaction only exists in the catalyst layers.

The governing equations derived in this chapter represent a general description of the processes
occurring within a PEM fuel cell. However, the inclusion of all these processes may not be necessary
in order to successfully model PEM fuel cell performance. As well, the specific form of the inter-
facial source terms and energy source terms are subject to assumptions. The next chapter applies
simplifying assumptions to the general governing equations and further chapters numerically solve

the simplified set of governing equations.
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Chapter 4

Simplified Formulation for Numerical

Implementation

The equations presented in Chapter 3 represent a general formulation for modeling a single PEM fuel
cell. However, the full solution of these equations are beyond the scope of this thesis research due
to time constraints. Therefore, some simplifying assumptions are applied to the general governing
equations in order to reduce the number of equations that require numerical solution. Even though
the governing equations are simplified, the reduced equation set still includes the novel transport
equations for the polymer electrolyte membrane.

This chapter presents the assumptions, and the resulting governing equations for the simplified
formulation. After application of the simplifying assumptions, the only phases that are considered
within the fuel cell are the gas phase, the liquid phase in the polymer electrolyte, and the solid
phase in the bipolar plates, electrode backing layers and catalyst layers. Although the general,
governing equations of Chapter 3 apply to each phase in the PEM fuel cell, the specific details of
the governing equations, such as the interfacial source terms, can be unique to each phase. Thus,

this governing equations for each phase are presented in this chapter.
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4.1 Assumptions

One method of simplifying the governing equation set is to non-dimensionalize the governing equa-
tions. The relative size of the resulting non-dimensional groups can then be used to neglect certain
terms in the general governing equations. However, for PEM fuel cells, this approach is difficult to
implement because the non-dimensionalization process yields many dimensionless groups that can
not be easily quantified [108]. Thus, the general governing equations of this thesis are simplified
using physical arguments instead. For the model presented in this thesis, five major assumptions

are used to simplify the general mathematical model.
1. The cell operates in steady state.

2. Liquid water only exists within the polymer electrolyte; water elsewhere in the PEM fuel cell

is assumed to be in the gas phase.
3. The cell is isothermal; hence, the conservation of energy is not required.
4. The polymer electrolyte is impervious to the gas phase.
5. The anode fuel consists of only hydrogen and water.

Of the above mentioned assumptions, all but the second assumption can be easily justified. A
PEM fuel cell operating under a constant electrical load and reactant supply would be operating
in steady-state. Although the electro-chemical reactions within a fuel cell are exothermic, with
sufficient external cooling, PEM fuel cell temperature gradients can range from 0.7 to 0.53 K [109].

Since the reactants typically enter the fuel cell at a relative humidity of 100% and water is
produced within the fuel cell, ignoring the presence of condensed, liquid phase water is harder to
justify. However, since the density of liquid water is much higher than water in the gas phase, the
volume occupied by the liquid water should be small. Therefore, if little water is being produced in
the PEM fuel cell, as in low current density operation, then ignoring liquid water can be justified.

Further, a PEM fuel cell can be designed such that all water is removed in vapor form [110].
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As a result of the five major assumptions, the number of conservation equations governing the
transport in each phase are reduced. Transport in the gas phase is described by the conservation of
mass, momentum and species. The solid phase is stationary; thus, only the conservation of species,
with the species being electrons, is required. The convective flow in the polymer electrolyte is
assumed to be zero; thus, the governing equations are the conservation of hydronium ions and
water. Finally, if the anode reactants are humidified hydrogen, the detailed anode kinetics outlined
in Chapter 3 are not required. With no reactant cross-over through the electrolyte, the cathode
reactions are also simplified. These simplified governing equations and the simplified reaction

kinetics are examined in this chapter, as well as appropriate boundary conditions.

4.2 Gas Phase

Transport in the gas phase is described by the conservation of mass, momentum, and species:

V- (eg{pg)” (ug)*) =T g, (4.1)
V - (g <pg>* <ug>* <'U'g>*) + Ve <Pg>*) - <Pg>* Vi) =V - (g <Tg>*) = Tpg (42)
V- (eg (pg)" (ug)" +¢4 (Tg)") =Tg, (4.3)

The conservation of species is written in terms of partial density:

Pr = PrWwi - (4.4)

In order to obtain closure for Equations (4.1) to (4.3), constitutive equations for I'as g, I'rg, Ty
and I'g , are required.

Siegel et al. [67] found that the pore size, even in the catalyst layer, can be as large as 10 pm.
Thus, it is assumed that the solid phase does not interfere with the diffusion of the gas species. Since

the activity of an ideal gas is the mole fraction [106], the gas phase Generalized Stefan-Maxwell
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equations become

~

N () M g B— ((wd) (T = () (72)"). (4.5)

7w MaMBDa,g’g

For the species in the gas phase, the bulk values of the binary diffusion coefficients can be calcu-
lated with the Fuller, Schettler and Giddings method [111]. The Stefan-Maxwell equations can be

“inverted” and the diffusional flux of species v expressed as a function of mass fraction [112]:

a\* _ * myeff a\* M <p9>*M 1¢] * Mg <jg '
(T9)" = —{pg)" De_yV (wg)" + (1= (a)") 2 [Mg V<wg> SEp— et VA (4.6)

where Dgﬁ,g is the overall, effective diffusion coefficient of species « in phase k£ and is expressed as:

=@

- (o) (o)
—— = . (4.7)
Dotﬁ—g ﬁz#;é @aﬁﬁ,g

The mass fraction gradient of Equation (4.6) can be converted to a gradient of partial density

through the product rule [113]:

a*_v<pg>*_<w3>* *
Vi) = R (el (48)

Thus, the diffusional mass flux of species « is

" o ()" D “ M . N, (TBY
<j;v> Z—DZH,QV</)?> i <wg> & 9 [(Pg>A 9V<w§> 4 A9<eﬁg> ]
(1 - <xg> ) B#a Mg MB@OJ—@Q

+ (W) DSV (pg)* . (4.9)

The momentum interfacial source term between the gas and solid phase can be modeled with
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the Darcy term [114]:

Poy = — ) Ha 1o (4.10)
g K g .

where K is the absolute permeability of the porous media. If no solid phase exists, then K = oc.
The source term in the conservation of mass equation can be expressed in terms of the source

terms for the conservation of species:

Tag=» T4, (4.11)
(0%
The source terms in the conservation of species can be split into two groups:

MyA, P a # Hy0
Sg = , (4.12)

MaA,2* +T§2° o =Hy0

where 2 is the production of species «, in units of mole/m? s, due to the electro-chemical reac-
tions, and I‘g’zﬁ . represents the mass transfer of water from the electrolyte to the gas phase. An
expression for 2% can be obtained from the electro-chemical reaction kinetics. There is no general
equation for Fg’ g—e available in literature. However, it is not required in the solution method since
a local thermodynamic equilibrium is assumed between the water in the gas phase and water in

the electrolyte.

4.3 Solid Phase

For the solid phase, there is no convective velocity and only one species exists: electrons. The

conservation of species, in terms of molar flux, is

v (65 <N§‘>*) =15, (4.13)
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where N is the molar flux of electrons. Assuming the solid phase is a good electronic conductor
(not a semi-conductor), there are no concentration gradients of electrons in the solid phase; thus,

the Generalized Stefan-Maxwell equations reduce to

() N
WV () = ]\Z<_Deff> (4.14)

Electron flow is generally expressed in terms of current density through Faraday’s law [105]:
Js =z FNC . (4.15)

Using Faraday’s law, the conservation of species and Generalized Stefan-Maxwell equations can be

expressed in terms of current density:

V(e (Js)") = 2z~ FLG,,
J, = -1V (@),

s

v. (esmgﬁv <<1>s>*) — FTY,, (4.16)

where the constant terms of Equation (4.14) are combined to form the electrical conductivity of the
solid phase, ngﬁ. For the solid phase in this thesis research, the bulk value of electrical conductivity
is 1.67 x 10* S/m. The interfacial source term, Fg,_s, represents the production of electrons in units

of mole/m? s:
G, =A,2° (4.17)

where 22¢ can be calculated with the electro-chemical kinetics.
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4.4 Liquid Phase in the Electrolyte

The transport of water and ions in the electrolyte is modeled using the general membrane model
of Scattergood and Lightfoot [74]. In this membrane model, the convective velocity is assumed to

be zero; thus the only equation is the conservation of species:
V(e (T8e)’) =TS (4.18)

The subscript £, e is used to denote the liquid phase in the electrolyte pores. The volume fraction
of liquid water can be expressed as

€re = €oel (4.19)

e’

where ¢, is the volume fraction of electrolyte and €’ is the volume fraction of liquid within the
polymer electrolyte.
The transport of water and ions in the membrane is governed by the Generalized Stefan-Maxwell

equations, whereby the polymer matrix is considered to be an immobile species:

z C i
() 7
Wv<®e> =

2 i () (T —tery (72)) + (TR o)

a—[,e aa—s.e

- <Cf,e>* \4 <x?,e>* -

where the activity of each species is assumed to be equal to the mole fraction. There are two

mobile species in the electrolyte: water and hydronium ions. For the mobile ions, the Generalized

73



CHAPTER 4. SIMPLIFIED FORMULATION FOR NUMERICAL IMPLEMENTATION

Stefan-Maxwell equations are

« H,0 My
—(cre)" V(x,2 X
o M M, Deff
H O H30+ H2O— H5O+ e

(07 (70— (oY (grory) e AL

e
MH20DH2075,e

H30+>* ar 9

* <C£76 7 * M €

) Y O S G bl s
le H30t+ H20 Hs O+t— —Hs0,e

(et - (o) s i)

The water and hydronium flux equations can be simplified. The mole fractions of water and ions

(4.22)

Ot—s,e

are not independent:

(207" =1 (af0)". (4.23)

Additionally, the gradient of mole fraction can be converted to a mass fraction gradient. For two

species, the mole fraction gradient becomes [84]:
NN
H20 <M€ e) H20
v {(af20) = v (w0}’ (4.24)
]\41120]\4-H307L

Therefore, the two independent variables are the mass fraction of water and the potential in the
electrolyte. The two species equations for the electrolyte pore fluid can be expressed in matrix

form:

A A <JH20>

Aoy Ag <JE§O+> Boy Bos
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where the matrix coefficients are defined as

” 20T\ *
My (w37 1
An = — s = + — = (4.26)
MH30+MH20DH30+—H20,e MH20DH20—s,e
Mg,e <w£§o>
App=——= = o (4.27)
Mpyz0+ M0 Dy, 04 _1,0.
My <w? ")
A = —— = : o (4.28)
Mpyy0+ M0 Dy, 04 _1,0.
Mg <W§{ 20>* 1
Agg = — < Eff + = " (4.29)
MH3O+MH20DH30+*H20,6 MH3O+DH30+78,6
N2
B ceal” (Mie) (4.30)
11 - T~ .
H2OMH3O+
AN 2
<C€,e>* (MZ,6>
By = (4.31)
H,0 My, 0+
Bz =0 (4.32)
B <€2§0+> 7 (4.33)
- - %Tﬂ,e ‘
Equations (4.25) to (4.33) can be inverted to yield
(7520) = Di0v (wf0) + DS, v (0" (4.34)
+\* + * + *
(T = DS v (w20) + DRIV (@) (4.35)

where DY is the effective diffusion coefficient of species « for the flux of species 5. Finally, equations

(4.34) and (4.35) can be expressed in terms of partial density gradients:

H0\* DII:IIQS H,0\ * .0 <W?§O>*Dg§8
,€ ,e
H;0+ H20 *DH30+
+\* _ Dyyo * + « < le H20 .
(TECT) = DSV () + PRSIV (@) = AV ) (4.37)
,€ ,e
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The source terms for the liquid species in the electrolyte are similar to the gas phase source

terms:
MyA, P a # Hy0
Se=194 . o : (4.38)
MyA, P + I‘Sfe_g a = Hx0O
where FI;@? g = —Fg?ﬁ . and P is calculated from the electro-chemical reaction kinetics.

If the polymer electrolyte and the gas phase co-exist, such as in the catalyst layers, the concen-
tration of water in the gas phase and the pores of the polymer electrolyte are not independent. The
polymer electrolyte will absorb or desorb water from the gas phase until an equilibrium is reached.

The water content of the membrane can be expressed with the hydration:

moles of liquid water

< = moles of SOsH

(4.39)

As the electrolyte absorbs more water, the value of . increases. The volume fraction of liquid

within the electrolyte is related to the membrane hydration with

el = L (4.40)
Yy | @

Vi,0

where Vj is the molar volume of the polymer matrix and VH2Q is the molar volume of liquid water.
The molar volumes of the polymer matrix and water are 537 cm®/mol and 18 cm?®/mol, respectively.
The water content of the air is expressed in terms of “activity” [27]:

H,0
Tg P,

PHQO ’

sat

a =

(4.41)

PHQO

where P, 7

is the saturation pressure of water. Note that the definition of activity in Equa-
tion (4.41) is not equivalent to the activity in the Generalized Stefan-Maxwell equations. The

activity defined by Equation (4.41) is equivalent to the relative humidity.
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Since the water in the gas and membrane are in equilibrium, the hydration of the membrane
can be expressed as a function of the water activity. The first function relating water activity and
membrane hydration was developed by Springer et al. [26]. Since then, several other similar studies
have been undertaken for a wider range of temperatures and relative humidities than the ones
examined by Springer et al. [26]. One of the most comprehensive curve fits of the hydration/water
activity function has been done by Futerko and Hsing [115], using a Flory-Huggins model. The
Flory-Huggins model predicts the activity of a solvent in a polymer-solvent mixture and is based

upon the thermodynamics of mixtures [116]. The model consists of a series of equations:

i=-ew |(1- 1) @+ (4.42)
42

€ = 2 (4.43)
Z
£= —2)a (4.44)

where the volume fraction of the solid polymer matrix in the membrane is denoted as €. The

symbol r is the ratio of molar volumes between the solid polymer and liquid water:

A

r= L (4.45)
Vi,0
The parameters x and & are dimensionless functions of temperature:
2.18kJ /mole
=1936 - ————— 4.46
X 7T (4.46)
22.4kJ /mole
= 0.0256 —_— 4.47
¢ exp (2R ) (4.47)

The relationship between the activity of water in the gas and the hydration of the polymer elec-
trolyte is illustrated in Figure 4.1
If the membrane water content is known, the concentration of water and hydronium in the pore

fluid, as well as the volume fraction of liquid in the polymer electrolyte can be calculated. The
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Figure 4.1: The hydration of the polymer electrolyte membrane as a function of the activity of
water in the gas phase for various temperatures.

concentrations of H3O™ and liquid water are related through the acid-base equilibrium reaction

occurring within the electrolyte pores [78]:

SOsH + H20 = H30™ + SO;3. (4.48)

The concentrations of each component are related with

Hz0F CSOE
_ e
K, = 70520020‘&1 (4.49)
where the acid-base equilibrium constant is a function of temperature:
AH? (1 1
K, = K? — - — — 4.50
¢ eeXp[ Z <T 298)] (4:50)

The value of K¢ is 6.2, AH? = —52.3kJ/mole [78], and T is in K.

The concentrations of hydronium and the sulfonate ions are related through electro-neutrality:
Hs0T — 503 (4.51)

Using the definition of membrane hydration, the reference values of water and sulfonate concentra-
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tion can be related with

SOzH

e,ref
7= (4.52)

e,ref

where the reference concentration values are the concentrations before the acid-base equilibrium.
Using a mass balance, the reference concentrations can be related to the concentrations after the

acid-base equilibrium reaction:

H +
e (4.53)

H SO;
ot = g0 e (4.54)

If the membrane hydration is known, then Equations (4.49) to (4.54) can be solved for the concen-
trations of water, hydronium, sulfonate and sulfonate ions. The mole fractions in Equation (4.20)
are the mole fractions of the mobile species only. They are related in the concentrations in Equa-

tions (4.49) to (4.54) through

H,0 ce20
2 e
x = (4.55)
Le H H;0+1°
ck 20 +ct 30
H;0t
H30* Ce
x == (4.56)
le H H,0+
ck 20 +ct 30
The degree of dissociation of the acid membrane is defined as
CH30+
_ &
o = —So;T (4.57)
e,ref

(z+1)_\/($+1)2—4$(1—ﬂge)
2(1- )

Using the definition of the degree of dissociation, the mole fractions of water and hydronium in the
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electrolyte pores become a function of membrane hydration and temperature:

o
ZL‘E?O =1- E’ (458)
o
$E§o+ = (4.59)

where &7 is a function of hydration and the acid-base equilibrium constant, which is a function of
temperature.

If the polymer electrolyte is in contact with liquid water, the membrane hydration is significantly
greater than if it is in contact with fully humidified air. For example, at a temperature of 80°C,
the hydration of membrane is approximately 10 when in equilibrium with water vapor, but is
approximately 20 when immersed in liquid water [117]. Since liquid water is not considered in the

model, this phenomenon is not included.

4.5 Reaction

Two electro-chemical reactions are considered in the simplified formulation of this thesis. In the
anode catalyst layer, hydrogen electro-oxidation occurs, while oxygen reduction is modeled in the
cathode catalyst layer. Both of these reactions are electron-transfer reactions.

The cathode reactions are the same as in Chapter 3, except that only the electro-chemical
reaction is included; the reaction kinetics are repeated here. Since the positive charge is assumed

to be a H30™ ion, the overall reaction in the cathode catalyst layer is
O3 + 4H30™ +4e~ = 6H,O0. (4.60)

The rate of reaction is governed by Volmer/Erdey-Gruz kinetics [95]:

H,076 o Hy0t 74
RO2 = I o exp me ) _ | ot e exp | — lle (4.61)
ered 47 ) | a0 B) ez | @0 B/ [ '
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Table 4.1: The exchange current density for oxygen reduction at the reference conditions corre-
sponding to a fully hydrated electrolyte and oxygen partial pressure of 1 atm [104].

o2
Temperature (K) log (W)

303 -9.7714
313 -9.1347
323 -8.822

333 -8.6026
343 -8.2566
353 -7.7284

where J9? is the exchange current density for oxygen reduction at the reference concentrations. The
exchange current density is a function of temperature and the values are listed in Table 4.1 [104].
An overbar denotes the reference concentrations. The reference concentrations for the gas phase
species are the concentrations of the pure species at a reference pressure of 1 atm and the cell
temperature. For the species in the liquid phase, the reference concentrations correspond to the
concentrations when the membrane is fully hydrated. The Tafel slope is denoted by B9? and is
given by Parthasarathy et al. [104]:

ar

O2 _
B2 = 7

(4.62)

The reaction rate is a function of the concentration and has an exponential dependence on
the potential. This is analogous to combustion, whereby the reaction rate is a function of the
concentration and also has an exponential relationship to temperature [118]. Thus, for isothermal
electro-chemical systems, the potential has the same affect on reaction rate as the temperature does
in gas phase systems.

If the fuel is contaminated with carbon monoxide, then the anode reaction should be mod-
eled as a multi-step reaction [119]. However, since the fuel is assumed to be pure hydrogen, the

overpotential will be small and the electro-oxidation of hydrogen can be modeled as a single step
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reaction:

Hy + 2H,0 = 2H30™ + 2¢~ (4.63)

As with the cathode reaction, the anode reaction can be modeled with Volmer/Erdey-Gruz kinet-

ics [95]:
Hy072 Hz0F
Hy, _ JEQ ﬁ C@,g ox Na . 6,2 < . Na (4 64)
a,or — 20.F 6gH2 E?zo p BLI;IZ é?,;,oJr p 352 ) .

(4.65)

The exchange current density for hydrogen oxidation, JOHQ, is considered to be constant and equal
to 0.055 A /cm? [33].
The production and consumption of species in the catalyst layers are related to the reaction

rate. In the cathode catalyst layer, the production of species is given by

P2 =R rea (4.66)
P20 — R e (4.67)
P20 — 4R ea (4.68)

P = 4R red (4.69)

where A, is the reactive surface area per unit volume. In the anode catalyst layer, the rate of

species production is

P — R (4.70)
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P00 — IR, 0w (4.71)
P07 — IR, o (4.72)
P = MRy on (4.73)

For all species not included in Equations (4.66) to (4.73), the rate of production is zero.

4.6 Boundary Conditions and Computational Domain

The boundary conditions for the PEM fuel cell model are chosen with regard to an experimental
investigation into PEM fuel cell performance. The performance of a PEM fuel cell can be charac-
terized by a voltage versus current plot. When testing a PEM fuel cell, several operating conditions

can be varied, such as

e the inlet concentration, temperature, and flow rate of the reactants;
e the cell temperature;
e the electrical load; and

e either the inlet or outlet pressure.

The cell temperature is controlled by heating or cooling the external surfaces of the PEM fuel cell.
The electrical load on the PEM fuel cell is specified by setting the voltage of the PEM fuel cell or
the current drawn from the cell. The inlet and outlet pressures are related through the pressure
drop in the gas flow channels; hence, specifying both pressures as input conditions is redundant.
If the PEM fuel cell is not pressurized, then the gas flow channels exhaust to the atmosphere;
thus the outlet pressure is specified. During pressurized operation, the inlet pressure is generally
specified and regulated with a back-pressure control valve that is located at the outlet of the gas
flow channels.

Therefore, one set of input parameters are the operating conditions, and these become the

boundary conditions for the PEM fuel cell model. The boundary conditions and computational
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Figure 4.2: The boundary conditions and computational domain of the PEM fuel cell model.

domain, for the simplified formulation, are illustrated in Figure 4.2. The computational domain
is two-dimensional and includes the gas flow channels, electrode backing, catalyst and polymer
electrolyte layers. In addition, the computational domain extends from the inlets and outlets of
the fuel cell; this is to minimize the effect of the boundary conditions of the processes occurring
within the PEM fuel cell.

Four types of boundary conditions are present on the exterior of the PEM fuel cell in Figure 4.2:
the Zero Flux, Wall, Inlet, and Outlet boundary conditions. The gas phase velocity and species flux
or composition, the species flux in the electrolyte pore fluid, and the potential or current density in
the solid phase must be specified at the boundaries. A value for the cell temperature must also be
specified, although not as a boundary condition because the temperature is assumed to be constant

within the fuel cell. The Zero Flux boundary condition specifies that all velocities and species flux
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are zero.

uk—O
T i=0 Zero Flux
Js-1=0

At the wall boundary condition, the velocity and species flux, except for electrons, are zero. The

potential of the solid phase is set at the wall boundary condition.

uk:()
Jgi=0

®, = Specified

Wall

By setting the solid potential, the cell voltage is being specified:
Ecenl = q>5’cathode - q>5’anode

Typically, the anode potential is set to zero and the cathode potential is set to the specified cell
voltage. The inlet boundary conditions specify the velocity of the gas flow and the gas composition.
Additionally, the electronic current density is set to zero.
uy = Specified
wy = Specified Inlet
Js-1=0
At the outlet boundary condition, the flow is assumed to be fully developed. Thus, the gas mass
flux and composition does not vary in the x direction. As well, the gas pressure is specified. As with

the inlet boundary condition, the electronic current density is set to zero at the outlet boundary
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condition.

Opgug _
oxr 0
Ow?

g _
oxr 0

Outlet
P, = Specified

Js-1=0

The cell voltage is an input parameter; hence, the total cell current is an output parameter in

the PEM fuel cell model of this thesis.

I= / J, - jdA, (4.74)
App

where Ay, is the surface area of the bipolar plate and Jj is the current density, which changes over

the active cell surface.

4.7 Summary

The governing equation set consists of the conservation of mass, momentum, and species for the
gas phase, and the conservation of species for the liquid electrolyte and solid phases. For the gas

phase, the equations are

V- (€5 (pg)" (ug)*) = g, (4.75)
Vo (g {pg)" (ug)™ (ug)") + Vg (Py)") — (Py)"Veg) — V - (6(19)") = Trgy, (4.76)
V- (69 <P;>* (ug)” + ¢ <~7§7>*) =15, (4.77)

The conservation of species can be written for a corresponding to hydrogen, oxygen, water and
nitrogen. Thus, the variables for the gas phase are the x and y components of velocity, the pressure,

and the partial density of hydrogen, oxygen, nitrogen, and water. The solid phase conservation of
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species is
V- (erTV (@,)7) = FTS,, (4.78)

where the only unknown is the solid potential. For the liquid phase in the electrolyte pores, the

conservation of species is
Vo (ere (TEe)") = T4, (4.79)

where « is water and hydronium ions. The diffusional mass flux is a function of water partial
density and electrolyte potential; thus, these are the unknowns.

Therefore, the set of governing equations contains a total of 10 equations. The number of
primary variables, that are to be solved for, is also 10 and includes the  and y components of gas
phase velocity; gas phase pressure; partial density of hydrogen, oxygen, water and nitrogen in the
gas phase; potential in the solid phase; partial density of water in the liquid phase; and electrolyte
potential. However, the governing equations are not continuous in the computational domain. The
equations for the gas and solid phases do not exist in the polymer electrolyte layer. The polymer
electrolyte and catalyst layers are the domain for the conservation of species in the liquid of the
electrolyte pores.

The interfacial source terms are also discontinuous. The momentum source term, I' 4, is zero
in the gas flow channels and equal to Equation (4.10) elsewhere. The interfacial source terms in
the conservation of species equations, Fg g and Fg’ ., are only non-zero in the catalyst layers. All

but one of the interfacial source terms can be expressed as a function of the primary variables,

FHQO

with the exception being I'g i

which represents the water transport between the gas and liquid
phases. However, through the use of the relationship between membrane activity and hydration of

Equation (4.42), coupled with the electrolyte acid-base relationship of Equation (4.49), the partial

FHZO

densities of water in the gas and liquid phases can be linked together. Thus, I'g e

is not required

87



CHAPTER 4. SIMPLIFIED FORMULATION FOR NUMERICAL IMPLEMENTATION

for the numerical solution. The details of the numerical solution are presented in the next chapter.
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Chapter 5

Numerical Implementation

This chapter describes the numerical procedure used to solve the governing equations presented in

the previous chapter. For the two-dimensional domain, the equation set contains the
1. z-direction conservation of momentum for the gas phase,
2. y-direction conservation of momentum for the gas phase,
3. Conservation of total mass for the gas phase,
4. Conservation of species for the gas phase,
5. Conservation of species for the liquid phase, and
6. Conservation of species for the solid phase.
Within the equation set, the independent variables are

1. z-direction gas velocity (uy),

[\)

. y-direction gas velocity (vy),
3. Gas pressure (FP),

4. Partial density of the species in the gas phase (p),
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5. Potential in the electrolyte (®.), and
6. Potential in the solid phase ().

Note that the partial density of liquid water in the electrolyte is not included in the list of indepen-
dent variables: the partial densities of the water in the gas phase and in the pores of the electrolyte
can be combined into one variable using the method of Kulikovsky [64]. This method is presented
in detail in Section 5.6, which develops the numerical solution for the partial density of water in
the gas phase.

The general numerical solution method employed to solve the governing equations is the finite
volume method [120]. The fuel cell is divided into control volumes. A staggered mesh is used,
whereby the velocities are defined at the faces of the control volumes and all other variables are
defined at the center of the control volumes. The conservation equations are then applied to the
discrete volumes, resulting in a series of algebraic equations that, when coupled with the boundary
conditions, can be solved for the independent variables.

The discretized conservation equations can not be directly solved for the independent variables.
Instead, an iterative, multi-level solution procedure is used. In the innermost level of iteration,
each conservation equation is solved for one of the independent variables. The z- and y-direction
conservation of momentum for the gas phase equations are solved for u, and v, respectively.
The conservation of total mass for the gas phase is solved for the pressure. For the non-water
gas species, the partial densities are determined with the conservation of species equations in the
gas phase. Since water exists both in the gas phase and in a liquid phase within the electrolyte
pores, the equations for the conservation of water in the gas phase and electrolyte pore regions
are combined into one equation that represents the total conservation of water in the PEM fuel
cell. The conservatation of hydronium ions in the electrolyte is solved to yield the potential in
the electrolyte, while the conservation of electrons in the solid phase is used to determine the solid

potential.
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For the next level of iterations, the governing equations are gathered into two groups. The
first group consists of the conservation of momentum and mass equations, while the second group
contains all of the equations derived from the conservation of species. Keeping the partial densi-
ties and potentials constant, the momentum and mass equations are solved for the velocities and
pressure sequentially using the SIMPLE algorithm [120]. Similarly, the velocities and pressure are
kept constant while the conservation of species equations are solved sequentially until the partial
densities and potentials are determined. The solutions of the momentum/mass and the species
equation groups are alternated until all of the independent variables have converged. Then, the
properties such as total density, viscosity, and diffusivity are updated and the solution procedure
is repeated.

The details of this numerical solution procedure are outlined in this chapter. First, the finite
volume grid is illustrated, and the general discretization procedure for the conservation equations is
presented. The specific procedure for the discretization of each conservation equation is discussed
and the overall numerical procedure is outlined. In this section, it is assumed that all variables are

volume-averaged; hence, the volume-averaging operators, { ) and ( }*, are omitted.

5.1 Finite Volume Grid

The governing equations are discretized using the Finite Volume Method [120]. One continuous
grid is used to mesh the entire two-dimensional domain, as illustrated in Figure 5.1. Although the
grid is continuous, it can be broken into 11 distinct regions. Seven of these regions correspond to
the separate components of the PEM fuel cell, which are the anode and cathode gas flow channels,
electrode backing layers, catalyst layers, and the polymer electrolyte layer. In addition to the
regions of the PEM fuel cell, the entrance and exit of the gas flow channels are extended in the x
direction; these are the plus and minus anode or cathode extensions. These extensions are added
to the grid in order to minimize the effect of the boundary conditions of the solution.

A staggered grid arrangement is used. The vector quantities, which are the velocities, are
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Figure 5.1: The sample grid used for the PEM fuel cell model. The grid is continuous and consists
of 11 distinct regions: (a) anode minus extension, (b) anode gas flow channel, (c) anode plus
extension, (d) anode electrode backing layer, (e) anode catalyst layer, (f) polymer electrolyte layer,
(g) cathode catalyst layer, (h) cathode electrode backing layer, (i) cathode minus extension, (j)
cathode gas flow channel, and (k) cathode plus extension. Note that the figure is not to scale, with
the y direction being exaggerated in the figure.
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located at the faces, while the scalar variables, which are all other variables, are located at the
control volume centers. The computational molecule for a scalar control volume is also illustrated
in Figure 5.1. The value of a control volume at the coordinates (i, j), P, depends on its north (N),
south (S), east (E) and west (W) neighbors. The north, south, east, and west faces of the control
volume are denoted as n,s,e and w, respectively. A similar labeling convention is used for the v and
v velocities.

The grid illustrated in Figure 5.1 is uniform, with each control volume having the same dimen-
sions. For most of the simulations, however, the grid will be non-uniform. A constant expansion
or contraction factor can be used such that

Aziyy
Al‘i

=4, (5.1)

where 3 is a constant. In addition, the grid spacing in each region can be independently specified.

5.2 General Discretization Methods

The Finite Volume Method involves applying a conservation equation to a discrete control volume,
resulting in a balance of the inflow and outflow in the control volume. Figure 5.2 illustrates the two
types of flux that are encountered in the control volume balance: convective and diffusive fluxes.
The convective and diffusive fluxes are denoted by F. and Fj, respectively. The distance from the
control volume center, P, to the east control volume, E, is A g, while the distance from the control
volume center to the east face is A..

For a scalar quantity, v, the fluxes are

FC‘e - u‘e w’e’ (52>

R, = -1, (Y te)., 5.3

where u/, is velocity on the face between control volumes P and E, T'|, is the diffusion coefficient
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— A, =

Figure 5.2: The two types of fluxes encountered in the Finite Volume Method: F. is the convective
flux, while Fj is the diffusive flux.

at the face, and Ag is the distance between P and W. The velocity is defined at the face, but
the value of v is only known at the control volume centers. Typically, I'c is a function of 1;
therefore it can also only be calculated at the control volume centers. Therefore, the face values
must be approximated by the control volume center values. For the value of the variable, 1, two

approximations are used:

’LMUDS o w’P u|e >0 (5 4>
’ zMW u|e <0
A A
CDS _ ~e . e
WIS = 35 vl + (1- 55 vl 5:5)

SDS is the central difference scheme. The

where wlgDS is the upwind difference scheme and |
PEM fuel cell model presented in this thesis can use either the UDS or CDS approximation. In
order to enhance convergence, the CDS approximation can be deferred, or lagged. This is referred

as the linear deferred correction and is expressed as

e e (R L (56)

e

where the superscript, “old”, denotes a value from the previous iteration. Thus, at convergence,
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the LDC approximation is equivalent to the CDS approximation.

The values of all variables except velocity are defined at the control volume centers. Therefore,
properties that depend on the gas composition or pressure are also defined at the control volume
centers Thus, interpolation is frequently required. Generally, interpolation is required between two
points for the scalar control volumes, and four points for the velocity control volumes. This is
illustrated in Figure 5.3. Figure 5.3(a) shows that the interpolation to the face of a scalar control
volume relies on the two adjacent control volume centers. However, the interpolation to the face
of a velocity control volume, illustrated in Figure 5.3(b) for a u control volume, requires the values
at four control volume centers. Thus, the interpolation occurs in two stages, with the first stage
being an x direction interpolation, followed by a y direction interpolation.

For both the scalar and velocity control volumes, linear or geometric interpolation is used:

Ay + Ay

Vtace = — 7~ A, Linear (5.7)
(Ay + A )iy .

ace — G t 5.8

Py, A +A 0, eometric (5.8)

where A is the distance from the node to the face and the subscripts + and — denote the node in

the positive or negative direction from the face.

5.3 Conservation of Momentum

The balance of forces on u and v control volumes are illustrated in Figure 5.4. The forces arise from
shear stresses (F;) and pressure (Fp). Additionally, momentum sources, denoted by S, and S,,
are present and are the result of the Darcy term. In this section, the equation for the conservation
of momentum in a w control volume is assembled; the corresponding equation for the v control
volume can be derived in a similar manner.

Applying the conservation of momentum force balance to a u control volume results in
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Figure 5.3: The interpolation of scalar quantities to the face of the (a) scalar and (b) velocity
control volumes.
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Figure 5.4: The balance of momentum forces on (a) u and (b) v control volumes.
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egmwugA;,;‘6 - egmmugAz’w + egmyugAy‘n - egmyugAy’s =F

— Fpl,+ Fp|,+ Sulp, (5.9)

where m// and mZ are the mass fluxes through the x and y faces, F,, is the force due to the shear
stress on the x face in the x direction, F,  is the force due to the shear stress on the y face in the
x direction, Fp is the force due to pressure, and S, is the momentum source term. The z and y
face areas are denoted by A, and A,, respectively.

Many of the terms in Equation (5.9) are non-linear; thus, an iterative solution is required. The

mass fluxes at the control volume faces are a function of the velocities:

(/09’P “g‘P‘f'Pg‘W ug’w) (5.10)
(,09’13 “g‘P‘f'Pg‘E ug‘E) (5.11)
(pglnw nw + p9|ne ‘ne) ) (512>

pg’sw su) + pg’se U!]’se) ’ (513>

l\)\)—tl\)\»—tl\)\»—tw\»—t

where the corner values of v, with subscripts of sw, se, nw and ne, correspond to the centers of
the v control volumes. If a linear deferred correction is used, the convection term in the east face

becomes

miyugAs|, = Al uglp + Al uglp + B, (5.14)
%l = min (€9|e mg}eAz,O) ,
?l, = max (69]6 mg‘eAx,O) ,

- {eg|emg]eAx (ug‘CDS Ug\gDSﬂ 7

Be|

€

where the A and B coefficients are calculated using velocity and property values based on the

previous iteration. The expressions of min (a,b) and max (a,b) denote the maximum or minimum
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values of a and b, respectively. Hence, for positive mass flux, A%, is zero. Similar terms can be
written for the other faces.
The force due to the yx shear stress can be expressed as

F,

Yy

ou ov

For the north face, Equation (5.15) can be approximated with

FTyz‘n = Asz|n (ug‘N - ug|p) + B’Tmy|n’ (516)
Asz|n = M7
Ay
Vglpe — gl
e w

where A is the distance from the u control volumes P and N, and A, and A,, are the distances to
the east and west faces, respectively. The face value of viscosity is approximated with a geometric

average.

Similarly, the force due to the shear stress on the = face can be written as

B B Ouy  Oug

For the east face of the control volume, the discretization of Equation (5.17) results in

FTIIE|€ = ATZ‘W|6 (ug|E - ug|P) + Bme|e7 (518)
ATIZ‘ — 69‘@ 'U"eAw
e AE bl

Ug|p — Uyl
BTzz‘e - |:69‘e /U"eAl' <9EAE9P>:| ’

where Ag is the distance between the P and E velocities.

The forces due to pressure arise from the pressure gradient term in the conservation of momen-
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fum:

Fpl, — Fp|, 2/ —e,VPAV,

cv

(5.19)

where fV represents the integral over the volume of the u control volume and €, is the volume

fraction of the gas phase. The volume fraction of gas is equal to one in the gas flow channels, zero

in the polymer electrolyte layer, and between zero and one in the other layers of the PEM fuel

cell. In order to represent the volume integral as a surface integral, all terms should be under the

gradient. Therefore, Equation (5.19) is approximated with

FP|w_FP|e:_€g|P/ VPdV,
ch

= 6Q‘P P‘wAw_ 6!]’P P’eAx’

where ¢,], is calculated using a linear interpolation between the scalar nodes.

The source term is due to the Darcy term, and is approximated by

2
g ‘P__H‘P(Eg‘p) ug|
u - I
K|P gip

where K|p is approximated with a linear interpolation.

(5.20)

(5.21)

After all the terms are gathered, an equation for u, at each control volume can be formed:

Ap ug|p + AN ugly + A uglg + AR uglp + AW ugly, = Bp.

The A and B coeflicients are

. " €gl, vl Az
% = min (€|, miy| Ag,0) — eAEe
" €9| M| Ax
AIU/V:_maX(Eg|w mwax,O) - wAV;U
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: " g| ,LL| Ay
A%y = min (eg|n Ay, 0) %
_ I 6g| | Ay
A¢ = —max (eg|5 my‘SAy,O) — %
% = max (€], mg}eAz,O) — min (g, ml » Az, 0) + max <€g|n mZ’nAy,0>
. €gly, 1l A €gls nls Ay | €l ple Az €gly, pily Ax
- oA 0) 9ln Fin *7Y 9ls Mls e Mle w Mw
min (e, m], 4,.0) + SFRLES 4 SRS 4 e Aw
2
" Kl (€lp)
Klp
cDS UDS CDS UDS
B]%:_[Eg| a:‘ Ay (“g’ >}+[€g|w Mg, A (ug| — gy, )]

_l’_

[ cDS
_eg\n m! " Ay (ug]

+ |€

Yy n

+ 69|P P’wACC - 6H‘P P‘eAJ»’

The equation for vy is derived in a similar manner as Equation (5.22) and the result is

ug|W

A (BB [, (5

w

UDS CDS
ﬂ + [eg\s m/y"SAy (ug]

)

v ‘ne ‘nw v ’SB -
gl Hln Ay < gA g ﬂ €gl, 1l Ay (QAM

)

gl

Ap vglp + AR vg|y + A% Ug|S+A”E Vgl + Ajy vg|W = Bp.

The A and B coefficients are

% = min (g, mg‘eA“’O) - Mij
AY, = —max (eg|w ml wa,O) _ Mkjva‘lx
A% = min (€g|n mg‘nAy’[)) B mAn;ly
A% = —max (€g|S m,y/‘sAy’()) B Mkjy
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A% = max (g, mg}e Az,0) — min (eg, ml » Az, 0) + max <€g|n mg’nAy,0> (5.34)
: gl 1l Ay | €l pls Ay | el ple Ae | €gly, ply Aa
- A 0) gin Pin 7Y gls Mls *7Y gle Mle 9lw Mw
min (e, mf, 4,,0) 4+ S2 LT 4 SLAT g e S
2
" Kl (lp)
Klp
cps UDS cDSs UDS
By = — |egl, ], Au (00177 = wglP5) | + [ gl mi,, An (00lCP% = w0gl0P5)] (5:35)
[ CDS UDS CDS UDS
- _69‘77, mZnAy (Ug’n - Ug’n >:| + [69‘3 mZ‘SAy (Ug’s - 09’3 >i|

i ug‘ne — U’g’se _ u9|nw - u9|sw
+ _€9|e H|eAC$ < An +As ):| |:6g‘w :U’|wAJU < An +As

i Vgl = vyl Vglp — g
Lot (g )| = [t ()

+ 6g’p Pl Ay — Eg|p Pl, Ay

where all distances and locations are relative to the v control volume in Figure 5.4(b).

In order to improve convergence, relaxation is applied to Equation (5.22) [120]:
‘217}!JD Uglp + AR ugly + A uglg + AL uglp + Ay ugly = E}é, (5.36)

where flg and B’}ﬁ are calculated with

Au

A =L 5.37
P Oéu’ ( )
B =BY+ (1 — ay) A% ug* . (5.38)

The value of the relaxation factor, «,,, is 0.8. A similar manipulation is applied to the equation for

Vg-

5.4 Conservation of Species in the Gas Phase: Excluding Water

The mass balance on a control volume for a gas species, excluding water, is
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Figure 5.5: The conservation of species for the gas phase.

Flly = Ko + Fs = FOL + Fil, — File + Egls — Fil, + Sglp = 0, (5:39)

lp

where F' is the mass flow of species o due to convection, Fj* is the mass flow of species a due to
diffusion, and S¢ is the production or consumption of species a. The balance of Equation (5.39) is
illustrated in Figure 5.5.

For the east face, the convective mass flow can be expressed as

F&l, = A%l 05|, + A%l 5| p + B, (5.40)
&l = eg\emin (ug|eAx,()) ,

CP|e = 69|ema‘x (ug|eAx70) 9

e

CDS UDps\eld
Bc|e: |:69|eug|eAx (pg‘e _pg‘ >] ?

where the linear deferred correction is used as an illustration. Similar expressions can be written

for the convective flow through the other faces. The partial density is used as the variable, and
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not the mass fraction. This is because during iteration, the sum of the partial densities may not
add to the total density, and thus the sum of the mass fractions may not be one. This can cause
oscillation or divergence during iterations, which is avoided by using partial density.

In general, the diffusional mass flow is

F§ = JoA, (5.41)

where A is the face area. The J§ are defined by the inverted Stefan-Maxwell equations, Equa-

tion (4.9). For the east face, the diffusional flux is

File = A?z“le(p;’“\E—pgw + Bil. (5.42)
a| :_w
e AE
€gl, wy Dgfig\ Pyl Mg Mg Jg| 5
B, = —7—"¢ ey | et | 4 L e | A, — eyl wS| D Vgl Aq
dle o M 91, ~ off gle ¥g le “a—g e Jle
(1 — g e) Bta B Mg @a—,@,g‘e

where all terms in the AJ| and B|, are lagged. The face values of the mass and mole fractions are
approximated by a linear interpolation. The face value of the diffusion coefficient is calculated with
the face values of the mole fractions and Equation (4.7). The diffusion fluxes are also a function of
the face values of mole and mass fraction, through Equation (4.6)

The source term in Equation (5.39) is due to the electro-chemical reactions in the catalyst
layers. The reaction rates can be non-linear; hence, linearization is used and the source term is

expressed as

Solp = ASlp pglp + BSlp (5.43)
ST
AL = Voy Mo Ay 22—
§lp =Vev o
. . op
Bl = Veritaa, | 97 - 927 5, ,;d]
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where Vv is the volume of the P control volume. The reaction rates in the cathode and anode are
functions of the concentration; however, using the chain rule, they can be converted to functions
of partial density:

07 _ o 0P

=M,——. .44
8,0& Ocq (5 )

After assembling Equation (5.39), the following equation for each control volume can be written:
AP pglp+ AN 05|y T A P5ls + A Pyl + A pgly = BY (5.45)

where the A and B coefficients are defined by

5 egl, DT | A
A%“’ = — €], min (ug\eAz70) + g|ea—9}6x (5.46)
Agp
5 egly, DT | A
A';Ig/ = Eg‘wmax(ug|wAm’0) + 9|w a—gly T (547>
Ay
5 egl, DT | A
A?Vg = — €9|nmin(vg|nAy70) + 9’n a—glp Y (548)
Ay
g egly, DT | A
Agg = Eg‘smax (ug|3Ax7O) + gszg‘sy (549)
S
A = — ¢, max (ug|, Az, 0) + €], min (ug|, Az,0) — €] max (vy], Ay,0) (5.50)
T F &
+ ¢4 min(u |. A 0) _ €l Dg—g}eAI _ €gl Dcex—g’wa B €ql,, Dg_g}nAy
gls glg 1Ty AE AW AN
€l Dgéfig‘sAy - o P
-5 = —Voy M Ay—
AS CViVlaq Ly 8Pa
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Py cDs ups\1od cDS UDsy 10
Bpg = |:€g|e Ug’eAx (pg} pg‘e ):| - |:€g|w Ug|w (pg‘ pg‘w )] (551)
cDS ups\1°d CDS uDs\1°d
ok 7 - )] e 27 - )
es| wo| Deff M TP
i g‘e g‘e o g‘ez Pg|f ngg 979|e Ay — e w Deﬁ ’ Y pl. A,
1— z2 Mg e N gt e
gle B?éa B a_ﬁvg e
g, w| D M, TP
e el 5 | ledog ) T8l |4 k), g, D] 9 i

3 N M, T8
+ (1gnaa>g‘nz MV”? —— Ay — €gl, 5], DG’ ‘ V Pyln Ay
— X

g a—g
o7a | Mo

(1- fC? ) gra | P T M Tls,,
« . 0 P«
- VCVMOéA’U P — o (})DId
0pa

5.5 Conservation of Species in the Electrolyte Pores: Hydronium

The species balance for the electrolyte species is similar to the gas species, except that there is no

convective flux:

Fél|w7Fc?|e+F(?’siF§‘s+SZe’p: (552)
The balance of Equation (5.52) is illustrated in Figure 5.6.
For the hydronium ions, the mass flow rate at the east face is
F;hO* ) _ AI;SO+ <ng3O+ pglao ’P> + B(Ii‘lso*' ) (5‘53)
H3O%
AHsOT | _ ¢tele Pryor Ax
d e N AE
H30t H30t
H30+ E£7e|e DH;O e H,0 €lele DH;O c
BOT| = e vpt0) 4, - Vprel, As
€ pé,e|6 ’ e pé,e|e
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Figure 5.6: The conservation of species for the liquid in the electrolyte pores.

The source term representing the rate of production of hydronium due to the electro-chemical

reactions in the catalyst layers is

H;0t o H30t HsOF H;0t
SEOT| = alOT| pOt| 4+ Bl (5.54)
R 8L@H30+
ATOT\ Ay———
S P CVIMH30+ Ay 6(138
~ . 89H30+
BYOY| Yoy My or A, | P07 Z 2T ol
P 3 0,

After assembling Equation (5.52), the following equation for each control volume can be written:

AP @l p + AN Pl + AG" Pelg + AR Delp + Ay Pelyy = Bp*. (5.55)
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The A and B coefficients are defined by

H;0t
eé,e‘e DH30+ Ay

H;0t
A®e _ tely Pryor |, As (5.57)
w AW .
+
€el, DH?’O+ Ay
Al — 1507 I (5.58)
N AN
H3;0t
A‘I)e B 6[,6‘5 DH;O"" s Ay (5 59)
S AS .
H;0+ HzOt Hz0t
A% N 6Z,e|6 DH§O+ eAx N €£,e|w DH20+ w Ay N Gé,e|n DH;OJr n Ay
P Ag Aw AN
H30t .
. Gg,e|8 DH§O+ . A, VAT 9 .g9Hs07
cv R
vEHOTT 5o,
H;0t
6€76|€ DH;O

Ag
£ Vpg’e’eAm (5.61)

(5.60)

H;0t
B¢8 €£7€ e DHQO e HQO
P = Vpe,e
pgye |e

H;0t
€ D
Kye ‘w HQO w HQO‘ A _
T

pe,e‘e

H3O0t
6576 ’w DHQO

- Vp&e © vﬂf,e|w Ax

péve|w
H30*
6é,e|n DHQO "
+ Vpé e Ay -
€ n
Peel < In

Hz0t
Ee7€|8 DHQO HZO

b 2 sy,
peye|8 be

p@,e|w

H;0t
Etf,e|n DHQO

= szve TLAy

p£7€|n
H;0t
6£7e|s DHQO s
Ay - Vﬂf,e
S p@,e|s

9 PH:0"
0.

sAy

y 5H307T 1d
—VovMy,o+ Ay | 22737 — P, ?3

5.6 Conservation of Species: Water

Water is present in both the gas and electrolyte. Therefore, the conservation of water in the gas

and liquid phases are combined to form the conservation of total water:

B, - i - F0] + 50|, =0 (.62

n

H>O
+ Fp?
e s
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where F%{?O is the total mass flow of water through a face. It includes the contribution of the gas

and electrolyte flows:

H>O 150Y0) H>O
FII;IQO - F. 2Y(e) + Fd 2Y(e) + Fd 2M(0) (5.63)
In order to solve Equation (5.62), F}{ 20 must be in terms of one variable. The water in the
electrolyte and gas are assumed to be in equilibrium; hence, it is possible to construct a function

such that

P20 = f (0y?°) (5.64)

Equation (5.64) can be constructed by noting the concentrations of water in the gas and electrolyte
can be related to the membrane activity, or relative humidity. The membrane activity is related to

the partial density in the gas phase with

H>O
Py’

a@= 5,6 )
pg,gat (T)

(5.65)

H->O

where pg 2

(T') is the saturation density of water vapor at the temperature, 7.

The partial density of water in the electrolyte is also related to the membrane activity, although
it can not be expressed in an explicit formula such as Equation (5.65). Using Equation (4.42), the
membrane activity can be used to determine the membrane hydration. The membrane hydration,
in conjunction with the acid-base equilibrium relationships of Equations (4.49) to (4.56), yields
the concentrations of water and hydronium. From the molar concentrations, the partial density
can then be determined. The relationship between the activity and the partial density of water in
the electrolyte does not have an analytical form, but can be calculated numerically for a constant
temperature. The relationship between the activity and partial density of water for the electrolyte

is illustrated in Figure 5.7. In order to reduce computational time, the curves of Figure 5.7 are

approximated with a Chebyshev function [121]. This approximation also has the advantage of
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Figure 5.7: The partial density of water in the electrolyte as a function of membrane activity for
the temperatures of 303 K, 333 K, and 353 K.

allowing for the calculation of the derivatives.
With the relationships previously discussed, the partial density of water in the gas phase and the

partial density of water in the electrolyte can be used interchangeably through the use of membrane

activity:

H2O ~ H20
ng A= ppo -

Thus, the partial density of water in the electrolyte can be expressed as a function of the partial

density of water in the gas phase, as in Equation (5.64). Examining Equation (5.63), both Fg{ 20

H>0O

H20 . .
H20. however, F, *Y is a function of pyo and must therefore be

H>0O .
and F) *Y®) are functions of Py

converted into a function of pgzo. This can be done with Equation (4.36) and the chain rule [113]:

DS (00 oDl

15010) H ,e H2O H2O ,€

Tpo = ( 5 HQO) V=0 4 DO, va, - bt M0y, (5.66)
/e Pg Ple

where the derivative of water partial density in the electrolyte with respect to the partial density
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of water in the gas phase is

Dpy20 020 oa

o0 ~ 00 gp0 (5.67)
apHQO
5~6 = Slope of Figure 5.7, (5.68)
da 1
i (5.69)

HsO H>O
dpg > poza (T)

O
Thus, all terms in Equation (5.63) are functions of pH2o. The gas phase mass flows, F¢ 120

and F , can be expressed with Equations (5.40) and (5.42), respectively. The flow of water in

the electrolyte is expressed as

H2O(y) H20 HyO HsO H-O
F200| = a0 (p0], - pi0|,) + BO| (5.70)
HQO(Z) wle HQO e 8pH20 . €T
Ad - ’
€ p@,e|6 Apg
H>O H>O
HQO(@) H-0 €£75| ’DHQO} le e
B, . DH30+ Vo, Ay — Vppel, Ac-
The source term is similar to the species in the gas phase, with
H,O| _ 4H20 H,0 H,0
50|, = AR plh0|,+ BEO| (571)

a@HQO 8,0HQO

Al = Vo M0l
S P 2 v 8 HQO apHQO
) Jmo 0920 dpy© old
S P 2 v a,OHQO BPHQO g ’

where the derivative of the partial density of water in the gas phase with respect to the partial
density of water in the electrolyte can be determined with Equation (5.67). After assembling

Equation (5.62), the water balance for each control volume can be written as
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p5°° H0 r5%° H,0 r5%° H0 p5°° H0 p5°°  H0
g9 2 g 2 g 2 g9 2 g 2 —
AP Pg |P+AN Py ‘N+AS Py ‘5+AE Pg ’E+AW p -

g lw
HyO
Pg
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The A and B coefficients are
HoO
H>0 90z
id € D2 ‘ : A
oy o] el 28] (5]
= — ¢,|_ min (u + —
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E e e ’ AE p&e’eAE
HoO
H>O 8p£e
off € pHe IPre A
P20 eg’w DHQO*Q”UJAI‘ tely PHL0 " <8p§20> . z
Al = egl, max (ug], Az, 0) + A - A
w Prely, Aw
HyO
H>0O apl’.e
eff € D;2 ‘ 2 A
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= — €4 min (v + —
g g Y
N n n ) AN p&e’n AN
Hy0
H>O apée
eff € Dy;2 : A
42" = ¢, max (uy], A,.0) ‘ol DHQO*QLA@/ tels Pl (ang?(’) .
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HsO
A';gz = — ¢4|, max (ug\eAx,O) + €4, min (ug]w Ax,O) — €], max (vg]n Ay,O)
eff eff
[ min (ug], As.0) e Difioo|, As ol Difioo], A
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H.O 8pH2O
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HQO 6pé,e H2O 8pl,e
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Figure 5.8: The conservation of species for the solid phase.
5.7 Conservation of Species: Solid

The conservation of electrons in the solid phase results in

Fy | —Fy

w

=0, (5.79)

+ F5
€

— FS Se
s d s+ S lp

where the balance of Equation (5.79) is illustrated in Figure 5.8. The flow of current, Ff , can be

expressed as a function of potential with Equation (4.16). For the east face, F is

F| = ae (qf" — P ) , .
d |, a | P |, s |p (5.80)
AT | = _65’6 Hiﬁ‘eAx

d . Ag

114



CHAPTER 5. NUMERICAL IMPLEMENTATION

where the face values of volume fraction and electrical conductivity are evaluated using a linear

interpolation. The reaction source term is

| =45 | @ulp+ BE | (5.81)
o
AS = - Av )
S Vov Ay F 0.
e 0P 1d
BE | = —VevA, - 09
S VCV F | 8(135 ’P )

where (—.%) is multiplied to the source term because the balance is in terms of current density.

After assembling Equation (5.79), each control volume can be written as

AP @ulp + AR Dol + AT ol + AR Ol + Afy ol = By (5.82)

The A and B coefficients are

g _ sle mT] As 5.83
ET T A, (5.83)
A2s _ Eshu K, A (5.84)
€s| Iieﬁ‘ A
A(I)s — n S n Y 585
N AN ( )
€s| Heﬁ‘ A
A@S — S S S Y .
S= A (5.86)
eff eff eff eff
€sl, ke | Az €|y KS Az e, kS| A €s|g ke | A
A}{;s - ‘3 ‘e _ ‘ ‘w _ ‘ |n vy _ ’ |s Y (5.87)
AE AW AN AS
dPe
_ A,
Vev Ay F 0%,
(5.88)
-
By = Vov A, |2 — 85; B4 (5.89)
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Figure 5.9: The conservation of mass for the gas phase.

5.8 Conservation of Mass

The pressure is solved using the conservation of mass equation and the SIMPLE method [120]. For

a single control volume, the conservation of mass can be expressed as

egmgAx‘w — egmgAx}e + egm;’Ay‘s — engAy}n + Sylp =0,

where S|, represents the total mass entering the gas phase. The balance of Equation (5.90) is

illustrated in Figure 5.9.

Equation (5.90) is not solved for pressure, but rather for the pressure correction. The mass flux

through the east face is approximated with

"
m

"
m

Tz =

z =

p9|face Ug,
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where p, is evaluated at the face using a linear interpolation and u; is the velocity correction. Since
the velocity is defined at the face, no interpolation is required. The velocity correction is expressed
in terms of the pressure correction with

€ A
= _9|Jijlf : (P;}e - p;yw) , (5.92)
P

where e and w are relative to the u control volume, and A% is the A, coefficient from Equation (5.22).

Therefore, for the east face, the mass flow into the control volume is

emids|, = Al (Pl = Pil ) + Bl (5.93)
_ (€g|eAm)2
A==l
Ple
Bl = &, pol, 3], As.

where uy is the velocity obtained by solving the conservation of momentum equation.

The source term in Equation (5.90), Sy p, includes mass production due to the electro-chemical

reactions and any mass transfer through the gas/electrolyte interface:

SQ‘P = gyreact‘P + Sg,g/e‘P’ (5.94)

where Sy react is the mass transfer due to reaction and Sgyg/e is the mass transfer through the
gas/electrolyte interface. The mass production due to reaction can be calculated with Equa-

tion (5.43):
Sg,react|P = Z MaAv g'za p VCV‘p: (595)
a#H20

where « is the gas species and the summation does not include water. The mass transfer through
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the gas/electrolyte interface is represented by the electrolyte terms in Equation (5.62):

Spa—clp = F3°| = Fi0| + Fi20| = FJ"°| +imo04, 270 . (5.96)

w P

Each term in Equation (5.96) is a function of the partial density of water in the gas phase. Thus,

H . .
both Sy react and Sg ;(_)e are not functions of pressure or pressure correction.

For a single control volume, the pressure correction equation becomes

AL Fi| o AR Byl + 45 Pl + A Pl o+ AR Pyl = B (5.7
The A and B coefficients are
2
ar_ (egleA)” (5.98)
Apl,
2
ar, (gl As)” (5.99)
A
w
2
A
AN = (egk:) ) (5.100)
P‘n
2
ap (el Ay) (5.101)
Ay,
2 2 2 2
Ag — (€g|8AI) _ (€g|wa) _ (€g|nAy) _ (€g|sAy) (5 102)
Apl, Apl, Apl, Apl,
BE = ¢, pyl, u;‘eAl, = €gly Palu u;‘wa + €l Pyl “;}nAy — €l pgly U;lsAy (5.103)
- Z MaAv @a‘P VCV‘P - Sg,g—e‘P
a#H20
After the solution has been obtained, relaxation is used:
P; = apPé*, (5.104)

where Pé* is the value of Pé after solution of Equation (5.104) and ap = 0.2 is the relaxation
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factor. With the pressure correction, the velocity correction is determined with Equation (5.92)

and applied to the velocity solutions from the conservation of momentum equations.

5.9 Boundary Conditions

The boundary conditions can be classified into three groups: velocity boundary conditions, pressure
boundary conditions, and scalar boundary conditions. The velocity boundary conditions affect the
u and v velocities, the pressure boundary conditions affect the pressure, while the scalar boundary
conditions are applied to the gas phase partial densities and potentials. Within each of the groups,
two general boundary conditions exist: external and internal. The external boundary conditions
are specified in Section 4.6. The internal boundary conditions arise if a phase becomes discon-
tinuous; hence, internal boundary conditions are necessary where the gas or electrolyte phase are
discontinuous, such as at the electrode backing layer/catalyst layer and catalyst layer/polymer
electrolyte layer interfaces. The method of dealing with these boundary conditions are examined

in this section.

5.9.1 Velocity Boundary Conditions

Two types of external boundary conditions are used for the velocities and these boundary conditions
are illustrated in Figure 5.10. Figure 5.10(a) shows a specified velocity boundary condition on the
west side of the domain, while Figure 5.10(b) shows a fully developed boundary conditions in the

east side of the domain. The governing equation for the control volume is
Ap ug|lp + AN ugly + Al uglg + AL uglp + AWy ugly, = Bp. (5.105)

For the specified velocity boundary condition of Figure 5.10(a), the W velocity of Equation (5.105)

is specified and the equation can be rewritten as
Ap ug|p + AN ug|y + A5 uglg + AL uglp = Bp, (5.106)
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Specified
Velocity

V=

(a) Specified velocity.

N
o > @
T T
1 |
i ! P :
= ] S>> @
1 [ Fully
| | Developed
1 |
S
e >— ©

(b) Fully developed.

Figure 5.10: The external boundary conditions for the velocity: (a) specified velocity and (b) fully
developed.
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where B is

PU __ DU u
Bp = Bp — Ay uglyy -

The value of ugly;, is specified by the boundary conditions.

The fully developed boundary condition is approximated with

Opgug
979 —,
Ox
Poli Uolp = Polp Uglp —0
Ap ’

Pg|P
ug|E: ( | >ng.
PylE

Using Equation (5.108) in Equation (5.105) yields
P uglp + AN ugly + AS uglg + Ay ugly, = Bp,

where

i = ap Ay (202
P9|E

(5.107)

(5.108)

(5.109)

(5.110)

Figure 5.11 illustrates the situation in which an internal boundary condition is required for the

velocity. In Figure 5.11, the E velocity is on a face which divides the domain in which the gas

phase exists from the domain in which the volume fraction of the gas phase is zero. This situation

is handled by setting the E velocity equal to zero. Thus, the balance on the P control volume

becomes

Ap uglp + AN ug|y + AS uglg + AWy ugly, = Bp.
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Figure 5.11: Internal boundary condition for the velocity.
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5.9.2 Pressure Boundary Conditions

The external boundary conditions relevant to the pressure correction equation are illustrated in
Figure 5.12. Figure 5.12(a) shows the specified velocity boundary condition, while Figure 5.12(b)
is the specified pressure boundary condition. The specified velocity boundary condition is applied

to the initial conservation of mass equation, Equation (5.90):

€q mgAz‘w — egmgAx‘e + egm’y’Ay‘S — engAy‘n + S¢lp = 0. (5.112)
———
specified
Since the velocity at the west face is known in Figure 5.12(a), the mass flux is also known and does
not need to be expressed in terms of pressure correction. The other mass fluxes at the east, south
and north faces can be decomposed into pressure correction values with the procedure outlined in
Section 5.8.
If the pressure at the boundary is specified, as illustrated in Figure 5.12(b), then the pressure

in the adjacent control volume is set to the specified value:
P|p = Specified. (5.113)
The pressure correction equation for the adjacent control volume is then
Ap Pyl =0. (5.114)

As with the velocity, internal boundary conditions for the pressure arise if the gas phase is
discontinuous, as illustrated in Figure 5.13. The internal boundary conditions are approached in
the same manner as the specified velocity external boundary conditions. For the case illustrated in

Figure 5.13, the mass balance becomes

cgmiidal = ey LA+ e = e, + Sylp =0 (5119
—_——

0
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Figure 5.12: The external boundary conditions for the pressure: (a) specified velocity and (b)

specified pressure.
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Figure 5.13: Internal boundary condition for the pressure.

where the mass flux through the east face is zero. The other mass fluxes at the west, south and north

faces can be decomposed into pressure correction values with the procedure outlined in Section 5.8.

5.9.3 Scalar Boundary Conditions

The conservation of a scalar quantity in a control volume at a boundary is illustrated in Figure 5.14.

The mass balance of Figure 5.14 is

Fpo — Fc’e + Fc|s — Fc|n — Fd|e+ Fd|s — Fd|n + S|P =0, (5.116)

where Fpo is the mass entering the control volume from the boundary. In general, the boundary

mass flow is expressed as

Fpc = Apc ¥|p + Bpe, (5.117)
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Figure 5.14: The conservation of a scalar quantity near the boundary.

where i represents the potential or partial density.

Three types of boundary conditions can be expressed with Equation (5.117): specified flux,

specified value and fully developed. For the specified flux boundary condition, Agpc = 0 and

Fpc = Bpc,

Bpc

where Fs’;eciﬁed is the specified mass flux of gas phase species, current density, or mass flux of
hydronium. For the model presented in this thesis, the value of the specified flux is always zero.

The total mass flux or current density in the x direction of a scalar quantity can be expressed

as

F'=uyp—-T

"
= F, ecified Al’ )

sp

oY
ox
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where u is the convective velocity, I' is the diffusion coefficient or conductivity, and By represents
all lagged terms from the diffusive flux. If the value of v is specified at the boundary as 1, then

the flux becomes

r

Fpo = uspy — <Aw> (Y|p = ¥f) + Ba, (5.120)

where the subscript f denotes a face value. Thus, for the specified value boundary condition is

Fpc = Apc ¢|p + Bpc, (5.121)
TA
Apo = ——2=
BC Aw ’
TA,
Bpc = <A> Yy +upppAy + BgAg.

The final type of external boundary condition for the scalar quantities is the fully developed
boundary condition. This boundary condition is only applied to the partial densities of the species
in the gas phase at the outlet. When the flow is fully developed, the diffusive flux is zero, resulting

in

Fpc = Apc ¥p, (5.122)

Apc = ug|p -

The mass balance for a control volume adjacent to a phase discontinuity is illustrated in Fig-

ure 5.15. The flux at the phase boundary is zero; hence, a mass balance results in

F|,+ Fc|, — F.|, + Fal, + Fal, — Fal,, + S|p =0. (5.123)
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Figure 5.15: The conservation of a scalar quantity near the a phase discontinuity.
5.10 Numerical Procedure

The equations of the previous sections, representing the conservation of mass, momentum and

species for a single control volume, have the general form of

Ap Plp+ AN Yly + As Ylg + Ap ¢l + Aw ¢ly = Bp, (5.124)

where the A and B can be functions of velocity, pressure, gas and liquid composition, and grid
spacing. These equations are solved using a multigrid solver with a Gauss-Seidel smoother [120].
However, since the equations are coupled, an iterative solution procedure is required; this procedure
is outlined here.

The overall solution procedure is illustrated in Figure 5.16. The overall solution is composed of
an outer loop that contains three procedures. The first procedure, “Calculate Constants”, calculates
numerical values for all the quantities that are functions of total pressure and the gas and electrolyte

compositions. The second procedure, “Solve Species”, solves for the partial gas densities, solid and
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Figure 5.16: The overall solution procedure.

129



CHAPTER 5. NUMERICAL IMPLEMENTATION

electrolyte potentials. The final procedure, “Solve Flow”, determines the velocity and pressure.
The outer loop continues if the error is greater than the convergence criteria, tol. The error is
taken as the maximum initial RMS residual of the equations for the partial gas density, solid or

electrolyte potentials, velocity, or pressure:

error = \/Z [Bp — (Ap |p + An Y|y + As ¥l + A Y| 5 + Aw ¢ly)]% (5.125)

where the summation is over all the control volumes.
The three procedures in the outer loop are composed of several steps. The steps that make up
the “Calculate Constants” procedure is illustrated in Figure 5.17. The first step in the procedure

is to calculate the mass fraction at each control volume using the partial density:

(0%
o= Lo (5.126)

g 9y
Zg /’g

where the summation is over all the gas species. Using these mass fractions, the total pressure
and the temperature, the properties of the gas phase, such as total density, viscosity, and mass
diffusivity are determined. Additionally, the Stefan-Maxwell fluxes are calculated at all interior
faces. In order to calculate the properties in the liquid of the electrolyte, such as density, mass
diffusivity and volume fraction, the membrane hydration must be known. The membrane hydration
can be determined from the activity, and the activity is determined from the partial density of water

in the gas with Equation (5.65). However, the activity is limited to a range of values:
0.1<a<1.0. (5.127)

The upper limit is due to the fact that the hydration is not defined for activities greater than 1.0;
at activities greater than 1.0 the membrane is in contact with liquid water, resulting in phenomena
that are not included in the current model. The lower limit is applied in order to ensure convergence.

For activities of less than 0.1, the electrical conductivity of the membrane becomes so small that
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Figure 5.17: The flowchart for the “Calculate Constants” procedure.
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the electrolyte becomes an insulator. The low value of conductivity can lead to an Ap value in
Equation (5.124) that is zero, which will cause the Gauss-Seidel solver to fail. In addition to
the membrane properties, the derivative of the partial density of liquid water with respect to the
membrane activity is also calculated here.

The procedure for determining the partial densities and potentials contains two levels of it-
erations, as illustrated in Figure 5.18. The inner loop solves for the partial density of the gases
and the potentials. Although the properties are kept constant in this procedure, the non-linear
reactions require an iterative solution procedure. The inner loop solves the gas partial densities
and potentials sequentially. However, the rate of reactions are multi-variable functions of partial
density and potential; hence, the need for an outer level of iteration.

The procedure for determining the velocities and pressure is illustrated in Figure 5.19. Figure 5.19
shows the basic SIMPLE algorithm [120]. The momentum equations are solved for the z- and y-
direction velocities. These velocities are then used in the conservation of mass equation to create
the pressure correction equation. The pressure correction is then relaxed, and the z- and y veloc-
ities are corrected. The procedure continues until the initial residuals are below the convergence

criteria, tol.

5.11 Summary

The simplified formulation was solved numerically using the finite volume method and a staggered
mesh. Since the equations were non-linear, a multi-level, iterative solution technique was used. In
the lowest level of iteration, each conservation equation was solved for one variable. The conserva-
tion of momentum in the z- and y-directions were solved for the - and y-components of velocity.
The pressure in the gas phase was determined from the conservation of mass. The conservation of
hydrogen, oxygen and nitrogen were solved to obtain the partial densities of hydrogen, oxygen and
nitrogen, respectively. The potential in the electrolyte was obtained with the conservation of hy-

dronium ions, while the conservation of electrons in the solid phase was used to determine the solid
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Figure 5.18: The flowchart for the “Calculate Species” procedure.
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Figure 5.19: The flowchart for the “Calculate Flow” procedure.
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phase potential. The equations representing the conservation of water in the gas and liquid-filled
pores of the electrolyte were combined and solved for a single variable. Using acid-base equilib-
rium and empirical membrane hydration curves, the partial density of water in the electrolyte was
expressed as a function of partial water density in the gas phase. Hence, the conservation of total
water could be solved for the partial density of water in the gas phase.

Because the velocities, pressure, partial densities, and potentials were coupled, two additional
levels of iterations were employed. The second level of iterations involved gathering the governing
equations into two groups. In one group, the velocities and pressure in the gas phase were calculated
by iterating the equations for the conservation of momentum and mass with the SIMPLE algorithm.
The second group of iterations alternated between solving for the partial gas densities and potentials
until they converged. The final level of iterations alternated between the two groups, until a final

converged solution for the velocities, pressure, partial densities and potentials was obtained.
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Chapter 6

Parameter Determination for the

Electrolyte Model

The transport of water and charge in the polymer electrolyte is modeled using the Generalized
Stefan-Maxwell equations of Scattergood and Lightfoot [74]. This is a novel approach, since the
majority of mathematical PEM fuel cell studies employ the model developed by Springer et al.
[26, 27]. As aresult, the diffusion coefficients required for the Generalized Stefan-Maxwell approach
are not available for a Nafion membrane and they must be determined from published, experimental
data.

There are three constants that need to be determined in the electrolyte model. These are the
binary diffusion coefficient of hydronium and water (Dy,0+_m,0.,), and the diffusion coefficients
for hydronium and water in the membrane, Dy,o+_5¢. and Dy,0-syse- Of these three, the bi-
nary diffusion coefficient between hydronium and water is known for aqueous systems and can be
expressed as [105]

NZT

o (6.1)

Dy,0+-H,0,0e =

where \{ is 349.8 Scm?. Therefore, there are only two unknown coefficients that need to be
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determined.

In the published literature on Nafion membranes for PEM fuel cell use, there are three measured
quantities. The first is the diffusion coefficient of water, under conditions of a water concentration
gradient and no current. The second measurement is the ionic conductivity of the membrane.
This is measured for membranes with no water gradient. The third measured property is the

electro-osmotic drag coefficient, defined as

Molar flux of water

(6.2)

ng = . .
d Molar flux of ions

The electro-osmotic drag coefficient is determined for membranes with a constant hydration; hence,
the membrane is under the same conditions as when the conductivity is measured.

Therefore, in order to find the diffusion coefficients, the equations for hydronium and wa-
ter transport in the membrane must be simplified to the above two membrane conditions. This
chapter determines the value of the diffusion coefficient between water and the polymer matrix,
Dy,0-s,,e, and the diffusion coefficient between hydronium and the polymer matrix, Dy o+ _s0.-
The diffusion coefficient between water and the polymer matrix can be determined from experi-
mental water diffusion data, while the diffusion coefficient between hydronium and the polymer
matrix is determined from experimental conductivity data. The experimental, electro-osmotic drag
data can be used to validate the electrolyte model; using the values of Dy,0-—s¢e and Dy o+ s
determined from water diffusion and conductivity data, the electro-osmotic drag calculated from
the model should match the experimental data. Finally, the differences between the electrolyte

model of this thesis and the commonly used model of Springer et al. [26, 27] are highlighted.
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6.1 Water Diffusion Coefficient

During experiments for determining the diffusion coefficient of water in the electrolyte membrane,

the current flow is zero. Therefore, the governing equations for the electrolyte reduce to

-1

xH30+ 1

VA

A/‘HQO el € + oo Vazgio, (6.3)
ClelHy0+ —H0,0,e HoO—s,0,e

where the volume-averaging operator, ( )*, has been omitted for the concentration and mole frac-
tions. In Equation (6.3), the only unknown is Dp,0—s.
The water diffusion models in the published literature use a Fickian diffusion equation with the

hydration gradient as the driving force for water diffusion [122]:

<NH20> JPMAL Dy rVYZ, (6.4)

where the density of the polymer matrix, pys, is 2 g/cm? and the molecular weight of the polymer
matrix, My, is 1100 g /mole. The operator, ( ), represents the volume average, not intrinsic average,
and thus represents the molar flow rate of water divided by the total cross-sectional area of the
electrolyte: both polymer matrix and liquid pore. In Equation (6.3), N HQO represents the molar
flow rate of water divided by the cross-sectional area of the liquid filled pores only.

Several diffusion coefficients, D,, r, have been proposed in the published literature, and Motu-
pally et al. [122] found that the best fit with experimental data occurs with

3.1 x 1073.Z [exp (0.28. %) — 1] ex 2436 0< <3
Doy = lexp ( ) — 1] exp (—239) | (6.5)

’ 417 x 10742 (161 exp (—L) + 1] exp (—243) 3< 2 <17

where D,, F is in units of cm?/s and 7T is in units of K.
For the same hydration gradient, the molar flux predicted by Equations (6.3) and (6.4) must

be equivalent. Comparing Equations (6.3) and (6.4), a relationship between Dy,0—s and Dy, p can
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be written as

+
xggo + ! (6.6)
€le eff eff ~ w,F'- .
cteDi0 —more  PHy0—ste 0L My

With further simplification, an explicit function for Dy,0—s¢. can be obtained:

. —1

5 1 er.e Mg 895220 1- x?éo (6.7)

HoO—s.0,c = B . .
207 Jee | puDup \ 02 cte DR ot 150,06

The values on the right-hand-side in Equation (6.7) are functions of membrane hydration. The
volume fraction of water in the electrolyte is given by Equation (4.40) and the mole fraction of
water can be determined as a function of hydration and temperature with Equation (4.58). The

derivative of mole fraction with respect to hydration is

01)2° o 104

Ry 68
where the derivative of the degree of dissociation with respect to hydration is
($+1)—2<17K—2)
O \/(”7“)2_43(1_1&%) ©9)
= . 6.9
CANN S

The relationship between the diffusion coefficient of water in the membrane as a function of
hydration for temperatures of 303, 333, and 353 K are illustrated in Figure 6.1. The diffusion
coefficient increases with increasing temperature, but the relationship between the diffusion coeffi-
cient and membrane hydration is complex. Starting at a membrane hydration of zero, the diffusion
coefficient increases to a maximum value at a hydration value of 3. Further increases in hydration
reduce the diffusion coefficient until a hydration of approximately 6 is reached. An increase in
hydration from 6 to full hydration results in an increase in the diffusion coefficient. Thus, the

diffusion coefficient has an absolute or local maximum at a hydration value of 3.
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Figure 6.1: The diffusion coefficient of water in the membrane as a function of hydration for
temperatures of 303, 333, and 353 K.

However, this maximum may not be a physical phenomena, but rather a function of the data
fitting technique used by Motupally et al. [122]. In the reference, the experimental expression for

D, r, Equation (6.5), was determined with

Oln(a)
Dyr=Duyr | m—F5 | 6.10
r= Do i) o1
where D,, ;1 was curve-fitted to the experimental data of Zawodzinski et al. [123]:
D,y =6.31 x 1077 (£ — 0.0209.£% — 0.501) . (6.11)

The units of D,, s is cm?/s. The derivative term in Equation (6.10) is referred to as the Darken

factor, and is expressed as

Jln(a <
o (E%)) = 207" (6.12)

Thus, in order to calculate D, r, the functional relationship between hydration and activity is

required. Motupally et al. [122] used the curve fit of Springer et al. [26]:

% =0.043 + 17.81G — 39.85a% + 36.0G°. (6.13)

140



CHAPTER 6. PARAMETER DETERMINATION FOR THE ELECTROLYTE MODEL

Darken Factor

Membrane Hydration

Figure 6.2: The Darken factor based on the electrolyte hydration function of (a) Springer et al.
[26] and (b) Futerko and Hsing [115]

The maximum of Figure 6.1 is due to the Darken factor. Figure 6.2 compares the Darken factor
based on the hydration function of Equation (6.13) with the Darken factor derived by using the
relationship of Futerko and Hsing [115], expressed as Equation (4.42). The temperature used to
create Figure 6.2 was 353 K. The Darken factor used by Motupally et al. [122] exhibits a maximum
value, while the Darken factor derived with the hydration function of Futerko and Hsing [115] shows
a constant decrease as a function of membrane hydration. If the Darken factor derived from the
function of Futerko and Hsing [115] is used, the diffusion coefficient of water in the membrane does
not show the same sharp increase in value shown in Figure 6.1, as illustrated in Figure 6.3. The
diffusion coefficient of water in the electrolyte based on the Darken factor of Futerko and Hsing [115]
has a significantly different functional dependency on membrane hydration than the one determined
from Motupally et al. [122]. Thus, the choice of hydration function and subsequent Darken factor
greatly affects the water diffusion coefficient. Since the function used by Motupally et al. [122]
agreed well with experimental data, the water diffusion coefficient illustrated in Figure 6.1 is used
for the model presented in this thesis. However, further study should be done on the effect of the

Darken factor on the diffusion of water in the electrolyte.
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Figure 6.3: The diffusion coefficient of water in the membrane as a function of hydration determined
with (a) the Darken factor originally used by Motupally et al. [122] and (b) the Darken factor
calculated with the hydration function of Futerko and Hsing [115]. The temperature is 353 K.

6.2 Hydronium Diffusion Coefficient

Several experimental studies for determining the conductivity of Nafion exist in the published
literature. However, one of the most comprehensive was the study of Sone et al. [124], where the
conductivity of the membrane was determined for temperatures ranging from 293 to 353 K and

membrane activities from 0 to 1. The conductivity was defined as

(6.14)

where the electrical conductivity was a function of the membrane activity. The conductivity data

was fitted with a third order polynomial:

k= a+bRH) + ¢(RH)? + d(RH)?, (6.15)

where RH is the relative humidity. Sone et al. [124] determined the conductivity for various tem-
perature and membrane heat treatments. In this thesis, the conductivity data for the N-form of

Nafion was used because the N-form was heat treated at 80°C; PEM fuel cells typically operate
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Table 6.1: The polynomial constants for the experimental conductivity data of Sone et al. [124].
Temperature (K) a (107! S/m) b (1072 S/m) c (10~* S/m) d (1075 S/m)

293 -19.8 16.6 -34.5 28.4
303 -8.01 6.72 -11.6 11.8
318 -1.75 1.45 0.0161 3.45
333 -3.41 2.73 -2.67 5.72
343 -1.56 1.21 1.01 3.95

at a temperature of approximately 353 K. The polynomial constants of Equation (6.15) for the
N-form Nafion are reproduced in Table 6.1. Sone et al. [124] correlated the electrical conductivity
to the relative humidity of the gas phase in equilibrium with the electrolyte. However, the electrical
conductivity should be a function of a property within the electrolyte, such as membrane hydration.
The relative humidity can be converted to membrane hydration with Equation (4.42).

In order to match this experimental data with the membrane model of this thesis research, the
governing equations for the membrane must be simplified in order to correspond to the experimental
conditions. No water concentration gradient exists within the membrane; thus, the water and

hydronium equations simplify to

H,0
0= ! B0 N0 — RO AT 7J\Q§ (6.16)
e D * et ’ '
£,e’HyO—HsO+ 4,e HyO—s,4,e
H301 H30+
T F 1 N
Le _ H>O H30+ H30+ H>O
— Ve = —— (eBONOT — a5 A0 4 o (6.17)
L,eH,0-H30+ L,e H3z0t—s,0,e

The only unknown constant in the above equations is the diffusion coefficient between hydronium

and the membrane, Deff

HsO+ —s.t.e° Using the relationship between current density and molar flux of

hydronium,

Je= e N7 (6.18)
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an expression for the conductivity from Equations (6.16) and (6.17) can be obtained:

Hz01
egyexeyg F?
_ 2T 1
K= H,07 T30 (6.19)
T xr
Le le
p;
HyO peff
Ty e . <c‘v8 HZO—H30+,e,e) i 1
¢y . Deft H,O71 Deft
£ Hy0-H50F t,e wy 3 1 H30t —s,0e

peff peff
e Hy0-H30F e HO—s.le

The conductivity of Equation (6.19) can be set equal to the conductivity of Sone et al. [124] for
the range of temperatures and water activity and the value of Dy,o+_5/. can be determined.

Equation (6.19) can be solved for Dy o+ _sg.:

H30t g2
D 1 ef,exg; F
20+ — =
H3Ot+—s,le e wRT
Sl B
HQO eﬁ’
n Ly e CZ’SDHQO—H30+,£,E 1 (6 20)
c Deff H30+ ’ '
L,eHy,0—H30% 4,e Tpe + 1
eff

Deff D
Ce 0 _Hz0+ e HyO—s,0e

where the electrical conductivity, k, is given by the polynomial relationships of Equation (6.15)
and Table 6.1. Figure 6.4 shows the value of Dy,o+_4 as a function of membrane hydration for
temperatures of 303, 333, and 353 K. As the temperature increases, the diffusion coefficient between

hydronium and the polymer matrix also increases.

6.3 Electro-osmotic Drag

With values for all of the diffusivities in the membrane model accounted for, the membrane model

can be further validated through the experimentally determined electro-osmotic drag. The electro-

144



CHAPTER 6. PARAMETER DETERMINATION FOR THE ELECTROLYTE MODEL

=
o
1

353 K 333 K

[ee)

303 K

Diffusion Coefficient
(mole/ms x 1079)
» o

N

2 4 6 8 10 12 14
Membrane Hydration

Figure 6.4: The diffusion coefficient for hydronium ions in the membrane as a function of membrane
hydration for temperatures of 303, 333, and 353 K.

osmotic drag coefficient for the current membrane model can be expressed as

Hy0 H;0t
N oo+ N 0

ng = (6.21)

H3Ot

N?

+ _1
wpe” ( wpe” 1 )
= : : + +1
eff eff eff :
CfveDHgotHQo,e,e nyeDHgo"ergO,Z,e DHQO—s,e,e

Using the diffusion coefficient values that were calculated in the previous sections, the electro-
osmotic drag coefficient can be calculated as a function of membrane hydration. Figure 6.5 shows
the calculated electro-osmotic drag coefficient as a function of membrane hydration for temperatures
of 303, 333, and 353 K. The electro-osmotic drag coeflicient ranges from a low value of 1 to a high
value of 1.16. This agrees well with the experimental values obtained by Zawodzinski et al. [79],
which found that the electro-osmotic drag was constant with a value of 1 for the entire range of
membrane hydrations when exposed to water vapor. If the value of the binary diffusion coefficient
between water and hydronium, Dy, o+_11,0, is increased by one order of magnitude, an almost exact
match between the experimental results of Zawodzinski et al. [79] and the current membrane model
can be obtained. However, in this thesis research, this is not done because some uncertainty exists
on the exact value of electro-osmotic drag; the values in Figure 6.5 may be within the experimental

error.
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Figure 6.5: Electro-osmotic drag coefficient as a function of membrane hydration for temperature
of 303, 333, and 353 K.

In this thesis research, the positive ion in the polymer electrolyte was assumed to be hydronium
(H3O™), but most other modeling studies assume that the charged species is a free hydrogen ion
(H'). The reason that H3O", and not H', was chosen as the positive ion is that for acid-base
reactions, standard chemical textbooks, such as Mahan and Myers [125], use hydronium for the
positive ion. The assumption that the charged ion is hydronium is further justified through the
comparison of the membrane model to the electro-osmotic drag data. Using a free hydrogen ion
in the electrolyte would result in an electro-osmotic drag coefficient that is much less than one;
hence, from the experimental electro-osmotic drag data, it can be concluded that the positive ions

are hydronium ions.

6.4 Comparison with Springer Model

Currently, most numerical studies of PEM fuel cells use the electrolyte model of Springer et al. [26]
to describe the transport of current and water in the polymer electrolyte. The mathematical model
of this thesis research used a novel electrolyte transport model; this section compares the electrolyte
transport model that is used in this thesis research (the “Thesis” model) to the commonly used
model of Springer et al. [26] (the “Springer” model).

Within the electrolyte, the Springer model states that current and water transport are governed
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by

Jo = —k, V., (6.22)

(N20) = —Dio0 YA+ %Je. (6.23)

where the transport properties of electrical conductivity (x), diffusion coefficient (Dy,0—.), and
electro-osmotic drag coefficient (n,4) are functions of the membrane hydration. The original values
of the electrical conductivity, diffusion coefficient, and electro-osmotic drag coefficient which were
presented in Springer et al. [26, 27] are generally not used by the recent mathematical models in the
published literature. Instead, models, such as Kulikovsky [64], use the same governing equations
as Springer et al. [26], but use values of electrical conductivity, diffusion coefficient, and electro-
osmotic drag coefficient from other experimental studies, such as Sone et al. [124], Zawodzinski
et al. [123], and Zawodzinski et al. [79].

In order to compare the Thesis and Springer models, the transport properties of both models
should be derived using the same experimental data. Thus, the electrical conductivity in Equa-
tion (6.22) is represented by the experimental data of Sone et al. [124] and Equation (6.15). The

diffusion coefficient for in Equation (6.23) is given by

wD
Diyo_ = 2wl (6.24)

My

where D,, p is defined by Equation (6.5). The electro-osmotic drag coefficient, ng, is set to the
value of one in order to correspond with the experimental data of Zawodzinski et al. [79].
For the Thesis model, the mass fluxes of water and hydronium are defined by Equations (4.34)

and (4.35). These equations can be converted to relationships similar to the Springer model:

AH30+ AH30+

€0, Do 1,0 €r,e Dy O+
Je = TZV%,E + TSV(I)& (6.25)
<NEZO> = QveﬁgzgvxiEO + 64,6ﬁg§8+vq}e, (626)
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Table 6.2: The values of D2 for a fully hydrated membrane at a temperature of 353 K.
Q@ 16} DI
H,O  H20 —6.27 x 10~* mole/m - s
H3OF  HO  -9.67 x 107° mole/m - V - s
H,O H30" 1.68 x 107 mole/m - s
H3OF H30" —2.19 x 107% mole/m - V - s

where the D terms are related to the Db of Equations (4.34) and (4.35) with

2 o+ MH O o+
Ho = ——3Dro (6.27)
(¥1s.)
H;0t
HilsOT _ 07 6.28
H30+ MH30+, ( )
. M
O H30t (@]
126 = 3 Dios (6.29)
(1)
H20O
P20, — “HaOF (6.30)

HyO+ —
3 Mu,0

The D2 can be either negative or positive. Using the diffusion coefficients that were determined in
this chapter, the values of DF can be calculated as functions of membrane hydration and temper-
ature. For a fully hydrated electrolyte at a temperature of 353 K, the valued of ﬁg are tabulated

in Table 6.2. All but one of the DS terms are negative, with the single positive coefficient being

H20
D0+

The Thesis model reduces to the Springer model if the current density does not depend on
the water gradient: ﬁg§8+ = 0. Thus, while the Springer model incorporates electro-osmotic
flow, which is characterized by fluid flow induced with a potential gradient, it does not include
the complimentary effect of the streaming potential, in which a potential gradient is induced by
fluid flow [105]. The effect of this assumption can be illustrated by simulating the one-dimensional
membrane shown in Figure 6.6. The electrolyte layer of Figure 6.6 has no-flux boundary conditions
in the = direction, and specified potential and hydration in the y direction. The anode potential and

hydration are denoted by ®.|, and .Z|,, respectively, while the cathode potential and hydration
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Figure 6.6: One-dimensional membrane simulation for comparing the Thesis and Springer models.

are denoted by ®.|. and .Z|..

The Thesis and Springer models are applied to the problem of Figure 6.6 with two different
sets of boundary conditions, For both sets of boundary conditions, or cases, the temperature is
353 K. In the first set of boundary conditions, the membrane hydration is set to 11 at both the
anode and cathode boundaries; a membrane hydration of 11 corresponds to a relative humidity
of 100%. Thus, no water concentration gradient exists across the membrane for case 1, but a
potential gradient does exist, with the anode potential being set to 0.1 V and the cathode potential
grounded at a value of 0 V. Case 2 has both a concentration and potential gradient. The potential
boundary conditions are the same between cases 1 and 2. At the cathode side of the electrolyte, the
membrane hydration is set to 11, but at the anode side of the electrolyte, the membrane hydration
is set to 3.5, which corresponds to the hydration if the membrane is in equilibrium with a gas with
50% humidity. Since water is produced in the cathode and water is consumed in the anode, case 2
approximates the conditions occurring within a PEM fuel cell.

For both cases, the current density and total water molar flux are compared in Table 6.3. For
the Springer model, the total molar flux of water is given by Equation (6.23), but for the Thesis
model, the total molar flux of water must include the water contained in the hydronium ion:

H>O

J
_ H20 Je
20| = (WO + 3. (6.31)

For case 1, the Thesis and Springer models yield similar values for current density and total water
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Table 6.3: Comparison between the Thesis and Springer electrolyte models.

Thesis Model Springer Model Difference
Current Total Current Total Current Total
Density Water Flux Density Water Flux Density Water Flux
Case (A/m?) (mole/m?-s)  (A/m?) (mole/m? - s) (%) (%)
1 -348x10° -4.07x10"2 -3.49x10% -3.62 x 1072 0.3 12
2 -1.51x10% 1.82x1072 -1.04 x 10> -9.34 x 1073 31 151

flux. If the difference between the Thesis and Springer model outputs are quantified as

Thesis Value — Springer Value
Thesis Value

Difference = x 100%, (6.32)

then the difference for the current densities is less than 0.3% and 12% for the total water flux. The
current densities between the Thesis and Springer models match well because they are both based on
the same experimental data. Since there is no concentration gradient within the electrolyte in case
1, the equations for the flux of charged species for the Thesis and Springer models become equal.
However, the predicted total water flux is larger for the Thesis model than for the Springer model
because the Springer model uses an electro-osmotic drag coefficient of 1, while the electro-osmotic
drag coefficient for the Thesis model ranges from 1 to 1.12, as shown in Figure 6.5.

While case 1 shows minor discrepancies between the Thesis and Springer models, case 2 shows
a large difference between both the predicted current densities and total water flux. The current
density predicted from the Thesis model is significantly larger than the prediction from the Springer
model; the difference is approximately 31%. This difference in current density comes from two
sources. The first source is the influence of the mole fraction gradient term in Equation (6.25). The

mole fraction gradient term is

AHLOF
€e,eDI}{I§8 20 _ (positive)(positive)

7 te 7

(negative) = negative;

thus, the mole fraction gradient is beneficial for the current density and the current density from

the Thesis model is greater than that of the Springer model.
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Figure 6.7: The membrane hydration predicted by the Thesis and Springer models for case 2.

The second factor influencing the larger predicted current density in the Thesis model is the
difference in water flux between the two models. For the boundary conditions described in Sec-
tion 6.1, in which the current density is zero but a water concentration gradient exists, both the
Thesis and Springer models would predict the same total water flux. This is due to both models
being based on the same experimentally derived diffusion coefficient, Equation (6.5). However, in
the presence of a potential gradient, the water flux predictions from both models diverge. In the
Thesis model, the direction of the water flux is from the cathode to the anode, while the Springer
model predicts that the water flux is from the anode to the cathode. Therefore, the Thesis model
predicts that the water concentration gradient has a greater influence on water motion than the
Springer model if a potential gradient is present.

The different water flux values between the two models affect the predicted current density
through the value of membrane hydration. The predicted membrane hydrations from both models
are illustrated in Figure 6.7. Throughout the membrane, the Thesis model predicts a larger mem-
brane hydration than the Springer model. Since the resistance to charge transport decreases with
increasing hydration, the predicted current density is larger for the Thesis model than the Springer

model.
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Therefore, there are similarities and differences between the electrolyte transport model used in
this thesis and the commonly used model of Springer et al. [26]. The Springer model can be derived
from the Thesis model if the effect of concentration gradient on current transport is neglected. If
the current density is zero, both models will predict the same amount of water transport from a
water concentration gradient. Also, if no water concentration gradient exists within the electrolyte,
both models predict the same current density if a potential gradient is applied across the membrane.
As well, the predicted total water flux under these boundary conditions is similar. However, the
predictions of the two models are significantly different for boundary conditions that include both
water concentration and potential gradients. The Thesis model predicts a larger current density
than the Springer model and the water flux due to the concentration gradient is predicted to be
larger by the Thesis model than the Springer model. This discrepancy is significant because under
fuel cell operation, both potential and concentration gradients exist within the polymer electrolyte
layer. Thus, the use of the Springer model, with the assumption that concentration gradients are
insignificant for current transport, may not be justified for modeling the polymer electrolyte in a

PEM fuel cell.

6.5 Summary

The thesis research used a transport model for water and ions in the polymer electrolyte that was
based upon the Generalized Stefan-Maxwell equations. As a result, values for the diffusion coeffi-
cients were not available from the published literature and had to be determined from published,
experimental data for membrane water diffusion and conductivity. Using these diffusion coeffi-
cients, the electrolyte model was further validated by comparing the model output with published
data for the phenomena of electro-osmotic drag. Good agreement was obtained between the model
and the experimental, electro-osmotic drag data.

The electrolyte model used in this thesis research was compared with the semi-empirical model

that was commonly used in published, PEM fuel cell modeling studies. The electrolyte model in
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this thesis reduced to the semi-empirical model if charge transport due to concentration gradients

was neglected. By ignoring charge transport via concentration gradients, the semi-empirical model

under-estimated the current density, when compared to the transport model used in this thesis.
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Chapter 7

Results and Discussion

A mathematical PEM fuel cell model can illustrate the physical phenomena occurring within a
PEM fuel cell. This is significant because direct measurement of quantities such as velocity or
concentration within all layers of a PEM fuel cell is impossible, due to the thinness of the layers.
Therefore, this chapter highlights some of the processes that the current PEM fuel cell model
illustrates.

In order to examine the processes occurring within a PEM fuel cell, values for the boundary
conditions and design parameters are required. These values are obtained from a previously pub-
lished experimental investigation of PEM fuel cell performance [126]. For the boundary conditions
and design parameters chosen from the experimental investigation, the number of control volumes
required for the mesh and the convergence criteria are determined. Then, the gas phase velocity,
species mass fluxes, and reactant concentrations are examined, as well as the mass flux, current,
and potential distribution within the polymer electrolyte. First, however, the numerical method is

validated against another CFD computer code.
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Figure 7.1: Test case for validating the numerical procedure.

7.1 Validation

The numerical procedure outlined in the previous chapter was implemented using the computer
language of C++. During implementation, the possibility exists that errors could be introduced into
the subroutines, which would affect the values of velocity, pressure, partial density and potential.
Therefore, the mathematical model developed for this thesis research was compared with a CFD
code that was available from Ferziger and Perié¢ [120]. Ferziger and Perié¢ [120] used a similar grid
structure and solution method as the current model, and thus the results generated by the two
computer programs should be identical for the same test case. The test case chosen was lid-driven
cavity flow, since the code of Ferziger and Peri¢ [120] was designed to illustrate such a flow problem.
This test case is illustrated in Figure 7.1. The cavity configuration was square, with each side being
1 mm, and the mesh was 4 x 4 control volumes. The velocity of the lid was 1 m/s and the fluid
has a constant density and viscosity of 1 kg/m? and 1 x 107® Pas. The u velocities of the thesis
research and the program of Ferziger and Peri¢ [120] were compared and are tabulated in Table 7.1.
As can be seen in the table, the = direction velocities match perfectly; similar results occur if the

y direction velocity and pressure are compared. Therefore, from these results, it can be concluded

155



CHAPTER 7. RESULTS AND DISCUSSION

Face Number Thesis Code (m/s) Ferziger and Peri¢ [120] (m/s)

5 —3.98 x 1072 —3.98 x 1072
6 —6.05 x 1072 —6.05 x 1072
7 —4.18 x 1072 —4.18 x 1072
8 1.42 x 1071 1.42 x 101
9 —6.91 x 1072 —6.91 x 1072
10 —9.46 x 1072 —9.46 x 1072
11 —5.47 x 1072 —5.47 x 1072
12 2.18 x 1071 2.18 x 1071
13 —5.95 x 1072 —5.95 x 1072
14 —7.53x 1072 —7.53 x 1072
15 —3.37x 1072 —3.37 x 1072
16 1.68 x 101 1.68 x 101

Table 7.1: The comparison between the thesis research code and that of Ferziger and Peri¢ [120]
for lid driven cavity flow: z direction velocity.

that the numerical procedure is free from errors.

7.2 Model Input Parameters

Comparing the model with experimental data is challenging because the current model does not
include liquid water transport in the electrode backing layers and gas flow channels. Therefore, the
model must be compared against data that is not undergoing liquid water flooding. One way to
avoid data influenced by liquid water flooding is to use experimental data that is gathered under
high stoichiometry or flow rate conditions. The high flow rate allows for the removal of liquid water
from the cells by the flow in the gas flow channels. The stoichiometry is defined as

N, -
Nl reaer '

react

St =

where N g }in is inlet molar flow rate of reactant o and N’ i ‘r is the rate of species o consumption.

eact

From Faraday’s law, the anode and cathode rates of consumption are related to the cell current

density

Hy anode . JAceu 79
g‘rcact_zy’ ()
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Table 7.2: The operating conditions for the high stoichiometry data from Mughal [127].

Parameter Value

Outlet Pressure 1 atm

Cell Temperature 343 K

Anode Reactants Hydrogen with 100% Humidity
Cathode Reactants Air with 100% Humidity
Anode Stoichiometry 3

Cathode Stoichiometry 5

Cell Voltage 0.8V

Cell Current Density 220 A /m?

05 ‘cathode . JAceu '

g =

react AF (73)

As the cell stoichiometry is increased, the cell current density increases but eventually plateaus
such that further increases in stoichiometry no longer affect the current density.

Another operating condition that would minimize water flooding is the operation at high cell
voltages and low current densities. Since the amount of water produced in the fuel cell is pro-
portional to the current density, a low current density would produce a smaller amount of liquid
water. Therefore, the model is compared against experimental data that has been gathered under
the operating conditions of high stoichiometry and low current density.

Such an experimental study has been undertaken in Mughal [127] and Mughal and Li [126],
which produced several polarization curves at different operating conditions using a single 50 cm?
fuel cell. The operating conditions chosen for the comparison to the mathematical model are shown
in Table 7.2. During the experiments, the cell exhausted to atmospheric pressure and operated at
a temperature of 343 K. Fully humidified hydrogen was supplied at a stoichiometry of 3 to the
anode, while the cathode of the cell was supplied with fully humidified air at a stoichiometry of 5.
At these operating conditions, the cell potential was 0.8 V and the current density was 220 A /m?2.
The operating conditions listed in Table 7.2 translate into boundary conditions that are illustrated
in Figure 7.2

In addition to the boundary conditions, the mathematical model also requires the design pa-
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Outlet Outlet
Pressure: P =1 atm Pressure: P =1 atm

Zero Flux Zero Flux Zero Flux

‘Wall
Potential: ¢4, =0V

Wall
Potential: ¢4, = 0.8 V

x
Zero Flux
Yy
Anode Inlet Cathode Inlet
Inlet Reynolds Number:  Rese = 200 Inlet Reynolds Number: Rese =200
Dry Gas Composition: 100% Hso Dry Gas Composition:  21% O2/79% Na
Relative Humidity: 100% Relative Humidity: 100%

Figure 7.2: The boundary conditions used for comparing the mathematical model with experimental
data.
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Figure 7.3: The design parameters required for the PEM fuel cell model.

rameters of the experimental cell. The parameters required for the simulation are illustrated in

Figure 7.3. Since each layer has a distinct structure, the design parameters can be grouped ac-

cording to the relevant layer. The anode and cathode layers are identical; hence, the same design

parameters apply to the gas flow channels, electrode backing and catalyst layers on the anode

and cathode sides. For the gas flow channels, the thickness of the flow channel is required for

the mathematical model. The thickness, volume fraction of the gas phase, and the permeability

are the design parameters associated with the electrode backing layer. The catalyst layers have

several design parameters associated with them. As with the other layers, the thickness is required.

The catalyst layer contains a three phase mixture of solid, gas and electrolyte; thus, the volume
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Table 7.3: Catalyst surface area per unit mass of catalyst (As) as a function of mass ratio of
platinum to carbon support (fpy) [128]

fPt As (m2/g)

0.1 140
0.2 112
0.3 88
0.4 72
0.6 32
0.8 11
1 28

fractions of gas and electrolyte are needed for the simulation, as well as the permeability. The
platinum loading of the catalyst is also a key parameter, as well as the catalyst composition, which
is the mass fraction of platinum in the platinum/carbon support mixture. The platinum loading
and the catalyst composition are used to calculate the reactive surface area per unit volume in the

catalyst layer:

Ay = : (7.4)

where A; is the catalyst surface area per unit mass of catalyst and is related to the mass ratio
of platinum to carbon support according to Table 7.3 [128]. The electrolyte layer has only one
independent design parameters: the thickness.

The design parameters used for the comparison to the experimental data are listed in Table 7.4.
The thickness of the gas flow channel was measured from the experimental cell to be 1 mm, while
the thickness of the electrode backing layer was specified as 2.03 x 10~* m by the cell manufacturer.
The volume fraction of the gas and the permeability were not specified, and had to be estimated
from an earlier study [129]. Only two of the design parameters in the catalyst layer were specified
by the manufacturer: the catalyst loading of 1 mg/cm? and the mass ratio of platinum in the solid

catalyst of 0.2. These two parameters can be used to relate the porosity and thickness:

1 1- fPt) mpt
cg=1—[—+ , 7.5
: <PPt feipc ) da (7.5)
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Table 7.4: The design parameters used for comparing the mathematical model with experimental
data.

Layer Parameter Value
Gas Flow Channel Ofc 1x1073 m
Electrode Backing Layer Oeb 2.03 x 107* m
€g 0.5
K 1.76 x 107! m?
Catalyst Layer Oel 2.55 x 107° m
€g 0.1
€e 0.1
K 1.76 x 10~ m?
mpy 1 mg/cm?
Ipt 0.2
Polymer Electrolyte Layer Ocl 1.64 x 107%* m
Channel Length Len 1x103 m
Anode and Cathode Plus Ex- Lpus 1x1072m

tensions

where € is the void fraction of the catalyst layer, pp; is the density of platinum and p¢ is the density
of carbon. Therefore, the void fraction was arbitrarily set to 0.2, which allowed the thickness to
be calculated as 2.55 x 107° m. The void space was assumed to consist of an equal volume of
electrolyte and gas. The polymer electrolyte used was Nafion 115; thus, the thickness of the layer
was taken from Baschuk and Li [12].

The length of the fuel cell gas flow channels in the experimental cell was 7.5 cm. However,
this length could not be used in the mathematical model because it was too long; convergence
of the numerical procedure would be too time consuming. Since the data was gathered under
high stoichiometry conditions, the reactant concentrations would not vary significantly along the
channel. Thus, a small channel length could be reasonably used to simulate the experimental
data. Therefore, a channel length (L) of 1 mm was used for the simulations, with outlet channel

extensions of 1 cm (Lplys)-
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7.3 Grid Independent Solution

Before the mathematical model can be compared to the experimental data, the number of grid
points required for a grid independent solution must be determined. The mesh used for the com-
parison between the mathematical model and experimental data is illustrated in Figure 7.4. The
number of control volumes is specified for each layer of the PEM fuel cell and the grid spacing
within each layer is uniform. The number of control volumes in the x direction for the anode
and cathode gas flow channels is denoted by NJ, while the number of control volume used for

the anode and cathode plus extensions is denoted by N7 . For the anode and cathode electrode

plus*
backing layers, the number of control volumes in the y direction are Né”b7 , and Neyb’ o> respectively.
Similarly, Ngl’a and NCyL . denote the number of control volumes in the y direction for the anode
and cathode catalyst layers. The number of y direction control volumes for the polymer electrolyte
layer is represented by N¢. Although the number of control volumes in the y direction can be

different for the anode and cathode sides of the PEM fuel cell, in practice the same values are used

for both sides:

nyc = Nfzéa = Nf?é&, (7.6)
Ngb = Ngb,a = Ngb,w (7.7)
Ncy1 = Néia = Né’hc. (7.8)
Therefore, the total number of control volumes used for the simulation, Nioal, is
Niotal = NG, [2 (NE, + N4 + NY) + NY| + 2NN (7.9)

Determining the number of grid points required for an accurate solution was done using two
steps. For the first step, only the cathode gas flow channel was simulated, and the length of the
channel was set at Lg, = 5 cm, while the thickness remained the same as in Table 7.4. The aspect

ratio of the control volumes was taken as one; hence, A = Ax = Ay. Hence, if the number of
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Nit.e (h) (i)
Ncmh : Nglus

Figure 7.4: The mesh used for the comparison between the mathematical model and experimental
data. The regions are the (a) anode gas flow channel, (b) anode plus extension, (c) anode electrode
backing layer, (d) anode catalyst layer, (e) polymer electrolyte layer, (f) cathode catalyst layer, (g)
cathode electrode backing layer, (h) cathode gas flow channel, (i) cathode plus extension. Note
that the figure is not drawn to scale.
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Figure 7.5: The effect of the number of control volumes on the error in the pressure drop.

control volumes in the y direction was specified, the number of control volumes in the = direction

became

Len
0= 56 Nfzé (7.10)
fc

In order to determine the number of control volumes required for the grid-independent solution,
the pressure drop along the channel was calculated for various values of Nfzé for an inlet Reynolds
number of 200. Figure 7.5 shows the pressure drop error for Nfz of 4, 8, and 16. The number of
control volumes in the y direction was determined from Equation (7.10). The error was calculated
as

APy — APy

1 A1
ADox ‘x 00%, (7.11)

error — ‘

where APy is the pressure drop along the length of the channel for N/ = N and AP,y is the
pressure drop associated with Nfzé = 2N. The error is approximately 0.2% for a Nfzé of 16; hence, a

grid spacing of 0.0626 mm ensures a grid independent solution for the channel.
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Figure 7.6: The effect of the number of control volumes on the error in the current density.

In the second step of finding the number of control volumes required for a grid independent so-
lution, the number of y direction control volumes for the electrode backing, catalyst, and electrolyte
layers was determined. The entire PEM fuel cell was simulated with the boundary conditions listed
in Figure 7.2. For the design parameters listed in Table 7.4, the same number of control volumes

in the y direction were used for the electrode backing, catalyst and electrolyte layers:
NY = N4 =NY=NV. (7.12)
Figure 7.6 illustrates the effect of increasing the number of control volumes, N¥, on the current

density in the solid phase. The error in the current density is defined as

Jony — JIn

error =
Jon

‘ x 100%, (7.13)

where Jp is the current density for cell for NY = N and Joy is the current density corresponding
to N¥ = 2N. From Figure 7.6, the grid independent solution occurs when N > 32.

Thus, the number of control volumes required for a grid independent solution was obtained
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Table 7.5: The number of control volumes required for a grid independent solution.

Number of y direction control Nfg(/;,a = Nfgj;c =16

YO NY O NY — NY — _
volumes Neb,a = Neb,c - Ncl,a - Ncl,c - Ngc =32
Number of z direction control =16
volumes plus = 160

using two steps. The first step determined the grid spacing required in the gas flow channels, while
the second step found the number of control volumes needed in the electrode backing, catalyst and
polymer electrolyte layers. For the PEM fuel cell with the design parameters listed in Table 7.4, the
number of control volumes required are listed in Table 7.5. The total number of control volumes

used for the simulations is 8192.

7.4 Convergence Criteria

The iterative solution procedure ends when the residuals are below the convergence criteria (tol)
and the choice of tol was influenced by the error in the gas phase density. The conservation of
species in the gas phase are solved for the partial density. However, the total gas density, which is

used in the conservation of mass and momentum equations, is calculated using the ideal gas law:

P

where the gas constant, R, is a function of the gas composition through the mass fractions. The

mass fractions are determined from the partial densities:

(o'
[o Pg

wy = .
Zﬁ Pg

(7.15)
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Figure 7.7: The effect of convergence criteria on the error in the partial density of oxygen.

If the conservation of mass, momentum, and species are solved exactly, then the partial density of

a gas species would be

o

o = w50, (7.16)

However, since tol is not equal to zero, an error exists, which can be defined as

(8% (0%
pg - wgpg
(6%

x 100% (7.17)
Pg

error =

By decreasing the convergence criteria, the error of Equation (7.17) can be decreased. Figure 7.7
illustrates the effect of the convergence criteria, tol, on the partial density error for oxygen in the
cathode. The error decreases rapidly with lower tol, with a tol of 1 x 10~8 resulting in a density

error of less than 0.1%. Therefore, the convergence criteria was chosen to be 1 x 1078,
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Figure 7.8: Current density as a function of (4, .

7.5 Comparison to Experimental Data

Using the boundary conditions shown in Figure 7.2, the design parameters listed in Table 7.4, the
number of control volumes tabulated in Table 7.5, and the convergence criteria of 1 x 1078, the
mathematical model was compared to the experimental data of Table 7.2. The current density pre-
dicted by the mathematical model was compared to the experimental current density of 220 A /m?2.
However, the resulting current density exceeded that of the experimental data. One possible ex-
planation for this discrepancy is that the reactive surface area of the real PEM fuel cell is lower
than the result of Equation (7.4). Therefore, the reactive surface area was reduced by multiplying

by a factor, (a,:

Ay = Ca, Ay, (7.18)

where A, is the reactive surface area per unit volume calculated by Equation (7.4). The current
density at a cell voltage of 0.8 V as a function of (4, is illustrated in Figure 7.8. Examining the

figure, the current density is a logarithmic function (4,. In order to obtain a current density of
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220 A/m?, the value of (4, should be 6.5 x 1072, If this value is used in a simulation, then the
output current density of the model is 217 A/m?; thus, the model matches the experimental data.
Adjusting the reactive surface area per unit volume to match the experimental data can be justified.
Equation (7.4) determines the reactive surface area per unit volume for the void space. However,
it does not take into account the effect of the three phase boundary. In order for a reaction to
occur, both the gas, electrolyte and solid phase must be in contact. Therefore, a large reduction in

reactive surface area from the ideal case is reasonable.

7.6 Transport Phenomena Within the PEM Fuel Cell

A mathematical PEM fuel cell model allows for the study of the processes occurring within the fuel
cell. For the boundary conditions and design parameters of Section 7.5, the processes occurring
within the gas, solid, and liquid phase within the electrolyte are examined in this section. The
bulk motion of the gas phase is examined in Section 7.6.1. Within the gas phase, the transport
of hydrogen, in the anode, and oxygen, in the cathode is explored in Sections 7.6.2 and 7.6.3.
Section 7.6.4 presents the transport of liquid water in both the gas phase and liquid phase of the
polymer electrolyte pores. Charge transport, both due to electrons in the solid phase and hydronium
ions in the electrolyte, are examined in Sections 7.6.5 and 7.6.6, respectively. The distribution of
reaction rate in the catalyst layers is explored in Section 7.6.7. Finally, the effect of channel length

on the water content and performance of a fuel cell is shown in Figure 7.6.8

7.6.1 Bulk Gas Phase Transport

The bulk flow of the gas phase can be illustrated through the use of the stream function:

o 0
- = 7.19
) Ug By Yg (7.19)

where 1) is the stream function and a contour plot of 1 results in the streamlines of the flow [130].

The streamlines of the numerical simulation are illustrated in Figure 7.9. In the anode side of the

169



CHAPTER 7. RESULTS AND DISCUSSION

s -
N - >
Anode Gas [ i >‘ >‘
Flow Channel ; ; ;
Anode
Electrode —
Backing Layer
Anode B
Catalyst Layer
Polymer
Electrolyte [
Layer
Cathode B
Catalyst Layer
Cathode
Electrode —
Backing Layer
— 5 >
Cathode Gas | > > >
Flow Channel > > >
— > >
0 0.25 0.5 0.75
X
Lch

Figure 7.9: The gas phase streamlines in the PEM fuel cell
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cell, the streamlines show that the gas phase is transported from the gas flow channels, through
the anode electrode backing layer, and into the anode catalyst layer. The gas phase does not exist
in the polymer electrolyte layer; hence, no streamlines are present. In the cathode side of the cell,
the gas phase travels through the cathode catalyst and electrode backing layers before entering
the cathode gas flow channel. Thus, the streamlines show that a net mass transfer occurs between
the anode and cathode sides of the PEM fuel cell. The loss of mass in the anode and gain in the

cathode can be explained by examining the electro-chemical reactions:

1
§H2 + H,O0 = H30+ +e Anode

1 3
ZOQ +H;0T +e = §H20 Cathode

where the anode and cathode reactions are expressed on a per mole of hydronium basis. If only
hydronium is transferred through the polymer electrolyte layer, the mass produced per mole of

hydronium is

1 - ~
AM,pode = —5 M, — M0 = —1.903 x 1072 kg/mole, (7.20)
3 - 1.~
AM athode = 5 M0 — 7Mo, = 1.903 x 1072 kg/mole, (7.21)

where AManode and AMcathode are the mass production per mole of hydronium in the anode and
cathode catalyst layers, respectively. Thus, the transfer of the hydronium ion across the polymer
electrolyte layer results in loss of mass in the anode and a gain of mass in the cathode catalyst
layers.

The magnitude of the velocity in each layer of the PEM fuel cell is illustrated in Figure 7.10.

Figure 7.10 shows the magnitude of the phase-averaged velocity, which is defined as

Velocity Magnitude = \/(<ug>*)2 + ((vg>*)2, (7.22)
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Figure 7.10: The magnitude of the phase-averaged, bulk gas phase velocity the PEM fuel cell
at ©/Lcg, = 0.5. The y direction has been normalized such that the cathode gas flow channel
corresponds to (0 < y < 1), the cathode electrode backing layer corresponds to (1 < y < 2), the
cathode catalyst layer corresponds to (2 < y < 3), the polymer electrolyte layer corresponds to
(3 <y < 4), the anode catalyst layer corresponds to (4 < y < 5), the anode electrode backing layer
corresponds to (5 <y < 6), and the anode gas flow channel corresponds to (6 <y < 7).

where u, and v, are the x- and y-direction gas phase velocities, respectively. The velocity in the
electrode backing layers is approximately two orders of magnitude smaller than in the gas flow
channels. The porous media has a higher resistance to flow; hence, the velocity is smaller in the
porous media than in the gas flow channels. An increase in velocity occurs at the interface between
the electrode backing and catalyst layers. This increase in velocity is due to a change in porosity
between the two layers; from Table 7.4, the volume fraction of the gas phase in the electrode backing
layer is 0.5, while the catalyst layer has a smaller gas phase volume fraction of 0.1; Thus, if the

density of the gas phase is constant across the interface between the two layers, the velocities are

related with

Velocity Magnitude in Catalyst Layer _ €g|e1ectrode backing layer (7.23)

Velocity Magnitude in Electrode Backing Layer 69‘catalyst Jayer

Using the values in Table 7.4, the magnitude of the velocity in the catalyst layer should be approx-
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imately five times that in the electrode backing layer. This is in agreement with the results shown
in Figure 7.10. Also in Figure 7.10, the velocity magnitude in the cathode catalyst layer exhibits a
local minimum near the catalyst layer/polymer electrolyte interface. This is due to the directional

change of the mass flux of water, which is examined in more detail in Section 7.6.4.

7.6.2 Hydrogen Transport

For the gas phase species, the total mass flux is the result of both convection and diffusion:

F' = egpgu+e,Ty, (7.24)

—_ [e% (6%
- Fc,g +Fd,g’

where F, and Fy, are the species mass flux due to convection and diffusion, respectively. The

stream function for the total mass flux can be defined as

a"(ﬂ _ o aj — _ L«
o = By Ey (7.25)

For hydrogen, the streamlines for total mass flux are illustrated in Figure 7.11. The streamlines
of total hydrogen mass flux show that hydrogen is transported from the anode gas flow channels
to the anode catalyst layers. If the diffusional flux of hydrogen was negligible, then the hydrogen
mass flux streamlines of Figure 7.11 would be identical to the streamlines of the bulk flow, which
are illustrated in Figure 7.9. However, the streamline patterns differ between the bulk flow and
total hydrogen mass flux, resulting in the conclusion that diffusional transport is significant in the
anode electrode backing and catalyst layers.

The streamlines for the diffusional flux of hydrogen are shown in Figure 7.12. In the anode
electrode backing and catalyst layers, the diffusional flux is in the opposite direction than both the
total hydrogen mass flux and the convective velocity. Since the reaction requires hydrogen to be

supplied to the anode catalyst layer, diffusion acts to hinder the electro-chemical reactions. The
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Figure 7.11: The streamlines for the total mass flux of hydrogen in the PEM fuel cell
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Figure 7.12: The streamlines for the diffusional mass flux of hydrogen in the PEM fuel cell
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diffusional flux is proportional to the mass or mole gradient:
« (6% «
Jy x —Vwy x =V,

Therefore, since the direction of the diffusional flux is from the anode catalyst layer to the anode
electrode backing layer, the mole and mass fractions of hydrogen must higher in the anode catalyst
layer than the electrode backing layer. The increase in mass fraction of hydrogen from the gas flow
channels to the anode catalyst layer is illustrated in Figure 7.13. Figure 7.13(a) shows the two-
dimensional mass fraction distribution, while Figure 7.13(b) shows the mass fraction distribution
for a constant /Ly, of 0.5. Both figures show a significant decrease of hydrogen mass fraction from
the anode catalyst layer to the anode gas flow channel. The mass fraction is larger in the catalyst
and electrode backing layers, while in the gas flow channel, the mass fraction is nearly constant,
only increasing near the electrode backing layer/gas flow channel interface. The concentration of
hydrogen also increases, as illustrated in Figure 7.14. Figure 7.14(a) shows the two-dimensional
distribution, while Figure 7.14(b) shows the concentration distribution for a constant x/L, of 0.5.

Thus, although hydrogen is consumed, the mass fraction increases. The increase in mass fraction
is due to the nature of the electro-chemical reactions, and can be explained by considering the test
problem illustrated in Figure 7.15. A tube of length L is illustrated in Figure 7.15. At the inlet of
the tube, hydrogen and water are supplied, while at the outlet of the tube, hydrogen and water are
removed in a molar ratio of 1:2: for every one mole of hydrogen removed, two moles of water are
also removed. This rate of removal is equivalent to the reaction stoichiometry of the anode catalyst

layer. The bulk velocity in the tube is

Pgug:F;h’ +F9HQO|1::L

=L

= (MH2 4 2MH20) , (7.26)

where r is the molar flux of hydrogen at x = L. The conservation of hydrogen in the tube results
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Figure 7.13: The mass fraction of hydrogen in the anode gas flow channel, electrode backing
layer and catalyst layer. The y direction has been normalized such that the anode catalyst layer
corresponds to (4 <y < 5), the anode electrode backing layer corresponds to (5 <y < 6) and the
anode gas flow channel corresponds to (6 <y < 7). The (a) two-dimensional distribution and the
(b) one-dimensional distribution at z/L¢, = 0.5 are shown.
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Figure 7.14: The concentration of hydrogen in the anode gas flow channel, electrode backing
layer and catalyst layer. The y direction has been normalized such that the anode catalyst layer
corresponds to (4 < y < 5), the anode electrode backing layer corresponds to (5 < y < 6) and the
anode gas flow channel corresponds to (6 <y < 7). The (a) two-dimensional distribution and the
(b) one-dimensional distribution at z/L¢, = 0.5 are shown.
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Figure 7.15: Test problem for explaining the hydrogen mass fraction gradient in the anode catalyst
layer.

in
9 ( Ho Ha) _
— (pgtigwg +J,%) =0. (7.27)
Integration of Equation (7.27) yields
pgugcu;I2 + JQHQ = rMg,. (7.28)

Since the gas mixture in Figure 7.15 is binary, the diffusive flux can be expressed as Fick’s law.
Additionally, since the convective velocity is defined by Equation (7.26), the mass gradient of
hydrogen is

8@?2 r

- H2(M NI )—M} 7.29

Therefore, the gradient of hydrogen mass fraction will be positive if

~

H2 > MH2

A ATy (7-30)
g ]\1H2 + QMHQO

> 0.053.

Since the mass fraction of hydrogen in the anode side is greater than 0.2, hydrogen oxidation results

in an increase in mass fraction for hydrogen.
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Figure 7.16: The streamlines for the total mass flux of oxygen in the PEM fuel cell
7.6.3 Oxygen Transport

Although oxygen is consumed, water is produced in the cathode catalyst layer. Thus, the bulk gas
flow exits the cathode catalyst layer to the cathode electrode backing layer and gas flow channel,
as shown in Figure 7.9. However, oxygen must travel from the gas flow channel to the cathode
catalyst layer, as illustrated by the streamlines for the total mass flux of oxygen which are shown in
Figure 7.16. The direction of oxygen transport in Figure 7.16 is opposite to that of the bulk flow.
Therefore, the transport of oxygen from the gas flow channel to the reaction sites in the cathode
catalyst layer is due to diffusion.

The diffusional flux of oxygen is driven by mass or mole fraction gradients and Figure 7.17 illus-
trates the mass fraction of oxygen in the cathode gas flow channel, electrode backing and catalyst
layers. Figure 7.17(a) shows the two-dimensional mass fraction distribution, while Figure 7.17(b)
shows the mass fraction distribution for a constant x/L, of 0.5. Both figures show a significant

decrease of oxygen mass fraction from the cathode gas flow channel to the cathode electrode back-
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Figure 7.17: The mass fraction of oxygen in the anode gas flow channel, electrode backing layer
and catalyst layer. The y direction has been normalized such that the cathode gas flow channel
corresponds to (0 < y < 1), the cathode electrode backing layer corresponds to (1 <y < 2) and
the cathode catalyst layer corresponds to (2 < y < 3). The (a) two-dimensional distribution and

the (b) one-dimensional distribution at x/Lq, = 0.5 are shown.
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ing layer. The magnitude of the mass fraction gradient is larger in the electrode backing and
catalyst layers, while the gradient in the gas flow channel is zero except near the gas flow chan-
nel/electrode backing layer interface. Also, the oxygen mass fraction gradient becomes zero at the
cathode catalyst layer/polymer electrolyte layer interface because the electrolyte is impervious to
the gas phase. The distribution of oxygen molar concentration follows that of the mass fraction
and is illustrated in Figure 7.18. The two- and one-dimensional concentration distributions are
shown in Figure 7.18(a) and Figure 7.18(b), respectively. The decrease in oxygen concentration has
a negative effect on fuel cell performance, since the rate of electro-chemical reaction is proportional

to oxygen concentration.

7.6.4 Water Transport

Water exists both in the gas phase and the pores of the polymer electrolyte. Thus, unlike hydrogen
and oxygen, water transport is continuous throughout the PEM fuel cell. The total water flux is

defined as
Fj20 = FjP0 4 F)2° (7.31)

where FgH2O and FZI;’O are the total mass fluxes of water in the gas and polymer electrolyte,
respectively. In the gas flow channels and electrode backing layers, the electrolyte phase is not
present and FZIEQO is zero, while the mass flux in the gas phase is zero for the polymer electrolyte
layer. Water is transported in both the gas and electrolyte within the catalyst layers.

The streamlines for the total water flux are illustrated in Figure 7.19. Due to the electro-
chemical reactions, water is consumed in the anode catalyst layer and produced in the cathode
catalyst layer. Water is drawn into the anode catalyst layer from the anode gas flow channel and
extracted from the cathode catalyst layer to the cathode gas flow channel. Thus, Figure 7.19 shows
that the direction of water flux in the electrode backing layers and gas flow channels is from the

anode to the cathode. However, the direction of water flux in the polymer electrolyte layer is from
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Figure 7.18: The concentration of oxygen in the anode gas flow channel, electrode backing layer
and catalyst layer. The y direction has been normalized such that the cathode gas flow channel
corresponds to (0 < y < 1), the cathode electrode backing layer corresponds to (1 <y < 2) and
the cathode catalyst layer corresponds to (2 < y < 3). The (a) two-dimensional distribution and

the (b) one-dimensional distribution at x/L., = 0.5 are shown.
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Figure 7.19: The streamlines of total water mass flux in the PEM fuel cell.
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Figure 7.20: The y direction water mass flux in the catalyst layers and polymer electrolyte layer at
x/Ley = 0.5. The y direction has been normalized such that the cathode catalyst layer corresponds
to (2 < y < 3), the polymer electrolyte layer corresponds to (3 < y < 4), and the anode catalyst
layer corresponds to (4 <y < 5).

the cathode to the anode, which is opposite to that in the electrode backing layers and gas flow
channels. In the catalyst layers, the water flux is in both directions.

The change in direction of the water mass flux in the catalyst layers and polymer electrolyte
is further illustrated in Figure 7.20. Figure 7.20 shows the y-direction total mass flux of water in
the cathode catalyst layer, polymer electrolyte layer, and anode catalyst layer. A negative mass
flux corresponds to water traveling to the cathode side of the fuel cell, with a positive mass flux
indicating that the direction of water transport is from the cathode to the anode. In most of the
PEM fuel cell, the y-direction water flux is negative, meaning that the flow direction is from the
anode to the cathode. However, in the polymer electrolyte layer and in the catalyst layers near the
catalyst layer/polymer electrolyte interfaces, the water mass flux changes direction and becomes
positive. This change in direction is responsible for the local minimum of velocity magnitude in
the cathode catalyst layer that is illustrated in Figure 7.10.

Water is produced in the cathode catalyst layer and consumed in the anode catalyst layer. If

the polymer electrolyte was impermeable to water, the direction of water flux would always be from
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Figure 7.21: The fraction of y direction water mass flux that is transported in the electrolyte at
x/Ley = 0.5. The y direction has been normalized such that the cathode catalyst layer corresponds
to (2 < y < 3), the polymer electrolyte layer corresponds to (3 < y < 4), and the anode catalyst
layer corresponds to (4 <y < 5).
anode to cathode. The water required for the anode reaction would be extracted from the anode
gas flow channel, while the water produced by the cathode catalyst layer would be removed by
entering the cathode gas flow channel. Instead, since the electrolyte is permeable to water, some
of the water required by the anode reaction can be supplied by the cathode reaction. However, the
resistance to water transport in the electrolyte is much larger than in the gas phase, as illustrated
in Figure 7.21. Figure 7.21 shows the fraction of total water mass flux that is transported in the
electrolyte for the catalyst layers and polymer electrolyte layer. The catalyst layers are composed
of both gas and electrolyte, but in most of the catalyst layers, water transport is almost entirely in
the gas phase; this indicates that the resistance to mass transport is lower in the gas phase than in
the electrolyte.

The higher resistance to mass transport in the electrolyte results in the situation that is illus-
trated in Figure 7.22. The void space of the catalyst layers consists of the gas phase and polymer
electrolyte. Water can be transported through each phase, but the resistance to water transport

is higher in the polymer electrolyte than in the gas phase. As a result, most of the water pro-
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Figure 7.22: Diagram of water transport in the MEA of a PEM fuel cell.

duced on the cathode side of the fuel cell exits through the cathode electrode backing layer and
gas flow channels. Similarly, most of the water required for the anode reaction is extracted from
the anode gas flow channels and electrode backing layer. However, near the electrolyte/catalyst
layer interfaces, the resistance to mass transport becomes small enough that water is transported
from the cathode catalyst layer to the anode catalyst layer. From Figure 7.20, the amount of
water entering the anode catalyst layer from the anode electrode backing layer is approximately
1.5 x 1073 kg/m? s, while the amount transfered from the cathode to the anode catalyst layer is
approximately 5.0 x 1074 kg/m? s. Therefore, approximately 25% of the water consumed by the
anode catalyst layer reaction comes from the cathode catalyst layer. Ideally, the water produced
in the cathode catalyst layer should provide 100% of the water needed by the anode catalyst layer
since this would eliminate the need to have fully hydrated reactants. However, in practice, the reac-
tants must be fully humidified in order to sufficiently hydrate the membrane and this is confirmed
by the simulation.

The water transport across the polymer electrolyte layer is driven by a water concentration
gradient. The amount of water contained in the gas phase and electrolyte can be characterized by

the membrane activity as defined by Equation (4.41). In the gas phase, the membrane activity is
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the relative humidity, while the water content of the electrolyte is proportional to the membrane
activity. The membrane activity in the PEM fuel cell is illustrated in Figure 7.23. The two-
dimensional distribution of membrane activity is shown in Figure 7.23(a), while Figure 7.23(b)
illustrates the one-dimensional membrane activity distribution at an /L., of 0.5. In the y direction
of the PEM fuel cell, the membrane activity is constant throughout most of the cathode gas flow
channel, but starts increasing near the cathode gas flow channel/electrode backing layer. The
membrane activity increases in the cathode electrode backing layer and in the cathode catalyst layer,
reaching a maximum value near the cathode catalyst layer/polymer electrolyte layer interface. The
membrane activity then decreases throughout the polymer electrolyte layer and reaches a minimum
in the anode catalyst layer near the polymer electrolyte layer/anode catalyst layer interface. The
anode electrode backing layer has an increasing membrane activity, with the slope decreasing to
zero in the anode gas flow channel at a location near the anode electrode backing layer/gas flow
channel interface.

The membrane activity is greater than one in the cathode electrode backing and catalyst layers,
and this corresponds to a relative humidity in the gas phase of greater than 100%. Thus, liquid water
formation would occur within the cathode side of the PEM fuel cell, leading to the phenomenon
of liquid water flooding. Water flooding is characterized by liquid water filling the void spaces of
the catalyst and electrode backing layers, inhibiting the flow of oxygen to the reaction sites in the
cathode catalyst layer, and decreasing the cell current density. However, liquid water formation
is not included in the model presented in this thesis. In the anode side of the cell, the membrane
activity is less than one in the gas flow channel, electrode backing and catalyst layers. A membrane
activity of less than one is not desirable because the ability of the electrolyte to transport ions
is lower at lower membrane activities; the decrease in electrolyte conductivity due to low water
content is referred to as membrane dehydration. Thus, Figure 7.23 illustrates that both water

flooding and membrane dehydration can occur simultaneously.
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Figure 7.23: The membrane activity in the PEM fuel cell. The y direction has been normalized such
that the cathode gas flow channel corresponds to (0 <y < 1), the cathode electrode backing layer
corresponds to (1 < y < 2), the cathode catalyst layer corresponds to (2 < y < 3), the polymer
electrolyte layer corresponds to (3 <y < 4), the anode catalyst layer corresponds to (4 <y < 5),
the anode electrode backing layer corresponds to (5 < y < 6), and the anode gas flow channel
corresponds to (6 < y < 7). The (a) two-dimensional distribution and the (b) one-dimensional
distribution at z/Lc, = 0.5 are shown.
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7.6.5 Electron Transport

Electrons are produced in the anode catalyst layer, consumed in the cathode catalyst layer, and
transported in the solid phase. The z-component of the electronic current density is less than
1% of the y-component value; thus, the electronic current density distribution is effectively one-
dimensional. Figure 7.24 shows the y-component of the electronic current density within the PEM
fuel cell. The two-dimensional distribution is shown in Figure 7.24(a), while Figure 7.24 shows
the y-component of electronic current density at a x/L¢, value of 0.5. The polymer electrolyte
layer is electronically insulative; thus, the electronic current density is zero. In the other regions
of the fuel cell, the direction of the electronic current density is from the anode to the cathode.
The electronic current density is constant, with a value of -220 A/m?2, in the gas flow channels and
electrode backing layers. In the catalyst layers, the magnitude of the electronic current density is
reduced, from the value 220 A /m? at the electrode backing/catalyst layer interfaces, to the value of
zero at the catalyst layer/polymer electrolyte interfaces. The slope of the current density is steeper
in the anode catalyst layer than in the cathode catalyst layer due to the faster reaction kinetics of
the hydrogen oxidation reaction compared to the oxygen reduction reaction. With slower reaction
kinetics, the oxygen reduction reaction requires a larger surface area and thus a thicker reaction
zone than the reaction occurring within the anode catalyst layer.

The solid potential distribution is illustrated in Figure 7.25. The two-dimensional distribution is
shown in Figure 7.25(a), while the one-dimensional distribution of solid phase potential is illustrated
in Figure 7.25(b). Because of the high conductivity of the solid phase and the low current density,
the potential in the solid phase appears constant in Figure 7.25. The potential in the solid phase

is 0.8 V in the cathode side of the fuel cell and 0 V in the anode side.
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Figure 7.24: The y-component of electronic current density in the PEM fuel cell. The y direction
has been normalized such that the cathode gas flow channel corresponds to (0 < y < 1), the
cathode electrode backing layer corresponds to (1 <y < 2), the cathode catalyst layer corresponds
to (2 <y < 3), the polymer electrolyte layer corresponds to (3 <y < 4), the anode catalyst layer
corresponds to (4 < y < 5), the anode electrode backing layer corresponds to (5 < y < 6), and the
anode gas flow channel corresponds to (6 < y < 7). The (a) two-dimensional distribution and the
(b) one-dimensional distribution at z/Lq, = 0.5 are shown.
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Figure 7.25: The solid phase potential in the PEM fuel cell. The y direction has been normalized
such that the cathode gas flow channel corresponds to (0 <y < 1), the cathode electrode backing
layer corresponds to (1 < y < 2), the cathode catalyst layer corresponds to (2 < y < 3), the polymer
electrolyte layer corresponds to (3 < y < 4), the anode catalyst layer corresponds to (4 <y < 5),
the anode electrode backing layer corresponds to (5 < y < 6), and the anode gas flow channel
corresponds to (6 < y < 7). The (a) two-dimensional distribution and the (b) one-dimensional
distribution at x/Lq, = 0.5 are shown.
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7.6.6 Hydronium Transport

Hydronium ions are transported in the liquid filled pores of the polymer electrolyte and the ionic

current density can be defined as
H30t
Je - 6€’6§N’£’2 5

where N Eg(ﬁ is the molar flux of hydronium. As with the solid phase, the y-component of the
ionic current density is much larger than the z-component and the current density distribution is
one-dimensional. Figure 7.26 shows the y-component of the electronic current density within the
catalyst and polymer electrolyte layers. The three dimensional ionic current density distribution
is illustrated in Figure 7.26(a) and the ionic current density at a constant x value of z/Lq, = 0.5
is shown in Figure 7.26(b). The electrolyte is only present in the catalyst and polymer electrolyte
layers, resulting in a zero ionic current density at the electrode backing/catalyst layer interfaces.
In the polymer electrolyte layer, the ionic current density is constant with a value of -220 A /m?2.

Electro-neutrality results in [105]
V-J+V-J.=0. (7.32)

Therefore, the gradients for the electronic and ionic current densities are mirror images, with the
magnitude of the gradient being larger in the anode catalyst layer than in the cathode catalyst
layer.

The distribution of potential in the electrolyte of the anode and cathode catalyst layers and
polymer electrolyte is shown in Figure 7.27. Figure 7.27(a) illustrates the distribution of poten-
tial in the = and y directions, while the distribution for a x value of /Ly, = 0.5 is shown in
Figure 7.27(b). The potential in the electrolyte is lowest in the cathode catalyst layer near the
cathode electrode backing/catalyst layer interface. The potential increases within the cathode

catalyst layer and reaches a maximum near the cathode catalyst layer/polymer electrolyte layer
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Figure 7.26: The y-component of ionic current density in the PEM fuel cell. The y direction has been
normalized such that the cathode catalyst layer corresponds to (2 < y < 3), the polymer electrolyte
layer corresponds to (3 <y < 4), and the anode catalyst layer corresponds to (4 <y < 5). The (a)
two-dimensional distribution and the (b) one-dimensional distribution at /L, = 0.5 are shown.
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Figure 7.27: The electrolyte potential in the catalyst and polymer electrolyte layers. The y direction
has been normalized such that the cathode catalyst layer corresponds to (2 < y < 3), the polymer
electrolyte layer corresponds to (3 <y < 4), and the anode catalyst layer corresponds to (4 <y <
5). The (a) two-dimensional distribution and the (b) one-dimensional distribution at /L, = 0.5
are shown.
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interface. In the polymer electrolyte layer, the potential decreases until it reaches a local mini-
mum in the anode catalyst layer, near the polymer electrolyte/anode catalyst layer interface. The
electrolyte potential within the anode catalyst layer increases from the local minimum near the
polymer electrolyte/anode catalyst layer to the constant value in the anode gas flow channel.
Comparing the membrane activity distribution shown in Figure 7.23 and the electrolyte po-
tential distribution shown in Figure 7.27, the potential and activity distributions are similar. In
the mathematical model presented in this thesis, the ionic current density is a function of both
potential and water mole fraction gradient with Equation (6.25). Therefore, the potential gradient

is a function of the current density and water mole fraction gradient in the electrolyte:

_«ePyjo 1120
€ F le
Vo, = — s , (7.33)
el P 0+

~H;O0F - e AH30% . . . : . .
where Dgg’g is positive, Dggg + is negative, and the water mole fraction gradient is proportional

to the membrane activity. Using Equation (7.33), the electrolyte potential distribution, shown in
Figure 7.27, can be explained.

In the cathode catalyst layer, the ionic current density is negative. The membrane activity
gradient, as shown in Figure 7.23, is positive and since the membrane activity is proportional to
the water mole fraction in the electrolyte, the gradient of water mole fraction in the electrolyte is
also positive. Hence, from Equation (7.33), the potential gradient in the electrolyte is positive. In
the polymer electrolyte layer and in the catalyst layers near the catalyst/polymer electrolyte layer
interfaces, the membrane activity and water mole fraction gradients become negative. The mole
fraction gradient term is greater than the current density term in Equation (7.33) and the electrolyte
potential gradient in Figure 7.27 becomes negative. Other than near the polymer electrolyte layer
interface, the ionic current density in the anode catalyst layer is zero, as shown in Figure 7.26.
Thus, from Equation (7.33), the potential gradient becomes proportional to the water mole fraction

gradient. Since the membrane activity gradient is positive, the gradients of water mole fraction
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and potential in the electrolyte are also positive in the anode catalyst layer.
Therefore, the potential distribution in the electrolyte is heavily influenced by the water content
through the mole fraction gradient term in Equation (7.33). The ionic current density appears to

have little effect, such that
V&, x Vai20.

This result differs significantly from other modeling studies that use the Springer membrane
model [26]. The model of Springer et al. [26] uses the Ohm’s law relationship of Equation (6.22)

and ignores the effect of concentration gradient on ionic transport:
Vo, x —J..

The potential gradient obtained with the Springer model would be always positive, since the ionic
current density is negative in the catalyst and polymer electrolyte layers. Therefore, because the
Springer model neglects the effect of concentration gradients, the predicted voltage loss associated
with ionic transport in the electrolyte would be larger for the Springer model than the membrane

model presented in this thesis.

7.6.7 Catalyst Layer Reactions

The reaction rates for the anode and cathode catalyst layers are represented by Equation (4.64)
for the anode catalyst layer and Equation (3.82) for the cathode catalyst layer. The production
and consumption of hydrogen, oxygen, water, electrons and hydronium are proportional to the
reaction rate, which has units of mole/m? - s and represents the molar production of electrons per
unit area of catalyst. The distribution of the reaction rate within the catalyst layers is influenced
by magnitude of the reaction rate constants, such as exchange current density and Tafel slope, and

the resistance to mass transport for the reactants.
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Figure 7.28 shows the distribution of the reaction rate in the cathode catalyst layer. The two-
dimensional distribution and the reaction rate at /L, = 0.5 are illustrated in Figures 7.28(a) and
7.28(b), respectively. The reaction rate is negative because electrons are consumed in the cathode
catalyst layer. The magnitude of the reaction rate is highest near the electrode backing/catalyst
layer and catalyst layer/polymer electrolyte layer interfaces. A higher oxygen concentration in-
creases the magnitude of the reaction rate and from Figure 7.18, the highest oxygen concentration
in the cathode catalyst layer is near the electrode backing/catalyst layer interface; hence, the magni-
tude of the reaction rate in the catalyst layer reaches a maximum at the interface with the electrode
backing layer. Resistance to hydronium ion transport is responsible for the increase in reaction rate
magnitude at the catalyst layer/polymer electrolyte interface. Since the hydronium ions enter the
cathode catalyst layer from the polymer electrolyte layer, the resistance to hydronium transport is
lowest near the catalyst layer/polymer electrolyte layer interface and increases with distance from
the interface. Thus, the reaction rate is highest where resistance to oxygen transport is lowest,
at the electrode backing layer interface, and where the resistance to hydronium ion transport is
lowest, at the polymer electrolyte layer interface. The distribution of reaction rate in the cathode
catalyst layer is due to resistance to both oxygen and hydronium transport.

The reaction rate distribution in the anode catalyst layer is significantly different than the
distribution in the cathode catalyst layer. The reaction rate in the anode catalyst layer is illustrated
in Figure 7.29. Figure 7.29(a) shows the reaction rate for both the z and y directions, while
Figure 7.29(b) shows the reaction rate for z/Lq, = 0.5. Because electrons are produced in the
anode catalyst layer, the reaction rate is positive. The reaction rate is zero in most of the anode
catalyst layer, showing a large increase near the polymer electrolyte/anode catalyst layer interface.
Unlike the cathode catalyst layer where oxygen transport is through diffusion, hydrogen transport
is through convection and the concentration of hydrogen increases within the anode catalyst layer.
Therefore, the main mechanism that limits the rate of reaction in the anode catalyst layer is
resistance to hydronium ion transport, as indicated by the distribution shown in Figure 7.29. The

reaction rate distribution is more uniform in the cathode catalyst layer than in the anode catalyst
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Figure 7.28: The reaction rate in the cathode catalyst layer. The y direction has been normal-
ized such that the cathode catalyst layer corresponds to (2 < y < 3). The (a) two-dimensional

distribution and the (b) one-dimensional distribution at z/L¢, = 0.5 are shown.
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Figure 7.29: The reaction rate in the anode catalyst layer. The y direction has been normalized
such that the anode catalyst layer corresponds to (4 < y < 5). The (a) two-dimensional distribution
and the (b) one-dimensional distribution at x/L., = 0.5 are shown.

199



CHAPTER 7. RESULTS AND DISCUSSION

layer. This is caused by the differences in exchange current density. The anode exchange current
density is approximately six orders of magnitude larger than the cathode exchange current density.

Thus, the anode reaction requires a much smaller reaction area than the cathode reaction.

7.6.8 Effect of Channel Length

The results shown in the previous sections show little variations along the channel length and the
profiles of concentration, current density, and potential are one-dimensional across the MEA. This
is due to the short length of the channel, 1 x 10~ m, used in the previous sections. However, if
a cell with a longer channel length is simulated, then two-dimensional effects are more evident,
particularly for the water content of the electrolyte and current density. The effect of channel
length of membrane activity and current density are illustrated in this section by simulating cells
with channel lengths of 1 x 1072 m and 1 x 10~ m.

For the simulations used in this section, the boundary conditions are illustrated in Figure 7.30.
The boundary conditions are similar to the ones illustrated in Figure 7.2, but the flow configuration
is different. The flow configuration is counter-flow, whereby the anode and cathode inlets are on
the opposite sides of the fuel cell. Fully humidified hydrogen enters the anode gas flow channel,
while fully humidified air enters the inlet of the cathode gas flow channel. The cell voltage is 0.8 V
while the cell temperature is set to 343 K.

The design parameters are listed in Table 7.6. Most of the design parameters used in this section
are similar to the ones used in the previous sections, which are listed in Table 7.4. However, two
different channel lengths, 1 x 1072 and 1 x 10~! m, are used. As well, both positive and negative
channel extensions are employed, with lengths of 1 x 1072 m.

The grid is illustrated in Figure 7.31. The difference between the grid used in this section and
the grid of Figure 7.4 is the presence of the anode and cathode minus extensions. These extensions
reduce the effect of the boundary conditions on the numerical solution of the PEM fuel cell. The
number of control volumes used for the grid illustrated in Figure 7.31 are listed in Table 7.7.

The length of the channel affects the water content in the polymer electrolyte layer. Figure 7.32
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Figure 7.30: The boundary conditions used for examining the effect of channel length.

201



CHAPTER 7. RESULTS AND DISCUSSION

Table 7.6: The design parameters used for illustrating two-dimensional effects.

Layer Parameter Value
Gas Flow Channel Ote 1x103 m
Electrode Backing Layer deb 2.03 x 107* m
€g 0.5
K 1.76 x 107! m
Catalyst Layer Oel 2.55 x 107° m
€g 0.1
€e 0.1
K 1.76 x 107 m
mpt 1 mg/cm?
fre 0.2
Polymer Electrolyte Layer Ocl 1.64 x 10~* m
Channel Length Ly 1x1072m, 1 x107 ' m
Anode and Cathode Exten- Lpius, Lminus 1x1072m
sions
i
fea gt (2) ()
Ngb,a
N
I Yy
N
Ngb,c
oo i () &
=N ralciinus } N, cwh } M glus

Figure 7.31: The mesh used for the comparison between the mathematical model and experimental
data. The regions are the (a) anode minus extension, (b) anode gas flow channel, (c) anode plus
extension, (d) anode electrode backing layer, (e) anode catalyst layer, (f) polymer electrolyte layer,
(g) cathode catalyst layer, (h) cathode electrode backing layer, (i) cathode minus extension, (j)
cathode gas flow channel, (k) cathode plus extension. Note that the figure is not drawn to scale.
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Table 7.7: The number of control volumes used for illustrating two-dimensional effects.

Number of y direction control Nfg(/;,a = Nfgj;c =16
volumes NY = Nyb =NY =NY =NY =32
eb,c

eb,a cl,a clc e,c

Number of z direction control N — NO _ NE
volumes ch — 4Vplus — “'minus

=16

shows the membrane activity in a PEM fuel cell. The membrane activity for a cell with channel
lengths of 1 x 1072 m and 1 x 107! m are illustrated in Figures 7.32(a) and 7.32(b), respectivity.
The anode gas flow channel inlet is located at z/Lq, = 0, while the inlet for the cathode gas
flow channel is at /Lq, = 1. For both channel lengths, the membrane activity in the cathode
channel decreases as = increases; the cathode gas stream gains water as it travels from the inlet, at
x/Len = 1, to the outlet at x/Lc, = 0. The membrane activity in the anode channel also decreases
as x increases, with the anode gas stream losing water as it flows from the inlet, at z/L., = 0, to
the outlet at x/Lc, = 1.

Comparing Figures 7.32(a) and 7.32(b), the minimum membrane activity is lower and the
maximum membrane activity is higher for the channel length of 1 x 10~ m than for the 1 x 1072 m
channel. The difference in membrane activity between the two channel lengths can be more clearly
seen in Figure 7.33. Figure 7.33 shows the membrane activity for the y-direction of the PEM
fuel cell for /L, values of 0, 0.5 and 1. The membrane activity for the fuel cell with a channel
length of 1 x 1072 m is illustrated in Figure 7.33(a), while Figure 7.33(b) shows the membrane
activity for a channel length of 1 x 107! m. At the anode inlet and cathode outlet, /L, = 0, the
membrane activity is highest, while at the anode outlet and cathode inlet, the membrane activity is
the lowest. For the channel length of 1 x 1072 m, the profiles of membrane activity across the flow
channels and MEA at the three x/ L, locations are similar. However, for the longer flow channel of
1 x 107! m, the profiles at the three x/L., values are significantly different from each other. The
greater variation between the profiles is due to the water transport from the anode to the cathode.

With a longer channel length, more water is transfered from the anode to the cathode; hence, the
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Figure 7.32: The membrane activity in the PEM fuel cell with a channel length of (a) 1 x 1072 m
and (b) 1 x 107! m. The y direction has been normalized such that the cathode gas flow channel
corresponds to (0 < y < 1), the cathode electrode backing layer corresponds to (1 < y < 2), the
cathode catalyst layer corresponds to (2 < y < 3), the polymer electrolyte layer corresponds to
(3 <y < 4), the anode catalyst layer corresponds to (4 < y < 5), the anode electrode backing layer
corresponds to (5 <y < 6), and the anode gas flow channel corresponds to (6 <y < 7).
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Figure 7.33: The membrane activity in the PEM fuel cell with a channel length of (a) 1 x 1072 m and
(b) 1 x 107! m at #/Lq, = 0,0.5 and 1 The y direction has been normalized such that the cathode
gas flow channel corresponds to (0 < y < 1), the cathode electrode backing layer corresponds
to (1 < y < 2), the cathode catalyst layer corresponds to (2 < y < 3), the polymer electrolyte
layer corresponds to (3 < y < 4), the anode catalyst layer corresponds to (4 < y < 5), the anode
electrode backing layer corresponds to (5 <y < 6), and the anode gas flow channel corresponds to
6<y<T).
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Figure 7.34: The magnitude of the y-direction current density at the external boundary of the
cathode bipolar plate (y = 0).
maximum membrane activity in the cathode catalyst layer is larger for the longer channel length.
As well, the minimum membrane activity, in the anode catalyst layer, is smaller for the longer
channel length. Therefore, both water flooding and membrane dehydration are more significant for
longer channel lengths.

The difference in membrane activity between the two channel lengths results in different current
density profiles, as illustrated in Figure 7.34. For the shorter channel length, the current density
is more uniform along the channel length. As well, the average current density is higher for the
1 x 1072 m channel than for the 1 x 10~! m channel; the average current density is 261 A/m? for
the 1 x 1072 m channel length and 210 A/m? for the longer channel length of 1 x 10~! m. Thus,
the smaller fuel cell has a larger power density than the larger fuel cell. This result illustrates the
difficulty of scaling small cell designs to larger cells. The transport phenomena in small cells can
be approximated one-dimensionally; however, two-dimesional effects are significant for larger cells.

Therefore, practical sized cells can not be designed by scaling-up small cells.
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7.7 Summary

The numerical solution of the simplified formulation was used to illustrated transport phenomena
in a PEM fuel cell. First, however, the numerical model developed in this thesis research was
validated against another CFD code. Also, the number of control volumes required for a grid
independent solution were determined, as well as the appropriate value of the convergence criteria.
In addition, the predicted current density from the numerical model of this thesis research was
compared against published, experimental PEM fuel cell performance data.

The transport of the bulk gas phase, hydrogen, oxygen, water, electrons, and hydronium was
examined. The direction for the bulk flow of the gas phase in the membrane electrode assembly
was always from the anode to the cathode side of the cell. Thus, a net mass transfer occurred from
the anode side to the cathode side of the fuel cell. This convective gas flow aided the transport of
hydrogen from the anode gas flow channel to the reaction sites in the anode catalyst layer. However,
the bulk gas phase flow acted to hinder the transport of oxygen from the cathode gas flow channels
to the cathode catalyst layer. As a result, the concentration of hydrogen increased in the anode
catalyst layer, but decreased in the cathode catalyst layer.

Water was transported in both the gas phase and as a liquid phase in the polymer electrolyte.
Due to the electro-chemical reactions, water was consumed in the anode catalyst layer and produced
in the cathode catalyst layer. Some of the water produced in the cathode catalyst layer traveled
through the polymer electrolyte layer to react in the anode catalyst layer. However, because the
resistance to mass transfer was lower in the gas phase than in the electrolyte, the majority of the
water required for the anode reaction was drawn from the anode gas flow channels. Likewise, the
majority of the water produced in the cathode catalyst layer was exhausted through the cathode gas
flow channels. As a result, the relative humidity in the cathode side of the fuel cell exceeded 100%,
indicating that water flooding would occur. In the anode catalyst layer, the relative humidity in
the gas phase was below 100%, indicating that membrane dehydration occured. Thus, performance

problems due to both excess water in the cathode and insufficient water in the anode could plague
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a PEM fuel cell simultaneously.

The conductivity of the solid phase was high, resulting in no significant voltage losses due to
electrical resistance. The potential distribution in the electrolyte was highly influenced by the water
content; thus, hydronium transport due to concentration gradients was significant. Both reactant
gas and hydronium transport affected the reaction rate distribution in the cathode catalyst layer.
In the anode catalyst layer, however, the reaction rate was limited solely by ion transport, since
hydrogen transport was aided by convection.

The length of the gas flow channel affected the water content of the electrolyte and gas stream,
as well as the current density. A longer channel resulted in both more flooding and electrolyte

dehydration, and thus reduced the average current density of the fuel cell.
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Summary and Future Work

This thesis presented a consistent, systematic, and comprehensive general formulation for a PEM
fuel cell. Simplifying assumptions were applied to the general formulation in order to obtain a
numerical solution. The results from the numerical solution illustrated physical phenomena that
occur within the PEM fuel cell. The simplified mathematical model used the Generalized Stefan-
Maxwell equations to describe water and ion transport in the polymer electrolyte. The use of these
equations to describe transport in the electrolyte was novel, since most, published, PEM fuel cell
models employ semi-empirical equations to describe ion and water transport in the electrolyte.

A PEM fuel cell consists of several distinct layers, or regions, and within each layer, several
physical processes occur. In the anode and cathode bipolar plates, fluid flow occurs in the gas
flow channels while current flows in the solid portion of the bipolar plate. The anode and cathode
electrode backing layers are characterized by fluid flow in porous media. Positive ions and water
flow in the pores of the acidic polymer electrolyte layer. The catalyst layers combine the fluid flow
characteristics of the electrode backing and polymer electrolyte layers. As well, the electro-chemical
reactions that convert the chemical energy of hydrogen and oxygen into electrical energy, heat and
water occur within the catalyst layers: oxygen reduction occurs in the cathode catalyst layer while
hydrogen oxidation occurs in the anode catalyst layer. The processes in the layers are coupled and

due to the thinness of the layers, direction measurements of quantities that can characterize these
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processes, such as temperature or concentration, is impossible. Therefore, mathematical modeling
is used to provide insight on the physical phenomena occurring within a PEM fuel cell. Several
mathematical models currently exist in the published literature. These models tend to concentrate
on modeling phenomena in the membrane electrode assembly, or on modeling the fluid flow in the
gas flow channels.

The general formulation of this thesis research was derived by considering the fuel cell to be
composed of several co-existing phases. These phases included a multi-component gas phase that
included hydrogen, oxygen, water, nitrogen, carbon dioxide or carbon monoxide; liquid phase
consisting of water that exists in the gas flow channels, electrode backing and catalyst layers; solid
phase that is the solid matrix in the catalyst and electrode backing layers, as well as the solid of the
bipolar plate; and a liquid phase consisting of water and hydronium ions in the pores of the polymer
electrolyte. The conservation of mass, momentum and energy was applied to each phase, although
only the conservation of species, for electrons, and energy apply to the solid phase. The phases
interact with each other and this interaction was captured by volume-averaging the conservation
equations of each phase. The volume-averaging procedure resulted in the addition of interfacial
source terms to the conservation of mass, momentum, species and energy of each phase. These
interfacial source terms represented the interactions between the phases and expressions for these
terms were required in order to solve the governing equations.

The general governing equations were simplified by assuming that the fuel cell was isothermal
and operating in steady-state. Also, the polymer electrolyte was assumed impervious to the gas
phase, the anode fuel was assumed to be free of carbon monoxide, and liquid water was considered
to exist only in the gas phase or the liquid in the pores of the polymer electrolyte. Thus, the
conservation of energy did not need to be solved and constitutive equations for two-phase, gas-
liquid flow were not required for solution. The transport of liquid water and hydronium in the
pores of the electrolyte were modeled with the Generalized Stefan-Maxwell equations. The use of
these equations in a PEM fuel cell model was unique, since most modeling studies use semi-empirical

equations to describe ion and water transport.
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The simplified mathematical model was solved numerically for a two-dimensional geometry
using a finite volume, SIMPLE algorithm, which was written in the computer language of C++ as
part of the thesis research. The independent variables included the gas phase z- and y-component
velocities; the gas phase pressure; the partial density of the gas phase hydrogen, oxygen, water
and nitrogen; and the potentials in the solid and electrolyte. The water transport in the polymer
electrolyte was coupled to the gas phase water transport by assuming local equilibrium between
the water in the gas phase and the water in the electrolyte pores.

Since the model for water and ion transport in the electrolyte used by this thesis was unique,
values for the diffusion coefficients in the Generalized Stefan-Maxwell equations were not avail-
able from the published literature. The values for the diffusion coefficients were obtained using
experimental water diffusion and conductivity data for Nafion from the published literature. The
electrolyte model of this thesis was compared to the common semi-empirical model used by other
PEM fuel cell models in the published literature. The electrolyte model of this thesis reduced to
the semi-empirical model if no water concentration gradients existed within the polymer electrolyte
membrane; thus, the semi-empirical model neglected the effect of concentration gradients on ionic
transport. The effect of neglecting this effect was discovered to be significant and would result in
the semi-empirical model under-estimating the current flow in the electrolyte if the water content
of the anode side of the electrolyte was less than the cathode side.

The numerical solution of the mathematical model highlighted many of the processes that
occurred within a PEM fuel cell. Examining the flow of the gas phase yielded that a net transfer
of mass occurred between the anode and cathode sides of the fuel cell due to hydronium transport
from the anode to the cathode. The net mass transfer resulted in a convective flow direction in the
catalyst and electrode backing layers that was from the anode to the cathode. The convective flow
aided the transport of hydrogen in the anode electrode backing and catalyst layers. As well, the
nature of the electro-chemical reactions, in which hydrogen and water were removed from the gas
phase at a ratio of 1:2, resulted in the hydrogen concentration increasing in the catalyst layers even

though it was being consumed. The convective flow hindered oxygen transport in the cathode and
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the main mechanism of oxygen transport was diffusion.

Hydrogen transport was confined to the anode side of the fuel cell, while oxygen transport
occurred only in the cathode side. However, water transport was continuous across all regions
of the fuel cell because water was present in the gas phase as well as the electrolyte. Water
was consumed in the anode catalyst layer and produced in the cathode catalyst layer. Since the
resistance to water transport was lower in the gas phase than in the electrolyte, most of the water
consumed in the anode catalyst layer was obtained from the anode gas flow channel, while most
of the water produced in the cathode catalyst layer exited the fuel cell via the cathode gas flow
channel. However, some of the water produced in the cathode catalyst layer near the catalyst
layer /polymer electrolyte interface traveled through the polymer electrolyte layer to participate in
the anode reaction. The relative humidity in the gas phase on the cathode side of the cell was
greater than 100%, indicating that liquid water formation would occur if it was included in the
model. On the anode side of the cell, the relative humidity was below 100% in the catalyst layers
even though the flow in the anode gas flow channel was fully humidified. Thus, these simulations
suggested that both liquid water flooding and membrane dehydration could occur simultaneously.

The potential in the solid phase was nearly constant in the anode and cathode sides of the fuel
cell due to the high conductivity of the solid phase. The potential in the electrolyte was influenced
more by the water content of the electrolyte than the current density. Thus, electrolyte models
should include the effect of concentration gradients on ion transport, since this effect was found to
be significant.

The reaction rate distributions in the anode and cathode catalyst layers indicated the relative
importance of different processes to the conversion of chemical energy to electrical energy in the
fuel cell. In the cathode catalyst layer, both reactant gas transport and ion transport influenced
the reaction rate. However, in the anode side of the fuel cell, the reaction rate was limited solely
by ion transport, since hydrogen transport was aided by convection.

The length of the flow channel affected the water content in the gas phase and electrolyte. A

longer channel resulted in both more flooding and more electrolyte dehydation. As a result, the
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performance of a fuel cell decreased when the channel length increased.

The results of this thesis research suggest several areas of future research. Since simulations
showed that the cathode side of the fuel cell would have a relative humidity of greater than 100%,
two-phase, liquid-gas flow can not be neglected and should be incorporated into the mathematical
model. Also, the fuel cell reactions are exothermic and the transport of the heat of reaction from
the catalyst layers out of the fuel cell is a significant problem, especially at operating conditions
that produce high current densities. Therefore, the isothermal assumption should be discarded and
the conservation of energy equation added to the mathematical model. As well, practical gas flow
channel configurations, such as the serpentine pattern, are three-dimensional; thus, the numerical
solution should include three dimensions. Finally, the numerical solution presented in this thesis
was limited to small cells because the time to achieve a converged solution was long. In order to
simulate fuel cells of practical size, a more efficient solver than the one currently used should be
employed and the numerical solution should be re-written in order to take advantage of parallel

computing methods.
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