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Abstract

Polymer electrolyte fuel cells (PEFCs) operate with a ternary mixture of fuel and reactants.
The majority of numerical models in the literature, including the in-house Open-source Fuel
Cell Simulation Toolbox (OpenFCST) software, use Fick’s law of diffusion which is only valid
for binary mixtures. An accurate multi-component mass transport (MMT) model account-
ing for both convective and diffusive transport is necessary to improve PEFC performance
predictions and assess the errors due to the use of Fick’s law. The focus of this research is the
implementation of a novel isothermal compressible MMT model. The new model will allow
OpenFCST to perform along the channel and possibly 3-dimensional PEFC simulations.

In the porous media of the fuel cell, the volume averaging method is applied to the equa-
tions resulting in an additional Darcy-Forchheimer term. Diffusion coefficients and dynamic
viscosities of the species are calculated using Chapman-Enskog theory. The partial dynamic
viscosity of the gas species are calculated using either Wilke’s or Kerkhof and Geboers’
model. The MMT model is validated by comparing results to several benchmark prob-
lems, including a Stefan tube problem. The Stefan tube solution showed a maximum molar
fraction error of 0.007 (1.6%) compared to the analytical Maxwell-Stefan solution, which
is considered to be within an acceptable range. Finally, the MMT model is coupled with
electron and proton transport, and electrochemical reaction equations in order to develop a
PEFC cathode model. Performance predictions of the multi-component and Fick’s cathode
models are compared to show the effect of the improved model.

Keywords: polymer electrolyte fuel cell, finite element method, isothermal, compressible,

multi-component convective-diffusive mass transport, Darcy-Forchheimer
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“I have come to believe that the whole world is an engima, a harmless enigma that is made
terrible by our own mad attempt to interpret it as though it had an underlying truth”

- Umberto Eco
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Chapter 1

Introduction

1.1 Motivation

In recent years the need to reduce carbon emissions to mitigate climate change has been
a growing concern. Although, it cannot be said that there has not been resistance. For
instance, in 2011 Canada announced that it was withdrawing from the Kyoto Protocol out
of fears of the effect to the Canadian economy [3]. No matter what side a person takes on
the issue of climate change, fossil fuels are a non-renewable resource and one day they will
be depleted. For this reason, alternative energy resources need to be investigated to find
better and more efficient energy sources. A problem that plagues some alternative energy
sources, like solar and wind energy, is that they cannot provide a consistent source of power.
Instead they require efficient energy storage methods and should be used as a hybrid system
[4]. One possibility to integrate renewable energy and storage, is to use solar and/or wind
electricity to produce hydrogen via water electrolysis. This hydrogen could then be used in
fuel cell vehicles to eliminate transportation emissions. One reason to use hydrogen as the
form for energy storage instead of batteries is because of their higher energy density.

Fuel cells work by producing electrical energy directly from a chemical reaction. This
leads to less stages for energy loss, and results in greater efficiencies than that of a combustion
engine [5, 6]. Fuel cells vary in type based on factors such as the temperature, electrolyte, and
fuel used. Polymer Electrolyte Fuel Cells (PEFCs) have shown considerable promise. They
have high efficiencies, fast refueling times, and are capable of operating at low temperatures.
For these reasons, PEFCs are considered a viable option for applications to the automotive
industry. Current fuel cell vehicles commercially produced include the Hyundai Tucson
FCEV, Toyota Mirai, and Honda Clarity. As well, PEFCs are being investigated for use in
laptops [7], airplanes [8, 9], and forklifts [10].

One of the major challenges with PEFCs is the associated fabrication cost. This is

because PEFCs run at low temperatures, and as such require platinum as a catalyst for the



chemical reaction to occur. For this reason, one major focus of current research is reducing
the amount of platinum required while maintaining performance [11, 12]. One day the use
of platinum as a catalyst may not even be necessary as some researchers are even investing
other possible catalysts for PEFCs [13-15].

PEFC research based entirely on experiments becomes very costly, due to the platinum
and other materials required for testing different configurations to find a more efficient so-
lution. As well, due to the small scales at which the processes take place it is currently
impossible to directly observe some of the fundamental phenomena that occurs in a fuel
cell. This is where numerical modeling can be advantageous in PEFC design. Simulations
can be run to test different design parameters and find an optimal solution so only a few
experiments have to be done based on the simulation results.

Modeling a PEFC is a multi-physics and multi-phase problem. Equations for the different
aspects of a PEFC including the electrochemistry, mass transport, heat transfer, and liquid
water transport are all coupled together. For this reason, it can be difficult to find an optimal
design using experiments alone. As one parameter may improve a PEFC in certain aspects it
may also inhibit others, for this reason a balance must be found. The Open-source Fuel Cell
Simulation Toolbox (OpenFCST) [16, 17] has been developed to account for these different
coupled equations. OpenFCST was originally developed by Secanell [18], and has been
improved to include the effects of catalyst layer (CL) structure [19], multiple kinetic models
20, 21], non-isothermal two-phase transport [22-24], and different aspects of mass transport
[25, 26]. This work aims to improve OpenFCST by implementing a multi-component mass
transport model to better predict the effects of mass transport losses in a PEFC.

The losses of a PEFC can be broken into three regions, the kinetic, ohmic, and mass
transport losses. This is shown in Figure 1.1. At low overpotentials, kinetic losses dominate.
Kinetic losses are the result of the need to overcome the activation energy required for the
chemical reactions to occur. Ohmic losses occur at moderate overpotentials, and are due to
ionic and electronic conduction losses. Mass transport losses are the result of the combination
of two factors: 1) the inability to provide fuel and oxidant fast enough to the electrochemical
reaction site, (called “starvation”), and 2) the increased production of water leading to liquid
water accumulation in gas pores thereby blocking gas transport (called “flooding”). These
two factors determine the limiting current of a PEFC, and for this reason it is an important
aspect that needs to be accurately modeled for optimal PEFC design. To do this, an accurate
model for the multi-component transport was implemented to determine the transport of

the different gas species in a PEFC.
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Figure 1.1 - PEFC typical performance curve illustrating the three main regions of operation:
kinetic, ohmic, and mass transport

1.2 PEFC Background

A combustion engine works by running a hydrocarbon combustion reaction to produce heat.
This heat is then transformed into mechanical work. If electrical power is the end goal, then
this mechanical work must then be converted to electricity. Each of these stages results in a
loss of energy making the overall process very inefficient. Alternatively, a PEFC operates by
transforming hydrogen and oxygen into water and the byproduct of the reaction is electricity.
Due to this direct conversion from chemical to electrical energy there are less stages for energy
loss to occur and the overall process is much more efficient than a combustion engine.

The overall reaction that occurs in a PEFC is expressed as:
1
Hy + 502 - HQO (11)

This reaction alone does not produce electrical power, instead the reaction must be split into
two electrochemical half cell reactions. That way electrons are formed as an intermediate

product that can be used to produce electrical power. This is possible through the use of
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Figure 1.2 — Basic operation of a PEFC. Reprinted with permission [2]

an electrolyte. An electrolyte allows protons to pass through but prevents the electrons
from doing so. For this reason, the electrons need to take a different path to the reaction
site. Through this path they can be used to produce electrical power before completing the
overall chemical reaction. In a PEFC, these two electrochemical half cell reactions occur on
each side of the PEFC, the anode and cathode, and are separated by a polymer electrolyte
membrane (PEM). This process is shown in Figure 1.2.

Hydrogen is supplied on the anode side where it diffuses through the anode’s gas diffusion
layer (GDL) and microporous layer (MPL). The hydrogen then reacts in the anode’s CL

producing protons and electrons as shown in the reaction:
Hy = 2H" + 2¢~ (1.2)

This reaction is called the hydrogen oxidation reaction (HOR). The protons are able to
diffuse through the PEM, typically Nafion®, a sulfonated tetrafluoroethylene polymer. As
mentioned previously the PEM is an electrolyte, thus the protons are conducted through
while insulating electron transport. Instead, the electrons travel in the opposite direction
and pass through a circuit where they can be used to produce electrical power.

Oxygen, typically in the form of air, is supplied on the cathode side. Similar to hydrogen,
the oxygen diffuses through the cathode’s GDL and MPL. At the cathode’s CL the oxygen,



protons, and electrons combine producing water, as shown in the reaction:
1 + —
502 +2H" 4+ 2¢~ = Hy0O (1.3)

This reaction is called the oxygen reduction reaction (ORR). The water produced then
diffuses through the cathode’s MPL and GDL where it is removed from the PEFC through
the cathode channel.

Although the GDL and MPL are not directly involved in the electrochemical reaction they
increase the overall performance of a PEFC. GDLs are typically made of carbon paper, and
the MPL consists of carbon black nanoparticles and polytetrafluoroethelyne (PTFE) coated
on top of the GDL. As well, the GDL is typically treated with PTFE to give it hydrophobic
properties. This ensures that water is removed from the layers to reduce “flooding” effects.
More information on the production process for GDLs can be found in [27].

The GDL provides a support to the thinner layers. As the name implies the GDL helps
the gases evenly distribute as they diffuse to the CL. This reduces losses as more oxygen and
hydrogen is able to reach the CL reaction sites below the bipolar plate. The MPL is not a
requirement for a fuel cell to operate, however the GDL and CL have pores on the scale of
10 to 30 pm and 10 to 100 nm respectively [28]. The MPL reduces contact resistance and
encourages liquid water transport by having pores at an intermediate size in comparison to
the two layers. Further, the CL is very delicate because it has a thickness of 10 to 50 pm [28].
The GDL provides structural support as it has a thickness on the order of 100 to 400 pm
28].

1.3 Literature Review

Most models can trace their roots to the 1-dimensional (1D) models developed by either
Springer et al. [29] or Bernardi and Verbrugge [30]. These early models were reasonably
detailed and could determine the performance of a fuel cell. The problem is that they are
1D models, and 2D effects such as channel geometry cannot be considered. Parameters
for these early models were possibly curve fitted to experimental data. This is a problem
because differences between the results of the model and experimental data could be due to
the assumptions used. By curve fitting a parameter may be changed to an unrealistic value
to account for some other effect not being accounted for. As a result, it can be difficult to run
optimization studies as the model may no longer be valid outside of the data it was fitted to.
For this reason, greater emphasis has been placed on numerical models based on governing
equations that physically describe the true geometry and physical phenomena that occurs

inside a fuel cell. These governing equations that describe fuel cell operation are typically



nonlinear, multi-physics, multi-phase models that describe the most salient physical aspects
in a fuel cell.

One reason that 2D models are attractive when modeling different behaviour in a PEFC
is the computational expense compared to 3D models. 2D models can use anywhere from
1000 to 10 000 elements, while 3D models typically require 100 000 to a few million elements
[31]. Figure 1.3 displays the two domains that can be considered in 2D PEFC simulations.
Through the channel 2D simulations [32-35] have the benefit of possibly only considering
the porous media domain and using symmetry boundary conditions to only represent half
of the channel and bipolar plate region. Since only the porous domain is considered, the
boundary condition used at the GDL-channel interface is a constant density boundary con-
dition. This is problematic because as the fuel progresses through the channel it will be
consumed, resulting in less reactant being available downstream. To accurately predict the
consumption of fuel along the channel an accurate mass transport model is required. This
can be difficult because usually one set of governing equations valid for the entire domain
is desired. So, the model must be capable of describing the transport in both the channel,

where convection dominates, and the porous layers, where diffusion dominates.

Hygdrogen

Figure 1.3 — 3D schematic of one channel of a PEFC. The red rectangle displays the through
the channel 2D domain, and the green rectangle displays the along the channel 2D
domain



1.3.1 Mass Transport in a Porous Media

Fick’s second law of diffusion was first derived by Adolf Fick in 1855 [36] and can be expressed

as:

0C,
ot

where index « represents the species, C,, is the concentration of the species (molcm™2), ¢

= V- (C,DasV1,) (1.4)

is time (s), Cy is the total concentration of the mixture (molem™3), D, is Fick’s diffusion
coefficient (cm?s71), and x is the molar fraction. Fick’s law of diffusion is meant for de-
scribing diffusion of binary mixtures. Only for infinitely dilute multi-component mixtures
is Fick’s law appropriate to approximate diffusion in a multi-component mixture [37]. This
assumption assumes that the species are extremely diluted in a solvent, resulting in the di-
luted solute species only interacting with the solvent. This assumption is typically used in
fuel cell modeling. As a result, several models still use Fick’s law for the determining the
mass transport [38-42].

The more generalized Maxwell-Stefan model for diffusive transport can be expressed as
[43, 44):

N
IQNIB — Z‘BNQ
— OV, = Z (1.5)
af Dot

where C; is the total concentration (molecm™2), IN is the molar flux (molem™2s7!), and
D is the Maxwell-Stefan diffusion coefficient (cm?s™'). The Maxwell-Stefan equations
are more accurate for a multi-component mixture because they account for the interactions
between all the species. These extra interactions, not accounted for by Fick’s law, can result
in unintuitive diffusive transport phenomena; i.e. reverse diffusion, osmotic diffusion, and
a diffusion barrier [45]. Reverse diffusion occurs when a species diffuses from low to high
concentration gradient, the opposite of what Fick’s law describes. Osmotic diffusion occurs
when diffusion occurs even though no concentration gradient is present. Finally, a diffusion
barrier occurs when no diffusion occurs, even though there is a concentration gradient. A
good example of these phenomena was shown in experiments performed by Duncan and Toor
[46]. In the Duncan and Toor experiment, osmotic and reverse diffusion occurred because
one of the gas species was “pulled” by another as it diffused from a high to low concentration
gradient.

Although more complex to implement, resulting in increased computational time and
storage, the Maxwell-Stefan equations will typically lead to a more accurate solution than
Fick’s law. This has been shown to be true in other fields, such as membrane distillation as
studied by Banat et al. [47]. In the case of PEFCs, Lindstrom and Wetton did a mathematical
analysis of the gas mixture in the GDL of a PEFC and found that the results using Fick’s
law and the Maxwell-Stefan equations only differed by a few percent [48]. Martinez et al.
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investigated the difference in results of the Maxwell-Stefan equations and the approximated
multi-component (AMC) model, which is based on Fick’s law. Martinez et al. found that
the maximum error between the two results was at most 5% [49].

The dusty gas model (DGM) has been proposed at least five times throughout the years
[50], Evans et al. [51], and Mason and Malinauskas [52] are the most commonly associated
with the DGM. When the total pressure is uniform the DGM is expressed as [53]:

iv:xaNﬁ_xﬁNa_Nﬂ

Dt DX

1
— VP, =

o (1.6)

a#p

where R is the ideal gas constant (8.314 x 10" gcem? s 2 K~ mol™!), T is the temperature
(K), P, is the pressure of species a (gem ™ s72), and D¥ is the Knudsen diffusion coefficient
(cm?s™1). Interestingly in the case of solid oxide fuel cells (SOFCs), Suwanwarangkul et al.
determined Fick’s law better described diffusive transport compared to the Maxwell-Stefan
equations, and found the DGM to be the most accurate [54]. However, Vural et al. has
criticized Suwanwarangkul et al. for assuming argon’s molar fraction to be constant, and for
using the same tortuosity fitting parameter for each model instead of fitting tortuosity to
each model individually [55]. Vural et al. instead found the results from the Maxwell-Stefan
equations and the DGM to be comparable with the tortuosity having a substantial effect on
differences [55].

The DGM is considered an extension of the Maxwell-Stefan equations to include Knudsen
diffusion. In recent years, some researchers have begun to reject the DGM [56-58]|, after
Kerkhof pointed out a self-consistency issue in the DGM where viscous forces were accounted
for twice [59]. In the same article that Kerkhof criticized the DGM he went on to develop
his own model, called the binary friction model (BFM) [59], based on the Lightfoot friction
model [60]. For isothermal gases, Kerkhof’s BFM is expressed as:

N AN -1
1 JIBNQ - JIaNg K K RT
—VP,=RT P, -\ Dy +— —N 1.7
P, C;B Y7 ( CRA P s (1.7)
O 1 in the continuum regime (1.8)
oo A%Oﬁ in the Knudsen regime '
0
"3
kp = (1.9)
Py wian
2
L+ (1j0/n3)"* (Mg /M)
Eap = [ d ] (1.10)

[8(1 + M, /Mg)]"*

where P; is the total pressure (gem™'s™2), A is the average mean free path (cm), ry is

the pore radius (cm), K is the intrinsic permeability (cm?), 1y is the dynamic viscosity of
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species 3, and M is the molar mass (gmol™!). The BFM includes intermolecular diffusion,
as well as Knudsen and viscous wall friction terms [59]. Fimrite et al. modified the BFM into
the binary friction membrane model (BFM2) to specifically describe transport of water and
protons in perfluorosulfonic acid (PFSA) membranes, including Nafion® [61]. Pant et al.
pointed out possible shortcomings with the model when applied to transport in capillaries.
This is because BFM applies Darcy’s law, during its derivation, which assumes no-slip even
though diffusion slip would be present in capillaries. As well, the use of Darcy’s law results
in the assumption that the mass and molar average velocities must equal [58]. Pant et al.
went on to develop a modification to the BEFM, the modified binary friction model, to correct
for these issues.

When a momentum equation is included in a porous media the simplest equation to use
is Darcy’s law. Henry Darcy formulated Darcy’s law based on experimental results in 1856

[62]. Darcy’s law is expressed as:
VP =K v (1.11)

where v is the mass-averaged velocity vector (v = > w,v,) of the mixture (cms™) and 7
is the dynamic viscosity of the mixture (gecm™'s™1). Darcy’s law describes the laminar flow
of a fluid through a porous medium. Although it is based on experimental data, it has been
derived from a theoretical basis by Whitaker [63].

Darcy’s law clearly results in a linear relation between velocity and pressure. This result
however is only valid in low flow regimes when the Reynolds number is less than 1. A correc-
tion can be applied for high velocity flow to account for the nonlinear relation between pres-
sure and velocity. In this case, equation (1.11) is modified to become the Darcy-Forchheimer

law, and it is expressed as [64, 65]:
VP = —nfiilfv + Bplv|v (1.12)

where p is the density (gcm™) and 3 is the Forchheimer correction tensor (cm).
For high porosities, € > 0.6 [66], and if viscous effects within the fluid need to be consid-

ered Brinkman’s equation [67, 68] can be used:
VP = K v+ iV (1.13)

where 7 is the effective viscosity (gem™'s™!). The high porosity required makes this prob-
lematic for most porous media, as the porosity of porous media is typically less than 0.6
[66]. Another issue with Brinkman’s equation is the effective viscosity because this is not a
typical parameter known. One method to remedy this, which was done by Brinkman, is to

assume that 77 &~ 1, however this is generally not true [66].



1.3.2 (Gas Channel Effects on Mass Transport

The gas channels are used to transport the fuel and oxygen to the fuel cell and remove water
from the fuel cell. By considering the channel in the domain of the simulation it allows
for the ability to account for this oxygen depletion along the channel. As well, different
channel designs are advantageous over others depending on what is required for increased
performance. For instance, serpentine channels are beneficial when effective water removal
is required [69]. Although there are benefits to including the channel in a PEFC model,
the main issue is the resulting governing equations required. In a channel the transport
is convection dominated, while in the porous layers transport is diffusion dominated. This
makes it difficult to select appropriate governing equations to describe these two different
domains for mass transport. One approach is to use different equations in the different
domains, while the second is to use governing equations that are valid in all domains.

Berning et al. applied the first approach to solving a non-isothermal PEFC in 3D [70].
They considered the membrane to be impermeable so the transport in the cathode and
anode was decoupled. They used the Navier-Stokes equations to describe the flow of the
gas mixture in the channel. In the porous layers they argued that the momentum equation
reduces to Darcy’s law, and used the Maxwell-Stefan equations to describe the transport of
the individual species. Berning and Djilali used this same set of transport equations when
they later also included phase change in their model [71]. This approach is not limited
to simplifying to Darcy’s law in the porous layers. For instance, Gurau et al. modeled a
2D MEA using the Navier-Stokes in both the channel and porous layers domain [72]. In
the porous layers, the Navier-Stokes equations were volume averaged and a source term
for the frictional losses from Darcy’s law was included. They then used Fick’s diffusion to
describe the transport of the individual species. What Gurau et al. did differently was have
three separate transport equations for different species only valid in different domains of the
PEFC. As a result there was an overlapping of two of the transport equations in the CL of
the anode and cathode of the PEFC. When using governing equations only valid in specific
sub-domains care must be taken when handling the internal and external boundaries [31].

Using a single set of governing equations valid in all domains is not significantly different.
The main difference is that the same momentum equation is solved in all domains. In the
porous layers the Navier-Stokes equations are volume averaged and an additional source
term representing the frictional drag from Darcy’s law is included. The Stefan-Maxwell or
generalized multi-species Fick’s law can be used to determine the transport of the individual
species as done in [73-77].

For the two approaches above, most researchers have used commercial software for mod-

eling a PEFC with the Navier-Stokes equations. Commercial software is typically easier
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to use and implement than codes built in-house, as a coding background is not a major
requirement. The problem with using commercial software is that a person may not know
the exact form of the equations being solved, or how they are solved. This can lead to
confusion, as researchers may write the compressible continuity equation and Cauchy mo-
mentum equation but refer to it as the incompressible Navier-Stokes equations as is the case
in [70, 73, 75]. For reference, the compressible continuity equation and Cauchy momentum

equation (steady-state and neglecting body forces) are:
V- (pv)=0 (1.14)

V- (pp®v)=-VP+V-(n(Vv+(Vv)")) (1.15)

where p is the density of the mixture (gecm™), while the incompressible form used in the

Navier-Stokes equations (steady-state and neglecting body forces) are:

V-v=0 (1.16)
p(v-V)v=—-VP +nVv (1.17)

This can make it difficult for a reader to actually know which equations were actually im-
plemented. One example of this problem is Berning and Djilali, when using the commercial
software CFX, referred to the Cauchy momentum equation as the “momentum equation for
an incompressible Newtonian fluid” [71]. Commercial code is so prevalent among researchers
that a review of modeling in PEFCs by Siegel only discussed OpenFOAM “as an alternative”
[31]. For this reason, the use of an in-house built code, like OpenFCST, allows a researcher,
and others, to know the exact form of the equations implemented.

From the above discussion, when dealing with the channel no matter which of the two
approaches are selected the Navier-Stokes equations have been used in the channel to describe
the gas mixture. For the porous layers then either a volume averaged form of the Navier-
Stokes equations with an additional Darcy source term, or a simplified momentum equation
to Darcy’s law is used. The typical choices for modeling the individual species have been
Fick’s law or the Maxwell-Stefan equations, however the DGM or the BFM could also be
used.

In 2005, Kerhof and Geboers proposed a new model to describe the multi-component
transport [1, 78]. This novel approach has a continuity and momentum equation for each
gas species, instead of the mixture. These equations were derived with the intent to account
for phenomena that the current method cannot account for. An example, would by counter-
flow types of transport, where different species are moving in opposite directions. These

equations are expressed for species, «, as:

0pa
+V-F = 1.1
at massa 0 ( 8)
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a(pava) = -V From, — V- (PJI—#.5) + Fo — Doy, + D, (1.19)
Fmassa = PaVq (120)
From. = Paa ® Vg (1.21)

N
7'\'(1/3 = 2% W%ﬁ (V’Uﬁ —+ (V’UB)T — —(V ’UB)I) (1.22)
N T
1 PP, (DT D
Dinerm, = =y —L(Za -2\ gInT (1.23)
Pt =1 -@a,ﬁ Pa s
N
D, =) P.PsDs(vs — va) (1.24)
B=1
Do = (PP, (1.25)

where ¢ is time, I is the identity tensor, 7 is the viscous stress tensor, F', is an external
body force vector field, P, is the total pressure, DT is the multi-component thermal diffusion
coefficients, and T is the temperature. These equations are similar to the compressible
continuity and Cauchy momentum equation shown earlier, however since they have to be
solved for each individual species this can make the problem computationally expensive as
more species are included.

This has not been met without controversy, as Mills and Chang [79] criticized the work of
Salcedo-Diaz et al. for using Maxwell-slip over diffusion slip. Mills and Chang then went on
to show that the classical approach, where the Navier-Stokes equations for the mixture with
Fick’s diffusion for the HyO-Air, was valid. Faliagas has also criticized Kerkhof and Geboers’
model [80]. As mentioned in a reply from Kerhof [81], Faliagas goes back and forth between
arguing for individual momentum equations and trying to retain the classical approach.
Faliagas does remark that Kerhof and Geboers’” model needs to be backed by numerical
experimentation to determine its validity and the possibility of numerical instability [80]. To
the best of the author’s knowledge no one has implemented Kerkhof and Geboers’ model in
a porous media, and only Salcedo-Diaz et al. [82] has applied it to a Stefan tube problem.

Based on this discussion, when including the channel into PEFC modeling there are not
a large amount of options available. The approach taken by others has typically been to use
the Navier-Stokes equations for the mixture and Maxwell-Stefan or Fick’s law to describe
the transport of the individual species. A novel model by Kerhof and Geboers has been
proposed which has not been validated in porous layers or PEFC modeling. Outside of
PEFC modeling, Kerkhof and Geboers’” model has not been thoroughly tested to answer

critical questions such as:

1. Can the equations be solved numerically?
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2. What boundary conditions are appropriate?
3. Do the results make sense?

By implementing Kerhof and Geboers” model in OpenFCST it can be tested to determine its

validity and numerical stability in PEFC modeling, as well as for more general applications.

1.4 Contributions

The major contributions made in this thesis towards PEFC modeling literature are:
1. Developed and validated a novel multi-component mass transport model,

2. Developed a PEFC through the channel cathode model accounting for multi-component
effects and highlighted key differences with previous models,

3. Developed an along the channel compressible, multi-component model to study along

the channel concentration changes.

1.5 Thesis Outline

This thesis is organized into five chapters. Chapter 1 introduced the reader to PEFCs,
and described their importance, applications, and challenges. The need for accurate models
describing PEFCs is highlighted. Background was provided, giving the reader a basic under-
standing of the operation of a PEFC. As well, an overview of the past and present research
in modeling mass transport in PEFCs was discussed. Chapter 2 discusses the governing
equations and simplifying assumptions. Closure relations are provided for calculation of gas
species properties. Detailed derivations of the volume averaging, linearization, and finite
element weak formulations required to numerically solve the governing equations are given.
Chapter 3 validates the implementation of the governing equations against five benchmark
tests that test all aspects of the mass transport model. Thus showing that the equations were
implemented correctly and accurately predict known problems and their solutions. Chapter
4 discusses the coupling to PEFC kinetics, and simulations of the cathode are performed.
These simulations compare the new mass transport model to the previously used Fick’s
model in OpenFCST. As well, simulations are performed along the channel. This will allow
for the effects of fluid flow in channels to be included in PEFC modeling. Finally, chapter 5
presents final conclusions of this thesis and provides suggestions for future research in mass

transport of PEFC modeling.
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Chapter 2

Mass Transport Governing Equations

2.1 Introduction

In 2005, Kerkhof and Geboers developed a new formulation for mass transport [1, 78].
Starting from the Boltzmann equation, an extension to Cauchy’s momentum equation was

developed for each gaseous species in a mixture. The governing equation for species « is

given by:
OPa
—_— - Fouss. = So 2.1
o Y " (2.1)
0 A -
g(pava) = -V From, — V- (P.1=7Fu5) + Fo — Diperm, + Do (2.2)
Fmassa = PaVq (23)
ﬁ'moma = PaVq @ Vg (2.4)
N 0 9
N af 7
TaB = 2 Z 7 (V’Uﬁ + (V'Uﬁ)T — g(v . Uﬁ)I) (25)
B
N T
1 P.P; (DT D
Diperm, = — b= 25\ VT (2.6)
Pt =1 9&5 Pa Ps
N
D, =) P.PsDs(vs — va) (2.7)
B=1
D.s = (P,%0s)"'1 (2.8)

where t is time, p is a density scalar field, v is a velocity vector field, S, is a sink/source
term, P is a pressure scalar field, I is the identity tensor, Tqp 1s the viscous stress tensor
(discussed below), F, is an external force vector field, P, is the total pressure, DT is the multi-
component thermal diffusion coefficients, 7" is the temperature, and %,5 is the Maxwell-

Stefan diffusion coefficient between species o and f.
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Equation (2.1) is the typical unsteady continuity equation, before any incompressibility
assumptions are made, with an additional sink/source term to account for losing or gaining
mass in the control volume. In typical mass transport conditions mass is conserved and
S, = 0. In this situation the total mass flux along the boundary of the control volume must
equal zero. For fuel cells, a chemical reaction is occurring and a sink/source term must be
included. A source/sink term, S, is not considered in this chapter, and further discussion
is left till section 4.2.

Equation (2.2) looks similar to Cauchy’s momentum equation. The term on the LHS
represents an accumulation of momentum with time. The first term on the RHS, V- ﬁ’moma,
is the convective term and represents the movement of the fluid particle due to the bulk
motion of the fluid. The next two terms are an expansion of the stress tensor term in
Cauchy’s momentum equation. The first of these two terms is the hydrostatic pressure term,
Pi, which acts normal and inwards to the surface. The second of the two terms is the viscous
stress tensor, 7,3, which describes the stress due to the strain rate of the fluid in terms of
viscosity and the velocity vector field. The most typical external force vector field included in
models is body force, which is included when gravity is considered in the governing equations.
The last two terms are new and help couple the momentum equations for each gas species.
The thermal diffusion term, D¢, represents gas diffusion due to temperature gradients.
The diffusion term, D, is the Maxwell-Stefan diffusion term for multi-component species

diffusion.

2.2 Assumptions

The following assumptions were considered:
1. Steady-state conditions, i.e. all derivatives with respect to time are negligible
2. Single-phase
3. Isothermal, i.e. VInT =~ 0

4. All gases can be considered ideal gases, therefore density and pressure are related by
P=LRT

5. For all derivations gravity is considered the only external forces, i.e. F', = p,g, however

gravity was neglected when running all simulations.
6. Second viscosity, (,, is negligible, i.e. {, ~ 0

7. The multi-component diffusion in gases occurs at low density, allowing for Maxwell-

Stefan diffusion coefficients to be represented by binary diffusivities, i.e. Zog ~ Dqyg
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8. The binary diffusivity coefficients used to determine the Maxwell-Stefan diffusion co-

efficients can be approximated from Chapman-Enskog theory
9. The partial viscosity is dominant along the main diagonal such that 7.5 ~ 7.

Applying the assumptions above and simplifying, the governing equations that were

implemented in OpenFCST are:

0=V "-F s, (2.9)
0=V (Fpom, +Pd—74) — (pag + D.) (2.10)
Fmassa = PaVq (211)
Fmoma = PaVq X Vg (212)

N
D, = Z PapﬁDaﬁ(’vﬁ - voe) (2'13)

p=1
Dos = (P,P.5)"'1 (2.14)

2.3 Closure Equations

2.3.1 Viscous Stress Tensor

The viscous stress tensor is represented for species « as:
Fo = 21NVsva + Aa(V - 'va)i (2.15)

where A is the bulk viscosity, n is the partial dynamic viscosity, and Vy is the symmetric
gradient defined as V,; = % (V + VT). It should be noted that the V? term in the symmetric
gradient does not imply that the gradient operator is transposed. Rather, the gradient of the
velocity vector field is transposed; i.e. VIv, = (Vv,)T. As mentioned in section 2.2, since
the second viscosity, (, is assumed negligible then the relation between second viscosity, bulk

viscosity, and dynamic viscosity becomes:

0 2
2
Ao = — =7 2.17
37 (2.17)

This allows for the viscous stress tensor to be only a function of the partial dynamic viscosity

and the velocity vector field, and is expressed as:

2 -
To =21,V — gna(V cvo)1 (2.18)
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2.3.2 Diffusion Coefficient

Chapman-Engskog theory was used to determine accurately the Maxwell-Stefan diffusion co-
efficients [45]. A modified form of this equation presented by Bird [45] is used in OpenFCST.
This equation was modified to account for a different choice of units for input variables and

is expressed as [45]:

J1/M, +1/M
Dos = 188.29 T3/ /Mo + 1/Mj (2.19)

t Oos S0
1
Oop = §(Ja +03) (2.20)

where D,z is the diffusion coefficient (cm?s™!'), M is the molar mass (gmol™'), P; is the
absolute total pressure (Pa), o, is the characteristic diameter of the molecule known as
the collision diameter [45], and €}, is the diffusion collision integral. €2}, can be considered
a correction factor from assuming an idealized rigid-sphere molecular model. Due to the
complexity of the integral expression for €17, it is often easier to interpolate from tabulated
values, like those given by Bird [45]. Neufeld et al. has curve fitted this data to the following
equation [83]:

O — 1.06036 n 0.19300 n 1.03587 n 1.76474 2 21)
D (7%)0.15610 1 ox(0.47635 T exp(1.52996 T exp(3.89411 T ’
p p p
Tk
Try = — (2.22)
€ap
€aB = \/€atB (2.23)

where T}, ;5 is the reduced temperature between species a and j, k is the Boltzmann constant
(1.381 x 107 JK™!), and € is the maximum attractive energy between two molecules [45]
(J). Values for € are typically reported in relation to the Boltzmann constant in the form
e/k.

Under normal circumstances, equation (2.19) is a function of pressure and because the
species are assumed to be ideal gases then the diffusion coefficient is a function of density.

However, if equation (2.19) is substituted into equation (2.14) as follows:

Do = (P25 (2.24)
—1
V1M, +1/Mz\ -
= | P,188.29 7%/ / 2+ Ms) (2.25)
PtUaBQE

-1
VM, +1/Ms\ -
= (188.29T3/2 Mo+ 1/ B) i (2.26)

o? s
then the pressure, and by extension density, cancels out.

17



2.3.3 Viscosity Model

Kerkhof and Geboers emphasize that the partial dynamic viscosity, 7,, is not the same
as the dynamic viscosity for a pure substance, n2 [78]. There are multiple methods for
calculating the dynamic viscosity of a mixture [84-86], however not much has been done to
determine the partial viscosity of the individual components in a mixture. Using Kerkhof
and Geboers’ assumption that the partial viscosities of the components are additive towards
the dynamic viscosity of the mixture, then previous methods for calculating the dynamic
viscosity of a mixture can typically be used. Two different models are presented here that
were implemented in OpenFCST. One proposed by Wilke [87], that is simple to implement
and fairly accurate. The second was derived by Kerkhof and Geboers [1]. It is more accurate,

but also more computationally expensive.

2.3.3.1 Wilke’s Model

Kerkhof and Geboers recommended using the model developed by Wilke for determining the
partial viscosity of a mixture [78]. Since the partial viscosities are assumed to be additive
towards the overall mixture partial viscosity, the summation over species « is removed from

Wilke’s model [87]. This results in the following partial viscosity for species a:

Tl
= tolla 2.27
! > 51 Tabas (221
0 /,,0Y1/2 1/412
fus = (1 (n0/n§) " (M) M) (2.28)

[8(1+ Mo /Mg)]""

where z is the molar fraction, and M is the molar mass. Since the governing equations use
density instead of molar fraction as a solution variable, the following relation can be used to

transform the equation into a function of density:

Co  paM

R 2.29
! Ct pMa ( )

where C, and C; are the species and total concentration (molcm™3) respectively. This re-
places the molar fraction with the unknown density scalar field from the governing equations.

Thus, the partial viscosity will be approximated as follows:

0
pana
No = - N (230)
M, Z J\’Zgéaﬁ
B=1

[1 -+ (0 /m%) /(M /M) 4]
[8(1+ M, /Mg)]'/

§ap = (2.31)
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where p, is the density of species a.

Wilke’s viscosity model neglects second-order terms, and with the exception of the
hydrogen-argon mixture the average deviation from experimental points is 0.49% [87]. From
other researchers it has been found that Wilke’s viscosity model is fairly accurate and only
loses accuracy for mixtures containing hydrogen [84, 86]. Poling [86] goes further stating
that it looses accuracy when M, >> Mg and 7 >> 7j. For this reason when simulating
an anode or a full membrane electrode assembly (MEA) of a PEFC another method should
possibly be considered.

To determine the dynamic viscosity of each of the individual species, Chapman-Engskog

theory will be used. This equation is expressed as [45]:

3

0 -5

= 2.6693 x 107> ——— 2.32

N 0-2 Q;}; ( )

where 1° is the dynamic viscosity of the individual species (gs™'cm™1), €2}, 1s the viscosity

collision integral. Like 27,, values for (2} are tabulated by Bird [45], and Neufeld et al. has
curve fitted this data to the following equation [83]:

o _ 116145 N 0.52487 N 2.16178 (2.33)
T (T*)0M8T T exp(0.77320 %) exp(2.43787T+) '
- Tk (2.34)

€

Since this equation is for determining the dynamic viscosity of a pure substance, then it is
not related to any of the species in the mixture. As a result, no type of averaging for the

variables o and €/k between the different species is required.

2.3.3.2 Kerkhof and Geboers’ Model

Kerkhof and Geboers derived a set of equations for the partial viscosity from the B-terms
in the perturbation function, ¢, for the Boltzmann equation [1, 88]. These equations are
similar to those derived by Hirschfelder et al. [85] in that they both utilize the Lennard-
Jones constants and the collision integrals, as both require the inversion of a matrix in order

to find the partial viscosities. These equations are:

Pn=1 (2.35)
2 (4 16M,, & p 3
R « 7 5M QY + 2Mp0%Y 2.36
kT (5 ao + 15pa [;X (Ma+MB)2 afB + 2 B af ( )
2 (16 M, Mjg LD 322
Pog=—— = [ —22L ) (500D — 20 2.37
o= pr (58 () (50 - 3085 (237)
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where 71 is a vector of the partial viscosities (kgs™'m™!), 1 is a vector of ones, M is the
molar mass (kgmol™!), p is the density, and Qg;) are the collision integrals. The collision

integrals, Q((f;), are expressed as:

Q) = [fo/f)}m (2.38)
9], = s (5 196, (239
[Qas),, = <1 - % (%)) o2, (2.40)
Oup = % (00 +03) (2.41)

M, M

B = 2.42
Hod = N, (M, + Mp) (2.42)
where o is the collision diameter (m), s is the reduced mass between species o and 3, and
Ny is Avogadro’s constant (6.022 x 10?3 molecule mol~!). The subscript rs stands for rigid

spheres and signifies that [Qg;)} is derived assuming that the particles are treated as rigid
TS

spheres. As a result, Q;(;’s) is a correction factor to account for the differences in behaviour
from this assumption. Similarly to 2}, and €, values for 27 ; are tabulated by Hirschfelder

et al. [85]. Kerkhof and Geboers have curve fitted Hirschfelder’s data using a Neufeld-type

equation [1] as follows:

O = a (T75) ™" + coxp (—dT7y) (2.43)
Tk

Trs = — (2.44)
€ap

€aB = \/€atp (2.45)

The values for the constants in equation (2.43) for QZ(Bl’l) and QZ(BZ’2) are shown in Table 2.1.

Table 2.1 — Constants for empirical QZ(;’S) equations (Ref [1])

Q*(l,l) Q*(Q,Z)
Variable of of
0.3<T* <25 25<T* <400 03<T* <25 25<T*<400
a 1.340794 1.066993 26.425725 1.151508
b 0.326244 0.157384 0.045563 0.145812
c 1.546648 0.424013 -25.232304 0.437374
d 2.768179 0.698873 0.016075 0.670219
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2.3.3.3 Comparison of Results

Hirschfelder et al. [85] has provided experimental data at various temperatures for an Argon-
Neon and Argon-Neon-Helium mixture. This data will be used to validate that both viscosity
models have been implemented correctly in OpenFCST and results will be compared. Ta-
ble 2.2 shows the gas properties that these two models require for calculating the partial

viscosities of the mixtures.

Table 2.2 — Gas properties

Property Argon Neon Helium Units  Reference
M 39.948 x 1073 20.183 x 10™®  4.002602 x 1073 [89] kgmol™* [45]
o 3.432 x 10719 2,789 x 1010 2.576 x 10710 m [85]
e/k 124 35.7 10.2 K [85]

Figures 2.1, 2.2, and 2.3 show the partial viscosity calculated using Wilke and Kerkhof
and Geboers’ models at various temperatures. The experimental values are also shown for
the dynamic viscosity of the mixture. Both models appear to accurately predict the dynamic
viscosity of the mixture. As well, the partial viscosity of the mixture intuitively shows what
one would expect. That the partial viscosity of the mixture approaches the dynamic viscosity

as the mole fractions approach 1.

3.5 ' ' ' ' ! ' ' ' ' O  Experimental Data
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— e e Wilke Neon
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Figure 2.1 — Partial viscosity of Ar-Ne mixture at T=293.16 K
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To properly compare the accuracy of each model the dynamic viscosity of the mixture
was calculated at the same molar fractions as the experimental partial viscosity. Then an the
least squares error was calculated assuming the experimental values are the exact solution.
Table 2.3 shows the overall partial viscosities compared with the experimental values at
various temperatures. From this the least squares error for Wilke and Kerkhof and Geboers’
models are tabulated in Table 2.4. With the exception of the case when the temperature is
473.16 K, Kerkhof and Geboers’ model was always more accurate than Wilke’s. Both Wilke
and Kerkhof and Geboers’ models show an increased error from the 373.16 K to 473.16 K. In
the case of a PEFC this should not be a problem as temperatures do not typically go above
373.15 K.

Table 2.3 — Dynamic viscosity of an Ar-Ne mixture at various temperatures

T (K) T Ar 0.0000 0.2680 0.6091 0.7421 1.000
Experimental 3.092 2.808 2504 2.401 2.213
293.16 Wilke 3.106  2.771 2468 2374 2221
KG 3.110 2.819 2,504 2397 2211
Experimental 3.623  3.313 2990 2.885 2.693
373.16  Wilke 3.635  3.283 2957 2.855 2.686
KG 3.640 3.330 2997 2.883 2.686
Experimental 4.220 3.890 3.529 3.413 3.222
473.16 Wilke 4.241  3.864 3.508  3.395 3.208
KG 4.245  3.905  3.541  3.417  3.202

Table 2.4 — Error in dynamic viscosity of the Ar-Ne mixture at various temperatures

Least Squares Error
Wilke KG
203.16 0.061 x 10™° 0.022 x 107?

373.16  0.055 x 107> 0.026 x 1075
47316  0.390 x 1075 0.443 x 107°

T (K)

Table 2.5 shows the dynamic viscosity of the mixture at various temperatures for different
molar fractions of Argon and Neon. If the values for Kerkhof and Geboers’ model calculated
in this work and by Kerkhof and Geboers themselves [1] are compared they are nearly
identical for all cases. This validates the equations implemented in OpenFCST to calculate
Kerkhof and Geboers’ partial viscosity model. Table 2.6 shows the least squares error for
Wilke and Kerkhof and Geboers’ model. For all cases Kerkhof and Geboers’ partial viscosity
model has a smaller error and is consistently around 0.025 x 1075, On the other hand,

Wilke’s model appears to have a steadily increasing error.
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Table 2.5 — Dynamic viscosity of an Ar-Ne-He mixture at various temperatures

T (K) xa rye  Experimental Wilke KG

0.2670 0.5576 2.740 2,708  2.736
993 0.3213 0.3193 2.569 2563 2575
0.5851 0.2166 2411 2411 2432
0.2382 0.2189 2.504 2.524 2512
0.2670 0.5576 3.237 3.213  3.233
373 0.3213 0.3193 3.044 3.052  3.050
0.5851 0.2166 2.886 2.894 2910
0.2382 0.2189 2.957 2.999  2.966
0.2670 0.5576 3.790 3.785  3.792
473 0.3213 0.3193 3.574 3.605  3.582
0.5851 0.2166 3.415 3.437  3.439
0.2382 0.2189 3.470 3.537  3.477

Table 2.6 — Error in dynamic viscosity of an Ar-Ne-He mixture at various temperatures

Least Squares Error
Wilke KG
293 0.038 x 10™° 0.023 x 1075

373 0.050 x 107°  0.027 x 107°
473 0.077 x 107°  0.027 x 10~°

T (K)

2.4 Representative Elementary Volume Averaging

2.4.1 Introduction

A PEFC has five distinct layers: the channel, GDL, MPL, CL, and PEM. The GDL, MPL,
and CL being porous materials require a representative elementary volume (REV) averaging
form of the governing equations. Consider the small porous elementary volume shown in
Figure 2.4, where there is a fluid domain and a solid domain. If one were to model the fluid
flow through this porous medium it would be computationally challenging. This is because
a highly refined mesh that accurately reflects the porous structure and necessary boundary
conditions would be required. Thus, resulting in a computationally expensive simulation.
Instead, an approximate solution can be obtained by volume averaging the equations in the
domain [90].

The two most common choices for REV averaging are the phase and intrinsic average.
For the phase average, the field variables are averaged over the entire domain including the
solid domain. While for the intrinsic average, the field variables are averaged over the domain

that the fluid exists in. The phase and intrinsic REV averages are mathematically defined
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Figure 2.4 — Representation of REV averaging

for a given function ¢ respectively as [90]:

(¢) = V;V /V ¢dV (2.46)
I dv
(¢) 7 Vf<z> (2.47)

where Vggy is the total volume of the REV and Vy is the volume of the fluid in the REV.
These two REV averages can be related to each other through the definition of porosity, ¢,

as follows:
(0) = e(¢) (2.48)
_ Y
e = T (2.49)

Zingan [91] determined that the best choice is the combination ({p,), (v4)?). This is because
it generates a stable non-oscillatory numerical solution with no jumps in the solution variables
across the interface.

To apply this REV averaging to the governing equations the following identities are useful
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92-94]:

(A + BY) = Alg) + B{) (2:50)
(A¢ + By = A(¢) + B(y)/ (2.51)
(69) % ~(O){9) (2.52)

(60) ~ () ) (2.53)

(V6) = V() + 5§ oy, da (254)
(V-F)=V-(F)+ VRlEV ) Fong,dd (2.55)
(VF) = V(F) + VRlEV ) Fang,dA (2.56)
(V-T)=V-(T)+ v P Tng, dA (2.57)

where ¢ and v are scalar fields, F' is a vector field, T is a tensor field, and Ap, and ng, are the
surface area and normal vector of the -7 interface within the control volume respectively.
Expressed more simply the §-v interface is the interface between the fluid and solid inside
the control volume. As such, when the vector field, F', represents a velocity vector field then
by the no penetration and no-slip assumption this boundary integral must be zero. A proof
for equation (2.54) can be found in [95] or [93]. The technique used in [95] or [93] can also
be used to prove equations (2.55) to (2.57).

2.4.2 Multi-Component Mass Transport Model

As discussed by Zingan [91], after averaging the governing equations become:

0=V- <Fmassa> (258)

) . 1 .
0=V. <<Fmoma> (P - <Ta>> o ]im <PaI _ Ta) ng, dA 250

= ((pa)g + (D))
(Fimassa) = (Pa)(va)’ 2.60
<Fmoma> = <pa><va>f ® <Ua>f 2.61)
(Pa) = <pa>RAYZ” (2.62)
(Do) = = S (PP Das((03)” — () (2.63)
f=1



Based on the work of Zingan [91] a derivation for equation (2.58) and (2.59) can be found
in Appendix A.

Whitaker [90] proposed a closure form for the surface integral in equation (2.59) by
approximating it with Darcy’s Law. In a PEFC there is a possibility to have high velocity

flows, the extended Darcy-Forchheimer law was used instead:

1

VRE \%4

%4 (Pozi — To)np, dA ~ <77a>K_15<'UOa> + B<pa>|5<va>|5<va> (2.64)

where K is the inverse of the permeability tensor (cm?) and 3 is the nonlinear Forchheimer
correction tensor (cm). The Darcy-Forchheimer law is an extension of typical Darcy flow.
Since Darcy’s law is only valid for low flow regimes, the additional Forchheimer correction
tensor allows for more accuracy to better reflect high velocity flows through a porous medium.

This results in the following REV averaged governing equations for a porous domain:

0=V (Frs,) (2.65)

0=V ((From.) + (P)T = (70)) = ((Fpor) + (padg + (Do) (2.66)
(Frugsss) = (pa) (va)? (2.67)
(Froma) = (pa) (va) ® (v5)! (2.68)
(Pa) = <pa>R]\§Zif‘ (2.69)
(Fror) = — (1)K e(0a)’ = Blpa)le(va)|e(va) (2.70)
(D.) = 1i<Pa><Pﬁ>ﬁaﬁ<<vg>f — (va)) (2.71)

2.4.3 Closure Equations
2.4.3.1 Viscous Stress Tensor
Considering the stress tensor term, first equation (2.57) is applied as follows:

1
(V7o) = V- (Fa) + f{ Fong, dA (2.72)
Vrev Ja,,

Opening the stress tensor term, equations (2.50) and (2.52) can now be applied:

() = 200500 — = (e (V-0 ) (2.73)
2 2 A
~ g(na><vsva> - g(%)(v vl (2.74)
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Equations (2.56) and (2.55) can then be applied as follows:

2 1
= —(Na) | Vs{va) + j{ v, ®ng, dA
€ Veev Jag,

2 1 -
—— () | V- {v,) + 7{ v, -ng,dA | I (2.75
3€<77>< (o) + 7§, v ) .75

Assuming no-slip along the 5-v interface in the REV and no penetration is assumed along the

(Ta)

boundary of the porous medium control volume, then both surface integrals in equation (2.75)

must be zero. Finally, the velocity vector field must be converted to an intrinsic average like

(o) = 20 Vsl0a) = 5 (1) (v (2.76)
= 1) Vi (wad = ()Y - (w,)T (2.77)
In summary,
Fo) =V - (7 ! #om
(V- Fa) =V {7a) 4 ]im Jms, dA (2.78)

=V- (2(na>vs<va)f — ;(no)v . (va>fi) + j{‘ Tang, dA (2.79)

VRE \%4

where 7, is the stress tensor, (1,) is the phase averaged partial dynamic viscosity, (v,)/ is
the intrinsic averaged velocity vector field, 1is the identity tensor, Vzgy is the total volume

of the REV, and mng, is the normal vector along the surface of the domain of the element.

2.4.3.2 Diffusion Coeflicient

Section 2.3.2 showed that the diffusion coefficient calculated from Chapman-Engskog theory
is a function of total pressure. As discussed in section 2.3.2, this total pressure cancels out
and is not considered for volume averaging, however volume averaging is still required.

By volume averaging, the porosity of the porous medium has been accounted for in the

diffusion term, expressed:

> (Pa)(Ps)Dap((vs) — (va)!) (2.80)

=2 _(Pa)(Ps) (gptl%ﬁi) ((v5)” = {va)) (2.81)

From macro-scale observation a fluid may appear to travel in a straight line through a porous

media, but unlike a channel a fluid is not able to move in any direction freely. Fine particles
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that make up the porous media obstruct the path of the fluid, and the fluid must pass around
these fine particles. This tortuous path that the particles diffuse along must be accounted
for. This is typically represented mathematically as:
eff _ €
Ds = ~ s (2.82)
where _@;’;f is the effective Maxwell-Stefan diffusion coefficient, and 7 is the tortuosity
through the porous media. When in the porous domain, @zéf is then used in place of
PDap in the governing equations. Tortuosity is the ratio of the length of the cord to the
distance between the two ends. A tortuosity of 1 would represent a straight line, while a
circle would have an infinite tortuosity.
Tortuosity is a difficult quantity to obtain, and is typically estimated through empirical

relations. The most common relation used is Bruggeman’s relation, expressed as:

T=¢g" (2.83)
P = Dog (2.84)

Secanell [18] pointed out that this can lead to inaccuracies in modeling the porous layers
of a PEFC. This is because Bruggeman [96] obtained this relation for a bed of spheres of
different size [18, 96, 97], which does not accurately describe the porous structures in a
PEFC. Pharoah et al. analyzed effective transport properties and determined that using the
Bruggeman relation in a PEFC overpredicts the oxygen concentration in the CL resulting in
higher current densities.

Secanell [18] used a relation proposed by Tomadakis et al. in [98], where Monte Carlo
simulations were used for predicting effective diffusivity. They determined a relation for

effective diffusivity that is expressed as:

E — &Eh

17
@zéfz%ﬁ( ) H(e — eum) (2.85)

1_Eth
0 ife<egy,

, (2.86)
1 ife>ey

Hie —ewm) = {
where €;, and p are constants dependent on the orientation of the fibers in the porous media,
and H(e — ey,) is the Heaviside unit step function.

The method proposed by Tomadakis et al. [98] and used by Secanell [18] was also used

in this work. The resulting diffusion coupling term in the governing equation is expressed
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as:

(Do) =Y (Pa){P3)Dos((v5)] — (va)’) (2.87)
f=1

Do = (R7Y) i (2.88)

T = D (i — Z’;) H(e — ) (2.89)

2.4.3.3 Viscosity Model

Both Wilke and Kerkhof and Geboers’ viscosity models are functions of the unknown density
scalar field, then an REV averaging must also be considered. This is much more straight-
forward than some of the previous REV averaging derivation, as no swapping of integration

and differentiation is required.

2.4.3.3.1 Wilke’s Model

The REV average of Wilke’s viscosity model is derived by applying equation (2.52) to (2.30)

_ Na Pa
(Ma) = A <—Zg1 z §a5> (2.90)

0
- <p]3>’76<vp6> (2.91)
eMa ) g1 i, Cas

as follows:

2.4.3.3.2 Kerkhof and Geboers’ Model

For Kerkhof and Geboers’ viscosity model the values for P off the main diagonal are not
functions of the unknown density scalar field. As a result, only equation (2.36) needs to be

REV averaged. This is done by simply applying equation (2.52) as follows:

(Ma) = (Paa) (2.92)
N
2 <4 16M,, P A S
= 208 + < > b (SM Ol + S M0 >>>> (2.93)
aq 2 ™o B ap
kT \ 5 15pa £ (Mo + Mj) 2
N
2 (4 16 M, {(pg) 1Ly, 3 2,2
e g MOEY + 2h0%2 2.94
T (5 oo +15g(pa>ﬁ§l(Ma+Mﬂ)z oMaSd,5 T 5 Mg (2.94)

2.4.4 Summary

Consider a d-dimensional fuel cell model in the domain 2 C R¢ with a boundary I'. From

section 2.4 the governing equations must be valid in two separate domains, the channel and
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the porous layers. As a result, the domain, €2, must contain two subset domains. One for
the channel Q. C Q with a boundary I'. C I', and a second for the porous layers €2, C
with a boundary I', C I

From this information, and that from the previous sections, the governing equations can

be re-written to be valid in all domains as follows:

0=V "-F s, in (2.95)
0=V (From, + Pd —74) = (Fyor, + pag + Do) in Q (2.96)
Amassa = PaVq (297)
Fmoma = PaVqx X Vq (298)
P, = pa 2.99
Pa Il (2.99)
2 A
To =21,VsU, — gnav cv,1 (2.100)
0 in Q.
P | (2.101)
oK €V, — Bpalevalev,  in Q,
N
D, =) P.PsDs(vs — vo) (2.102)
B=1
7 AN
D.s = (Pt%ﬁ ) i (2.103)

(2.104)

Pa = {pa S (2.105)

(Pa) 0L
Vg, in €,

o) in 0 (2.106)

where Vo € Z and is the species index in the domain €2.

2.5 Linearization

2.5.1 Newton-Raphson’s Method

Since this is a nonlinear system of equations the governing equations are linearized. This
can be done before or after the equations are weakened. Due to personal preference the

governing equations were linearized first. This is done by taking the governing equations in
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their current residual form, and perturbing the solution variables slightly using a first order

Taylor series expansion. This is done as follows:

n

' OR | e + OU(Gpa)? + (Gv0)?)  (2.107)

0pa + —
p+8va

OR
0= R(p" ve"") = R(pg, ve) + 5=

Thus, the linear problem to be solved is of the form:

n

OR | 50, = ~R(p0, v) (2.108)

OR 50, 4 OB
Pe v,

0pa

where the solution increments, dp, and dv, are being solved for. For future convenience,

when the variation operator, ¢, is not applied to a solution variable it will take the form:

n

_OR §v, (2.109)

OPa

s OB

'R 0pa
P +8va

After dp, and dv, have been solved for, a line search method is used to update the solution

variables. This line search method is done as follows:

o = g1 4 hp (2110)
v = o” + hév, (2.111)

where h is a relaxation step size that can be used to help convergence. For all cases analyzed
in this work a value of 1 for h was found to be suitable.

The solution variables are categorized into blocks. One block for each density species so-
lution variable, and d blocks for each orthogonal velocity species component in d-dimensional
space. At the end of each iteration the Ly norm is computed for each of these vectors. The
overall residual is then computed as the L, norm of these L, norm block residuals. For the

stopping criteria, a tolerance of 10~% was used.

2.5.2 Multi-Component Mass Transport Model

Applying the process discussed in the previous section to the governing equations, the Taylor
series expansion appears as follows:

VF =V (F o +0F", )+ O((6pa) + (00,)?) (2.112)

massSeq

—G—P&H—li _ 7:Z+1) _ (Fn—H + pn+1g + DZ—H)

Pora «

V(B 4 6F o) + (P + 6P,T) — (77 + 07,)]
— [(Fpor, + 0F por,) + (g + 0pag) + (Dyy + 6D,

pora

+0((0pa)” + (0va)?)

~ n+1

V. (F

mome,

(2.113)
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Neglecting higher order terms the linearized system of equations to be solved are:

V- 6F poss, = -V - F" in Q (2.114)
V - (6F piom, + 0P 1—674) — (6F por, + 0pag + 6D,
( )~ ) ped ) inQ (2.115)
=-V- (Fmoma +P§I_+Z> + (F;Lora +IOZQ+DZ)
OF 1ass., = 0pavh + prdv, (2.116)
OF om, = 0pa®" @ V" + plov, @ 7 + plo” @ dv, (2.117)
SP, = 6p, 2.118
T (2.118)
0 in €.
a1 n
SF oy, = { — K (V3000 + 1Nadva) . (2.119)
3 n n nE’l}gE(S’l}a n n n n QP
_IB 5p0¢|€va|€va +paﬁ€’va +pa|6va|€6va
evy
N
0Dy = (0PaPs+ PadPs)Dos(vy — vl2) + PaPsDap(0vs — v,) (2.120)
p=1
1 in €.
£ = : (2.121)
0<e<1l inQ,
n in Q.
pr=le 0 (2.122)
<pa> m Qp
vl in Q.
v = , (2.123)
v in Q,

2.5.3 Closure Equations
2.5.3.1 Viscous Stress Tensor

The viscous stress tensor is a function composed of gradients and divergence of the velocity
solution variable as well as the partial viscosity. Since the partial viscosity is a function of
the density scalar field, this results in an extra term for the variation with respect to the
partial viscosity. It can easily be determined that the variation in the viscous stress tensor

is as follows:

0T o = 0Ny (QVSva — g(v . 'va)i) + Na (2V55'va — ;(V . 5va)i) (2.124)

2.5.3.2 Viscosity Model

As mentioned in the previous section, both viscosity models are functions of the unknown

density scalar field. As a result, the variation with respect to the density scalar field must
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be determined for these models.

2.5.3.2.1 Wilke’s Model

The variation in Wilke’s model is straightforward and can easily be shown to be equivalent

to:
<pa>770
(na) = 7 (2.125)
SMa Zgzl %gaﬁ
N
5< > o 5<Pa>773 . <pa>772 Z 5<p5>€ 5 (2 126)
o) — 2 «a ’
eM, Zgzl %faﬁ eM, <Z,]BV:1 %gag) p=1 Mﬂ

—~

= (Zi@ﬂfaﬁ) 5{pa) = (pa) (Zp—‘”&w) <Z%§>faﬁ) (2.127)

=1 P g=1 P p=1

2.5.3.2.2 Kerkhof and Geboers’ Model

Kerkhof and Geboers’ model is difficult to linearize as equation (2.35) is a set of independent

equations. On first inspection one may be inclined to do as follows:

Pn=1 (2.128)

n=P"1 (2.129)
A1

o =0 <P ) 1 (2.130)

The problem is that this involves inverting a matrix where the values are determined by equa-
tions (2.36) and (2.37) and then taking the variation. This is a huge problem if everything

is done analytically. Alternatively, take:

Pn=1 (2.131)
5Pn+ Pén=0 (2.132)
on = —13_151377 (2.133)

Finally substitute equation (2.129) into (2.133):
on=—-P sPP 1 (2.134)

Using equation (2.134) the matrix inversion can be done numerically and only the variation

in P with respect to density is required. Equations (2.130) and (2.134) can be shown to be
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equivalent by considering:

5 (13_11313_1> — 26 (13‘1) pp '+ p PP (2.135)
5 (15_1> — 25 (15_1) + P PP (2.136)
P PP =5 (15*1) (2.137)

If equation (2.137) is substituted into (2.134), one obtains equation (2.130). Thus, showing
equations (2.130) and (2.134) are equivalent.

Since the values off the main diagonal of P are not a function of the density scalar field,
they will be zero. This results in a variation of a matrix that only contains values along the

main diagonal. The values for § P, are as follows:

_ My ([~ d{py)
(Poa) = 15ekT (pa) (; (M, + M;)? (2.138)
5(pa) o (ps) Dy . 3., e
~ {pa) B; (M, fMﬂ)z) (5MaQa,8 + 5 MpQos ) (2.139)

2.6 Weak Formulation

The linearized form of the governing PDEs are weakened using the Bubnov-Galerkin finite
element method (FEM). Using the same justification as Reddy [99] for 2D incompressible
flow, ¢, and w, are chosen to represent the arbitrary scalar and vector test functions for
the density and velocity of species a respectively. ¢, is multiplied by equation (2.114), while
w,, is multiplied by equation (2.115) using the dot product operator to produce a scalar
momentum equation for each species a. For simplicity the index for species is removed, and
only one of the species is considered. Integrating over the entire domain, {2, the resulting

set of scalar equations are:

/ TAVAR.Y U (= / —qV - F" . dQ (2.140)
Q Q

/ w- (V- (58 + 5PL — 5#) — (5F,, + 5pg + D) ) 40
Q

_ / w (V- (B P #) — (B, + "9 + D)) d0 (2.141)
Q
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The integrals above require that in order to achieve a solution the following requirements

must be met in Sobolev space:
pe H ::{p:Q%R:/p2+(p')2dQ<oo} (2.142)
Q

Spe H = (5p:Q—>R:/((5p)2+((5p’)2d9<oo} (2.143)
Q

ge H° .= q:Q—)R:/quQ<oo} (2.144)
Q

{
{
veH = {v Q= R?: /Qqﬂ + (02 + (v")?dQ < oo} (2.145)
dv € H? == {

bv:Q— R /9(511)2 + (0v")? + (6v")*dQ) < oo} (2.146)
we H = {w:Q—>Rd: 'w2dQ<oo} (2.147)

The ideal goal when performing the FEM is to weaken the equation such that both the
solution variable and test function belong to the same space, i.e. v,w € H'. For density
and its respective test function ¢ this is not possible. In this case, a weakened form where

p € H° and ¢ € H' was found. To do this, first the following identities are applied:
V- (Fq)=¢V-F+F-Vq (2.148)
V. (TF) —VF:T,+F -V T, (2.149)

where F is a vector field, ¢ is a scalar field, and T, is a symmetric tensor of rank 2. Equation
(2.148) is well known and it is left to the reader to prove if they desire, while equation (2.149)
is not as typical of an identity. For this reason a proof for it can be found in Appendix B.1.
Discretizing the integral over the entire domain, €2, into smaller elements, 2¢, and applying
these identities result in the following set of equations:

V - (@0 F nass) — OF 1ass - VqdQ© = —V - (¢F7, + F

mass) mass
Qe Qe

VgdQ®  (2.150)

/ e v-((aﬁmom +oPT - 5+) w) Vw (5ﬁmom + 6P - 5+) —w-(§F 0 + pg + 6D) dO°

- / —V-((F;m TS0 w) FVw (F;m + P +”) +w-(F7,, + p"g + D") O
(2.151)

Now the divergence theorem can be applied resulting in:

mass

—/ 5Fma55-quQe+% GO F 0ss - dl® = FZQSS-quQe—f qF" ..-mdl® (2.152)

e

Qe
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- / Vw : (5ﬁmom 4Pl 5+) Y w- (0F 0 + Opg + 6D) dO°
+ f{ (5ﬁmom +opPi— 5%) w -ndl
l"e

_/ Vw: (Fl,, + PT=#") 4w (F}, + p"g + D") d0*

mom

—]{ (F" P +") w-ndl® (2.153)

mom

Equations (2.152) and (2.153) are now in a desirable Sobolev space to achieve a solution.

The Sobolev space for each solution variable and test function are:
pEHO::{p:Q—HR:/deQ<oo} (2.154)
Q

6p € H® := (5,0:Q—>R:/
Q

q:Q—>R:/q2+(q')2dQ<oo} (2.156)
Q

6p*dQ < oo} (2.155)

{
{

veH = {v:Q—)Rd:/gzv2+(v’)2dQ<oo} (2.157)
{

bve H :=30v:Q— R: /((51})2 + (0v")*dQ < oo} (2.158)
Q
we H = {w:Q—)Rd:/w2+(w’)2dQ<oo} (2.159)
Q
The arbitrary test functions are approximated by piece-wise shape functions, i.e.:
N
a~ ) af (2.160)
i=1
N
Sp~ > Spf (2.161)
j=1
N
> ovp)”
v~ | 5! (2.162)
> oudmt
m=1

To solve equations (2.152) and (2.153), they must be formulated into matrix form, i.e.
Az = b. For simplicity, this is shown below for a 2D case of a single species where Dirichlet
boundary conditions for velocity and density are assumed to be applied along all boundaries.
It should be mentioned that this method can be applied the same for multiple species in 3D

space. Substituting in the Bubnov-Galerkin method into equation (2.152) and expanding;:

—/ dopv" - Vq+ p"ov - VqdQ© = / pv" - VqdQ© (2.163)

37



_/Qei[ap] Zqz +Z

J=1

Spyif Z o2 ]

N N N N o
T S R ST e Il PR AT Zqiagf as
=1 =1 m=1 =1
N p
/ " "Zqz Z%‘aawyi dQ¢ (2.164)

=1

where 7, j, [, and m are the components of the degrees of freedom (dofs), IV is the maximum
number of dofs, and v, ¥,,, and 1,, are the Lagrangian shape functions, and p", vy, and vy
are the nodal values from the previous solution, Due to the fact that ¢; can take any value,
it can be pulled out of the integral like so:

;//mwa D

+ Z prov wp + Z "SvY, O 4

;Z/ M@W Ug(r;—zg (2.165)

Resulting in equation:

0
/Zépg]ma +Z‘5 f;aw

p
- E provy ”“ p vy v ,
oy oyl
/ep Ve TPy (2.166)

Equation (2.152) has now been transformed into the matrix form K (—du) = f, where index
1 refers to the row of the matrix, indices 7, [, and m refer to the column of the matrix, and
dp, 0v,, and dv, are the unknowns being solved for.

The same approach is now applied to (2.153), except to maintain readability the element
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contribution will only be shown in vector notation, i.e.:
N
o =" dpf (2.167)
j=1

[ N
D vy

gt = |1 (2.168)
> vl

Lr=1

r N
> wipdy

PP = |3 (2.169)

wyty’
1

Lp=

It should be remembered that for a single gas the partial viscosity equals the dynamic viscos-

ity, which is not a function of density. Substituting the above equations into equation (2.153):

RTmzz T
M

— Vi : (((wpv" ®v" + ptiY’ @ v" + pv" @ JY) + Sy I
Qe

—n (2v35¢v - g(v . 5¢”)i)) + v ( (—nK’lgazp”

LEVEOY”

-3 <5¢p|£v"|evn +p levn| cv" + p"|£’v"|£5¢”>) + 5¢pg) dQe

RTmiz" 2 T
= [ v (P”v” Q" 4 p" =L (zvswy - (V- WU)I))
Qe M 3
ww . <<—77K_1€'Un —Bpn|€’0n|6’0n) +png> doe (2170)

N N

Similarly as before the terms: ) w,; and ) w,, can be pulled out of the integrals. Due to
k=1 p=1

the fact that they are arbitrary values they can be canceled out. This leaves equation (2.153)

in the form:

RTmix"
— AVA! (((wpv” ®v" + p"iY’ @ v" + p"v" @ JY) + &WTI

Qe

3

n 6 v
%ev" + p”\av"la&b”)) + 6¢pg) dQe

RT x4 b 2 S

. ((—nf{_lsv” - Bp”|5'v”|sv”) + p”g) dQe (2.171)

2 . -

_n (wsaw v (5¢”)I)) o ( (—nK Leap

-3 <5wp\£'v"|€v” +p"
— V\I’wi (pnvn®vn+pn

Qe
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v = { k}
py

(2.172)

Now equation (2.153) is in matrix form, where indices k and p are for the column of the

matrix, indices j, [, and m are for the row of the matrix, and dp and dv are the unknowns

being solved for.

In summary, the weakened form of the governing equations implemented in OpenFCST

are:
- / OF mass, - VI dQ° + 7{ VS F s, - 1Al

= F} ... -V¥LdQ° — f VIF) .. -ndl*
Qe e

— [ v, (51%0% +oPT - Cm) WY (§F 0, + 00Lg + 0D,) dO°
Qe

n f (P i, + 6PT — 57,) W -l
FE

momeg pora

:/ A (F" +P§i—+2> + Wy (Fp,, +hg+ Dy) dQ°
(B 21— )

(SFmassa = 57?2”2 + pga’l,bz

Fross, = pZ’UZ
OF pom., = 0UP0" @ v + ploYp’ @ v" 4 plo” @ 0y’

n, 7 n
Fmoma = pava ® va

RT,,;
P, = dypr —=
v
RT,,;
Pa _n miz
Pa M.
N 2 N b 2 S
0T o = 0N <2V8’UZ — g(v vl ) + Mo (2V85’¢)a — g(v . 51#&)1)
2 ~
To = 2n,Vsvl — gnav vl
(O in €,
— K2 (0300 + 10w
OF por,, = e n n "M n
poTa /6 <5¢g|€va|€va + Pa ‘E’Ug’ €V, in Qp
 ptleotleow,
\
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(2.183)



F

pora

0Py,

0%,

L=

07

0 in €.
= ~—1 ~ .
—. K eor - Bpnfevilevr in Q,

N
= Y (6PuPs + PadP3) Do(v} — v3) + PoPsDos(S9b5 — 597,)
B=

N
> 5”&,11/’31
=1

N
Z 6”3,7“ 04%‘7’
r=1

Vx
a.k
Vy
a,p

2.7 Implementation

2.7.1 Discretization

(2.184)

(2.185)

(2.186)

(2.187)

(2.188)
(2.189)

(2.190)

(2.191)

(2.192)

OpenFCST utilizes the deal.Il FEA library [100, 101] for handling the grid, global and

adaptive refinement, finite element shape functions, and linear solvers. Due to limitations

with the deal. Il FEA library used by OpenFCST only quadrilaterals and quadrilateral prisms

are able to be used in 2D and 3D respectively.

For incompressible flows Reddy remarks, “In order to prevent an overconstrained system

of discrete equations, the interpolation used for pressure must be at least one order lower

than that use for the velocity field” [99]. Donea and Huerta make a similar suggestion for

compressible flows, but add that this is not a requirement like it is for incompressible flows

[102]. Taylor-Hood elements [103] match this criteria and are known to give a stable solution

for incompressible flows in the Stokes flow regime. In conclusion, first order and second order

Lagrange shape functions will be used for the density and velocity test functions respectively.
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2.7.2 Linear Solver

Due to the nonlinear nature of the equations and stability issues when trying to use an
iterative solver direct solvers were used instead. The direct solvers UMFPACK (Unsymmetric
MultiFrontal Package) [104] and MUMPS (MUltifrontal Massively Parallel sparse direct
Solver) [105, 106] were used. UMFPACK is a direct solver for solving nonsymmetric matrices
using the multifrontal LU factorization. UMFPACK has been found to be extremely stable
at solving problems in OpenFCST, however it is not capable of solving the equations in
parallel. As a result, it can be slow for larger problems, as is the case for 3D problems.

Recently, MUMPS, a parallel solver, has been integrated into OpenFCST. MUMPS is
controlled in deal.IT through the PETSc (Portable, Extensible Toolkit for Scientific Compu-
tation) library [107-109]. As well, when deal.Il uses PETSc for parallel computing it also
requires pdest [110] and METIS [111]. pdest and METIS are used by deal.Il to distribute
large meshes across multiple processors when performing parallel computing.

MUMPS was not used for running all simulations because at times there have been
stability issues when solving some problems. For example, the stability has been found to
be dependent on the number of threads used to solve the problem. The mesh structure has
also been found to be factor, as at times by simply changing the mesh MUMPS either has
an easier or more difficult time solving the problem. Finally, another believed to be factor
in stability is the convection term as simulations that are done only in porous layers have
shown to be more stable than those that do not. For single species simulations, MUMPS has
been found to be more stable when equation (2.173) is multiplied by 10~*. In cases when
MUMPS has stability problems, UMFPACK has been used to solve the problem on a single
thread.

2.7.3 Numerical Implementation

The numerical implementation of the isothermal compressible multi-component mass trans-
port equations were implemented into OpenFCST by Valentin Zingan and Chad Balen.
Valentin Zingan derived the equations and implemented the isothermal compressible multi-
component mass transport equation class. Chad Balen re-derived all volume averages, lin-
earization, and weak formulations of the governing equations to confirm that they were
correct. Chad Balen then went and rebuilt the equation and application class so the code
was generalized to be able to run any problem. During this time, Chad Balen extended the
viscous stress tensor term, as Valentin Zingan had assumed constant dynamic viscosity for
each species. To do this Chad Balen implemented Wilke and Kerkhof and Geboers’ viscosity
models to account for the partial viscosity being a function of density in the viscous stress

tensor.
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Chapter 3

Mass Transport Simulations and
Validation

3.1 Introduction

To ensure that the governing equations were implemented correctly results were compared
against either experimental, numerical, or analytical results previously done in literature.
The first benchmark compares numerical results for a lid driven cavity problem. Lid driven
cavity simulations are common for testing fluid flow due to shear from the uniform movement
of a lid. Next a backward-facing step simulations was compared to experimental data. A
backward-facing step problem provides validation for convective terms by determining the
separation point in the flow and comparing to experimental data. These experiments are
highly controlled such that the flow can be assumed to be 2D and fully developed. Next a
simulation of the mass transport in the through-plane direction of a GDL was performed by
comparing results to experimental values. This was done to validate the volume averaging
and accuracy of the model when handling a channel and porous media domain simultane-
ously. Finally, a Stefan tube diffusion simulation was performed and results were compared
to the analytical Maxwell-Stefan solution. This test provides confirmation that the govern-
ing equations can accurately describe this purely diffusive type of mass transport, as well as

the multi-component aspect of the governing equations.

3.2 Lid Driven Cavity

Lid driven cavity flow is a very common numerical simulation used for validating fluid flow
software. This is because the square geometry and boundary conditions are simple to im-
plement and accurate results can be achieved quickly to compare against the work of others.
The fluid flow provides interesting results as the shearing effect from the uniform velocity

of the moving lid results in multiple vortices forming inside the square cavity. Validation
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was done by comparing numerical results of the velocity profiles from OpenFCST along the

geometric centers against the tabulated numerical results of Ghia et al. [112].

3.2.1 Domain

A 2D square domain was considered. Figure 3.1 displays a schematic of the domain con-
sidered. The moving lid is represented by a constant velocity along the upper wall of the
domain, while the rest of the boundaries are treated as walls. The one issue with the bound-
ary conditions is that they do not provide any necessary information about the density of the
fluid. To resolve this, a small segment of the mesh along the lower boundary has a density
boundary condition applied instead. Ghia et al. used uniform meshes of either 128 x 128 or
256 x 256 cells. To best compare numerical results an initial mesh of 128 x 128 cells is used,
then the mesh is globally refined and final values of the 256 x 256 cell mesh were used for

comparison to Ghia et al.

ULid

vy Plane

v, Plane

J 501 [ P

P 4400

l l 0.0625 cm

o

Figure 3.1 — Lid driven cavity domain (not to scale)
Ghia et al. reported results for a range of Reynolds numbers from 100 < Re < 10000.
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The Reynolds number is defined as:

_ pULiadp

Re pr

(3.1)

where Urg is the uniform velocity along the top wall (cms™), and dj, is the hydraulic
diameter. For this case, the hydraulic diameter is the length of one side of the square, i.e.
1cm. It was found that convergence was more easily achieved if density was held constant,
and the velocity of the upper boundary was changed to give the necessary Reynolds number.
Air was selected as the gas species and the temperature and pressure was held constant at
293.15 K and 101 325 Pa.

3.2.2 Boundary Conditions

In a lid driven cavity flow the fluid is pulled across the top of the cavity resulting in flow due
to shearing forces. During this process no flow leaves the cavity, so this can be represented

1

by prescribing a uniform velocity in the x-direction while using 0 cms™" in the y-direction.

This is represented mathematically as:

vy = ULia on z € [0.0,1.0], y = 1.0 (3.2)
v, = 0cms™! on z € [0.0,1.0], y = 1.0 (3.3)

where Uy, is 15.05, 60.21, 150.5, and 481.7cms~! for Reynolds numbers of 100, 400, 1000,
and 3200 respectively.
The side walls and bottom walls had a no-slip and no-penetration boundary condition

. . . o _1
prescribed, i.e. v, = v, = Ocms™".

A density boundary condition was also required for
a convergent unique solution. This was done by applying a Dirichlet density boundary

condition on a small segment of the lower boundary adjacent to the origin, expressed as:

p = 0.001204gcm™> on z € [0.0,0.0625], y = 0.0 (3.4)

3.2.3 Results

Figure 3.2 displays the normalized velocity profiles along the geometric center of the domain
for each Reynolds number. To properly compare velocity profiles with the data from Ghia et
al. the velocity in the solutions was normalized by dividing by Ur;q. In Figure 3.2, the velocity
profiles in the x and y-direction were actually taken along different planes. The x-component
of velocity was plotted along the vertical geometric center of the cavity, i.e. along the y-axis
at x = 0.5, while the y-component of velocity was plotted along the horizontal geometric
center of the cavity, i.e. along the x-axis at y = 0.5. These planes, for each component of

the velocity, are shown on Figure 3.1.
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Figure 3.2 shows good agreement with the tabulated values from Ghia et al. There are
two points where there is a discrepancy from the results of Ghia et al. In Figure 3.2d) the
x-component of velocity near the center of the square shows a jump from the expected linear
profile of this region. Ghia et al. makes no mention of this odd jump in the x-component
of velocity near the center. As well, their own figures, that graphically display the velocity
profiles, do not display this. Instead they say, “The near-linearity of these velocity profiles
in the central core of the cavity is indicative of the uniform vorticity region that develops
here for large Re” [112]. This suggests that this data point is the result of a mistake in the

table data and not representative of the actual velocity they obtained at this point.
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. . . . . .
Figure 3.2 — Comparison of Ghia et al. numerical results and implementation of Kerkhof-

Geboers equations in OpenFCST for a lid driven cavity flow for low Reynolds

numbers
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The other discrepancy is in Figure 3.2b) where Ghia et al. gave a value of (0.9063, —0.23827)
for the y-component of velocity. This point does not follow the trend for the y-component
of velocity in this region and once gain is not displayed in their graphical representation of
the data points. Further this jump does not appear at higher or lower Reynolds numbers,
rather a linear profile is also seen in these regions.

With the exception of these two points the results from the simulation done in OpenFCST
show very good approximation to that of Ghia et al. A maximum error in the velocity
components compared to Ghia et al.’s reported results was found to be 0.05cms™!, the
points associated with the largest error were the data points closest to the walls. This error
is most likely attributed to sharp gradients near the wall surfaces where a much finer mesh
is required. Differences in values can be attributed to the different numerical schemes used
to solve the governing equations. Ghia et al. used a finite difference method with an upwind
differencing scheme on the convective terms, which can lead to artificial diffusion.

Figure 3.3 displays the contours and magnitude of velocity profile for the domain of the lid
driven cavity simulation at a Reynolds number of 3200. Figure 3.3 shows good agreement
with the work of Ghia et al., as it shows all the same features as Ghia et al.’s contour
plot. These results suggest that the Kerkhof and Geboers equations have been implemented

correctly.

velocity_species_air Magnitude
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|
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0.000

Figure 3.3 — Lid driven cavity contours and velocity magnitude, Re = 3200
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3.3 Backward-facing Step

Flow separation is a phenomenon where the boundary layer detaches from the object re-
sulting in a recirculation region where vortices form. Armaly et al. [113] provides data for
a wide range of Reynolds number (70 < Re < 8000). They also setup the experiment such
that at low Reynolds numbers (Re < 400) the flow is purely 2D and enters the experiment
as fully developed and leaves fully developed. These results are therefore ideal to validate

the governing equations.

3.3.1 Domain

For simplicity only a 2D simulation was considered, and quantitative comparisons were done
with Armaly et al.’s experimental data up to a Reynolds number of 400. Figure 3.4 displays
a schematic of the domain considered. With the exception of the entrance length to the
backward-facing step length, these dimensions are the same as those used by Armaly et al.
They designed the experiment such that the velocity profile before the backwards step was
always 2D and fully developed from 70 < Re < 8000. To reduce computational cost, the

correct parabolic velocity profile was prescribed at the inlet.

0.51 cm ()

yYvy

0.49 cm

[ (0.0) _

ale »
L

3.0 cm 50.0 cm

Figure 3.4 — Backward-facing step domain (not to scale)

The full exit length of the channel after the backwards step, was considered to ensure
that the flow achieves fully developed flow far down from the backwards step. A much more
refined mesh was used in the first 15cm after the backwards step. This was because this
region is where flow is most likely to separate based on Armaly et al.’s experimental results.
Figure 3.5 shows the mesh for the entrance and a portion of the separation region for the
backward-facing step simulation. An initial level of global refinement was performed on this

mesh before numerically solving. Adaptive refinment was used, where 30% of the cells with
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the largest error where refined at each adaptive step. Adaptive refinement was done five

times giving a final mesh of at least 168 000 cells.

Figure 3.5 — Backward-facing step entrance and a portion of the separation region of mesh

Armaly et al. reports all experimental data as a function of the Reynolds number, for this
reason any gas species, density, and velocity can be used as long as they produce the same

Reynolds number. The Reynolds number for a backward-facing step is defined as follows:

_ 1Y Uavg dh

Re o

(3.5)

where U,,, is the average inlet velocity (cms™). For a backwards-facing step the hydraulic
diameter is equivalent to twice the height of the channel inlet, i.e. d, = 1.02cm. Air was
used as the gas in the backward-facing step at a temperature and pressure of 293.15 K
and 101 325Pa. This gave a constant density and viscosity for all Reynolds numbers in
the simulation, and as a result the velocity at the inlet was adjusted to give the necessary

Reynolds number.

3.3.2 Boundary Conditions

A parabolic velocity profile was prescribed at the inlet as follows:

02(y) = Unnaw (—7.321006 -+ 22.189349 y — 14.792899 %) on x = —3, y € [0.49,1.01] (3.6)
v, = 0cms™! on x = —3,y € [0.49,1.01] (3.7)

where U, is the maximum velocity at the center of the parabola (cms™). The Reynolds
number was used to determine the required average velocity, then the relation U,,q, = %Um,g
was used to calculate the maximum velocity.

A Dirichlet density boundary condition was prescribed at the outlet. As mentioned
previously, air was assumed to be at a temperature and pressure of 293.15 K and 101 325 Pa.

This gives a density at the outlet of:
p=0.001204gcm on z = 50, y € [0.00,1.01] (3.8)

Finally, for all other boundaries a no-slip and no-penetration boundary conditions was

applied, i.e. u, = u, = 0cms™ '
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3.3.3 Results

To validate the implementation of the governing equations the ratio of the lower reattachment
length, =1, to the height of the backwards-facing step, S, was compared to experimental
results for Re < 400. The reattachment length was obtained during post-processing using
Paraview [114]. The x-component of velocity was plotted along the x-axis at y = 0.001 cm,

I was determined.

and the position where the velocity intercepted 0 cms™

The backward-facing step results are shown in Figure 3.6. At a Reynolds number of
approximately 400 a secondary separation region appears along the upper channel wall,
resulting in the flow no longer being 2D. For this reason, only experimental data below a
Reynolds number of 400 was compared. For Reynolds numbers less than 350, the numerical
results show good agreement with the experimental values. Similarly to Armaly et al.’s
own numerical results, between 350 < Re < 400 the numerical results under-predicted
the reattachment length from the experimental data. Although grid independence was not
performed for these results, it should be noted that Armaly et al’s numerical results where
obtained in the grid independent region for Re< 400 with a grid density of 45 by 45. This
is significantly less nodes than the dofs used to solve this problem here.

Figure 3.7 displays the magnitude of velocity profile for the entrance and separation
region for a Reynolds number of 390. Figure 3.7 shows a parabolic velocity profile in the
entrance region and begins to become fully developed after the separation region as expected

from Armaly et al.’s results. As well, the separation region can clearly be seen.

3.4 Permeability of a GDL

The anisotropic properties of a gas diffusion layer (GDL) was recently tested at the Energy
Systems Design Laboratory (ESDL) [115, 116]. Mangal used a diffusion bridge to determine
the through-plane permeability of a GDL [115, 116]. The domain consists of two different
materials with volume averaging required in the GDL layer. This tests the governing equa-
tions ability to be valid in two different domains, and confirms volume averaging was applied
correctly. Mangal’s data for a Toray 090 (untreated) GDL with a thickness of 262 um was
used for validation, as this sample has the most data provided for the necessary boundary
conditions.

The through-plane permeability experiment determined the material properties of the
GDL in its thickness direction. This was done by varying the flow rate at the inlet between
0 and 2L min~! in 10 equal intervals. The pressurized nitrogen then flowed through the
GDL to the low pressure channel, which was open to ambient conditions of approximately
298.15 K and 101000 Pa. This setup allowed for the pressure difference between the high
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Figure 3.7 — Backward-facing step magnitude of velocity profile at Re = 300

and low pressure channels to be determined. Using this information with a 1D model of the
governing equations in the GDL Mangal calculated the through-plane permeability. This
permeability with the boundary conditions discussed below were used, and the model was

validated by comparing the inlet pressure from the simulations to the experimental values.
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3.4.1 Material Properties

The porosity and permeability are required for the Toray 090 (untreated) GDL. Mangal
determined experimental values assuming a 1D model of the diffusion bridge. When Mangal
determined the permeability and he did not account for volume averaging in his equations.
This leads to a discrepancy between the permeability tensor values Mangal obtained, from
those that are required for OpenFCST. As a result, based on equation (2.101) the following

permeability tensors were used instead:

o 7.125 x 108 0.0 0.0
K = cKjangas = 0.0 7.125 x 1078 0.0 (3.9)
0.0 0.0 6.0 x 1078
N 2222 0.0 0.0
8= % =100 2222 0.0 (3.10)

0.0 0.0 4558

where the subscript Kasangar and By,,4 represents the intrinsic and forchheimer perme-

ability tensor values reported by Mangal in [115, 116] respectively.

3.4.2 Domain

Figure 3.8 displays a schematic of the domain considered. For the experiments, Mangal
stacked three GDLs on top of each other, and reported a thickness of 0.083 cm for the Toray
090 (untreated). In the numerical simulations this was represented in the simulation by a
single GDL of the equivalent thickness and no contact effects between the the individual
GDL layers was assumed. The diffusion bridge consists of two long rectangular channels.
Resulting in fully developed flow before entering the GDL stack and far down the channel
after leaving the stack. In the experiment, Mangal laminated three square GDLs on top of
each with a circular hole on both side of the lamination sheet. This allowed for the nitrogen
to pass through a circular hole in the lamination sheet and across the GDL. In the numerical
simulations this is represented by the the two channels being separated by a cylindrically
shaped GDL. This cylindrical GDL has a diameter of 0.95cm and a height of 0.083 cm. To
reduce computational expense, less of the channel was considered in the entrance region, and
a parabolic profile was prescribed as the flow should be fully developed before it reaches the
GDL. A symmetric boundary condition was also applied, reducing the domain considered
by half.

The initial mesh used can be seen in Figure 3.9. Adaptive refinement was used, where
10% of the cells with the largest error where refined at each adaptive step. The reason for
not using 30%, as done in previous simulations, is because this is a 3D simulation and using

10% has a similar effect as using 30% in 2-dimensions, i.e. the number of dofs approximately
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Figure 3.8 — Domain for through-plane diffusion bridge with a cylindrically shaped GDL (not
to scale)

doubles at each refinement level. To be more precise, in the 3D case it is closer to a factor
of 1.75 rather than 2. Adaptive refinement was done three times giving a final mesh of
approximately 37 500 cells.

(a) Mesh in XZ-plane (b) Mesh in YZ-plane

Figure 3.9 — Initial mesh for the through-plane permeability simulation

3.4.3 Boundary Conditions

A parabolic velocity profile was prescribed at the inlet as follows:

Va(2) = U (—1.002225 — 28.3 2 — 10022)  onaz = —1.5, y € [-0.75,0,  (3.11)
2 € [~0.2415, —0.0415]
vy =v, =0cms™! onz =—1.5,y € [-0.75,0], (3.12)

2 € [-0.2415, —0.0415]

where U, is 16.67, 33.33, 50.00, 66.67, 83.33, 100.0, 116.7, 133.3, 150.0, and 166.67 cms~!
for flow rates of 0.2, 0.4, 0.6, 0.8, 1.0, 1.2, 1.4, 1.6, 1.8, and 2.0Lmin~! respectively. As
previously discussed, U, is the maximum velocity at the center of the parabola and can
be related to the average velocity calculated from the flow rate at the inlet.

A Dirichlet density boundary condition was prescribed at the outlet. As mentioned

previously, nitrogen was assumed to be at an approximate temperature and pressure of
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293.15 K and 101000 Pa. This gives a density at the outlet of:
p=0.001141gcm™® on x =50, y € [0.00,1.01] (3.13)

Only half of the domain was considered, so a symmetric boundary condition for the z-
component of velocity was prescribed along this boundary. The boundary condition can be

represented mathematically as:

v,
; ) onz € [~1.5,1.5], y € [~0.2415,0.2415], z = 0.0 (3.14)
4

Finally, for all other boundaries a no-slip and no-penetration boundary conditions was

applied, i.e. u, = u, = 0cms™ '

3.4.4 Results

To validate the model the pressure determined at the inlet from the simulations were plot-
ted against the different flow rates and compared to the experimental results. Figure 3.10
displays the through-plane permeability results from the experiment and simulation. Man-
gal reported that the error, as reported by the manufacturers, in the pressure transducers
is 0.05%. The numerical results agree with the experimental values, validating the gov-
erning equations. As well, this confirms that the use of a 1D model for determining the
through-plane permeability of the GDL is accurate.

Figure 3.11 displays the total pressure and velocity profiles at the symmetric boundary
surface. The pressure drop occurs entirely through the GDL and there is no significant drop
in pressure through the channels themselves. The velocity profiles show a circulation region
at the far end of the GDL-channel interface region. Figure 3.12 gives a better visualization of
why this is occurring. The flow is circulating around the edge of the GDL-channel interface,
and then moving towards the center of this interface. It should be noted that the 1D model
never accounted for these velocity effects that occur in channel effects into account and still

show accurate comparable results to the numerical simulations.
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Figure 3.10 — Comparison of experimental results and implementation of Kerkof-Geboers
equations for through-plane permeability of a GDL
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56



velocity_species_1 X
1.946e+02

150

100

&
o

1 i
o o
o

-8.880e+01

Figure 3.12 — X-component of velocity in XY-plane at z = —0.1415cm for through-plane
permeability simulation at 2.0 L min~!

3.5 Stefan Tube Diffusion

Stefan tube experiments are useful for experimentally determining the diffusion coefficients
between species. They also serve as good experimental data for validating the multi-
component mass transport aspect of the governing equations. Due to the flow in the Stefan
tube not containing significant inertial, convection, or shear stress effects a 1D analytical
solution to the Maxwell-Stefan equations can be derived that shows good approximation to
the experimental data.

Carty and Schrodt [117] experimentally investigated the isothermal steady-state diffusion
of an acetone-methanol-air mixture in a Stefan tube to determine the validity of the Maxwell-
Stefan equations. Since their intention was validating the Maxwell-Stefan equations, they
provide all the necessary data and boundary conditions to reproduce their results numerically.
The reason Carty and Schrodt used an acetone-methanol-air mixture was because of the
dissimilarities between the binary diffusion coefficients for all gas species, so the problem

cannot be simplified to a binary diffusion problem.

3.5.1 Domain

Figure 3.13a) displays a schematic of the domain. For the experimental data the length of
the Stefan tube was 24.25 cm. However, when Carty and Schrodt plotted their data they
used a length of 23.8cm to remove entrance effects. The boundary conditions assume no
entrance effects, for this reason in the simulations a Stefan tube length of 23.8 cm was used.
The width of the Stefan tube in the experiment was 5.08 cm.

If polar coordinates are used, the system can be assumed to be axisymmetric and a 2D

domain can be considered. Due to the fact that only the Cartesian coordinates form of
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Kerkhof and Geboers” model has been implemented, then a 3D simulation would normally
be required. Markham and Rosenberger determined from numerical simulations that radial
deviations deviated from the 1D model by less than 1% up to a Peclet number of 1 [118]. For
this reason, it is expected that if Cartesian coordinates are used to represent this problem
then the results should still collapse to the results of the 1D, which the model is being
compared to. As well, symmetry was applied, so only the right half of the domain of the
tube was considered. Stefan tube experiments are setup so that the diffusing species exist
as a liquid at the bottom of the tube and evaporate out of the tube. This can create
problems in numerical simulations, since the domain of the problem changes with time as
the liquid-vapour interface level changes. Carty and Schrodt took care to ensure that as
the acetone-methanol liquid mixture evaporated, the liquid-vapour interface level was held
constant. For this reason, this does not need to be considered.

The initial mesh used can be seen in Figure 3.13b). Adaptive refinement was used,
where 30% of the cells with the largest error where refined at each adaptive step. Adaptive

refinement was done four times giving a final mesh with 6288 cells.

23.8 cm

Py (00 .

E 2.54 cm

| A

pacetone’ pmethanol 4 ‘éir

(a) Domain (not to scale)

Figure 3.13 — Stefan tube domain and mesh
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3.5.2 Boundary Conditions

Carty and Schrodt maintained a constant temperature and pressure of 328.5 K and 745.2 mmHg
(99335.15Pa [119]), and considered air as a pure component due to the diffusion coefficients
for acetone and methanol in oxygen and nitrogen being nearly the same. Three species are
therefore considered for diffusion: acetone, methanol, and air.

Carty and Schrodt assumed that there was neither acetone or methanol at the entrance,
only air. As discussed earlier, the length of tube used was 23.8 cm to remove entrance effects
so Dirichlet density boundary conditions were prescribed for all gas species at the inlet as

follows:

pacetone - pmethanol == Ogcrni:3 on r e [O, 254], y - 238 (315)
Pair = 1.0534 x 10 gcm ™ on x € [0,2.54], y = 23.8 (3.16)

Carty and Schrodt estimated the molar fractions of acetone and methanol at the liquid-
vapour interface to be 0.319 and 0.528 respectively. Dirichlet boundary conditions for the
acetone and methanol were prescribed at the liquid-vapour interface. Since air cannot pass
into the liquid-vapour interface, a Dirichlet velocity no-slip and no-penetration boundary
condition was prescribed. This gave the following set of boundary conditions at the liquid-

vapour interface.

Pacetone = 6.7381 x 1074 gem™ onz € [0,2.54], y=0 (3.17)
Dmethanol = 6.1530 x 107 gem™ onz € [0,2.54], y=0 (3.18)
Vz,air = Uy,air = 0cm S_l on r € [O, 254], Y = 0 (319)

As mentioned previously by Mills and Chang [79], a diffusion slip boundary condition is
required along the wall of the tube. However, OpenFCST does not currently have the ability
to apply a diffusion slip boundary condition. Mills and Chang, also mention that when a
no-slip boundary condition is used 2D flow features do not significantly effect the radial
concentration [79]. As a result, a no-slip and no-penetration Dirichlet velocity boundary
conditions was prescribed along the Stefan tube wall for all gas species. This is not expected
to significantly effect the concentration along the Stefan tube, but will most likely effect the
velocity distributions. For this reason, only the concentration along the center of the Stefan
tube was considered in the analysis. The no-slip and no-penetration boundary conditions

are expressed as:
Vacetone = Urmethanol = Vair = 0cms ™! on z = 2.54, y € [0,23.8] (3.20)

The final side is the center of the Stefan tube so a symmetry boundary condition was applied
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for all gas species. This is expressed as:

Oal - _ Ot _ 9

8!17 acetone Gm methanol 8$ air

=0 onz =0,y € [0,23.8] (3.21)

3.5.3 Gas Properties

Certain properties of each gas are required for calculating the partial viscosities and diffusion
coefficients. Table 3.1 displays molar mass, collision diameter, and the molecular energy

parameter divided by the Boltzmann constant for these gases implemented in OpenFCST.

Table 3.1 — Gas Properties for Carty and Schrodt Stefan Tube Experiment

Property Acetone Methanol — Air Units  Reference

M 58.078  32.042  28.97 gmol™! [45]
o 4.6 3.626  3.711 A [86]
e/k 560.2 481.8  78.6 K [86]

3.5.3.1 Results

Figure 3.14 displays a comparison of Carty and Schrodt’s experiment data with the imple-
mentation of Kerkhof and Geboers’ mass transport equation. The molar fractions for the gas
species calculated from the analytical solution of the 1D Maxwell-Stefan equations, provided
by Carty and Schrodt [117], are also shown.

Figure 3.14 shows that there is very little difference between the solutions from Maxwell-
Stefan and Kerkhof-Geboers. In fact, the maximum molar fraction error, from the Maxwell-
Stefan analytical solution, is 0.007 (1.6%). This validates that the new model was imple-

mented correctly to account for multi-species mass transport.
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Chapter 4

Cathode Electrode Model Governing
Equations

4.1 Introduction

In the previous chapters Kerkhof and Geboers’ multi-component equations were volume
averaged, linearized, and the weak formulations were derived. The implemented equations
in OpenFCST were then validated against benchmark tests. In this chapter, the equations are
coupled to electrochemical reaction kinetics so they can be used in fuel cell simulations. This
was done by the addition of sink/source terms to the continuity equations of the gas species
to account for electro-chemical reactions. Electron conducting and electrolyte potentials
control the rate of the reaction. Therefore, electrolyte and electron transport equations are

also implemented.

4.2 Cathode Model

4.2.1 Governing Equations
The ORR occurring in the cathode CL is:
1
502 +2H" 4+ 2¢~ = H,0 (4.1)

This electro-chemical reaction shows that oxygen, protons, and electrons, are consumed while
water is formed in the CL. In the previous chapters, electro-chemical reactions were not
considered. To resolve this a source/sink term must be applied to the continuity equations

for each species as follows:

V- Frass, = Sa (4.2)

62



where S, is a source/sink term for species a.. For the case of a cathode PEFC the source/sink

terms for each species are:

Moy inQ
R (4.3)
0 in Q., Qepr, Quvpr
MH2OJ . Q
Sio =4 2F © e (4.4)
0 in Q., Qepr, Qupr
Sy, =0 (4.5)

where F is Faraday’s constant (96485 Cmol™'), and J is the volumetric current density
(Acm™3). The volumetric current density is a function of the oxygen concentration, mem-
brane electrical potential, ¢,,, and solid electrical potential, ¢;.

Although the source/sink terms are now defined for the production/consumption of water
and oxygen there are two new unknowns, i.e. ¢, and ¢,. Transport equations are required
for these two new species, i.e. protons and electrons. As derived by Secanell [18], the protonic

and electronic transport equations are expressed respectively as:

V- (c9V ) = —‘%” = % (4.6)
V(016 =~ (4.7

where 0¢// and 0¢// are the effective protonic and electronic conductivity respectively, and

Jm 1s the volumetric current density in the electrolyte phase.

4.2.2 Closure Equations
4.2.2.1 Kinetic Model

The ORR is a complex reaction with many elementary reaction steps that researchers are
continuously trying to understand better. Wang et al. proposed the double trap kinetic
model to more accurately account for this reaction [120]. Moore extended the model such
that oxygen depletion and backwards reactions were better accounted for [20]. A more
detailed description of this model can be found in [21].

The micro-scale structure of the CL is modeled assuming an ionomer covered catalyst
particle (ICCP) structure. Figure 4.1 displays a diagram of the ICCP model. For the ICCP

model it is assumed that:

1. The local CL microstructure is idealized by a single spherical carbon particle covered

uniformly with platinum and is surrounded by a thin ionomer film, and
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2. The oxygen is assumed to first dissolve into the ionomer film, then diffuse through
the film, and finally react at the surface of the carbon particle where the platinum is

located.

A more detailed description of this model can be found in [25, 121].

Figure 4.1 — Carbon-platinum structure in the ICCP model

4.2.2.2 Effective Transport Properties

In section 2.4.3.2, the effect of a porous domain on the diffusion coefficients was discussed.
Similarly, the other transport properties must also account for the differences in a porous
domain through the porosity and tortuosity. Like the diffusion coefficient, this was done

using percolation theory, i.e. equation (2.85) but applied to other properties instead of Z,z.

4.2.2.3 Viscosity Model

The partial viscosity model used was Wilke’s model. This is because the partial viscosity of
the gases in the cathode can be modeled fairly accurately with Wilke’s model as discussed in
section 2.4.3.3.1. As well, the simulations are already computationally expensive with three

gas species and the use of the ICCP micro-scale model.
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4.2.3 Linearization

The linearization is straightforward, and is performed in a similar fashion as shown in section
2.5.2. The only difference is that an additional source/sink term is included. The final results

for the linearization of the transport equations are expressed as:

V - 6F nasse — CadJ = =V - F2ooo 4ol (4.8)
1 1
V- (69N 6,,) — 0/ ==V (0 IV ¢,) + =/ (4.9)
1 1
V- (0¥7V5¢,) + F0J ==V (1IN ¢s) — i (4.10)
o.J oJ 0.J
6] = =8¢ + =00 + 5p0, 4.11
9o ¢ 90, ¢ Bro, PO (4.11)
—]fo if a =0,
Co=14 MmO if o = H,0 (4.12)
0 ifa= NQ

where equation (4.8) is the linearized form that describes the transport of the individual gas
species, and equation (4.10) is the linearized form that describes the transport of the the

electrons and protons.

4.2.4 Weak Formulation

The weak formulation for the mass transport of the individual species is done the same as
in section 2.6. The only difference is that there is now a source term included. Typically,
the process used in weakening a PDE in FEA is by transfering the derivatives from the
solution variable to the test function. This is typically done by using equation (2.148) and
the divergence theorem. Due to the fact that there is no derivatives on this source term
there is no need to do any of this to the source term. As a result, the derivation of the weak
formulations is done the same as in section 2.6 with the extra source term. As well, using
the same rational as in section 2.7.1, first order Lagrangian shape functions were used for
the membrane and solid electrical potential. In summary, the final set of weak formulations

used to solve this multi-component multi-physics problem are expressed as:

- / SF mass., - VUL + (o057 QO + }'{ IS F ass, - 1Al

e

= F} . - VY + ULT"dOQ° — 7{ VIF) . -mdl® (4.13)
Qe e
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e

— [ vev. (5me v oI 5%) LW (5F . + 00 + 0D,) dQ°

Qe
+ ]{ (6F mom, + 6Pk = 67,) W2 -mar®
= [ VU (B P L) 4 W (B, + g + DY) o
- ?{ (F;m 4+ P +g> T ndl® (4.16)
5Fmassa = 5wg'vg + Pg&bz (417>
Fmassa = ,OZ’UZ (418)
0. 0. 0.
§J = —— 0 + =65 + ——6 4.19
OF yom, = S8V} @ V% + plotpl, ® vl + phol @ 63, (4.20)
Forom., = plo” @ " (4.21)
RT,;
SP, = Gypp — iz 4.22
Ca (4.22)
RT,;

p, — pniimiv 4.2

s (4.23)
2 - 2 .
o0 = o (V0 = 57 00T ) o (2500, - SV buE)
2 -
Fo = 21, V0l — gnav ~oll (4.25)
(O in €,
—K e (0000 + ma0t?)
OF por, = -8 <5¢Z|SUZI6’UZ + pg%evg _— (4.26)
levn 13 2p
 pleotleou

\

0 in €,
F,,. = .1 N ' (4.27)
1K e — Bpnlevilevr inQ,
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Do =Y (0PuPs + PadPs) Dop(v]) — v2) + PaPsDas(09) — 03p7) (4.28)

N
D, =) P.PsD,s(v} — vl) (4.29)
B=1
~ -1,
D= (P7f) 1 (4.30)
1 in O
I ot (4.31)
0<e<1l inQ,
e =y, (4.32)
e = q,; (4.34)
N
008 = 0pasil; (4.35)
j=1
N
St =D G jtbm.; (4.36)
j=1
N
5% = Z 5¢s,jws,j (437)
j=1

N
> 5“@,1@”2?1

o, = |3 (4.38)
Z 5Ucyu,r g;j?"
r=1

. [%k} (4.39)

(6%
a,p

4.3 Base Parameters

Tables 4.1 and 4.2 display the properties for the GDL and MPL used in the simulations
respectively. It is difficult to measure properties for the MPL separate from the GDL. In
the following simulations through-plane permeability data reported by Lalit et al. [122] was
used. In their study, SGL 34 BA (only GDL) and SGL 34 BC (GDL+MPL included) were
investigated. The SGL 34 BA was used to determine the properties of the GDL alone. Using
these values for the GDL and assuming constant velocity through the porous medium they
estimated the properties of the MPL in the SGL 34 BC. The values used in this work were
taken by averaging the results from the two samples reported by Lalit et al. Lalit et al. only
considered the through-plane permeability, so for in-plane permeability data, values reported
by Mangal [115] for an SGL 34 BA were used. The permeability values shown in Tables 4.1
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Table 4.1 — Composition and transport properties of the GDL

Parameter Variable Value

Gas diffusion layer type DesignFibrousGDL
Generic data

Porosity £ 0.83 [122]
Permeability XX (cm?) Kxx 21746 x 1077 [122]
Permeability_YY (cm?) Kyy 1.7098 x 1077 [115]
Composition

Anisotropic transport true
Method effective transport properties in pores Percolation
Method effective transport properties in solid phase Percolation
Gas transport properties

Porosity threshold X Eth.X 0.118 [132]
Porosity threshold Y Ethy 0.118 [132]
Porosity network constant X px 0.785 [97, 133]
Porosity network constant Y Ly 0.521 [97, 133]
Electron transport properties

Electrical conductivity X (Sem™) Os X 16.03 [132]
Electrical conductivity Y (Scm™) Osy 272.78 [132]
Solid network threshold X Eth.X 0.0 [11, 22]
Solid network threshold Y Ethy 0.0 [11, 22]
Solid network constant X px 1.5 [11, 22]
Solid network constant Y iy 1.0 [11, 22]

and 4.2 have been corrected for volume averaging as shown in section 3.4.1.

Table 4.3 and 4.4 display the properties for the CL used in the simulations. A thickness
of 10 um for the CL was chosen as this is similar in magnitude to other papers in literature
[26, 34, 123-128]. There are not many reported values for the permeability of the CL. Ismail
et al. [129], Kim et al. [130], and Sui et al. [131] used a value of 1.0 x 1072 ¢cm?. This value
seems questionable considering that Kim et al. and Sui et al. used the same permeability
for the GDL, and Ismail et al. used a through-plane GDL permeability of the same order
of magnitude. Eikerling predicted a range for the absolute permeability of the CL between
approximately 0.375 x 107 and 2 x 10~ cm?. Due to the range of values used in papers
depending on the source, the CL permeability was varied and compared to see the effect of

this value on results.
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Table 4.2 — Composition and transport properties of the MPL

Parameter Variable Value
Micro porous layer type DesignMPL
Generic data

Porosity £ 0.4 [132]
Permeability XX (cm?) Kxx 5.4 x 10710 [122]
Permeability YY (cm?) Kyy 5.4 x 10719 [122]
Composition

Anisotropic transport false
Method effective transport properties in pores Percolation
Method effective transport properties in solid phase Percolation
Gas transport properties

Porosity threshold Eth 0.118 [132]
Porosity network constant 1 2 [134]
Electron transport properties

Electrical conductivity (Scm™1) Ts 88.84 [132]
Solid network threshold Eth 0.118 [132]
Solid network constant i 2.0 [134]
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Table 4.3 — Composition and transport properties of the CL

Parameter Variable Value
Catalyst layer type MultiScaleCL
Catalyst type Platinum
Catalyst support type CarbonBlack
Electrolyte type Nafion
Kinetics type DoubleTrapKinetics
MultiScale CL

Microscale type ICCP
Radius (nm) 50 [121]
Film Thickness (nm) 5.0 [121]
Use non equilibrium BC true
Non Equilibrium BC Rate constant 0.001 [121]
Composition

Method effective transport properties in pores Percolation
Method effective transport properties in solid phase Percolation
Method effective transport properties in electrolyte phase Idenl11
Platinum loading on support (%wt) 46 [132]
Platinum loading per unit volume (mgcm™?) 400 [22]
Electrolyte loading (%wt) 30 [132]
Method to compute active area given

Active area (cm? cm™3)

Gas transport properties

2.0 x 10° [26, 132]

Porosity threshold Eth 0.259 [11]
Porosity network constant I 2.0 [11]
Electron transport properties

Solid network threshold Eth 0.118 [11, 22]
Solid network constant I 2.0 [11, 22]
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Table 4.4 — Bulk properties of CL materials

Parameter Variable Value
Nafion®

Method to compute proton conductivity Idenl1
Henry’s Law Constant for Oxygen (Pacm? mol™!) 3.1664 x 10 [123, 135]
Henry’s Law Constant for Hydrogen (Pacm?mol™!) 6.94 x 1010 [135]
CarbonBlack

Density (gem™) 1.69 [136]
Electrical conductivity (Scm™1) 88.84 [132]
Platinum

Method for kinetics parameters (ORR) Double_trap
Density (gcm ™) 21.5 [137]
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4.4 Through the Channel Cathode Model

OpenFCST already has a Cathode model implemented that uses a Fickian transport model.
Results from this model are compared to the new CathodeKG model. The two models are
as objectively compared as possible by prescribing the same boundary conditions and using

the same base parameters. The differences are:

1. The Cathode model assumes isobaric conditions, as a result it does not account for

pressure drops due to the permeability of the porous layers,

2. The Cathode model assumes an infinitely dilute solution, so only the diffusion coeffi-

cient of Oxygen-Nitrogen is required for the transport of oxygen,

3. The Cathode model only accounts for oxygen transport and using Fick’s law, therefore

it solves for the molar fraction of oxygen for determining transport.

The two models are first compared at an oxygen molar fraction of 1% (before humidifi-
cation) at the inlet. This was done to validate the CathodeKG model. At this concentration
the infinitely dilute solution assumption should be valid, and the two models should coin-
cide with one another. At this oxygen concentration, the CL permeability was also varied
to see the effects. Next, the inlet oxygen concentration is varied to determine the validity
of the infinitely dilute solution at typical inlet oxygen concentrations is studied. Next, the
change in density is analyzed. Finally, the flow profile of each of the individual gas species

is discussed.

4.4.1 Domain

Figure 4.2 displays a schematic of the domain considered. Colours are used to show the
different materials, the GDL is blue, MPL is gray, and the CL is red. Symmetry boundary
conditions were applied such that only half of the channel and bipolar plate were considered.
The width of the channel and bipolar plate are based on the dimensions of the bipolar
plate used in the ESDL, which is 0.031” (0.079cm). The initial mesh used can be seen in
Figure 4.3. The MPL and CL are composed of eight and ten cells each along the x-direction

respectively.

4.4.2 Boundary Conditions
4.4.2.1 CathodeKG Model

A Dirichlet density boundary condition for each species was prescribed at the inlet. The

protons and electrons are unable to pass into the gas channel, so a no flux boundary condition
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Figure 4.2 — Through-channel PEFC cathode domain (not to scale)

is prescribed for these species. This is expressed mathematically as follows:

POys PNy Pho on x = 0.0326, y € [0.0395,0.079] (4.40)
Ny -n=N, -n=0 on z = 0.0326, y € [0.0395,0.079) (4.41)

where IN y+ and IN .- are the flux of the protons and electrons respectively. The densities of
the individual species are calculated from ideal gas law in OpenFCST using the Operating
Conditions class at 101 325 Pa, 353.15 K, 50% relative humidity (RH), and an initial oxygen
mole fraction (prior to humidification) of 0.01, 0.10, and 0.21.

A symmetric boundary condition, for each species, was prescribed along the upper and

lower boundary. The boundary condition can be represented mathematically as,

Ny+ n=N., -n=0 on z € [0,0.0326], y = 0 and 0.079 (4.42)

jf(ﬁmom,a +PI-#)w, ndl'=0 onze[0,0.0326], y=0and 0.079  (4.43)
r
For all other boundaries a no-slip and no-penetration boundary conditions was applied,
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Figure 4.3 — Initial mesh for the through-channel PEFC cathode simulation

ie:
Vo, = VN, = V0 = Ocms ™! (4.44)

For the protons and electrons Dirichlet boundary conditions are prescribed. Knowing that
only protons can pass through the membrane, and electrons pass through the bipolar plate

current collector these boundary conditions are prescribed as follows:

Om =0 onz =0,y € [0,0.079] (4.45)
N, - -n=0 onx =0,y € [0,0.079] (4.46)
Ny n=0 on z = 0.079, y € [0,0.0395] (4.47)
¢ on x = 0.0326, y € [0,0.0395] (4.48)
N, -n=0 on z =0, y € [0.0395,0.079] (4.49)

where ¢ is the voltage (V) applied.

4.4.2.2 Cathode Model

The same boundary conditions for the protons and electrons are prescribed in the Cathode

model. The difference between the two model’s is the gas species boundary conditions.
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This is because no momentum equation is used in the Cathode model, resulting in a purely
diffusive transport, so a velocity boundary condition is not necessary. Further, the Cathode
model uses molar fraction, x, to describe mass transport instead of density. The resulting
boundary conditions for oxygen in this model are no flux at impermeable walls and a Dirichlet

boundary condition at the inlet. This is expressed mathematically as follows:

20, on z = 0.0326, y € [0.0395,0.079] (4.50)
Vo, -n =0 on z = 0.0326, y € [0,0.0395] (4.51)
Vo, - n =0 onz =0,y € [0,0.079] (4.52)

Neither water vapour or oxygen is accounted for in the Cathode model, as mentioned pre-
viously, because it is assumed that the oxygen is infinitely dilute in the nitrogen. As well,
nitrogen is inert in the reaction and is assumed not to pass through the membrane. As a
result, at steady-state there would be no diffusion of nitrogen using the Cathode model.
Symmetry boundary conditions are also prescribed along the upper and lower boundary
as discussed in the previous section. This is expressed mathematically for the oxygen molar

fraction as follows:

Vo, n =0 on z € [0,0.0326], y = 0 and 0.079 (4.53)

4.4.3 Grid Independence and Adaptive Refinement Study

A global grid independence study (GIS) was performed on the Cathode and CathodeKG
models to confirm that the mesh is in the grid independent region. The CL, MPL, and
GDL were one cell thick and two cells were used in the y-direction. For the GIS an oxygen
inlet concentration of 21%, CL permeability of 1.0 x 107 cm?, and the current density at
0.2V was used. This was done because at these conditions the results are in the mass
transport region, resulting in the largest gradients across the cathode. For this reason, it is
assumed that if the mesh is in the grid independent region for this case it will be in the grid
independent region for all cases analyzed.

An adaptive refinement study (ARS) was also performed. This is because adaptive re-
finement is preferable to use in order to reduce the computational expense of the simulations,
as only the cells with the largest error are refined. When the adaptive refinement is set such
that 30% of the cells with the largest error are refined, this leads to an approximate doubling
of the number of degrees of freedom. The ARS was done under the same conditions as the
GIS.

Figures 4.4 and 4.5 display the GIS and ARS for the Cathode and CathodeKG model

respectively. The GIS solutions are systematically and asymptotically converging for the
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Cathode and CathodeKG simulations. This suggests that the mesh is in the grid independent
region. Figure 4.4 shows that adaptive refinement is refining areas that do not significantly
effect the current density for a large portion of the ARS, while Figure 4.5 displays that
adaptive refinement is beneficial for the CathodeKG model. The initial mesh used, as shown
in Figure 4.3, is much more refined and has approximately 20 times more dofs then the mesh
used in this GIS and ARS. Based on these results the mesh in Figure 4.3 should be in the
grid independent region when running simulations. Based on these observation one level
of adaptive refinement was used for the CathodeKG model simulations, while two levels of
global refinement were used for the Cathode model simulations. Giving a final mesh with
11931 and 15050 dofs for the Cathode and CathodeKG model’s respectively.
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Figure 4.4 — Through-channel global grid independence study (GIS) and adaptive refinement
study (ARS) for the Cathode model

4.4.4 Results

As stated in section 4.4.2.1 the inlet is at a temperature and pressure of 353.15K and
101325 Pa. As well, the Oy-Ny mixture is humidified resulting in an RH of 50% before
entering the inlet. To properly compare the effects of changing the CL permeability, results

were compared when the current density was the same. This is because the current density
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Figure 4.5 — Through-channel global grid independence study (GIS) and adaptive refinement
study (ARS) for the CathodeKG model

defines the amount of oxygen consumed and water produced. This results in similar fluxes for
each species through the cathode at steady-state. Dr. Shukla has provided polarization curve
results that were used in [136] for comparison to the different models. This experimental
data was performed under similar conditions with an SGL 24 BC instead of the SGL 34 BC
used in the following simulations. The SGL 24 BC and SGL 34 BC have similar properties,
but the SGL 34 BC was used in simulations because the properties were more available.
Testing protocol and MEA properties for the experimental data can be found in [2]. Input

parameters, other than GDL thickness are similar to experiments as discussed in [26].

4.4.4.1 Molar Fraction With 1% Oxygen (Before Humidification) at Inlet

Figure 4.6 displays a polarization curve comparing the two models. For the numerical polar-
ization curves, every fifth point is shown with a marker. This was done so the figure would
not become unreadable from having data points every 0.01 V. The Cathode model is able
to do the full polarization curve without difficulty, however the CathodeKG model has diffi-
culties at lower permeabilities. This is seen by the 1.0 x 107'* cm? case where the developed

model is unable to determine the current for cell voltages below 0.80V. A possible reason
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for this will be discussed later. The experimental data from Shukla et al. [136] is iR-free and
corrected for cross-over because the CathodeKG model does not include PEM ohmic losses

and contact resistances.
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Figure 4.6 — Polarization curves comparing the Cathode model to the CathodeKG model at
various CL permeabilities

Figure 4.6 validates the infinitely dilute solution at low oxygen concentration. As one
would expect, at low oxygen concentrations the dominant form of transport for the oxygen
is diffusion and both the Cathode and CathodeKG models nearly coincide for the entire
polarization curve. The small difference between results for permeabilities 1.0 x 1071% and
1.0 x 107 cm? in the CathodeKG model suggest that the model is in the limiting case
when Darcy’s law is not a significant factor in the transport. As the permeability of the
CL decreases the permeability’s influence on the performance increases. This is the result of
more frictional losses due to the low permeability of the CL accounted for by Darcy’s law.
The simulation results shown in Figure 4.6 follows a similar trend as the experimental data,
but the simulation results differ considerably from experimental data. This is most likely
because of unique effects occurring at 1% oxygen, as even at the lowest current densities
mass transport effects have a significant effect along the entire channel.

Figure 4.7 displays the oxygen molar fraction on a horizontal line along the middle of
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the cathode for different models and permeabilities at a current density of 0.06 cm?. Using
the CathodeKG model with different permeabilities Figure 4.7 displays that the oxygen
concentration in the MPL and GDL is independent of the CL permeability. At the same
current density, the molar fraction of oxygen in the CL using the CathodeKG model is
always lower than the Cathode model. As the CL permeability decreases so does the molar
fraction of oxygen in the CL. This is most likely because the Darcy term couples the pressure
and velocity to the permeability term. As the permeability decreases the CL becomes more
impermeable. This results in slower velocities, thus less oxygen is able to penetrate into the
CL. This explains why at a CL permeability of 1.0 x 107 cm? the CathodeKG model has

difficulty converging to a solution as the CL is becoming more impermeable.
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Figure 4.7 — Molar fraction of oxygen at y = 0.0395c¢m for various permeabilities at
0.06 A cm—2

Considering the entire cathode domain, Figures 4.8a) through c¢) display the oxygen
molar fraction through the cathode using the Cathode model. At high cell voltages when
little oxygen is required to produce the small currents necessary, there is an abundance of
oxygen in the CL. As the current density increases more oxygen is consumed, till the CL
is “starved” of oxygen because it is unable to reach the CL fast enough for the reaction to

occur. As well, the lowest concentrations of oxygen occur close to the bottom boundary of
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the Cathode. This intuitively makes sense as this point is furthest from the channel and is
more difficult for oxygen to be transported to this location.

Figure 4.8d) through i) displays the oxygen through the cathode using the CathodeKG
model at different permeability values. Similar trends are noticed as in the Cathode model
discussed above. Comparing Figure 4.8 a) to d), b) to e) and c¢) to f) the Cathode and Cath-
0deKG model have almost identical molar fractions throughout the entire cathode. Small
differences in scales are due to a lower oxygen molar fraction in the CL of the CathodeKG
model as shown earlier in Figure 4.7. Figures 4.8¢g) through i) also have the same oxygen
molar fraction in the CL and GDL, however it is difficult to see due to how much less oxygen
is available in the CL at the same current density.

Figure 4.7 showed that the oxygen molar fraction on a horizontal line along the middle
of the cathode in the MPL and GDL is independent of the CL permeability when the same
current density is considered. Figure 4.9 shows the oxygen, water vapour, and nitrogen
molar fraction in the MPL and GDL. These figures show this same trend extends to the
entire MPL and GDL for each gas species.

Figure 4.10 shows the molar fraction of each gas species in the CL. The figures are scaled
in the x-direction by a factor of 30 to increase the visibility. The molar fraction of oxygen and
water vapour do not use the same scale for each CL permeability, because the spans for each
figure are so small, that using the same scale will make the others appear to have a constant
molar fraction. Oxygen molar fraction displays different distributions throughout the CL
depending on the permeability. At high permeabilities, it is more difficult to transport the
oxygen to the bottom boundary furthest away from the inlet. At low permeabilities, it
is more difficult for the oxygen to be transported into the CL and oxygen reacts at the
GDL-CL interface. This results in wasted platinum reaction sites preventing higher current
densities. The nitrogen molar fraction shows a similar distribution as the oxygen at different
permeabilities. The gradient in nitrogen molar fraction is most likely because it is an inert

gas and the nitrogen molecules are being dragged out of the electrode by the water vapour.
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In a reverse trend from oxygen and nitrogen, Figures 4.10g) through i) display that more
water exists in the CL at lower permeabilities. Using the same argument that oxygen has
a difficult time permeating through the CL at lower permeabilities, water vapour has a
difficult time leaving the CL at lower permeabilities. This further compounds the problem
with oxygen entering the CL, as the water vapour blocks the platinum reaction sites and
prevents the oxygen from permeating into the CL.

Due to the fact that both models assume that water is only in the vapour phase the
relative humidity needs to be considered. If the relative humidity inside the cathode is
above a value of 1.0 then the water is condensing and forming into a liquid, and a two-phase
model would be required to properly model the transport of water inside the cathode. Figure
4.11 shows the relative humidity for the two extreme permeability cases at the lowest voltage
considered (0.2V). At this extreme case, both permeabilities show that the assumption that

water is in the vapour phase is valid.
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Figure 4.11 — Relative humidity in cathode at 0.2V for different CL permeabilities using the
CathodeKG model
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4.4.4.2 Varying the Concentration of Oxygen at the Inlet

Simulations were done to determine the effect of oxygen concentration at the inlet on the
CathodeKG model. Oxygen concentrations of 10% and 21% (before humidification) were
used. 21% was used as the upper limit because this is the molar fraction in air, and typical
fuel cells use air as the source of oxygen for the cathode. 10% was selected because this
point is approximately half-way between 1%, previously studied, and 21%. For these figures,
every other point is shown with a marker. This was done so the figure would not become
unreadable from having data points every 0.025 V.

Figures 4.12 and 4.13 display experimental polarization curves from [136] corrected for
membrane Ohmic losses and cross-over losses, and predicted polarization curves from the
Cathode and CathodeKG model at these oxygen inlet concentrations. Once again the per-
meability of the CL was varied to see its effect.

The previous section discussed how at 1% oxygen (before humidification) the transport is
binary diffusion dominated and the two models should converge. This was shown in Figure
4.6 where the predictions at a CL permeability of 1.0 x 107!° cm? with the CathodeKG
model nearly coincided with the Cathode model. Figures 4.12 and 4.14 once again show
that for a CL permeability of 1.0 x 107!% cm? the polarization curve is closest to the results
of the Cathode model. However, as the oxygen concentration at the inlet is increased the
difference between the limiting current increases between the two cases. This difference
in limiting currents demonstrates the errors associated with 1) not including a momentum
equation in the cathode, and 2) assuming an infinitely dilute solution of oxygen in nitrogen.
At 21% in the limiting current density region (0.1 V) this error is approximately 5.9%. This
value is similar to the difference noticed by Martinez et al. [49] mentioned in section 1.3.1.
Martinez et al. noticed a maximum error of 5% [49] from the Maxwell-Stefan equations,
however they were considering a full MEA in the commercial code STAR CD. As well, it
was the approximated multi-component (AMC) model, which is based on Fick’s law, that
was being compared to the Maxwell-Stefan equations.

Figure 4.14 displays the molar fraction of oxygen on a horizontal line along the middle of
the cathode. Unlike Figure 4.7, which was at 1%, the error of the infinitely dilute solution
assumption begins occurring in the GDL. From Figures 4.13 through 4.14 it is seen that Fick’s
law over-predicts the results as the infinitely dilute assumption becomes less accurate. With
the current Cathode model, the error due to not accounting for Darcy’s law and assuming
an infinitely dilute solution cannot be separated to determine their individual contribution
to the error. For this reason, it would be beneficial if the Cathode model was implemented
with Darcy’s law so these errors can be analyzed individually.

At 10% oxygen (before humidification) the simulation results shown in Figure 4.12 once
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again shows similar trends as the experimental data, but the values are still lower than those
from the simulations. At 21% oxygen (before humidification) the simulation results now
coincide with the experimental data in the Kinetic and Ohmic regions of the polarization
curve. This could be because the oxygen concentration is high and current densities are
sufficiently low such that the oxygen concentration along the channel does not change sig-
nificantly along the channel. Thus, validating the assumption used in through the channel
simulations. The experimental data in Figure 4.13 even shows similar results in the Mass
Transport region of the polarization curve as the simulation results for the 1.0 x 1072 cm?

CL permeability.
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Figure 4.12 — Polarization curves comparing the Cathode and CathodeKG model with 10%
oxygen at the inlet (before humidification)

Once again the relative humidity needs to be considered. Figure 4.15 displays the results
for 21% oxygen (before humidification) at the inlet. Figure 4.15 was done at the highest
current density simulated for this case (0.05V) and does not show a relative humidity above
a value of 1.0. These results confirm that the use of a single phase model is acceptable under

the operating conditions simulated.
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Figure 4.15 — Relative humidity in cathode at 0.05V for different CL permeabilities using the
CathodeKG model for 21% oxygen (before humidification) at the inlet
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4.4.4.3 Velocity of Individual Gas Species in Cathode

Kerkhof and Geboers’ model predicts the transport of the individual species in the cath-
ode. In this section, the flow profile of the individual gas species is analyzed. Figure 4.16
displays the velocity of the individual gas species in the cathode at 1.0 A cm™2 with 21%
oxygen (before humidification) at the inlet. The arrow length is not scaled by the velocity
magnitude, instead the arrows are coloured based on the velocity magnitude. The colour of
the background represents the different layers. This was done so the effects of the species
entering or leaving the different porous layers can more easily be seen. As well, the square
meshing is shown in the background. This was done so the areas selected for refinement can
be seen in relation to the velocity profile.

Figures 4.16a) and b) show the oxygen and water vapour velocities the oxygen. The
oxygen flows towards the CL and the water vapour flows in the opposite direction to leave
through the channel. Both the oxygen and water vapour tend to travel in a straight line near
the upper symmetric boundary. The water near the bottom symmetric boundary gradually
curves to leave through the inlet, while the oxygen displays a similar trend in the opposite
direction to enter the regions with the least amount of oxygen. As well, at the CL-MPL
interface the flow is nearly parallel as the oxygen and water are furthest away from the inlet
and entrance effects have less of an affect on the flow. The magnitude of velocity for the
water vapour is greater than the oxygen near the channel. This is because for every one
oxygen molecules entering the domain there are two molecules of water vapour leaving the
domain. The larger total mass of water vapour leaving the cathode is possibly dragging the
oxygen out of the channel, thus reducing the speed of the oxygen entering. It should be
remembered that, because only the cathode is being modeled, mass is not conserved in the

system. This is because from the ORR occurring in the cathode:
1
502 + 2H+ +2e = HQO (454)

that protons are entering the domain from the PEM-CL interface.

Figure 4.16¢) displays the velocity of nitrogen. The velocity of nitrogen is significantly
lower than the other species as it is an inert gas. It may be difficult to see all of them, but
there are three recirculation regions in the flow of the nitrogen. These flow profiles are more
easily seen in Figure 4.16d) where the nitrogen streamlines are shown in the cathode. The
recirculation regions are most likely due to the competing effects of the transport of oxygen
and water in the porous layers. Due to the fact that nitrogen is inert in the reaction, at
steady-state it is pulled in the same direction as the species that dominates the flow in that
region. When the nitrogen flows up towards the inlet the water is the significant factor in
determining mass transport. When nitrogen flows down to the lower symmetric boundary;,

oxygen is the significant factor in determining mass transport.
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Figure 4.16 — Velocity of each species in the CathodeKG model at a CL permeability of
1.0 x 107 cm? and 1.0 A cm 2
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4.4.4.4 Changes in Density

A few models have accounted for the compressibility of gases [70, 77, 138], however it is not
usually discussed significantly. The most that is said on this topic in [70, 77, 138] is that
the density varies so a “compressible gas technique was used to determine the density of the
gas mixture” [138]. Thus far a quantification of the changes in mixture density has not been
reported.

A CL permeability of 1.0 x 107! cm? was used as this is the limiting case that most
closely matches the Cathode model. If a lower permeability was used, based on the previous
discussions, it is expected that the the effects in change in density would be even more
significant. Figure 4.17a) displays the change in total density across the cathode at the
limiting current density. The change in total density across the cathode is approximately
8.6%. Figures 4.17b) through d) show the change in partial density throughout the cathode
for each gas species at the limiting current density. The smallest change in partial density
occurs for nitrogen, with a change of approximately 8.8%. The oxygen and water have a
change in partial density across the cathode of 68.6% and 69.7% respectively. The change
in density for oxygen and water vapour is quite significant. Future work should be done
to compare simulations using the classical approach and the new CathodeKG model. Only
then can it be determined how sensitive the transport and performance results are to this

different assumption.
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4.5 Along the Channel Cathode Model

Through the channel simulations assume that there is a sufficient supply of oxygen along the
entire channel. This can only be achieved at very high air flow rates. In reality, air flow rates
are small and more oxygen is available near the entrance of the channel than at the outlet
of the channel. Along the channel simulations aim at predicting the distribution of oxygen
along the entire channel. This means that unlike in the through the channel simulation the
channel, which is dominated by convective transport, must also be included in the domain.
The Cathode model, is unable to consider this domain because it only considers a Fickian
transport model. For this reason, it cannot account for the convective transport in the
channel.

To see the effects of the distribution of oxygen along the channel the flow rate at the inlet
was varied such that Ay ... was varied from 2 to 10. A A of one means that all oxygen
entering the channel would be consumed. As A increases there is excess oxygen in the

channel.

4.5.1 Domain

Figure 4.18 displays a schematic of the domain considered. A straight through bipolar plate
design is used, with similar dimensions to those in section 4.4.1. The length of the channel is
based on the dimensions of the bipolar plate used by the ESDL, which is 0.81” (2.1 cm). To
reduce computational expense, less of the channel was considered in the entrance and exit
regions, and a parabolic profile was prescribed at the outlet. The final mesh consisted of 8

cells for the each of the different layers in the x-direction.
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Figure 4.18 — Along-channel PEFC cathode domain (not to scale)
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4.5.2 Boundary Conditions

For a stable convergent solution it was found that the outlet boundary condition had to be
Dirichlet velocity and the inlet boundary conditions had be a Dirichlet density and normal
shear stress free. At the inlet and outlet a no-flux boundary condition is used for the protonic
and electronic potentials. The outlet boundary conditions are expressed mathematically as

follows:

Vy.a(T) = —Upaa(1.729104 + 66.08 7 + 400 %) on € [—0.0326, —0.1326], y = 1.15

(4.55)

Vpo = 0cms™! on x € [—0.0326, —0.1326], y = 1.15
(4.56)

Ny n=N., n=0 on z € [~0.0326,—0.1326], y = 1.15
(4.57)

where U, is calculated for different \,;. values based on the calculations shown Appendix

C. The inlet boundary conditions are expressed mathematically as follows:

7{ (Pai - ‘f'a) w,-ndl =0 on x € [—0.0326, —0.1326], y = —1.15 (4.58)
r

POyss PNys PO on z € [—0.0326, —0.1326], y = —1.15 (4.59)

Nyt n=N,. -n=0 on z € [—0.0326, —0.1326], y = —1.15 (4.60)

where the densities of the individual species are calculated from ideal gas law by the Operating
Conditions class at 101 325 Pa, 353.15 K, 50% RH, and an initial oxygen mole fraction (prior
to humidification) of 21%.

For the upper wall the boundary conditions for the protonic and electronic potentials
are done similar to section 4.4.2.1. The difference is that this time there is no bipolar plate
boundary to apply the electronic and protonic potential boundary conditions. Instead the
roof of the channel is treated as the bipolar plate, and this point will be used to regulate the
voltage. As a result, the channel is treated as having an effective electronic conductivity of
1000S cm™!. The boundary conditions for the bipolar plate boundary and the CL-membrane

interface are expressed mathematically as:

Ny n=0 on x = —0.1326, y € [—1.15, 1.15] (4.61)
s = o on = —0.1326, y € [~1.15, 1.1] (4.62)
Om =0 onx =0,y € [-1.05,1.05] (4.63)
N, n=0 onz =0,y € [~1.05,1.05] (4.64)

where ¢ is the voltage (V) applied.
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Finally, for all other boundaries not mentioned a no-slip and no-penetration velocity
boundary condition and a no flux potential boundary condition was applied, i.e. vo, =

vn, = Vo =0cmstand Ny+ -n= N, -n=0.

4.5.3 Grid Independence and Adaptive Refinement Study

Similar to section 4.4.3 a grid independence study was performed on the CathodeKG model
to confirm that the along the channel mesh is in the grid independent region. A Ay of 1.78
was used for the GIS and ARS. This Ay, was chosen because the conditions for Agpe = 2
were used and the voltage was lowered to 0.55V. As well, by using a lower Ay, the gradients

2 was used as all results were done with this

are larger. A permeability of 1.0 x 107 cm
permeability. An ARS was then performed on the same mesh to see the effects of using
adaptive refinement compared to global refinement. This is because adaptive refinement
only refines the mesh where the gradients in solution variables are greatest. This reduces
the number of dofs at each refinement level, leading to a less computationally expensive
simulation.

Figure 4.19 displays the results for the GIS and ARS. With the exception of the coarsest
mesh, all grill levels increased asymptotically. Two levels of global refinement were applied
to the mesh before the ARS was performed. This is due to how coarse the initial mesh was.
The ARS also converges towards the same solution as the GIS but at a slower rate. As a
result, it took less computational time to simply perform three levels of global refinement
than to use adaptive refinement and achieve the same accuracy. Based on these results, three

levels of global refinement was used in all the following simulations.

4.5.4 Results

As discussed in section 4.4.4, to make a proper comparison when changing a parameter it is
best to keep the current density the same. A current density of 1.0 A cm~2 was chosen, and
the inlet velocity was calculated using the methodology in Appendix C. The problem is that
these calculations are based on inlet velocity, but as seen in section 4.5.2 the velocity needs
to be specified at the outlet for a stable convergent solution. This is a problem because the
velocity and density of oxygen changes along the channel as the oxygen is consumed. For
this reason, an iterative process is required to get the necessary inlet velocity for the required
Astoic- The iterative process was found to take two cycles to converge to the correct Agpic,

and the process used was:

1. Set outlet velocity boundary condition to the value desired at the inlet and scan po-

larization curve to find voltage required for 1.0 A cm ™2
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Figure 4.19 — Along the channel global grid independence study (GIS) and adaptive refinement
study (ARS) for the CathodeKG model

2. Interpolate voltage to get voltage at 1.0 A cm~2 and re-run simulations
3. At 1.0 A cm~? take the difference in velocity at the inlet and outlet and add to outlet
4. Repeat

The final average inlet and outlet velocities for the different Ay,;.’s are shown in Table 4.5.

Table 4.5 — Inlet and outlet velocities at various Agzose values

Average Velocity (cms™!)

)\stoic
Inlet Outlet
2.0 19.62 20.89
3.0 2941 30.55
5.0  49.01 49.87
10.0  97.99 98.16

As mentioned in section 2.7.2, MUMPS has stability issues when solving problems in-
volving multiple species with convective transport. For this reason, UMFPACK was used
for all along the channel simulations, which only uses one thread. Lower Ay, values took
longer to solve. In the case of Ay = 2.0, the final parametric study (four points) to get
the results at 1.0 A cm™2 took approximately 9 minutes to run. The polarization curve for a

Qavg.outtert = 0.139 L min~! took approximately six hours to run.
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4.5.4.1 Polarization Curve

Figure 4.20 displays the polarization curves using the determined outlet boundary conditions
from Table 4.5. For the numerical polarization curves, every fifth point is shown with a
marker. This was done so the figure would not become unreadable from having data points
every 0.01 V. As well, the flow rates were calculated from the velocities in Table 4.5 assuming
the fuel cell consists of 14 channels as this is the through channel design used in the ESDL.

At high voltages, the current densities in Figure 4.20 coincide and are independent of the
outlet velocity used. This makes sense as the A is very large and so there are no significant
losses from the available amount of oxygen along the channel. This is seen in Figure 4.21
where the A is plotted for different current densities. The results from the through the
channel simulation under the same conditions are also plotted in Figure 4.20. This was done
as the through the channel simulation reflects the polarization curve as Agoic — 00. This
displays the upper limit that can be achieved as the flow rate in the cathode is increased.
Figure 4.21 displays that at the limiting current there is sufficient oxygen in the channel for
higher current densities. However, this is not possible because of mass transport losses that
prevent the oxygen from enter the CL fast enough for the reaction to occur at higher current
densities.

Figures 4.22 through 4.24 display the molar fraction of the gas species at different Ay
values. The oxygen molar fraction decreases along the channel, while the water vapour
increases along the channel. This is expected because there is less oxygen available further
downstream as the oxygen is consumed. Similarly, water vapour has the opposite trend
because it accumulates at the outlet as it is being removed from the PEFC. The nitrogen
molar fraction, and by extension partial density, decreases along the channel but because
nitrogen is inert mass is still conserved. This is done by an increase in the velocity of
the nitrogen at the outlet. Figures 4.22 through 4.24 clearly show that the through plane
assumption of constant concentration in the channel is not valid even at Ay, = 10.0. This
is one benefit of along the channel and 3D simulations as they are able to account for this
effect that is not accounted for in through the channel simulations.

RH also needs to be considered to ensure that water is not being formed. If the RH is
above a value of 1 then the water is condensing into a liquid and the assumption that the
water is in the vapour phase is no longer valid. In this case a two-phase model is required
to accurately predict the transport of water. Figure 4.25 displays that the RH in the along
the channel simulation is always below 1 at a current density of 1.0 A cm™2. Figure 4.25
suggests that, if water were formed, it would occur in both the channel and porous layers
near the outlet of the channel. Figure 4.26 displays the relative humidity at the limiting

current. Although the RH is below 1 for all cases, the lowest flow rate case has a relative
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humidity very close to one and water is possibly beginning to form.
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Figure 4.22 — Along Channel CathodeKG model oxygen molar fractions at 1.0 Acm™? for
various Agtic ratios
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Figure 4.23 — Along Channel CathodeKG model water vapour molar fractions at 1.0 A cm ™2
for various Agoie ratios

100



nitrogen_molar_fraction

0.6046
EU.&]O

0.5502
(a) >\stoic = 20

nitrogen_molar_fraction
0.6046

0.600

—0.594
_ 0.588
0.582

0.576
0.5735

(b) Astoic = 5.0

nitrogen_molar_fraction
0.6046

0.600

0.590

0.585
0.5819
(C) )\stoic = 10.0

Figure 4.24 — Along Channel CathodeKG model nitrogen molar fractions at 1.0 A cm™2 for
various Agipie ratios
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Figure 4.25 — Relative humidity in cathode at 1.0 A cm™2 for different Agsoie
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4.5.4.2 Changes in Density

Figure 4.27 displays how the total density changes along the channel of a PEFC. As men-
tioned previously, the typical approach used involves the mass-averaged Navier-Stokes equa-
tions. For this case, the total density of the mixture is what changes. Figure 4.27 shows
that the change in total density is approximately 9.2%, 6.3%, and 5.2% for a A of 2.0,
5.0, and 10.0 respectively.

Kerkhof and Geboers’ model uses a density for each of the individual species. Figures 4.28
through 4.30 display similar results as the through the channel change in density. Similarly
to the results for through the channel, the changes are more significant for the oxygen and
water vapour compared to the nitrogen. The change in density for oxygen and water vapour
ranges from approximately 70 to 30% from A of 2 to 10. Once again, future work should
be done to compare simulations using the classical approach and the new CathodeKG model.
Only then can it be determined how sensitive the transport and performance results are to

this different assumption.
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Figure 4.27 — Along Channel CathodeKG model total density at 1.0 A cm™2 for various Astoic
ratios
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Figure 4.28 — Along Channel CathodeKG model oxygen partial density at 1.0 Acm™2 for
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Figure 4.29 — Along Channel CathodeKG model water vapour partial density at 1.0 A cm ™2
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Figure 4.30 — Along Channel CathodeKG model nitrogen partial density at 1.0 A cm™2 for
various Agipie ratios
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Chapter 5

Conclusion and Future Work

5.1 Conclusion

This work was primarily focused on the implementation and validation of Kerkhof and
Geboers’ model. The equations were implemented into OpenFCST, and validation was
performed using four different benchmark tests. These benchmarks tested that the equations
were implemented correctly and could accurately account for all types of mass transport that
may occur. A lid driven cavity and backward-facing step tests were performed to test that the
equations could correctly account for shear and convection dominated flow respectively. A
diffusion bridge was simulated. This confirmed that the volume averaging was done correctly,
and that the equations are capable of solving a multi-domain problem including a porous
domain. Finally, a Stefan tube simulation confirmed that the equations correctly accounted
for multi-component diffusive transport. This is a major form of transport in the porous
layers of a PEFC.

Kerkhof and Geboers’ equations were then coupled with electrochemical reaction kinetics
to account for the electro-chemical reaction occurring in a PEFC. The CathodeKG model
was then validated against a simple Cathode model already implemented in OpenFCST. This
was done by prescribing an inlet boundary condition where oxygen only consists of 1% of
the mixture before being humidified with water vapour. This was done because the Cathode
model uses Fickian transport for the oxygen by assuming that the oxygen is an infinitely
dilute solution of nitrogen. Under these conditions then the Cathode model’s assumptions
are valid, and should correctly describe the transport of oxygen in a PEFC.

After the CathodeKG model was validated, simulations were run to see the effect of
changing the CL permeability and inlet oxygen concentration in the through-plane direc-
tion. For the case of the along the channel direction simulations, the Ay, was varied. Using
the CathodeKG model it was determined that density varied more for the individual species

compared to the total densities. Kerkhof and Geboers’ equations are able to predict the
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velocity of the individual species in the through-plane direction of the cathode. This al-
lowed for the ability to see that there are possibly three circulation regions in the porous
layers for the transport of nitrogen. The relative humidity was considered to see if liquid
water was forming. At the operating conditions considered, and only in along the chan-
nel simulations, liquid water began to form at high current densities near the outlet of the
channel. This work presents the first implementation in the literature of a PEFC model
including the multi-component mass transport model proposed by Kerkhof and Geboers in
2005 [1, 78]. The model has been used to highlight the effects of multi-component transport

and compressibility.

5.2 Future Work

The implementation of Kerkhof and Geboers” model has opened new avenues of research
in modeling PEFCs in OpenFCST. These equations allow for both the porous layers and
channel to be considered when modeling. Future work could be done modeling a 3D PEFC
in OpenFCST. Due to the fact that only a cathode was considered this work, future work
could include modeling a full MEA.

The current approach for solving the problem is a brute force method where all equations
are solved simultaneously with a direct solver. This results in a slow and a very computa-
tionally expensive simulation. Part of the reason this approach was taken is because of the
desire to use MUMPS to parallelize the solving of the matrix. This created issues because
this was done through PETSC in deal.Il, and currently deal.Il does not support block ma-
trices with PETSC. If a solver could solve each block of the matrix separately, then each
equation could be solved with different solvers optimized for each respective equation. One
library that could potentially make this possible is Trilinos [139].

Now that the equations have been shown to be numerically stable future work could
remove various simplifying assumptions. For instance, assumptions 3 and 9 in section 2.2
could be removed to account for non-isothermal transport and the more complex shear stress
model originally proposed. As well, in section 4.5.4.1 liquid water was shown to form in the
cathode under certain conditions. A two-phase model could be implemented that would
correctly account for the transport of water in the liquid and vapour phase.

Future work could also be done to implement the classical approach used by researchers.
This would allow for a direct comparison with the results obtained using Kerkhof and
Geboers’ model in OpenFCST.
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Appendix A

Representative Elementary Volume
Averaging Derivations

A.1 Continuity Equation
0=(V " Fiuss,) (A.1)

Begin by applying equation (2.55) resulting in:
1

Veev Ja,,

0=V (Fass.) + Fass, - Mgy dA (A.2)

Remembering that no penetration is assumed along the boundary of the porous medium
control volume, then the surface integral in equation (A.2) must be zero. Opening F,,ss.
the averaging theorem identities can be applied further. This is done by applying equations
(2.52) and (2.48) as follows:

In conclusion, the volume averaged continuity equation can be expressed as:

0=V- <Fmassa> = <pa><va>f (A4)

A.2 Momentum Equation

0=(V- (F‘moma +P,I- o) — (pag + D.)) (A.5)
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Begin by applying equations (2.50) and (2.57) resulting in:

0=V- ((Fmoma> + <Pa>i - <7A-oz>)
1 A “
]{ (o, + Pl = 7o) 1 dA
A,@v

* VREV
~ (pa)g + (D)) (A.6)

Remembering that no penetration is assumed along the boundary of the porous medium
control volume, then the ﬁ‘moma term in the surface integral in equation (A.6) must be zero.
Now each of the terms must be opened and averaged individually. Beginning with (ﬁ‘moma>,
equation (2.52) must be applied twice. Followed by equation (2.48) twice to transform the

phase averaged velocities into the correct intrinsic average form as follows:

<Fmoma> -

~
~

—~

PaVa X vcx>

(Pa) (Vo @ Va)

m | =

| —

(Pa) (Va) @ (Va)

~
~

[\

™| =M

(Pa) (V) @ (va)
pa><va>f ® <Ua>f (A~7)

—~

Since gases are assumed to be ideal then (P,) can easily be determined by applying equa-

tion (2.50) where all other terms but density are constants like so:

(Pa) = (paRT)
= (pa) RT (A.8)

The stress tensor term, (7,), and its surface integral are discussed in section 2.4.3.1. The

final term (D,) is done similarly to (Fom.) term by using equations (2.50), (2.52), and
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(2.48).

B=1

~ éZ(PaMPBDaB(Uﬂ Vo))
B=1

~ 5 SR (P Dosl(0 — 02)
p=1

= 2 (PP Das(3) — (0a)
B=1

In conclusion, the volume averaged momentum equation can be expressed as:

0=V- ((ﬁ’moma> (P - <+a>) + VRlEv 7{1 (Pai . +a> ng, dA
B

= ((pa)g + (D)

<Fmoma> = <poz><'ua>f ® <va>f
(Pa) = (pa)RT
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Appendix B

Proofs

B.1 Tensors

If the reader has difficulties understanding the validity of any of the intermediate steps in the
following proofs, then it is highly recommended to read Chapter 1 of Continuum Mechanics:
Concise Theory and Problems [140]. As all of the following proofs can be derived from that
chapter.

If A is an arbitrary tensor and w is an arbitrary vector, then:
V- (Au)=u-V- A+ tr(AVu) (B.1)
Proof. Begin by expanding the LHS as follows:

V- ( u) = (Aije; @ ej)(urey,))

i \ULEE * €5 )€;
i j)ei)

(
(4
(A;juoy;e;)
(
(

A
A
Y
V

Ajjuje;)
Aiju;)
(9A 0A;; Ou,
7 ox; T ox;
Consider the RHS now, and expanding the first term as follows:
oT;; ..
8x,~ J

(B.2)

u-V-A:ukek-

oT;;
o0x;
oT;;
U (%-J
oT;;

I (91:1

= U ek €;
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Now expand the second term of the RHS as follows:

tr(AV’u,) =tr |:Az]el ® €; (a—zkek ® eq):|
q

0

=tr [Aijg_zzei & eq}

= Aijg—zz tr[e; ® ey

= Aijg_zzei ® e,

= Ay 2—25@

= A"jg_z (B.4)

Combining equations (B.3) and (B.4), this results in the RHS of the equation being:

u-V-A+tr(AVu) =u 04, A Ou, (B.5)

TR E TS
Thus, it can clearly be seen that equations (B.2) and (B.5) are the same, and so the identity

in equation (B.1) must be true. O

If A, is an arbitrary symmetric tensor and w is an arbitrary vector, then:
V-(Asu):u-V-As—i-Vu:As (B.6)

Proof. The following properties of traces and tensors are required:

tr(AB) = tr(BA) (B.7)
A:B=1tr(ATB) = tr(ABT) (B.8)
Assuming that the arbitrary tensor in equation (B.1) is symmetric, i.e. A = A,, then

equation (B.7) and (B.8) can be applied as follows:

~ ~

V- A, +tr((Vu)Ay)
VA +Vu: AT (B.9)

However, since A, is symmetric this means that A, = AZ So equation (B.9) becomes:
V-(Asu):u-V~As+Vu:AS (B.10)

Equation (B.10) is the same as equation (B.6), thus the identity is true. O
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Appendix C

Sample Calculations

C.1 Relating Air-to-Fuel Ratio, Current Density, and
Inlet Velocity

The along the channel geometry specified is:

h=0.1cm (C.1)
L=21lcm (C.2)

where h is the height of the channel, and L is the length of the active area of the PEFC.
Due to fact that the PEFC is being represented in 2D space, the width into the page will be

treated as 1 cm. This results in the following areas and volumes for the geometry:

Aip = wh = 0.1cm? (C.3)
At = wL = 2.1 cm? (C4)
Quir = VavgAin = 0.104,, cm® s~ (C.5)

where A;, is the area of the inlet (cm?), Ay is the active area of the CL (cm?), w is the width
into the page (1cm), Qg is the flow rate of air entering the channel (cm®s™!), and v,y is
the average velocity at the inlet of the channel (cm/s). The air entering is at a temperature
and pressure of 80°C and 101325 Pa, with a relative humidity of 50%. In dry air, it is
considered that the molar fraction of oxygen is 0.21. This gives the following equations for

molar fractions of the humid air:

Loy = 021(1 - IHgO) (C6)
Pyt RH

TH,O0 = P (C.7)

(C.8)
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where o, and zp,o are the molar fractions of oxygen and water vapour in the humid air,
P4t is the saturated pressure (47370 Pa [141]), RH is the relative humidity (0.5), and P,
is the total pressure (101325 Pa). using the above numbers this gives an oxygen and water
vapour molar fraction of approximately 0.161 and 0.234 respectively. The molar mass of the

humid air, Mpumiq, is:

Mpyumia = (1 = 2,0) Mary + 2,0 Mp,0 (C.9)
= (1—0.234)28.97 x 107* + 0.234(18.02 x 107?) (C.10)
=26.4 x 10" *kgmol ! (C.11)

where My, is the molar mass of dry air (28.97 x 107®kgmol™!), and My,o is the molar
mass of water vapour (18.02 x 103 kgmol™'). Now the density of humid air, ppumiq, are can

now be calculated as follows:

Ptot Mhumid

Pramia = = (C.12)

101325(26.4 x 1073)

— C.13

8.314(353.15) (C.13)
=0.911kgm™ (C.14)
=9.11x10*gem™ (C.15)

where R is the ideal gas constant (8.314JK'mol™!), T is the temperature (353.15K).

Finally, the current density, air-to-fuel ratio, and velocity can be related as follows:

Qairphumid 1 jAact
= >\5 oic — Wair = Vao Azn C.16
Mhumid To, \ 4F ' ? fovg ( )
Mhumid jAact
avg — )\s oic C.1r
! g Loy Ainphum'id ( 4F ! ( )

where j is the current density (A cm™2), F is Faraday’s constant (96 485 Cmol™1), and Ayie
is the oxygen to stoichiometric ratio. For the case when A0 = 1 and the current density is

1.0 A m~2 then the average velocity at the inlet is:

26.4 1.0(2.1)
avg — C.18
Y29 = 0 161(0.1)9.11 x 102 (4(96485)) (C-18)

Vang = 980 cms ™. (C.19)
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