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Abstract

A diffusion bridge is modified to accurately measure the in-plane permeability and diffusivity
of gas diffusion layers (GDLs), and to measure the through-plane permeability, effective pore

diameter, Knudsen diffusivity and effective diffusivity of catalyst layers (CLs).

In order to measure in-plane permeability of GDL, nitrogen is injected through the GDL
at various flow rates and the pressure drop is measured. Then, Darcy-Forcheimer equation
is used to estimate the permeability. The importance of Knudsen slip is estimated by con-
ducting the permeability experiment at various compression levels using different gases. To
measure GDL in-plane diffusivity, nitrogen and oxygen are introduced into each channel and
oxygen is transported through the sample into the nitrogen channel. The oxygen mole frac-
tion is measured at the outlet of nitrogen channel and the effective diffusivity of the sample
is estimated using Fick’s first law. Different GDL types are measured to study the effect of
carbon matrix and morphology on mass transport properties. Permeability and diffusivity
of GDL are found to decrease with volume fraction in matrix. The volume fraction of large
pores increases the permeability and diffusivity of GDL. The gas transport properties are

dependent on both matrix and pore diameter.
The CL is fabricated using inkjet printing with varying Nafion loading and effect of
ionomer/carbon (I/C) ratio is studied next. The gas-independent permeability and effec-

tive pore diameter are obtained using Knudsen’s expression. Krypton and CO, are used for

i



validation. It is shown that Darcy’s law is not appropriate and that Knudsen’s expression
provides accurate results. Nafion loading and I/C ratio are found to have a negative influence
on permeability and effective pore diameter. Effective diffusivity is also measured using the
same protocol as for GDLs. Nafion loading and I/C ratio are found to reduce the effective
diffusivity of CL. Ketjen carbon support CL exhibit better gas transport properties than

Vulcan carbon support CL.

Keywords: mass transport, gas diffusion layer, catalyst layer, permeability, effective diffu-

sivity, Knudsen diffusivity
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Chapter 1

Introduction

1.1 Motivation

Global energy demand continues to grow as the world population keeps increasing. Accord-
ing to the International Energy Agency, global energy needs will increase by 30% between
2017 and 2040 due to population growth [1]. Fossil fuels are currently the main source of
energy; however, the massive use of fossil fuels is causing serious environmental problems.
Carbon dioxide, a green house gas, is produced during the combustion of fossil fuels and it is
a major contributor to global warming. Burning fossil fuels emits a number of air pollutants,
i.e., SOy, NO, and particulate matter, that are harmful to both the environment and public
health [2].

In the last few decades, alternative renewable energy sources and relevant technologies
have gained popularity such as wind energy, ocean energy, and solar energy. However, most
of these renewable energies are intermittent and their uses are limited by climate or geo-
graphical factors. For example, solar technology is cost-effective only in those places where
sufficient sunshine is available, while most of nuclear power plants are located off the coast
because massive amount of sea water are needed as cooling water. Thus, more stable and

reliable types of renewable energy resources are desired to meet the rising energy demand.

Hydrogen is an ideal energy carrier that can be produced by a myriad of methods, such
as water electrolysis using renewable resources. It can be used to replace fossil fuels in the
transportation and stationary power sectors because of its high energy density compared to
batteries, and zero emissions. In recent years, polymer electrolyte membrane (PEM) fuel
cells have proven to be a promising technology due to their higher efficiency and reliability.

A PEM fuel cell systems converts the chemical energy stored in hydrogen into electrical



energy. Further, compared to other technologies, fuel cells can be used at any time without
producing any green house gas and other pollutants and without being limited by climate
conditions or geographical factors. Thus, fuel cell technology is worthy of being further

developed.

1.2 PEM fuel cell

A PEM fuel cell is an electrochemical system that converts chemical energy into electrical
energy. Hydrogen and oxygen are commonly used as fuels and they generate water and heat,
so the lack of GHG emissions and particulate matter is one of its advantages compared to
other methods of generating electricity. Fuel cells also have higher efficiency because chem-
ical energy is directly converted into electricity thereby minimizing conversion losses. In
traditional power plants, the energy conversion is more cumbersome, i.e., chemical energy of
fossil fuels is first converted to thermal energy which is then converted to mechanical energy

in a turbine, and at a final step, the mechanical energy is converted into electricity.

A fuel cell is composed of an anode, a cathode, a membrane and bipolar plate. Hydrogen
is supplied as fuel at the anode side, then flows through the gas diffusion layer (GDL), micro
porous layer (MPL), and into the catalyst layer (CL), where it undergoes an oxidation
reaction and produces electrons and protons. At the cathode side, oxygen or air is supplied
as oxidant, and is then transported to the cathode catalyst layer (CCL), where it combines
with electrons and protons and water is produced. The electrochemical reactions for cathode

and anode can be written as:
Anode : Hy — 2H" + 2e~ (1.1)

1
Cathode : 502 +2H"' +2¢” — Hy0 + heat + electricity (1.2)

The overall chemical reaction can be obtained by adding equation (1.1) and equation
(1.2):
1
Owverall reaction : Hy + 502 — H50 + heat + electricity (1.3)

From equation (1.3), it can be seen that the only byproducts of the overall reaction are water,
heat and electricity. The water is produced at the cathode, and the electricity is generated

by the electron transport in the external circuit.

The structure of a PEM fuel cell is shown in Figure 1.2. The fuel cell is a very compli-



cated system and each of the components has a specific function which will be discussed in

the next sections.

> Load

V

Anode Cathode

Bipolar Plate Bipolar Plate

z//, Polymer

GDLHMPL. ‘Citalyst olPVlE Catalyst

Membrane T SO Ml
Layer yer

Figure 1.1: Schematic of a PEM fuel cell

1.2.1 Bipolar plate

The bipolar plates are commonly made up of a graphite composite or metals with high
thermal and electrical conductivity. Graphites have high resistance to corrosion; however
metals have more favorable manufacturability and durability for vibration [3]. The bipolar
plates are placed at the two sides of a fuel cell and gas flow channels are machined into
it. The bipolar plates play many important roles in a fuel cell such as current collection
and transport between cells, gas supply to the reaction site, as well as water and thermal

management [3].

There are several types of gas channels. Three types that are commonly used are parallel,
serpentine and interdigitated flow fields, which are shown in Figure 1.2. Each type of flow
field has both advantages and disadvantages. It is really important to select an appropriate

type of flow channel depending on the application.



Flow Inlet Parallel Serpentine Interdigitated

Flow Qutlet

Figure 1.2: Flow channel designs

1.2.2 Gas diffusion layer

The gas diffusion layer (GDL) is a porous media, as shown in Figure 1.3, which is placed next
to the bipolar plates. The porous structure enables the reactant gases in the flow channel
to reach the active sites in the catalyst layer. The GDL also has other essential functions:
(a) mechanical support for the proton exchange membrane; (b) electronic conductivity; (c)
heat removal; and (d) water removal [4]. Figure 1.3 shows a scanning electron microscope
(SEM) image of the porous structure of a 20BA GDL sample. GDLs are always treated with
polytetrafluorethylene (PTFE) to facilitate the liquid removal. Besides, many GDLs, such
as SGL GDLs, contain certain amount of carbon matrix (see Figure 1.3) that hold fibres
together. As explained by SGL Carbon company, during the manufacturing of GDLs, the
raw carbon paper is impregnated with carbonisable thermoset resins (with optional addition
of carbon fillers), cured and re-carbonized. The treatment can enhance the conductivity and
is used to control the porosity [5]. The carbon matrix affects the transport properties of

GDLs but they have been seldom studied by researchers.

The porosity of a GDL sample, ¢,, is defined as the ratio of pore volume to the bulk

volume of the sample. Mathematically,

V;oore

— _pore 1.4
Viulk (1.4)

€o

As discussed before, one of the key roles of the GDL is to transport gases. Its gas



transport abilities are dictated by its porosity, tortuosity and pore size distribution. The
pore size distribution (PSD) of the GDL can be measured by mercury intrusion porosimetry
(MIP). Mercury is intruded into the pores of a GDL sample, the pore size is estimated by
using Washburn equation based on the pressure required for intrusion. More details on MIP

measurements will be discussed in the next chapter.

xxxxxxxxxxxxxx

150 X 10.00kV  7.0mm SE2 SurfaceSite01_03.tif

Figure 1.3: SEM image of 29 BA GDL

Carbon-based GDLs are widely used because they can achieve (i) relative stability in
acidic environment; (ii) good transport properties for gases and liquids; (iii) high electrical
conductivity; and, (iv) good elasticity with compression [6]. In this thesis, carbon papers

are studied as they are more commonly used in PEM fuel cells.

1.2.3 Microporous layer

The microporous layer (MPL) is usually made of carbon particles and a hydrophobic agent
such as PTFE. The MPL is often coated on one side of the GDL and can be used on both of
anode and cathode electrode [7]. The thickness of the MPL has been reported in the range
of 38.8 pm - 112.2 pm and the pore size varies from 7 nm to 133 nm [8]. Figure 1.4 shows
a photo of a SGL-38 BC sample taken by a stereoscopic optical microscope (Leica MC170
HD).



Figure 1.4: SGL-38 BC coated with MPL (taken with a stereoscopic optical microscope)

The MPL has many essential functions such as (i) reduce the negative effects of electrode
flooding, (ii) improve the electrical contact between gas diffusion layer and catalyst layer;

and, (iii) prevent fast dry-out of PEM at low current densities or low humidity [9] .

1.2.4 Catalyst layer

The catalyst layer is generally applied to the membrane at both anode and cathode side [10].
It is a thin film consisting of ionomer (usually Nafion), platinum/carbon particles and void
regions. The protons are transported through the electrolyte (Nafion), while the electrons
are transported in the solid phase (Pt/carbon) and the void regions enable the gas reactants
and liquid products to transport between the GDL and the reaction sites. The thickness
of catalyst layer is usually in the range of 5um - 60um [11]. The pore size distribution of
catalyst layer has been reported in the range of 5nm - 130nm [12].

The typical size of Pt nanoparticles is 2nm - 5nm. Most of the utilized Pt catalyst is
placed at the cathode side due to the inherently sluggish oxygen reduction reaction (ORR) in
the cathode catalyst layer (CCL) [12]. The ORR kinetics in cathode CL have been reported
to be approximately six orders of magnitude slower than the hydrogen oxidation reaction
(HOR) kinetics in anode CL [13]. High cost and Pt supply limitations are big issues for the
commercialization of fuel cell. Some researchers have been working on developing active,

selective, and durable non-precious metal catalysts based on earth-abundant materials [14]
[15].



1.2.5 Polymer electrolyte membrane

Current polymer electrolyte membranes for fuel cell are mostly based on a sulfonated tetraflu-
oroethylene polymer called Nafion. The polymer electrolyte membrane is sandwiched be-
tween anode catalyst layer and cathode catalyst layer. The PEM is used for transporting
the HT ions in the anode side to the cathode side. Another function of the PEM is prevent-
ing gas and electrons from crossing from anode to cathode and vice verse. PEMs possess
the following properties: (i) good ion conductivity, (ii) gas tight, (iii) electric insulator, (iv)
good chemical and mechanical stability [16]. PEMs range in thickness from 20 pym [17] to
260 pm [18].

1.2.6 Fuel cell performance

PEM fuel cell performance is usually expressed by a voltage vs. current density curve, com-
monly known as a polarization curve and shown in Figure 1.5. There are three main losses
in fuel cells: (a) reaction rate loss (kinetics loss), (b) resistance loss (ohmic loss), and (c)
mass transport loss. Mass transport loss is due to the reactants not being transported to
the reaction sites fast enough. The insufficient reactant supply limits the current density
and reduces the cell performance. Therefore, increasing fuel cell performance with the same
amount of catalyst can be achieved by studying and improving the mass transport properties
of different PEM fuel cell electrode layers.

GDL and CL are the components where gas transport takes place so it is crucial to
determine the transport properties, i.e. permeability and diffusivity of the porous media
in fuel cells. In addition, for accurate numerical simulation of fuel cell, these transport
parameters are also needed. The goal of this thesis is to develop an experimental setup to

measure all gas transport properties of these materials.
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Figure 1.5: Typical polarization curve of a PEM fuel cell

1.3 Literature review

1.3.1 Permeability

In porous media, such as gas diffusion layers, permeability is a key parameter to be de-
termined as it determines the mass flow rate of gas that can cross a porous media for a
given pressure difference. Darcy’s law is the most commonly used equation to describe low
Reynolds number flow through a porous material. It relates the fluid velocity to the pressure

gradient by means of the porous media permeability, B,:

VP:—gm (1.5)

v

where Vp is the pressure gradient across the porous media in Pa/m, 7 is the dynamic vis-

cosity of the fluid in Pa-s, v is the velocity; and, B, is the permeability of porous media in m?.

As the gas velocity becomes higher, the gas transport in the porous media becomes

complicated and the inertial effect, also known as Forcheimer effect, needs to be considered.



For one-dimension gas flow, the Darcy-Forcheimer equation is used to extend Darcy’s law to
include inertial effects:

n P o
VP=_—"1¢y_- 12 1.
va BZU (1.6)

where B is the inertial permeability in m and it is used to account for inertial effects.

1.4.1.1 Experimental studies of gas permeability in fuel cell

Many experimental approaches have been employed to measure the permeability of GDLs.
Gostick et al. [19] measured in-plane and through-plane permeability of GDLs with two dif-
ferent testing devices. In the through-plane direction, a circular GDL sample was compressed
between two plates. The gas flowed through the GDL sample in the through-plane direction
from one side to the other side and the flow rate across the sample was measured using a
digital flow meter. The pressure drop was measured at different flow rates in order to create
a plot of pressure drop vs. flow rate through the material. The through-plane permeability

range was between 5.7 x 1072 m? and 69.4 x 107'2 m?.

To measure permeability in the in-plane direction, the pressure drop was measured in
two perpendicular directions. Shims of known thickness were used to control the spacing
between the plates and in-plane permeability was measured at different compressions. The
gas flowed into the inlet header, travelled through the GDL sample to the outlet header and
exhausted to the atmosphere. The in-plane permeability of GDLs was found to decrease
by around ten times as the sample was compressed from a compressed volume fraction of

95% to 50%. It is found that direction has no obvious effect on the in-plane permeability [19].

Ismail et al. [20] measured the in-plane permeability of a number of carbon substrates
and MPL-coated GDLs using a setup similar to Gostick et al. [19]. The GDL sample (54
mm long x 20 mm wide) was placed between steel plates. It was shown that the in-plane
permeability of carbon substrates decreases with increasing PTFE content, in contrast, the
higher is the PTFE content in the MPL, the higher is the permeability.

Ismail et al. [21] also measured the through-plane permeability of GDL samples with and
without PTFE. The inertial effect on the permeability value was also analysed. The mass
flux vs. pressure gradient across the GDL was plotted and the fitting curve was compared to
Darcy-Forchheimer equation to calculate the permeability. Ismail et al. reported that there
was an optimal PTFE content where the permeability was the highest. It was also found

that under operating conditions used in the experiment, the inertial effect was small enough



to be ignored as it only results in a 0.65% of error. Furthermore, using the same setup,
Orogbemi et al. [22] measured the through-plane permeability of GDLs coated with MPLs
of various carbon loadings. The carbon loadings were 0.5, 1.0, 1.5, 2.0 and 2.5 mg cm 2.
The permeability of coated GDL and carbon substrate were measured using Darcy’s law and
the permeability of the MPL was estimated based on the assumption that the pressure drop
across the coated GDL is equal to the sum of the pressure drop across the MPL and carbon
substrate. The MPL-coating was found to reduce the permeability of GDL by at least one
order of magnitude. In addition, the permeability of the MPL was found to be 2-3 orders of
magnitude lower than that of carbon substrate. Finally, the permeability of the GDL was

slightly reduced by the MPL sintering.

Gurau et al. [23] also measured the through-plane and in-plane permeability of carbon
fibre cloth with different types of micro porous layers. For through-plane experiment, the
sample is clamped between two fixtures, each of them consisting of a cylindrical compart-
ment and an annular compartment. The pressure across the sample can be measured by
the pressure-differential gauge and flow rate was measured with a rotameter. For in-plane
experiment, an annular sample was clamped between an upper and a lower fixture. The
assembly was located between the platens of a press. The upstream pressure was measured
at different compression levels and different flow rates. Gurau et al. reported the through-

plane permeability to be in the range of 0.44 x 1072 m? to 13 x 107'? m?

and in-plane
permeability to be in the range of 0.7x107!? m? to 17.4x107'? m?. The permeability of mi-
croporous layer with higher PTFE content was found to be higher than that of microporous
layer with lower PTFE content. The in-plane permeability was measured to be higher than

the through-plane permeability.

Tamayol et al. [24] built an air permeability test bed to investigate the effect of PTFE
content on the through-plane permeability of gas diffusion layers. An air tank was used
for high pressure air supply and the air pressure was controlled using a digital air pressure
regulator. Tamayol et al. found that there was a reverse relationship between the PTFE

content and the through-plane permeability.

Carrigy et al. [25] measured the through-plane permeability of GDL/MPL assemblies
using a diffusion bridge. Permeability of GDL was estimated with several gases to estimate
Knudsen slip in the MPL. The pore size of the MPL is very small, i.e., 7 nm-133 nm, and

gas flow was shown to be no longer in the continuum regime. The flow regime is defined by
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the Knudsen number, which is mathematically defined as :

P

where A is the mean free path of the gas and d, is the average pore diameter of porous
media. Table 1.1 [26] shows the different flow regimes and corresponding Knudsen number.
Carrigy et al. studied the effect of PTFE content in MPL-coated GDL on through-plane
permeability. The permeability was measured to decrease with increasing PTFE loadings.
In addition, they found that Knudsen’s expression provided a more accurate prediction of
gas transport in the GDL/MPL sample than the compressible form of Darcy’s law. A similar

study was also conducted by Pant et al. [26] and similar conclusion was found in their study.

Table 1.1: Flow regimes and the corresponding Knudsen number [26]

Knudsen number Flow regime
Kn<0.001 Continuum regime, Navier-Stokes(N-S)
valid with no-slip boundary condition
0.001<Kn<0.1 Continuum-transition region;
N-S valid only with slip boundary condition
0.1<Kn<10 Transition region; N-S not valid;
moment equations or Burnett equation with slip boundary condition

Kn>10 Free molecule flow;no continuum model valid

Mangal et al. [27] modified the through-plane diffusion bridge used by Pant et al. [26]
and measured the through-plane permeability of 34BA and Toray-90 samples with different
PTFE content. The bridge consisted of two acrylic plates with two rectangular flow channels
machined in them. 34BA shows the highest permeability among all the samples. Increasing
the PTFE loading was found to have an adverse effect on GDL permeability. Permeability
of Toray-90 varied from 1.1 x 1072 m? to 0.35 x 1072 m? with PTFE content between 0%
- 40%.

Mangal et al. [28] also measured in-plane permeability of Toray-90 (untreated) and
Toray-90 (40% PTFE) using a setup similar to Gostick et al. [19]. The samples were measured
at four compression levels. Permeability was found to be between 0.98 x 107! m? and 0.13 x
10~ m? and shown to decrease with compression and PTFE content. Mangal also measured
in-plane permeability of GDL in four different directions [29] and it was found that direction

has no obvious effect on mass transport parameters.
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1.4.1.2 Mathematical studies on permeability

The permeability of the GDL has been numerically studied by some researchers [30-35]. The
Carman-Kozeny equation is a semi-empirical relation that is most widely used to estimate

permeability of porous media and is written as [30]:

E3

B,=—F——— 1.8

k(1 —¢€)2A2 (18)
where kg is the Kozeny constant, € is the porosity of the porous space, A, is the surface area
per solid volume, i.e., As,/V, where Ay, is the interfacial area between the fluid and solid
phases and Vj is the solid volume. For a mean particle diameter d, the specific surface area
can be estimated using [30],

6
A, =~ 1.9
) (19)

For fibres of diameter d, d can be estimated as (3/2)d; [30] and equation (1.8) can be given

as:
€

By=———d 1.1
U 16kg(1—€)2 (1.10)

In this thesis, the experimental results are used to fit in equation (1.10) to obtain k.
Other models to predict permeability will not be introduced in this section since this thesis

mainly focuses on experimental measurement.

1.3.2 Diffusivity

Diffusivity is an important parameter for porous layers because diffusion is considered to
be the primary gas transport mode in the porous media of PEM fuel cells. Fick’s law is

commonly used to describe gas diffusion in porous material:
J=-DVC (1.11)

where J is a diffusion flux vector, C' is the concentration or density, and D is the diffusion
coefficient or diffusivity. Under the condition of non-steady state diffusion, a mass balance

result in Fick’s second law of diffusion:

oC

~— =-DV? 1.12
5 veC (1.12)

where ¢ is time.

When diffusion occurs in the transition region, some researchers use Bosanquet approx-
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imation to account for Knudsen effects when predicting diffusivity D [36]:

1 1 1

— =+ — 1.13
D DK+DM ( )

where Dg is Knudsen diffusivity, D, is molecular bulk diffusivity. Knudsen diffusivity is
given by: [36]

d, |8RT
3V oM

where d, is local pore diameter, M is molar mass of the gas, R is gas constant and T is

Dy = (1.14)

temperature.

1.4.2.1 Experimental apparatus to measure diffusivity

Different experimental methods for measuring effective gas diffusivity have been proposed
in the literature [37] [38]. Loschmidt [37] developed closed-tube method, also known as
Loschmidt cell method in 1972. It consisted of a top and bottom chambers as shown in
Fig 1.6. A valve was located in the middle and used to separate or connect the chambers.
Two different gases were initially separated, then started to diffuse after the valve was
opened. The effective diffusivity was estimated using Fick’s second law. The determination
of effective diffusivity requires measurements of temperature, pressure, concentration, time
and geometry. The uncertainty is mainly caused by convection from buoyancy effects and
can be minimized by using lighter gas in the top chamber. It was reported that the method

often has reproducibilities better than 1%, and the measurements have the accuracy of 1%

- 3%.

Top Chamber

Porous Media
| Valve

Bottom Chamber

Figure 1.6: Closed tube setup

Ney and Armistead [37] developed two-bulb method in 1947. Two bulbs filled with two
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different gases of interest were connected by a narrow tube as shown in Fig 1.7. It was
assumed that the diffusion process was in quasi-stationary state and pressure and temper-
ature were constant. The connecting tube volume was considered to be much smaller than
either bulb volume. The two-bulb method has similar uncertainties with the closed tube
method, but less chance of convective effects. The inaccuracies of two-bulb method have
been reported to be 1% - 3.5%.

Bulb A

Bulb B

Figure 1.7: Two-bulb setup

Walker and Westenbery [37] developed the point source method in 1958. This method
was developed especially for measuring effective diffusion coefficients at high temperatures.
A trace gas was steadily supplied through a hypodermic tube into a carrier gas flowing in
the same direction. The mixture concentration was measured by a probe located at various
distances downstream. The important assumption was steady-state flow, axial symmetry
of the mixture concentration, uniform flow velocity, infinitely dilute mixture and absence
of convection effects. The sources of error are probe position, measurements of flow, wake
caused by the injector tube, difference in density between the trace and carrier gas. The

diffusion coeflicients have been measured with accuracy in the range of 4% [37].
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Figure 1.8: Point source setup

Stefan developed the evaporation-tube method in 1873 [37]. This method is useful for
determining of diffusion coefficients for vapor-gas mixtures. The tube was partially filled
with liquid and the evaporation rate was controlled by diffusion. Across the tube outlet gas
flows and carries the vapor away. The setup is shown in Fig 1.9. The rate of liquid loss was
observed for long durations in order to estimate effective diffusion coefficient. The assumption
was quasi-steady state, gas insolubility, axial symmetry and the absence of convection effect.
The temperature range is strongly dependent on the volatility of the liquid to be tested. The

reliabilities of diffusion coefficient by the evaporation tube method are several percent [37].

—_—
TraceGas

Liquid

Figure 1.9: Evaporation tube setup

Bendt developed the diffusion bridge setup in 1958 [39]. The setup consisted of two flow

channels for two different gases (see Figure 1.10). The channels were connected by a hollow
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capillary tube or a porous media to allow the gas diffusion. The pressure difference across the
capillary was produced by controlling and adjusting the flow rates. The sources of error are
fluctuations in flow rate and measurements of concentration. The advantage of the diffusion

bridge is that the method is amenable to operation over a wide range of temperature [39].

o

Channel A Channel B

Porous
Media

AP

Figure 1.10: Diffusion bridge setup

In this thesis, the diffusion bridge is selected as the method to estimate effective diffu-
sivity because: (1) The setup allows for permeability and diffusivity to be measured simul-
taneously, (2) The gas flow rate can be controlled to minimize diffusive layer effect, (3) The
gas diffusion process can be maintained in a steady state, (4) High accuracy of oxygen level

measurement, (5) faster and convenient than other methods, such as evaporation-tube.

1.4.2.2 Experimental studies of gas diffusivity in fuel cell

Martinez et al. [40] used a conductivity cell apparatus to measure GDL conductivity. Based

on this value, the effective diffusivity was obtained using D*// = DJ\’;“;V;’“ = Dyuik % where N, is
the MacMullin number. The setup consisted of a Lexan polycarbonate reservoir and a center
division that was used to attach the sample holder. Two coated Ti electrodes were placed
on both sides of the sample and served as working and counter electrodes. The reservoir
was filled with electrolyte solution consisting. Two Pt wire electrodes located at the center
of the cell and at each side of the sample served as the reference and sensing electrodes to
measure the potential difference along across sample. A square-wave form of the current was
applied through the coated Ti electrodes, and the potential difference was measured with the
Pt wire electrodes. The resistance with and without the sample in the path was measured
so that the MacMullin number can be obtained. It was found that the carbon-cloth GDLs

follow the Bruggeman expression but the carbon-paper GDLs had a different relationship.
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This difference can be explained in terms of the path length created by the orientation of the
fibres in each type of GDL. The following equation was found to best fit the experimental
data for carbon-paper GDLs:

Ny =€ 38 (1.15)

Using similar equipment, Kramer et al. [41] measured the effective ionic conductivity
of electrolyte-soaked Toray-060 sample in both through-plane and in-plane direction at var-
ious compression levels using electrochemical impedance spectroscopy. To investigate the
in-plane direction, the sample holder consists of two acrylic glass blocks. Two cavities are
machined into the lower block and served as electrolyte inlet. Two Pt wires located at a
distance of 3 cm served as potential probes. The sample was placed in-between. A glass
frit was incorporated to enable compressing the GDL in the through-plane direction, while
retaining uniform electrolyte entry. For porosities in the range of 0.5-0.8, the effective diffu-
sion coefficient was found to be in the range of 0.2-0.6 for in-plane direction and 0.1-0.3 for

through-plane direction.

Fluckiger et al. [42] extended the work of Kramer et al. [41] by studying the effect of
PTFE content on the effective diffusivity. Untreated and PTFE-treated Toray-60 and SGL
(24 and 25 series) were investigated. The effective diffusivity of Toray-60 sample was found
to decrease with increasing PTFE loading in both in-plane and through-plane directions.
However, the effective diffusivity of GDL 24 DA was slight higher than that of the untreated
GDL 24 AA.

Zamel et al. [43] was the first to measure gas diffusion directly. They used a Loschmidt
cell to measure the through-plane effective diffusion coefficient of Toray-120 with different
PTFE loadings. The cell is made up of top and bottom chambers. A ball valve is used to
connect the chambers or separate the chambers. The gas flow rate was controlled by two
mass flow controllers that are connected to the inlets. An oxygen sensor is installed in the
top chamber to measure the oxygen concentration. The through-plane diffusibility showed a
linear downward trend with PTFE content and was measured to be in the range of 0.13-0.33
for PTFE loadings in the range of 0-40%.

Unsworth et al. [44] measured gas diffusion using a setup similar to Zamel et al. [43].
The modified correlation between the through-plane GDL diffusibility and porosity below
was obtained. The relationship is only valid for carbon papers with less than 10% PTFE
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loading.

fle) = (1 — (2.72€)cosh(2.53¢ — 1.61) (%)) (1.16)

Chan et al. [8] used the same Loschmidt cell to study the effect of MPL on the through-

plane effective diffusion coefficient. The effective diffusivity was found to be around 42% of
the corresponding effective diffusivity for the GDL substrate (SolviCore Type A, 5% PTFE).

Mangal et al. measured the through-plane diffusivity of GDL using the same diffusion
bridge discussed before [27]. A differential pressure controlled was used to control the static
pressure difference between the gas channels. A back pressure controller was connected to
the nitrogen channel and used to control the static pressure of the system. An oxygen sensor
probe was used to measure the oxygen concentration in the nitrogen channel. Diffusibility
of the GDL was found to decrease with PTFE loading. In addition, they found that dif-
fusibility of the GDL was independent on absolute pressure but the diffusibility for He-Oq
was significantly different from the diffusibility for No-Os.

Gostick et al. [45] developed an in-plane diffusion bridge to measure the in-plane diffu-
sivity of GDL. The GDL was compressed between two stainless steel plates and shims were
used to control the thickness. The sample was flushed with nitrogen to set a zero oxygen
initial condition. The experiment began the moment the flushing stopped, since oxygen
immediately started to diffuse through both ends into the sample. An oxygen sensor probe
placed at a fixed location inside the GDL recorded the oxygen concentration as a function
of time. Fick’s second law was solved for one dimension in order to estimate the effective
diffusion coefficient. The in-plane effective diffusivities were found to decrease with higher

compression level.

Even though many studies exist in literature measuring GDL effective diffusivities, mea-
surements of CL diffusivity are sparse. Shen et al. [11] measured the effective diffusivity of
catalyst layer using the modified Loschmidt cell discussed in Ref. [43]. An automated spray
coater was employed to deposit CL onto an Al,O3 membrane substrate. For the catalyst lay-
ers under investigation the effective diffusivity was found to be 1.4740.05x10~"m?/s. They
found that Bruggeman’s formula overestimates the effective diffusivity of CL because it fails
to take into account the Knudsen effect, however Knudsen effects could not be separated

from molecular diffusion effects.

Inoue et al. [46] studied the relationship between porosity and effective diffusivity of CL
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using a diffusion bridge similar to the one discussed by Mangal et al [27]. Pure nitrogen and
oxygen flowed over the surface of sample and the diffusion flux was obtained by downstream
gas analysis using gas chromatography. For porosities in the range of 0.4-0.75, the diffusibil-

ity was reported from 0.01 to 0.3 and decreased with increasing ionomer-to-carbon ratio.

Yu and Carter [47] studied the effective diffusivity in electrodes using a conventional
PEMFC platform with 50 cm? flow fields. Nitrogen flows through the middle channel and
air through the two outer channels. Effective diffusivity of the electrodes was obtained
by solving the Fick’s first law. The effective diffusivity was found to decrease with higher

ionomer-to-carbon ratio.

Zhao et al. [48] measured the permeability of CL using Darcy’s law and reported effective
gas permeability to be in the range of 1.5 - 3.7 x 107 m?. However, the Knudsen diffusivity

effect was ignored.

1.4.2.3 Mathematical studies on diffusivity

The effective diffusivity, D/, of partially wetted porous media is typically written as [29]:
DT = Dy f(€)g(s) (1.17)

where f(€) is a function of porosity representing the impact of the porous media structure
and ¢(s) is a function used to account for pore blockage due to water. € is the porosity, s is

the saturation and Dy, is the bulk diffusivity of a pair of gases.

Bruggeman type approximation [49] is one of the most commonly used correlations that
predict the effective diffusivity of porous media. Bruggeman equation was derived based on
the effective medium approximation. Mathematically, the Bruggeman type approximation
is written as:

DY = Dy (€)" (1.18)

where a is the fitting parameter.
Tomadakis and Sotirchos [50] applied percolation theory to predict the effective diffusion

coefficient in porous media. A Monte Carlo simulation scheme was employed to determine the

effective diffusion coefficient from the mean-square displacement of random walkers travelling
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in the interior of porous structure. The equation is defined as:

D = Dy e (6 - 6”) (1.19)
1—e¢,

where parameters €, and « are fitting parameters.

In this thesis, the experimental results are used to fit in equation (1.18) and (1.19).
Other models [51-54] to predict diffusivity will not be discussed in this section since this

thesis mainly focuses on experimental measurement.

1.4 Research gap and objectives

Based on the literature review on transport properties of PEM fuel cell porous media, fol-

lowing research gaps are identified:

e The Knudsen effects under high GDL compression levels have not been studied. Some
studies measured GDL under compressed state but in a small range of compression [19,
20]. Besides, even though the effect of PTFE content and MPL on GDL permeability
and diffusivity have been studied, the effect of carbon matrix (see Figure 1.3) that

results in a dual pore size distribution, has not been well studied.

e Even though some studies have measured CL diffusivity, CL permeability and Knudsen
diffusivity have not been well studied. In addition, no studies have measured CL

permeability, effective Knudsen diffusivity and diffusivity simultaneously.

The first goal of this thesis is to study the effect of carbon matrix and morphology on GDL
transport properties. To achieve this goal, MIP technique is employed to obtain the PSD
and volume fraction in matrix of GDLs. SEM imaging is also used for better observing the
GDL pore structure. The GDL is measured in the in-plane direction at various thickness
in order to study the effect of matrix and Knudsen effect. The second goal of this thesis is
to measure the CL permeability, effective pore diameter, Knudsen diffusivity and effective
diffusivity. The catalyst ink is prepared and printed by an inkjet printer. The effect of 1/C
ratio and different carbon support on the CL transport properties are studied. The CL is

measured in the through-plane direction because of its thin thickness.
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1.5 Thesis outline

The thesis consists of four chapters. Chapter 1 discusses motivation, background and liter-
ature review. Chapter 2 focuses on theory and measurements of GDL in-plane permeability
and diffusivity. SEM images and PSD curves of measured GDL samples are also presented.
Different GDL types are measured at various compression levels and the effect of carbon
matrix and morphology are analysed based on experimental results. Chapter 3 looks at the-
ory and measurements of transport properties of CL. Several CL types are fabricated using
different Pt/C powder and ionomer-carbon ratio to study their effect on transport proper-
ties. Different gases, i.e., Krypton and CO, are used to validate the accuracy of Knudsen’s
expression. The diffusibility of CLs obtained from experiment is compared to literature.

Chapter 4 talks about conclusions and future work.
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Chapter 2

Measurement of in-plane PEM fuel
cell gas diffusion layer gas transport

properties

2.1 Introduction

Typical materials used as GDLs are carbon paper and carbon cloth which show anisotropic
transport characteristics. Carbon paper has a high degree of in-plane alignment, increasing
transport in this direction compared with through-plane [55]. In-plane transport is important
for distributing gases beneath the flow-field ribs, facilitating a more uniform current-density
across the cell, and increased durability [56] [57]. As a result, it is necessary to study the

transport properties of GDL in the in-plane direction.

In this chapter, a metal diffusion bridge is introduced for measuring in-plane GDL
transport properties. The setup was originally proposed by Mangal et al. [29], however, the
experimental setup did not show good agreement with other literature. In this work, the
setup was modified to increase accuracy. First, the back pressure and differential pressure
controller were removed to reduce the uncertainty arising from equipment. Also, multiple
layers of sample were stacked together for the measurement to reduce the uncertainty in
thickness measurement and ensure sufficient oxygen transport through the sample. The new
setup is more accurate and it is capable of reproducing previous literature results. As intro-
duced in previous chapter, most literature studied the relationship between PTFE content
and transport parameters, however, the effect of pore size distribution and carbon matrix
were ignored. Recent GDL materials, such as SIGRACET 28 BA, have a large amount of
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carbon matrix creating a dual pore size distribution. The impact of this additional material
on transport properties has not been studied. The primary goal of this chapter is to study

the effect of pore size distribution and carbon matrix on GDL transport properties.

Section 2.2 discusses the experimental setup for the in-plane permeability and effective
molecular diffusivity. Section 2.3 describes the theory and mathematical models for estimat-
ing the gas transport properties. Section 2.4 discusses measurement uncertainty for in-plane
GDL permeability and diffusivity. In section 2.5, GDL sample characterization is provided
and the experimental results for Toray-90 samples are compared to literature to validate
setup accuracy. Different GDL types were then measured and compared with each other to

analyse the effect of pore size distribution and carbon matrix on transport properties.

2.2 Experimental setup

2.2.1 In-plane diffusion bridge

The in-plane diffusion bridge used in this thesis is made up of two steel plates with two
circular flow channels machined into them, as shown in Figure 2.1. The diameter and length
of the circular channel are 9 mm and 5 cm, respectively. Four shims of known thickness
were placed between top and bottom plates in order to control the sample compression
level. Two strips of silicon gaskets were placed around the flow channels to prevent leakage.
To estimate the porosity of the compressed sample, it was assumed that compression only
reduced the pore volume but not the solid volume. The porosity of a compressed sample is
then calculated as:

621—(1—60)% (2.1)
where €, and ¢, are the porosity and thickness of the uncompressed sample, and ¢ is the

thickness of sample in compressed state.
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(a) Steel plate (b) diffusion bridge assembly

Figure 2.1: Photograph of (a) steel plate and (b) diffusion bridge assembly

2.2.2 Sample preparation

For the purpose of testing GDL, the sample was cut into 1 x 5 cm? using a precision knife.
Four layers of sample were stacked together and placed between the top and bottom plates.
The bolts were then tightened using a torque value of 4.5 N-m (40 inch-1b) in a cross cyclic
manner to create a uniform compression on the diffusion bridge. The final assembly is shown
in Figure 2.1 (b). To detect leakage, the bridge was filled with nitrogen, pressurized up to
50 psig, and placed in water for 3 minutes. No bubbles were visible leaving the diffusion

bridge, which proved that there was no leakage.

2.2.3 In-plane permeability

The in-plane diffusion bridge contains two channels and each channel has four ports. In the
permeability experiment, one port of the channel is connected to the gas bottle via a mass
flow controller (MFC) and another port is connected to the high pressure end of pressure
transducer (PT). The other two ports of the channel are closed so that the gas is forced
to flow from one channel to the other through the porous media in the in-plane direction.
One port of low-pressure channel is then connected to the low-pressure port of the PT and
the other ports are open to the atmosphere. A schematic diagram of the setup is shown in

Figure 2.2.
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Figure 2.2: Experimental setup for in-plane permeability

Compressed nitrogen (PRAXAIR, UHP 5.0) from a gas cylinder at 50 psig flows to the
mass flow controller (Cole-Parmer, Serial Number: 62704, range: 0-5 SLPM) which is used
to control the gas flow rate. The pressure transducer (OMEGA, Serial Number: 418617,
range: 0-3.5 bar) is connected to both channels so that the pressure drop across the porous
media at different flow rates can be measured. The MFC is connected to a computer via an
RS-232 communication port. A data acquisition card (National Instruments USB 6221) is
used to read data from the PT. LabWindows/CVI is used to communicate with the setup
and log data from the MFC and PT into a text file. The data is logged for 125 seconds (25

readings) for each flow rate to ensure steady state.

2.2.4 In-plane diffusivity setup

In the in-plane diffusivity experiment, nitrogen and oxygen gases enter each one of the chan-
nels. The two compressed gases are adjusted to 50 psi before flowing to the MFCs. Nitrogen
(Cole-Parmer, Serial Number: 62704, range: 0-5 SLPM) and oxygen mass flow controllers
(Cole-Parmer, Serial Number: 62661, range: 0-5 SLPM) are used to control the flow rate
of the gases. The oxygen channel outlet is open to ambient and nitrogen channel outlet is

connected to the oxygen sensor.

In contrast to the setup previous proposed by Mangal [28], the back pressure controller

(BPC) and differential pressure controller (DPC) were not used in the in-plane diffusivity
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measurement. There are mainly two reasons: (1) removing DPC and BPC simplified the
setup and reduced the uncertainty arising from the controllers, and, (2) the increase in oxy-
gen concentration of nitrogen channel is very small even for significant pressure difference.

A schematic diagram of the setup is shown in Figure 2.3.

To measure the oxygen mole fraction in the gas mixture at the outlet of the nitrogen
channel, a NEOFOX oxygen sensor (Ocean Optics, Model: FOSPOR-600-32MM, range: 0
- 21% in gas) is used. To achieve accurate measurements, the oxygen sensor is recalibrated
every day before running the experiment. Two mass flow controllers are used to create a
gas mixture of known oxygen concentration, and the results are compared to the measured
oxygen levels by the NEOFOX sensor in order to calibrate the sensor by changing oxygen
levels. Calibrated compressed nitrogen-oxygen gas mixtures (PRAXAIR, Accuracy:+2%
Rel) containing 1% and 10% oxygen are finally used to validate the calibration results.
The sensor is considered to be properly calibrated when for the two different gas mixture,
the measurement results are 1%40.02% and 10%+0.1% respectively. The calibration file is
uploaded in the NEOFOX software, and the calibration is done.

Gas Valves H_‘

|
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MFC 4 ¥ | |
L
DAQ
Nitrogen Oxygen Clo |
Gas Gas |
Gas Flow Ling| |
—— —— Data Cables l ¥
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1 Computer

Open to Atmosphere

Figure 2.3: Experimental setup for in-plane diffusivity

The mass flow controller is connected to a computer via an RS-232 communication port.
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A data acquisition card is used to read data from pressure transducer. LabWindows/CVT is
used to communicate with the mass flow controller. The NEOFOX software logs data from
the oxygen sensor and stores oxygen volume fraction vs. time in a CVS file every 5 seconds
for 5 minutes after oxygen concentration is stabilized. Then the flow rate of the gas and

average oxygen concentration are used for data processing.

2.2.5 Experimental conditions

To measure the in-plane permeability of GDL sample, the mass flow rate of nitrogen is varied
from 0 to 1 standard liters per minute (SLPM) in 10 even intervals. The experiment is run

at zero flow rate to estimate the offset of the PT.

In the in-plane diffusivity experiments, the mass flow rate of both gases is controlled to
be 0.5 SLPM. Different flow rates were also used for validation and it was found that the
in-plane diffusivity is almost independent on the flow rate. The details will be discussed in

the next sections.

Unless otherwise stated, 4 layers of GDL samples are stacked together and tested at
different compression levels. Experiments are also conducted using 2-layer sample and the
number of layers was found to have no significant effect on permeability and diffusivity.
Permeability and diffusivity experiments are performed three times using different samples.
For each sample, the permeability and diffusibility are measured without opening/closing
the diffusion bridge.

2.3 Governing equation and data analysis

2.3.1 Governing equation
2.3.1.1 Governing equation for in-plane permeability

Darcy’s law is commonly used to describe the fluid flow through a porous media at low

Reynolds number and is defined as [19]:

VP = —Biv (2.2)

(%

where V P is pressure gradient across the porous media, 7 is the dynamic viscosity, v is the

velocity, and B, is permeability of the porous media. For steady, one-dimension flow, the
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equation is:
dP n
- _—_ 2.3
dx va (2.3)

Darcy’s law is well applicable for flow in porous media in the creep regime (Reynolds
number<10) [58]. As mass flow rate increases, the gas velocity also becomes higher in the
porous media and inertial effects start to play a significant role. Inertial effects are taken
into consideration by using the Darcy-Forcheimer equation [23]; which at steady-state, for

one-dimension flow, reads:

apr U )

i AT 2.4

dt B, B (24)
where z is the coordinate taken as positive in the direction of gas flow, p is the density of
a gas, and Bj is the inertial permeability (in m). Assuming ideal gas and substituting ideal

gas law into equation (2.4) one finds:

dpP RT (n . M,
- = (L - 2.5
i P (Bv” B ) (2:5)
where 7 is molar flux (mol/m? s). Rearranging equation (2.5) gives:
P n M
—dP = — [ Lpn+=—n%)d 2.
BT (an + Bln ) T (2.6)

In the absence of chemical reactions, the molar flux across the sample is constant. Inte-
grating equation (2.6) from 0 to L and P; to P,, the compressible form of Darcy-Forcheimer
equation can be expressed as [27]:

r-r; _n. M.,

i+ —n

2RTL B, B, (2.7)

where P, and P, are the pressure values in the high and low pressure channel respectively, n
is molar flux, 7" is the temperature in Kelvin, R is the gas constant, L is the thickness of the
sample, and M is the molar mass of the gas. Equation (2.7) can also be written in terms of

mass flux, m, as

P12_Pz2 Ui L,

SR, g R 2.8
ORTL BB (28)
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2.3.1.2 Governing equation for in-plane diffusivity

Fick’s first law is widely used to estimate the diffusive flux of a species in a steady state

system. In this case, Fick’s first law is written in one dimension as [59]:

dw

i (2.9)

mP = —p,D;

where m? is the diffusion flux in kg/m?s, p; is total density in kg/m?, D;; is the diffusion

/f in order

coefficient or diffusivity in m?/s. In porous media, D;; is usually replaced by D;;
to account for the porous media. In the experiment, oxygen is transported across the GDL
by diffusion from the oxygen channel to the nitrogen channel. Assuming a linear variation

in mass fraction, equation (2.9) can be written in discrete form as:

A
pets P 2to. (2.10)

m02 N2,02 L

where 1§, is superficial oxygen diffusive mass flux in GDL (kg/m?*:s), D]e\f;f o, 1s the effective
diffusivity of GDL sample, wp, is oxygen mass fraction, L is the thickness of sample and p,

is the interstitial gas mixture density in the sample. The latter is approximated to be %.

According to the mass conservation, the mass of oxygen that flows into the nitrogen
channel through the GDL is equal to the mass of oxygen that leaves the nitrogen channel.

For mass flux of oxygen flowing out of nitrogen channel is:
Mom = PO, VO2 = V;f L0, PO, =~ VN2 L0y PO, (2'11>

where M 5t is oxygen mass flux out of nitrogen channel (kg/s), xo, is oxygen molar fraction
in nitrogen channel measured by oxygen sensor, V; is the volume flow rate of gas out of
channel and Vy, is the volume flow rate of N, controlled by MFC (LPM). Equation (2.11)
is based on the assumption that equal amount of N, diffuses through GDL into O channel
as Oy diffuses through GDL into N, channel and convection has no contribution to the oxy-

gen transport, then VN2 is approximately the same as the total volume rate in the N, channel.

As oxygen transport in the GDL is driven by diffusion, the mass flux of oxygen flowing

into nitrogen channel through the GDL can be written as:

Aw02

‘rin e Pt
Mg DNJ;fOQA T

(2.12)
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where M(’)’; is the oxygen diffusive mass flux into the nitrogen channel through the GDL
(kg/s) and A is the cross-sectional area. Assuming wp, is 0 in the nitrogen channel and 1 in

the oxygen channel, equation (2.12) results in:
ri e Pt
Mg, = DifJo, AT (2.13)
According to mass conservation, M “"; = Mggt, then:

D]e\;;{oz A% = VNz LOg POo (214)

POy PNy

5 Df\};f o, 1s finally written as:

Assuming gas mixture density in the sample is equal to

% L 2V L
Deff _ VNy PO, L0, _ N2 O3 O, (215)

2,02 Apy A(po, + pn,)

Equation (2.15) is used to calculate the in-plane effective diffusivity of the GDL.

2.3.2 Data analysis

GDL permeability - In order to obtain viscous and inertial permeability in (2.7), the inlet
pressure P;, and the molar flux of gas n are measured. The molar flux 7 in equation (2.7) is
calculated using 7 = Pyandara v/ RT°, where Pyanaara is the standard atmospheric pressure,
i.e., 101325 Pa and T° is 298K. The inlet gas velocity, v, is obtained using v = %, where
V is the volume flow rate at standard conditions controlled by the MFC in SLPM. P, is
measured directly by the PT and P, is at ambient pressure. The experimental data is
used to fit to equation (2.7) using a Python code to extract viscous permeability B, and
inertial permeability B;. The code is used for the data fitting by employing a least squares
regression technique. Simulations at different gas velocity with different permeability values

are performed and a residual function is defined as:

n

Res = Z (Pl,ezp - Pl,num(-Bv, Bl))2 (216)

=10

where P, ;) is the experimental inlet pressure measured by PT, and P, is the numerical
estimate of the inlet pressure obtained from equation (2.7). The values of B, and B; which

minimize the residual function represent the permeabilities of GDL.

GDL diffusivity - In order to obtain the in-plane effective diffusivity of the GDL sample, the
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volume flow rate of nitrogen and oxygen are controlled by two MFCs (Cole-Parmer, model:
RK-32907-69, range: 0 - 5 SLPM) and the oxygen molar fraction in the nitrogen channel
is measured by an oxygen sensor (Ocean Optics, Model: FOSPOR-600-32MM, range: 0 -
21% in gas). Assuming that the diffusive flux of oxygen and nitrogen across the CL sample
are equal, and both of them are much less than the nitrogen flow from the MFC (details
in results section), then the total volume flux in the nitrogen channel is considered to be
approximately equal to the value from MFC. Therefore, the in-plane effective diffusivity can

be obtained using equation (2.15).

2.4 Uncertainty analysis

To know the credibility of results and to learn how to improve the experiment, the influence
of uncertainty in each variable on the experimental results is discussed. Suppose that f is
a function of xy, xs,..., x;, and the variables are measured with uncertainties w,,, w,,,...,
Wy, . 1f the uncertainties in x;, xs,..., rx are independent and random, then the overall

uncertainty w; is [60]:

P 2 /9 : 0 ’
o (G ) o Gy e

Systematic and precision uncertainties are two sources of uncertainty in the measure-

ment. Systematic uncertainty is caused by measurement instruments and independent on
repeated measurements, however precision uncertainty is caused by unknown and unpre-
dictable changes in the experiment. Although manufacturers provide the accuracies of their
equipment, most of them do not differentiate between systematic uncertainty and precision
uncertainty [61]. Wheeler [62] recommends that manufacturer accuracy should be treated
solely as systematic uncertainty because of the lack of a clear explanation of how to calculate
the accuracies. Multiple precision experiments need to be performed before determining the

overall uncertainty.

In a precision experiment, a fixed parameter is measured many times and the stan-
dard deviation of the measurements show the accuracy. Sample standard deviation S, is

calculated using the mean value X:

(2.18)
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where N is the sample size, X is the value of the jth measurement. For small sample
size (less than 30), the t-distribution can be used and the precision uncertainty would be

expressed in terms of S, [61]:

(2.19)

where ¢ is decided by sample size and level of confidence (in this case 95%), and N is the

sample size.

After determining the precision uncertainty, the overall uncertainty for a single variable

wy = /B2 + P2 (2.20)

where B, is the systematic uncertainty provided by manufacturer and P, is the precision

x can be calculated as:

uncertainty obtained from multiple experiments.

2.4.1 Mass flow controller uncertainty

The nitrogen and oxygen mass flow controllers are manufactured by Cole-Parmer. The range
is 0-5 SLPM, and manufacturer accuracy is (0.8% of reading + 0.2% of full scale) for both
controllers. Both controllers were calibrated with a bubble calibrator (Sensidyne,Gilibrator-
2) which measures the volume flow rate based on the ideal gas law. Atmospheric pressure
and temperature were measured before the calibration was conducted. The calibrator was
connected to the outlet of the mass flow controller and 10 readings were recorded for each
mass flow rate while nitrogen or oxygen is flowing through the calibrator. The largest sample
standard deviation was calculated using equation (2.18), and precision uncertainty was then

calculated to be 4.24x1073 SLPM for both nitrogen and oxygen mass flow controller.

For the nitrogen MFC, none of the measured sample mean values fell within the man-
ufacturer accuracy. A calibration curve was generated, shown in Figure 2.4, using 110 mea-
surements . X and Y axis represent set point and actual value, respectively. A correlation

equation for nitrogen MFC was obtained as:

Vg reat = 1.0291 % Vi, oo +0.0205  (R? = 0.9999) (2.21)
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Figure 2.4: Nitrogen mass flow controller calibration curve

The standard error estimate is given by equation (2.22) and an equivalent uncertainty

in the slope is expressed as equation (2.23) [62]:

oy = \/ Z"]i}\(fyi; h) (2.22)

Oye = A0y (2.23)

where N is equal to 110 since 10 readings were recorded at each flow rate and 11 different set
point flow rates were measured, y; is the measured value, Y; is the predicted value obtained
by correlation equation (2.21), a is the slope of the calibration curve, and o, is the factory

accuracy at set point. The new systematic uncertainty is then calculated as:

WNy, =1\/02 + 05, (2.24)

The overall uncertainty of the nitrogen MFC at different mass flow rate is calculated by
equation (2.20) and shown in Table 2.1.
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Table 2.1: Uncertainties in nitrogen mass flow controller (Unit in SLPM)

Mass Flow Rate | Manufacturer Systematic Uncertainty | New Systematic Uncertainty | Precision Uncertainty | Overall Uncertainty
0.1 0.0108 0.0130 4.24x1073 0.0136
0.3 0.0124 0.0128 4.24x1073 0.0135
0.5 0.0140 0.0144 4.24x1073 0.0150
0.7 0.0156 0.0160 4.24x1073 0.0165
0.9 0.0172 0.0177 4.24x1073 0.1820
1.1 0.0188 0.0193 4.24x1073 0.0197
1.3 0.0204 0.0210 4.24x1073 0.0214
1.5 0.0220 0.0230 4.24x1073 0.0233
1.7 0.0236 0.0240 4.24x1073 0.0243
1.9 0.0252 0.0260 4.24x1073 0.0263
2.1 0.0268 0.0276 4.24x1073 0.0279

The overall uncertainty of oxygen MFC can be obtained following the same procedure.
The calibration curve is shown in Figure 2.5. The overall uncertainty of oxygen MFC is

obtained by following the same procedure and shown in Table 2.2.
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Figure 2.5: Oxygen mass flow controller calibration curve

Table 2.2: Uncertainties in oxygen mass flow controller (Unit in SLPM)

Mass Flow Rate | Manufacturer Systematic Uncertainty | New Systematic Uncertainty | Precision Uncertainty | Overall Uncertainty
0.1 0.0108 0.0110 4.24x1073 0.0117
0.3 0.0124 0.0126 4.24x1073 0.0132
0.5 0.0140 0.0142 4.24x107° 0.0148
0.7 0.0156 0.0158 4.24x107° 0.0164
0.9 0.0172 0.0175 4.24x107° 0.1790
1.1 0.0188 0.0191 4.24x1073 0.0195
1.3 0.0204 0.0207 4.24x1073 0.0210
1.5 0.0220 0.0223 4.24x1073 0.0227
1.7 0.0236 0.0240 4.24x107° 0.0243
1.9 0.0252 0.0256 4.24x1073 0.0259
2.1 0.0268 0.0272 4.24x1073 0.0275
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2.4.2 Pressure transducer uncertainty

The pressure transducer is manufactured and factory calibrated by Omegadyne Inc. It has
an accuracy of 0.05% of full scale=0.05%x 3.5 bar=175 Pa. To perform precision experiment,
the PT was used to measure the pressure drop across the GDL. The mass flow controller was
set at different flow rates to create different pressure drops. The readings were recorded 60
times for each set point and the precision uncertainty was found to be 14.2 Pa using equation

(2.19). Then the overall uncertainty of the PT was calculated as:
wpr = \/Ba, + P2, — 752 4 112 — 175.6 Pa (2.25)

2.4.3 Oxygen sensor uncertainty

The oxygen sensor was manufactured and calibrated by NEOFOX (Ocean Optics, Model:
FOSPOR-600-32MM, range: 0-21%). To achieve accurate measurement, the oxygen sensor
is recalibrated every time before the experiments are performed. The calibration method has
been discussed in the previous section. A calibration curve of actual reading vs. set point is

shown in Figure 2.6 and correlation equation for oxygen sensor is obtained as:
y = —0.00652% + 0.9289x — 0.8338 (R* = 1) (2.26)

The x represents oxygen sensor reading and y represents actual value. It is obvious to see
that there is an offset at y = 0 and this offset is eliminated by the fitting. Two calibrated
compressed nitrogen-oxygen gas mixtures (PRAXAIR, Accuracy: +2% Rel) containing 1%
and 10% oxygen are finally used to validate the calibration results. The sensor is considered
to be properly calibrated when for the two different gas mixture, the measurement results

are 1%+0.02% and 10%=+0.1% respectively. The average uncertainty was taken as 5%.
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Figure 2.6: Oxygen sensor calibration curve

2.4.4 Thickness measurement uncertainty

The thickness of sample is controlled by incompressible metal shims (TBI FPSM-20). The
shims of thickness 50, 100, 250 and 400 pm are measured by a micrometer (Mitutoyo Japan,
Series NO.:008395) with an reported accuracy 2 ym. The measured results for the shims are
52.840.83, 102.840.45, 252.440.55 and 399.641.52 um respectively. To be conservative, the

uncertainty in thickness is taken as 4 pm.

2.4.5 Permeability uncertainty

Based on the discussion above, the uncertainty in function f is computed using the uncer-
tainties in each variable, shown as equation (2.17). Applying this method to permeability
equation (2.7) and ignoring the inertial effect due to its insignificant effect on permeability,

permeability can be expressed as:

AL
B, = 2RTy) ( Pz” P2> (2.27)

Taking R, T', n and P, as constants, the permeability uncertainty is given as:

L\’ noo\’ 2mLP, \’
L L ) IR o) Y G
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using P, = P, + APpp and equation (2.27), equation (2.28) can be rearranged to give:

wp w2 wr,\ 2 2Wappy (Py+ APpr) \?
o (N wr, 2.2
() () (e A o

In the in-plane permeability experiment, the flow rate, N varies from 0 - 1 SLPM. According

to the overall uncertainty provided in Table 2.1 and 2.2, the average overall uncertainty in
flow rate is taken as 4%. The average pressure drop measured in the study is several thousand
pascals or higher, therefore the overall uncertainty in A Ppy is taken as 2%. Sample width,
L, is measured using a micrometer gauge, and the uncertainty is very small uncertainty is

very small and taken as 1%. As APpr is several thousand pascals or higher, the value of

(P2+APpr)
(2P2 +APPT)

for in-plane permeability of GDL will be:

can only go as high as 1. Take the maximum value, then the overall uncertainty

@gsv — VE%)Z + (1%)? 1 (2%)2 = +4.58% (2.30)

2.4.6 Experimental permeability precision uncertainty

In order to experimentally measure the permeability precision uncertainty of the setup, six
experiments were repeated for the same material and the results were compared. A Toray-90
sample was measured at two different thickness and the results are shown in Table 2.3. The
in-plane permeability for Toray-90 are 10.95+0.105 and 5.1740.03 x107'2(m?) at porosity
0.768 and 0.713 respectively. The standard deviation was calculated using equation (2.18),
therefore P, in equation (2.19) is calculated to be 0.105 and 0.03 respectively. The measure-
ment uncertainty, P,/B, is calculated to be 0.96% and 0.58%, thus the setup precision is

better than the theoretical precision calculated using equation (2.30).
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Table 2.3: Toray-90 in-plane permeability at two different porosities
Porosity  B,(Ny) x107(m?)

Measurement 1 0.77 11.00
Measurement 2 0.77 11.00
Measurement 3 0.77 10.90
Measurement 4 0.77 11.10
Measurement 5 0.77 10.80
Measurement 6 0.77 10.90
Porosity  B,(Ny) x1071%(m?)
Measurement 1 0.71 5.15
Measurement 2 0.71 5.15
Measurement 3 0.71 5.22
Measurement 4 0.71 5.20
Measurement 5 0.71 5.17
Measurement 6 0.71 5.17

2.4.7 Diffusivity uncertainty

GDL in-plane effective diffusivity is calculated using equation (2.15). Using the same method

shown in the previous section, the in-plane diffusivity overall uncertainty is calculated as:

. 2 . 2 . 2
 2po, 20,1\’ VL 20,V 20,V L
wD]e\,fQ’f% - 00, + PN, (wV A + Wg, A + (we A + | wa A2

(2.31)

Dividing both side by Diﬁ;f 0, gives:

wDeff . 2 wﬂ? 2 2 2
20 (ﬂ) +( 02) + (ﬂ) + <%> (2.32)
DY, v L0, L A

Here are four terms of uncertainties: (1) the overall uncertainty in flow rate is 4% under

experimental condition, (2) the overall uncertainty in oxygen sensor is 5% of reading, (3) the
uncertainty in the shims is taken as 4 ym and so the uncertainty in thickness is assumed to
be 1%, and (4) the error in cross-sectional area is 4%. Substituting all the values into (2.32)

gives the overall uncertainty of in-plane diffusivity of GDL:

W peff
% = VAT + (5P + (17 + (4)7 = +7.6% (2:33)
N2,04
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2.4.8 Experimental diffusivity precision uncertainty

In order to experimentally measure the diffusivity precision uncertainty of the setup, three
experiments were repeated for the same material and the results were compared. A Toray-90
sample was measured at two different thickness and the experimental raw data as well as
results are shown in Table 2.4. The in-plane diffusibilities for Toray-90 are 0.4324+0.004 and
0.39340.005 at porosity 0.77 and 0.71 respectively. The standard deviation was calculated
using equation (2.18), therefore P, in equation (2.19) is calculated to be 0.004 and 0.005
respectively. The measurement uncertainty, P,/B, is calculated to be 0.93% and 1.27%,
thus the setup precision is better than the theoretical precision calculated using equation
(2.33).

Table 2.4: Toray-90 in-plane diffusibility at two different porosities
Porosity  Oxygen level Diffusibility

Measurement 1 0.77 0.58% 0.43
Measurement 2 0.77 0.58% 0.43
Measurement 3 0.77 0.58% 0.43
Measurement 4 0.77 0.59% 0.44
Measurement 5 0.77 0.58% 0.43
Measurement 6 0.77 0.58% 0.43
Porosity Oxygen level Diffusibility
Measurement 1 0.71 0.42% 0.39
Measurement 2 0.71 0.42% 0.39
Measurement 3 0.71 0.42% 0.39
Measurement 4 0.71 0.43% 0.40
Measurement 5 0.71 0.43% 0.40
Measurement 6 0.71 0.42% 0.39

2.5 Results and discussion

Experiments are first performed on GDL samples with data available in literature. After
making sure that the results were in good agreement with literature, the in-plane transport
properties of several GDL samples are obtained. It is known that the gas transport properties
of GDLs are dependent on the pore structure and overall porosity. As a result, investigating
the pore structure and pore size distribution is helpful for us to fully understand the porous
media in PEM fuel cell. The method of mercury intrusion porosimetry (MIP) was used to
measure the porosity and pore size distribution. SEM images are also provided in order to

better understand the pore structure of the GDL sample under study.
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2.5.1 GDL sample characterization

MIP is commonly used by researchers to measure the porosity and pore size distribution
of GDLs [63] [64]. In this study, porosimetry tests were conducted by Wei Fei (a PhD stu-

dent in the group) using a PoreMaster 33 Mercury Porosimeter (Quantachrome Instruments).

Washburn equation is used to correlate the pressure applied to force the mercury into

the pores in the sample to the pore size. The equation is given as:

_ 2ycos(0)
p= -2 (2.34)

where P is the applied pressure, r, is the pore radius, 7 is the surface tension of mercury and
0 is the contact angle between the mercury and the sample material. For the GDL samples,

v and 6 were taken as 480 ergs/cm? and 140°, respectively.

The relation between logarithmic pore size distribution and a given pressure

DX
7 D(in(rp))”

P; normalized with respect to total sample volume can be expressed using the following
equation [29]:
DX (‘/z - %—1)/‘/[)07‘6

D(in(ry)) ~ In(P) = in(P 1) (2.35)

where X is the cumulative pore volume fraction, V; is the volume of mercury intruded into

the cell corresponding to pressure F;, V... is the total volume of mercury intruded. The
D(an—fip)) vs. pore radius is plotted to show the pore size distribution curve.

Figure 2.7 shows the pore size distribution curves for the GDL samples under study.
The BA series GDL samples show a dual pore size distribution, in contrast, Toray-90 and
Freudenberg GDL samples show a single pore size distribution. For BA series GDLs, the
peak that appears between 0.1 ym and 2 pm is considered to be caused by the carbon matrix
inside the GDL. To better understand the pore structure, SEM images (obtained by PhD
student Manas Mandal) are shown in Figure 2.8. Carbon matrix/resins can be clearly seen in
BA series samples and very small pores can be found in the matrix under high magnification
(see Figure 2.9). It is interesting to see that Freudenberg H2315 shows a uniquely entangled

fibre structure.
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Figure 2.7: GDL pore size distribution

41



SurfaceSite01_01.if @ ALBERTA

SurfaceSite01_02.tif & ALB

75X 5.00 kV

(a) Toray-90 (0%PTFE) (b) Toray-90 (20%PTFE)

6.9 mm SE2 75X 10.00kV 7.4 mm SE2

— 75X 10.00 kY.
(¢) SIGRACET 24 BA (d) SIGRACET 28 BA

'_i 75X 10.00kV 6.8 mm SE2 SurfaceSite02_01.tif 7.0 mm SE2 SurfaceSite02_01.tif

7.0mm SE2 1_02.tif ‘@)

75X 10.00 kV. 75X 5.00 kV. 7.1 mm SE2 ite01_01.tif

(e) SIGRACET 29 BA (f) Freudenberg H2315

Figure 2.8: GDL SEM images: (a) Toray-90 (0%PTFE), (b) Toray-90 (20%PTFE), (c) 24
BA, (d) 28 BA, (e) 29 BA, (f) H2315
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Figure 2.9: Carbon matrix structure in BA series GDL

The following parameters are needed for data analysis: 1) porosity, 2) volume fraction
in carbon matrix, 3) fibre diameter. The porosity and volume fraction in carbon matrix can
be obtained by PSD curve and the fibre diameter can be measured using SEM images. The
calculation is done and provided by Wei Fei (a PhD student in the ESDLab group). The
properties of the samples used in this thesis are shown in Table 2.5 and volume fraction in
carbon matrix is defined as the volume fraction of pores between 0.1 and 2 pm. Among all the
SGL GDL samples, 29 BA shows the smallest amount of matrix porosity, i.e., 5.3% of volume
fraction of pores between 0.1 - 2 um and 24 BA has the largest amount of matrix. Toray-
90 and Freudenberg H2315 GDLs do not show any carbon matrix. In terms of maximum
pore diameter, Figure 2.7 shows that BA series GDL show a larger value than Toray-90 and
H2315.

Table 2.5: Properties of samples used in the study

Volume fraction

Sample Thickness (um) Porosity (%) i1 carbon matrix Fibre diameter (pm)
Toray-90 (0%PTFE) 290.0+3.0 79.5+0.5 0% 7.440.4
Toray-90 (20%PTFE) 289.0+4.0 70.0£1.0 0% 7.4+0.4

H2315 210.5£6.0 78.5+0.4 0% 10.5£0.2

SGL-24BA 187.8+3.0 75.3+£3.4 26.5% 7.6£0.3
SGL-28BA 179.5£0.2 71.0£2.2 19.8% 6.5£0.3
SGL-29BA 193.3£0.7 84.0£2.9 5.3% 8.5£0.2
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2.5.2 GDL in-plane permeability

2.5.2.1 Validation studies: Toray-90 GDL in-plane permeability and comparison

with literature

To validate the reliability of the measurement, the in-plane permeability of Toray-90 samples
are measured and compared with previous literature results. The sample is measured at
various thickness in order to estimate the in-plane permeability vs. porosity curve. Three
replicates are measured and results showed excellent repeatability (see Figure 2.10). Figure
2.11 shows that Toray-90 samples are also in good agreement with literature results at all
porosities. It is therefore assumed that the experimental setup has excellent precision (Figure

2.10) and good accuracy (Figure2.11).
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Figure 2.10: In-plane permeability results for untreated Toray-90
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Figure 2.11: Experimental results for in-plane permeability at various porosities and litera-
ture results (Gostick [19], Feser [4], Mangal [28])

2.5.2.2 Validation studies: Effect of gas flow rate on permeability

The maximum gas flow rates are varied to study the effects of gas flow rate on permeability
results. An untreated Toray-90 sample is tested at porosity 0.78 with maximum gas flow
rate of 0.5, 1 and 2 SLPM. Table 2.7 shows the permeability does not change with gas flow

rate.

Table 2.7: In-plane permeability of Toray-90 at different gas flow rate (porosity: 0.78)
Gas Flow Rate B,(Ny) x107(m?)
0.5 1.8940.02
1 1.86+0.02
1.8740.02

2.5.2.3 In-plane permeability of different types of GDL samples

The GDL samples tested in this study include 24 BA, 28 BA, 29 BA, Toray-90 (0%PTFE),
Toray-90 (20%PTFE) and Freudenberg H2315. The reason of choosing different samples
is to study the effect of morphology and carbon matrix on the in-plane permeability. The
in-plane permeability of all measured samples are shown in Figure 2.12. It is shown that
compression has a negative influence on the in-plane permeability. Also, the GDL samples
with a high matrix loading, such as 24 BA and 28 BA, show a rapid decrease in permeability
with decreasing porosity. The reason is that 24 BA and 28 BA have a high volume fraction
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in carbon matrix and relatively low volume fraction in carbon fiber, and when the samples
get compressed, the big pores in carbon fibre get compressed first and as a result, the volume
fraction in carbon fibre decreases faster for 24 BA and 28 BA. As shown in Figure 2.13, as
compression level increases (porosity < 0.6 to 0.65), 24 BA exhibits the lowest permeability,
followed by 28 BA. This indicates that carbon matrix has an adverse effect on permeability,

especially at low porosities.
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Figure 2.12: In-plane permeability of different type of GDL samples
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Figure 2.13: In-plane permeability of different type of GDL samples at porosity 0.55 to 0.75

2.5.2.4 Permeability obtained using helium as working gas

In theory, the permeability of the GDL is not expected to vary with different working gases.
As discussed in the first chapter, Darcy’s law is only accurate in continuum regime where
the gas mean free path is much smaller than GDL pore diameter, i.e., Knudsen number
Kn < 0.001. However, the pore diameter has an inverse relation with increasing compression
level and gas flow would experience a transition from continuum region to transition region
where Knudsen slip/diffusivity needs to be considered. Under compressed state, Knudsen
slip will be particularly important in the carbon matrix which contains a lot of small pores.
Assuming a GDL matrix pore diameter of 1 pym, the Knudsen number is 0.06 for Ny and 0.2
for He respectively, as a result, the gas flow in carbon matrix is in transition region. There-
fore, it is necessary to study when Knudsen effects will become important to permeability

and its effect can be studied by using different gases with varying gas mean free path.

Figure 2.14 shows the ratio of B,(He) to B,(N2) at different compression levels for
different GDL samples. The X-axis represents percentage of compressed volume, i.e., (V, —
V.)/V, where V, is uncompressed volume and V, is the volume in compressed state. The data
in the figure basically provides the following conclusions: (1) At small compression level (<
10%), all the samples show very small ratio, i.e, B,(He) = B,(Nz), which illustrates that the
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gas permeability is mainly dependent on big pores and the small pores in the carbon matrix
have little effect, (2) At high compression level (> 40%), 24 BA and 28 BA which contain
a large amount of porosity in the carbon matrix (see Table 2.5), show a bigger ratio than
other GDL types, which proves that Knudsen slip is more significant and therefore transport
in the small pores in the matrix becomes significant, (3) Even though 29 BA has 5.3% of
volume in matrix and Toray-90 (0%PTFE) and H2315 do not show any matrix, 29 BA still
shows smaller Knudsen slip compared to the other two because it has a larger maximum
pore diameter. Therefore, the GDL permeability and Knudsen effects are dependent on a

combination effect of matrix and pore diameter.
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Figure 2.14: Ratio of B,(He) to B,(N,) at varying compression levels for measured GDL
samples

2.5.2.5 Comparison of in-plane permeability to theoretical model

As introduced in the literature review, for fibrous porous media, the dependence of perme-

ability on porosity is commonly predicted by the Carman-Kozeny equation [30]:

3
€ 2

By=———d 2.
16k (1 —€)2 ™/ (2:36)

where dy is the fibre diameter measured by SEM images, € is the porosity and kg is the

Kozeny constant. The in-plane permeability results for measured samples were fitted to

equation (2.36) to obtained kx. The measured fibre diameter and value of kx for the
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measured GDL samples are shown in Table 2.8. The least-square error is calculated as:

N 2
1 Bv erp — Bv model
= — : : 2
hesp, = Zl ( By eap ) (2:37)

Figure 2.15 shows the Carman-Kozeny prediction and experimental results for all the
measured samples. The error for all the measured samples are calculated and shown in
Table 2.8. The table illustrates that for BA series GDL, the error increases with increasing
volume fraction in matrix. For Toray-90 and Freudenberg H2315 which do not have small
pores below 2 pum, the error is much lower than 24 BA and 28 BA but higher than 29
BA. This is mostly because 29 BA has larger maximum pore diameter than Toray-90 and
Freudenberg (see PSD curve). Also, the PTFE content does not show an obvious influence
on error between experimental permeability and prediction value. It can be concluded that
the reliability of Carman-Kozeny correlation is influenced by mainly two factors: (1) the
maximum pore diameter, (2) the amount of matrix in GDL, i.e., small-sized pores (less
than 2 pm). The discussion above also provides an idea for simulation studies that the
morphology of the sample should be fully understood before Carman-Kozeny correlation is

used for permeability prediction.

Table 2.8: Volume fraction in carbon matrix vs. least-square error between experimental
permeability and Carman-Kozeny equation

GDL type Fibre diameter (um) kg  Volume fraction in matrix Error
Toray-90 (0%PTFE) 7.44+0.4 2.08 0% 12.943.5%
Toray-90 (20%PTFE) 7.4£04 1.33 0% 13.04+3.4%

H2315 10.5+£0.2 3.84 0% 11.6£11.0%
24BA 7.6+0.3 1.50 26.50% 60.1+18.8%
28BA 6.5£0.3 0.74 19.80% 42.7+16.9%
29BA 8.540.2 2.11 5.34% 5.7+£3.8%
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Figure 2.15: Comparison of experimental permeability to the Carman-Kozeny equation. (a)
Toray-90 (0%PTFE), (b) Toray-90 (20%PTFE), (c) Freudenberg H2315, (d) SIGRACET 29
BA, (e) SIGRACET 24 BA, (f) SIGRACET 28 BA
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2.5.3 GDL in-plane diffusivity

2.5.3.1 Validation studies: In-plane diffusivity of Toray-90 GDL and comparison

with literature

To validate the accuracy of the diffusivity setup, the Toray-90 GDL in-plane diffusibility
is measured and the result is compared to literature data. The sample is measured at
various thickness in order to estimate the variation of diffusivity with compression. Figure
2.16 shows the in-plane diffusibility at varying porosity where diffusibility is defined as the
ratio of effective diffusivity to bulk diffusivity. Three replicates of Toray-90 GDL samples
are measured and experimental results show good repeatability. Figure 2.17 shows the
experimental results agree with literature results at most of porosities (with 8% error in the
gap), except the results reported by Mangal et al. [28]. The value for Mangal et al. under
compression might not be accurate due to a defeat on the diffusion bridge leading to uneven
compression of the sample. The slight difference between experimental and literature results
reported by Rashapov et al. [45] at low compression may be caused by the sample differences

and different porosity used in their study.
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Figure 2.16: Experimental results for Toray-90 (untreated) in-plane diffusibility
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Figure 2.17: Comparison of experimental in-plane diffusibility to literature results (Rashapov
[45], Kramer [41], Mangal [28])

The discussion above proves that the experimental setup was working properly and able to

reproduce the results in literature.

2.5.3.2 Validation studies: Effect of gas flow rate on in-plane diffusivity

The nitrogen and oxygen flow rates are varied to study the effect of diffusive boundary
layers in the channel on diffusivity results. One untreated Toray-90 sample is tested at
different porosities at flow rates of 0.2, 0.3, 0.4, 0.5 and 0.6 SLPM. Figure 2.18 shows the
in-plane diffusibility at different porosities with different flow rates. It can be found that
the diffusibility changed slightly at low flow rates of 0.2 - 0.4 SLPM and remained stable at
higher flow rates from 0.4 - 0.6 SLPM. Same trend can also be found for other GDL types.
Therefore, the gas flow rate does not affect diffusibility predictions as long as the flow rate
is higher than 0.4 SLPM. In this thesis, a 0.5 SLPM was used as default value.
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Figure 2.18: Toray-90 (untreated) in-plane diffusibility at different porosities with different
flow rates

2.5.3.3 Validation studies: Pressure difference between oxygen and nitrogen

channel

The experimental results are obtained based on the assumption that oxygen gas transport
through the sample is only by diffusion and therefore convection has a negligible contri-
bution to oxygen transport. In order to validate this assumption, the pressure difference
between the two channels is measured during several experiments. The pressure transducer
is connected to both nitrogen and oxygen channels while the experiment is being performed.
The experiment was performed with 0.5 SLPM and 20 data points were obtained (every 10
seconds). Figure 2.19 shows that the average pressure difference between the two channels

is less than 1.2 Pa. The maximum pressure difference is nearly 4 Pa.

The convective molar flux of oxygen through the sample can be calculated using the

following equation: _

N _ P OQVP _ P O2
convection —— RT - RT

vA (2.38)

where, A is the sample cross-sectional area and Vp is the volume convective flux through
porous media. Velocity, v, can be obtained using equation Darcy’s law. The diffusive molar

flux of oxygen through sample can be calculated using equation (2.13). Combining the three
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equations, the ratio of diffusive molar flux to convective molar flux can be written as:

\ Ir
Ndiffusive _ D?VZ,OQ n

BoAD (2.39)

N, convective

where D]e\f;f 02 and B, are measured from experiments and AP is the pressure difference
between channels. Substituting experimental data into equation (2.39) and taking AP as
1.2 Pa, a curve of the ratio of diffusion to convection vs. porosity can be obtained as shown
in Figure 2.20. In the case of Toray-90 (0%PTFE) and 28 BA, the diffusive flux contribution
is more than 10 times higher than convective flux contribution, which proves that the oxygen
transport through the sample is diffusion-dominated. If take the maximum value 4 Pa as
the AP in equation (2.39), the ratio will be approximately 5 - 35 from porosity 0.75 to 0.5.
As a result, the average error in diffusibility would be 0.7% - 7% and maximum error would
be 2% - 17%.
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Figure 2.19: Pressure difference between nitrogen and oxygen channel at 0.5 SLPM gas flow
rate
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Figure 2.20: Ratio of diffusive to convective flux

2.5.3.4 Validation studies: In-plane diffusivity using different pairs of gases

The GDL diffusibility should not be expected to vary with the pair of working gases because
it is a geometric property of the pore structure. Toray-90 (0%PTFE) was tested with two
different pairs of gases i.e., Ny — Oy and He — Oy. The bulk diffusion coefficient for Ny — Oy
and He— O, at atmospheric pressure are 2.2 x107° [65] and 7.4 x107° m?/s [66] respectively.
As shown in Figure 2.21(a), the GDL effective diffusivity for He — Os is 3 to 4 times higher
than Ny — Oy since He — O, has a higher bulk diffusion coefficient than Ny — O,. Figure
2.21(b) shows the GDL diffusibility for He — O is found to be close to Ny — Os, which is
in accordance with our expectation and indicates that the GDL diffusibility is an intrinsic
property that only depends on the pore structure. It can be observed that the diffusibility
for He — Oy is slightly higher than Ny — O, at high porosity, which is most possibly caused
by the smaller diffusive layer in He — O,.
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Figure 2.21: In-plane diffusivity and diffusibility of a Toray-90 (0%PTFE) sample

2.5.3.5 In-plane diffusivity of other types of GDL samples

0.8

The GDL samples tested in this study include 24 BA, 28 BA, 29 BA, Toray-90 (0%PTFE)
and Freudenberg H2315. The reason for choosing different samples is to study the effect

of morphology and matrix on in-plane diffusivity. The in-plane diffusibility of all measured

samples are shown in Figure 2.22. Compression has a negative influence on the in-plane

diffusibility and details will be discussed in the following sections.

0.7

In-plane Diffusibility
o o Q o
w B &)} (o)]

o
M

e
—

-o-Toray-90 (0%PTFE)] -

——H2315

—=-SGL-29 BA
—-£-SGL-24 BA
—£-SGL-28 BA

0.4 0.5

0.6

Porosity

0.7

0.8

Figure 2.22: In-plane diffusibility of different type of GDL samples

Figure 2.22 shows that at the same porosity, Freudenberg H2315 has a higher diffusibility
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than other samples, which is in accordance with the results reported by Rashapov et al. [45].
The reason may lie in the unique morphology of Freudenberg H2315. From Figure 2.8, it
can be seen that Freudenberg H2315 shows an entangled fibre structure while other samples
show a structure of straight carbon fibres piling up layer by layer. This unique structure of
H2315 may be beneficial for the connectivity between pores, as explained by Rashapov et
al. [45]. This conclusion can also be proved by the comparison between H2315 and Toray-90
(0%PTFE). From Figure 2.7, it can be seen that H2315 and Toray-90 (0%PTFE) have very
similar pore size distribution, as a result, the effect of PSD on diffusibility is minimized.
Therefore, the most possible reason for H2315 having a higher diffusibility than Toray-90
(0%PTFE) and other samples lies in the entangled fibre structure in Freudenberg H2315.

SGL-29 BA shows a higher diffusibility than 24 BA and 28 BA at the same poros-
ity because it contains less matrix. 29 BA also shows a higher diffusibility than Toray-90
(0%PTFE) even though it contains more matrix than the latter, which can be explained by

its larger maximum pore diameter that has a positive effect on diffusibility.

From this section, it can be concluded that H2315 and 29 BA have higher diffusibility
because: (1) H2315 has a entangled fibre structure which is beneficial for pore connectivity,
(2) 29 BA has smaller volume fraction in matrix than other BA series GDLs and larger

maximum pore diameter.

2.5.3.6 Comparison of in-plane diffusibility to theoretical model

Several commonly used models for estimating the effective diffusion coefficient of porous
media have been introduced in the literature review. The models used for comparison with
experimental data in this study are shown in Table 2.9, where € is the porosity. The fitting
parameters are shown in Table 2.10 and €, was found to be very small for both Tomadakis
and Sotirchos (T-S) model and percolation theory. As a result, all the models become exactly
the same and provide same estimation for diffusibility. The fitting results using Bruggeman

type approximation are shown in Figure 2.23.
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Table 2.9: Models used for comparison with experimental data

Model Description
Bruggeman type approximation €®
Tomadakis and Sotirchos € (%)T
Percolation theory (%)M

Table 2.10: Fitting parameters in the model
GDL type a €th r 1
Toray-90(0%PTFE) 248 < 107'Y 1.46 2.49
Freudenberg H2315 1.58 < 1071 0.58 1.58

24 BA 251 <« 10719 149 251
28 BA 1.80 < 1071 0.79 1.80
29 BA L.72 <1071 0.72 1.73
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Figure 2.23: Comparison of experimental in-plane diffusibility to model estimates

The least-square error between experimental diffusibility and prediction is presented in
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Table 2.11. Obviously, the error increases with higher carbon matrix and 29 BA has the
lowest error among BA series samples. Meanwhile, Toray-90 (0%PTFE) and Freudenberg
H2315 show smaller error than BA series GDLs. From Figure 2.23, it can be seen that the
error gets bigger at lower porosity, which may be caused by two reasons: (1) The model is
developed for random porous structure and it is not appropriate for the tested samples, (2)
Knudsen diffusivity might start to play an important role at lower porosity. As shown in
Figure 2.14, the ratio of B, y./ B, n, is nearly 1.2 at high compression level, which indicates

that the Knudsen diffusivity is not small enough to be ignored.

Table 2.11: Volume fraction in carbon matrix vs. least-square error between experimental
diffusibility and model

GDL type Volume fraction in matrix Error
Toray-90(0%PTFE) 0% 3.5+1.6%
Freudenberg H2315 0% 7.1+4.4%

24 BA 26.5% 12.6£17.6%
28 BA 19.8% 14.6+£16.4%
29 BA 5.3% 10.0+8.3%

2.6 Conclusions

An in-plane diffusion bridge is proposed to measure the transport properties of GDLs, i.e.,
in-plane permeability and molecular diffusivity. To validate the setup accuracy, Toray-90
(0%PTFE) is tested and experimental results are used to compare to literature. In order to
study the effect of pore size distribution and matrix loading on permeability and diffusivity

of GDLs, several GDL types are measured and results are compared with each other.

The GDL permeability is obtained by measuring the pressure drop across the GDL
sample and the GDL diffusivity is obtained by measuring oxygen mole fraction in nitrogen
channel. The permeability and diffusibility of Toray-90 (0%PTFE) obtained in the experi-
ments were in good agreement with literature. It was found that the pore size distribution
and carbon matrix had a significant effect on permeability. Knudsen slip is more significant
for those GDL samples containing a high matrix loading, such as 24 BA and 28 BA. In
contrast, the samples with less carbon matrix, such as Freudenberg H2315 and SGL-29 BA,
exhibited less Knudsen slip effect. In addition, the error between experimental permeability

and Carman-Kozeny model increases with higher volume fraction in carbon matrix.

In terms of diffusivity, SGL-29 BA and Freudenberg H2315 show the highest diffusibility
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at same porosity or compression level, which is attributed to less carbon matrix and large
pore diameter. The error between experimental diffusibility and model can be significant at
low porosity or high compression level. As a result, Knudsen diffusivity might need to be
considered at high compression level and its effect on GDL diffusivity needs to be further

studied by compressing the sample into lower thickness.
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Chapter 3

Measurement of through-plane PEM
fuel cell catalyst layer gas transport

properties

3.1 Introduction

In this chapter, the experimental technique utilized for the purpose of measuring the through-
plane gas transport properties of GDLs and CLs is described. Prior to the CL measurements,
Toray-90 GDL samples measurements are discussed in order to compare experimental results
to literature data to validate the accuracy of the setup. The setup was originally presented
by Pant et al. [26] and extensively modified by Mangal et al. [29] by introducing a different
set of pressure sensors, pressure controllers, and oxygen sensors, however CL permeability
and diffusivity measurements have not previously been reported using this setup. Further,
permeability results for a CL have seldom been reported in literature. Zhao et al. [48] mea-

sured CL permeability but Knudsen diffusivity was ignored.

Section 3.2 discusses the experimental setup for the through-plane permeability and
effective molecular diffusivity as well as the catalyst layer characterization. Section 3.3
describes the theory and mathematical models for estimating the gas transport properties.
Section 3.4 discusses measurement uncertainty for through-plane permeability and diffusivity
of GDL and CL. In Section 3.5, the experimental results of Toray-90 GDL samples are
compared with literature to validate measurement reliability. CL permeability and diffusivity

results are presented next.
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3.2 Experimental setup

3.2.1 Through-plane diffusion bridge

The diffusion bridge is made up of two acrylic plates with flow channels machined into them.

Figure 3.1 shows the photograph of one acrylic plate. The cross-sectional area of the channel

2

is 15 x 2 mm~” and the length is 15 cm. The channel length is selected to ensure that the

gas flow field is fully developed before it reaches the sample [27].

Figure 3.1: Photograph of one acrylic plate

3.2.2 Sample preparation

GDL preparation - For the purpose of testing GDLs, samples are cut into 1.1 x 2 cm? using
a precision knife. Three layers of sample are then stacked together to form the specimen
to test. The reason for using multiple layers is two fold [26]: (a) to have sufficient pressure
drop across the porous media, and (b) to ensure that a representative elementary volume
of GDL exists [67]. A 3 mil lamination sheet with a hole of diameter 8 mm punched in the
center to allow the gas to flow through the sample in the through-plane direction was used
as a lamination sheet. The sample was introduced between lamination sheets at the location
of the hole and the sample was then laminated (HeatSeal H220 laminator) between the two
sheets where the hole was located. Examples of prepared samples are shown in Figure 3.2.
The thickness of the sample was measured before and after lamination and the amount of
compression was calculated to be less than 1% of the thickness of the uncompressed sample.
As a result, its effect on the porosity was ignored. Unless otherwise stated, 3 layers of GDL
samples are stacked together for testing. The hole diameter for gas transport is fixed as 8

min.
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Figure 3.2: Prepared GDL samples

Catalyst layer fabrication and preparation - An inkjet printer (Dimatix 2831) is used to
fabricate the CLs. Compared to traditional catalyst fabrication method, such as ultrasonic

spray, inkjet printing has advantages of high precision and reduced catalyst waste [68].

Catalyst inks were first prepared by mixing 37.5 mg of platinum supported on carbon
black (Alfa Aesar Vulcan 20%Pt/C and 40%Pt/C or TKK Ketjen 46.7% Pt/C) with a mix-
ture of isopropanol (IPA) and propylene glycol (PG) as solvent. The mixture was bath
sonicated for 30 minutes and then the desired amount of 5 wt% of Nafion ionomer solution
(Ion Power, LQ-1105 1100EW) was added drop-wise during sonication. The ink was then
probe sonicated (S-4000, Q-Sonica) to further help in breaking any catalyst particle aggre-
gates for 15 minutes (Amplitude 20, 2 minutes on, 1 minute off). Further details on the

preparation method can also be found in Ref. [69].

To measure the permeability and diffusivity of CL, each CL sample needs to be deposited
on a substrate. An ideal substrate should fulfil the following functional requirements: (1)
small pore diameters such that the catalyst inks would not penetrate into the substrate dur-
ing printing, and (2) considerably similar or higher permeability and diffusivity than that
of the CL such that the pressure drop or diffusion resistance that arises from the CL can
be easily detected. We found that a PTFE filter satisfied both requirements. The filter is

hydrophobic and inert to most chemically aggressive solvents, has a small pore diameter,
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i.e., 0.1 um, and relatively high porosity, i.e., 68%.

A Fujifilm Dimatix 2831 inkjet printer was used to print the CL on the PTFE filter.
The ink was intruded in a cartridge that has 16 square nozzles in order to deposit the ink
drop-by-drop. The printer and cartridge are shown in Figure 3.3. 1.3x1.3 cm? CLs were
printed directly on the PTFE filter that was fixed to an aluminium foil piece (see Figure
3.4) and the loading was controlled by the number of layers printed on the filter. The total
weight of the catalyst was measured by an electronic balance with accuracy of 0.1 mg. To
avoid compressing the CL/filter sample, the sample is placed between two transparent tapes
with a hole of diameter 8 mm in the center. Figure 3.5 shows the schematic of CL sample

assembly:.

TTTRNT]]]

Figure 3.4: Pictures of: (a) PTFE filter fixed on aluminum foil, (b) Catalyst printed on
PTFE filter
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Figure 3.5: CL sample assembly

The prepared GDL or CL/filter samples were placed between the top and bottom plates.
A 10 mil silicon gasket was placed between lamination sheet and plate to prevent any leakage.
The bolts were then tightened using a torque value of 4 N-m (4 inch-lb) in a cross cyclic
manner to create a uniform compression. The whole assembly is shown in Figure 3.6. To
detect leakage, the bridge was filled with nitrogen, pressurized up to 50 psig, and placed in
water. No bubbles were visible leaving the diffusion bridge, which proved that there was no

leakage.

Figure 3.6: Through-plane diffusion bridge assembly
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3.2.3 Through-plane permeability and Knudsen diffusivity setup

The through-plane diffusion bridge has two channels with each channel having five ports. In
the permeability experiment, one port is connected to the bottle via a mass flow controller
(MFC) and another port is connected to a pressure transducer (PT). The other three ports
of the channel are closed so that the gas is forced to flow from one channel to the other
through the porous media in the through-plane direction. One port of the low-pressure
channel is then connected to the low-pressure port of the PT and the other ports are open

to the atmosphere. A schematic diagram of the setup is shown in Figure 3.7.

Gas Valves _————————————_____I

MFC |

]3_ _|pac
Nitrogen Gas

Closed Ports DI
Gas Flow Line L —

—— — Data Cables Open to Atmosphere Computer

Figure 3.7: Experimental setup for through-plane permeability

Compressed nitrogen (PRAXAIR, UHP 5.0) from a gas cylinder at 50 psig flows to
the mass flow controller (Cole-Parmer, Serial Number: 62704, range: 0-5 SLPM) which is
used to control the gas flow rate. A pressure transducer (OMEGA, Serial Number: 422542,
range: 0-70 mbar; OMEGA, Serial Number: 418617, range: 0-3.5 bar) is connected to both
channels so that the pressure drop across the porous media at different flow rates can be
measured. The MFC is connected to a computer via an RS-232 communication port. A
data acquisition card (National Instruments USB 6221) is used to read data from the PT
and MFC. LabWindows/CVT is used to communicate with the setup and log data from the
MFC and PT into a text file. The data is logged for 125 seconds (25 readings) for each flow

rate to ensure steady state.

The average pore size in the CL is much smaller than that in the GDL and it is com-
parable to the gas mean free path. As a result, the Knudsen slip effect can be significant in
CLs [26]. To measure the through-plane permeability and Knudsen diffusivity of CL sam-
ples, the permeability experiments are performed with gases with varying mean free path,

i.e., nitrogen and helium. Even though the permeability is an intrinsic property that only
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depends on the pore structure, the permeability results are different for nitrogen and helium
because of the influence of Knudsen slip. The Knudsen diffusivity can be estimated based
on the difference in the permeability between nitrogen and helium and it will be discussed

in the theory section.

3.2.4 Through-plane diffusivity setup

GDL diffusivity measurement - In the through-plane diffusivity experiment, nitrogen and
oxygen gases are input into each one of the channels. The two compressed gases are ad-
justed to 50 psi before flowing through the MFCs. Nitrogen (Cole-Parmer, Serial Number:
62704, range: 0-5 SLPM) and oxygen mass flow controllers (Cole-Parmer, Serial Number:
62661, range: 0-5 SLPM) are used to control the flow rate of the gases.

A back pressure controller (Cole-Parmer, Serial Number: 84800, range: 0 - 100 psi) is
connected to the outlet of the nitrogen channel and used to maintain the system pressure at
a stable value. A differential pressure controller (Cole-Parmer, Serial Number: 84801, range:
0 - 500 pascals) is connected to the outlet of the oxygen channel and used to control the
static pressure difference between the two channels using a differential pressure gauge. The
oxygen pressure is set to be higher than nitrogen in order to enhance oxygen mass trans-

port through the porous media via convection. A diagram of the setup is shown in Figure 3.8.

To measure the oxygen mole fraction in the gas mixture at the outlet of the nitrogen
channel, a NEOFOX oxygen sensor (Ocean Optics, Model: FOSPOR-600-32MM, range: 0
- 21% in gas) is used. To achieve accurate measurements, the oxygen sensor is recalibrated
every day before running the experiment. Two mass flow controllers are used to create a gas
mixture of known oxygen levels, and the results are compared to the measured oxygen levels
by the NEOFOX sensor in order to calibrate the sensor by changing oxygen levels. Calibrated
compressed nitrogen-oxygen gas mixtures (PRAXAIR, Accuracy:£2% Rel) containing 1%
and 10% oxygen respectively are finally used to validate the calibration results. The sensor
is considered to be properly calibrated when for the two gas mixture, the measurement
results are 1%+0.02% and 10%+0.1%, respectively. The calibration file is uploaded in the
NEOFOX software, and the calibration is done.
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Figure 3.8: Experimental setup for through-plane diffusivity

The MFC, DPC and BPC are connected to a computer via an RS-232 communication
port. A data acquisition card is used to read data from the pressure transducer. LabWin-
dows/CVT is used to log data and store the data in a text file. The data is logged every 5
seconds for 5 minutes. The NEOFOX software logs data from the oxygen sensor and stores
oxygen volume fraction vs. time in a CVS file every 5 seconds for 5 minutes. The real
time is also recorded by both LabWindows/CVI and NEOFOX software and it is used to
correlate oxygen volume fraction to its corresponding differential pressure. The data in the
text and CVS file are merged manually and used for data processing. Figure 3.9 shows the

photograph of the setup.
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e =

Figure 3.9: Photograph of the through-plane setup (Data acquisition card is not shown in
this picture)

CL diffusivity measurement - To measure the through-plane diffusivity of CLs, nitrogen and
oxygen gases are input into each one of the channels. The two compressed gases are adjusted
to 50 psi before flowing through the MFCs. Nitrogen and oxygen MFCs (Cole-Parmer, Serial
Number: 62704, range: 0-5 SLPM; Serial Number: 62661, range: 0-5 SLPM respectively)
are used to control the flow rate of the gases. The oxygen channel outlet is open to ambient

and nitrogen channel outlet is connected to the oxygen sensor.

The BPC and DPC were not used in the CL through-plane diffusivity measurements
because of the following: (1) Removing the DPC and BPC simplifies the setup and reduces
the uncertainty arising from the controllers; and, (2) The permeability of CL is low enough
that oxygen transport through the CL by convection is negligible. Figure 3.10 shows differ-
ential pressure and oxygen mole fraction measurements of a CL sample. The oxygen mole
fraction decreases from around 5.17% to 5.15% with differential pressures of 100 to 20 Pa.
This difference is within the calibration error of the sensor and results in a difference of the
predicted diffusivity of 0.05%. As a result, the pressure difference was not found to affect

the oxygen diffusion results. A schematic diagram of the setup is shown in Figure 3.11.
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Figure 3.10: Pressure difference and oxygen concentration readings for a CL sample
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Figure 3.11: Experimental setup for CL through-plane diffusivity measurement

To measure the oxygen mole fraction in the gas mixture at the outlet of the nitrogen
channel, a NEOFOX oxygen sensor (Ocean Optics, Model: FOSPOR-600-32MM, range: 0 -

21% in gas) is used. The detailed information of the sensor has been discussed before.
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The MFC is connected to a computer via an RS-232 communication port. A data
acquisition card is used to read data from the pressure transducer. LabWindows/CVT is
used to communicate with the MFC. The NEOFOX software logs data from the oxygen
sensor and stores oxygen volume fraction vs. time in a CVS file every 5 seconds for 5
minutes after oxygen concentration is stabilized. Then, the flow rate of the gas and average
oxygen concentration are used to estimate the oxygen flow rate through the CL and details

will be discussed in section 3.3

3.2.5 Experimental conditions

To measure the through-plane permeability of GDLs, the mass flow rate of nitrogen is varied
from 0 to 1 standard liters per minute (SLPM) in 10 even intervals. For measuring the
permeability and Knudsen diffusivity of the CL sample, the mass flow rate varies from 0 to
0.1 SLPM in 10 even intervals. Low flow rates are used in CL measurements to minimize

any inertial effect. The experiment is run at zero flow rate to estimate the offset of the PT.

For measuring the through-plane diffusivity of the GDL, the mass flow rate of both
gases is set to 1 SLPM. The reason for using high mass flow rate is two fold: (1) to make
sure that the oxygen that flows to the nitrogen channel is swept away very quickly and the
effect of the diffusive boundary layer is minimized; and, (2) to make sure that the oxygen
volume fraction falls in a reasonable range, i.e., 1%-5%. The back pressure of the system is
maintained at 10 psig pressure unless otherwise stated. The pressure difference between the

two channels is varied from 2-10 Pa in 5 intervals.

For measuring the CL through-plane diffusivity, the mass flow rate of both gases are
set to 0.5 SLPM. Different flow rates were also used for validation and it was found that the

through-plane diffusivity is nearly independent on the flow rate, within an error 1.3% - 4.5%.

Permeability and diffusivity experiments are performed three times using three different
samples. For each sample, the permeability and diffusibility are measured three times with-
out opening/closing the diffusion bridge. An analysis of the experimental error from various

sources is provided in section 3.4.

3.2.6 Catalyst layer characterization

To get permeability and diffusivity of the CLs, it is necessary to measure the CL thickness.

Two approaches were employed to measure the CL thickness and the results were compared
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with each other. The first approach was simple and fast: the catalyst was printed on a piece
of aluminium foil first and the thickness was obtained by measuring the thickness of alu-
minium foil before and after printing. A micrometer (Mitutoyo Japan, Series NO.:008395)

with an accuracy of 2 um was used for the measurement.

To validate the first method, SEM imaging was used to measure the thickness. Samples
were placed in epoxy (see Figure 3.12) and taken to the SEM for imaging. Figure 3.13 shows
the SEM images for different CLs (taken by Manas Mandal, a PhD student in my research
group). The position of CL. and PTFE filter are marked in the picture. The bright area
is caused by sample charging. The thickness was measured at ten different locations. The
measured thicknesses are shown in Table 3.1. The thicknesses measured by micrometer and
SEM imaging are in good agreement and, due to the higher accuracy, SEM thickness is used
as CL thickness. In addition, surface images were also taken using a stereoscopic optical
microscope (Leica MC170 HD), shown in Figure 3.14, and no obvious macro-cracks were

found. The white spots are considered to be contaminants or dusts.

Figure 3.12: Catalyst layer placed in epoxy
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Figure 3.13: Catalyst layer SEM images deposited on PTFE filter: (a) 20%Pt/C, 20%Nafion,
(b) 20%Pt/C, 30%Nafion, (¢) 20%Pt/C, 40%Nafion, (d) 40%Pt/C, 30%Nafion

Table 3.1: Properties of catalyst: Pt/C ratio, Nafion loading, number of layers, thickness
measured by Micrometer and SEM

Carbon support  Nafion loading Pt loading #of layers Micrometer SEM

Vulcan 20%Pt/C 20% 0.123 mg/cm? 15 6.0£0.5um  5.8+0.4 pm
Vulcan 20%Pt/C 30% 0.124 mg/cm? 15 6.14£0.6pm  5.5+0.3 pm
Vulcan 20%Pt/C 40% 0.085 mg/cm? 15 3.5+£0.5um  3.940.3 ym
Vulcan 40%Pt/C 30% 0.215 mg/cm? 15 4.04£0.5um  3.940.3 um
Ketjen 46.7%Pt/C 30% 0.251 mg/cm? 15 5.540.5pum  5.54+0.4um
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(a) 20%Pt/C, 20%Nafion (b) 20%Pt/C, 30%Nafion

(c) 20%Pt/C, 40%Nafion (d) 40%Pt/C, 30%Nafion

(e) 46.7%Pt/C, 30%Nafion

Figure 3.14: Surface images of catalyst layers: (a) 20%Pt/C, 20%Nafion, (b) 20%Pt/C,
30%Nafion, (c) 20%Pt/C, 40%Nafion, (d)40%Pt/C, 30%Nafion, (e) 46.7%Pt/C, 30%Nafion

CL Porosity was calculated using following process. First, the total weight of the catalyst
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sample was measured which can be expressed as:
my = Mmpt + Mearbon + MpNafion (31)

where mps, Mearbon and Mygfion are the weight of Pt, carbon black and Nafion respectively.

The volume of Nafion can be calculated as:

MNafi mq Wt%Nafi
VNafion _ Nafion _ T ONafion (32)
PNafion PNafion

where wt%nafion is the weight percentage of Nafion in the inks and pygfion is the density
of Nafion which is taken as 2 g/cm?® [70]. The percent of Pt in Pt/C powder, wt%p;/c is

expressed as:
M py M py

wt% pyjc = - (3.3)

mpy + Mearbon msg

then, solid volume, V5, in the catalyst can be written as:

carbon WET Mg 1 — wt% Mg
Vjs = VPt + ‘/carbon - e + Heart = e + ( OPt/C) (34)

PPt Pcarbon PPt Pcarbon

where pp; is the density of platinum and peg,pon s the density of carbon. Equation (3.4) can

also be rearranged such that:

wt% 1 — wt%
V, = (1 — wt%yaion) Mt ( e o C) (3.5)
PPt Pcarbon
Finally, porosity of CL can be calculated as:
Vu - ‘/s -V afion
€oL = bulk Naf (36)

Viuik

where, Vi, the total volume, is equal to the product of the CL thickness and area of the
sample which is measured directly. The total weight, my is measured by an electronic bal-
ance (Sartorius ENTRIS1241-1S, accuracy 0.1 mg). The porosities calculated using equation
(3.6) are shown in Table 3.2. Here, pearbon, ppt and pyafion are taken as 2 g/cm®, 21.5
g/em? [71] and 2 g/cm?® [70], respectively. Tonomer-carbon (I/C) ratio, is calculated and
shown in Table 3.2 as well as porosity. The experimental porosity is compared to literature
data from Ref. [36,46,69,72] in Figure 3.15. It can be seen that experimental porosity is in
agreement with literature data from Ref. [69,72] since same fabrication method is used in the
studies. However, CLs fabricated using other methods show higher porosities [36,46]. Also,
the experimental data and Ref. [69,72] show that CLs using Ketjen black as a support have
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a higher porosity than CL using Vulcan support for the same I/C ratio, which is because

Ketjen carbon black is more porous than Vulcan carbon black.

Table 3.2: Porosity and I/C ratio of measured CLs

CL components Total weight Porosity 1/C
Vulcan 20%Pt/C, 20%Naf 1.3 mg 42.98%  0.31
Vulcan 20%Pt/C, 30%Naf 1.5 mg 31%  0.54

Vulcan 20%Pt/C, 40%Naf 1.2 mg 20.01% 0.83
Vulcan 40%Pt/C, 30%Naf 1.3 mg 26.84% 0.71
Ketjen 46.7%Pt/C, 30%Naf 1.3 mg 50.88%  0.80

0.8

0.7

CL Porosity
o
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—*=\ulcan-Yu
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Figure 3.15: Variation in CL porosity with I/C ratio obtained experimentally and reported
by Shukla et al. [69,72], Yu et al. [36], Inoue et al. [46]

3.3 Governing equation and data analysis

3.3.1 Governing equation
3.3.1.1 GDL permeability

The governing equation for GDL through-plane permeability is obtained using the same

process as in section 2.3.1.1.
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3.3.1.2 CL permeability and effective pore diameter

Equation (2.7) is used for the uncompressed GDL samples. However, for the CL sample,
the pore diameter is much smaller and Knudsen slip effects are found to be significant.
Therefore, the Darcy’s law can not accurately predict the permeability even at low Reynolds
numbers. In the absence of inertial effects, the total flux is made up of two parts: viscous
flux and Knudsen slip flux. In the experiment, very low mass flow rates (0-0.1 SLPM) were
used to measure the permeability of the CL so that inertial effects could be ignored. This
is expected to be the regime where the CL would operate. Knudsen proposed an semi-
experimental expression to predict gas transport in the regime where Kn >>1, as explained
by Cunningham and Williams [73]. At sufficiently high pressures, the Knudsen’s expression
for a capillary can be simplified to [25,73]:

n =

_r_zpl‘i_PQLPQ_Pl D le 1 PQ_P1:_<ﬁP1+P2 D C?)LP2_P1

8n 2 RTLCQ—J}l_ Kc_’gﬁ:cg—xl 8n 2 * Kc_’§ RT xy — 21
(3.7)

where 7, is the radius of the capillary, ¢} and ¢4 are constants that depend on the gas and
capillary, Dy is Knudsen diffusivity (m?/s). The first term in equation (3.7) represents
viscous flux and second term is Knudsen slip flux. Adzumi [74] [75] calculated ¢f/ck for

several materials and Kerkhof [76] suggested that for engineering purposes:
k
Cl ~
o ~ (.89 (3.8)

Also, the Knudsen diffusivity in a capillary is given by [73]:

2r. |8RT
Dy = >
=3\ 7Mm

(3.9)

In order to apply Knudsen’s expression to porous media, the following substitutions are
made [26]:

|3

—> B, (3.10)

Applying equation (3.8) and (3.10) to equation (3.7) and accounting for effective Knudsen
diffusivity gives:

1 B—P
RT xy — a1

B, P, + P,
n:—(—” 1‘; 2 (3.11)

+0.89D%/7 )
U
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where xo — 21 is equal to the thickness of the sample, L. Applying ideal gas law to equation
(3.11) gives: [25]

eff
_ B P} — P% —|—0.89DK P —-PR\ _ B P} — P? +0.89d6ff1 [8RT'1 (P — P,
277[1 Pl L P1 27]L Pl P3 aM L Pl
(3.12)
where the effective Knudsen diffusivity DS/’ is equal to dett %\/% and def7 is the ef-

fective pore diameter. Experimental data is fitted to equation (3.12) to obtain dgf f and

%

gas-independent B,,.

The effective Knudsen diffusivity is dependent on the molar mass of the working fluid
and pore geometry. To obtain the pressure drop across the CL, three filter replicates are
measured prior to measuring the CL /filter sample and the pressure drop across the filter is
recorded. The pressure drop across the CL is then obtained by subtracting APje, from
APq. Experimental data are used to fit equation (3.12) to extract the permeability and

CL effective pore diameter.

3.3.1.3 GDL through-plane diffusivity

In my experimental setup, oxygen transport in the GDL is driven by both diffusion and
convection. Fick’s first law is used to describe diffusion transport of species ¢ assuming an
infinite dilute mixture, defined as [59]:

. dw;

where m? is the diffusive mass flux of the species i with respect to a reference frame moving
with mixture velocity v. The total mass flux ri;, given as the sum of convective flux m¢ and
diffusive flux P, is then:

) =i — g = pivi — piv (3.14)

Then equation (3.14) can be written as:

dwi

i (3.15)

) = piv; — piv = —p D

where v is the mass-average mixture velocity, defined as:

v = ZZP;UL = Zp'izvz = Zwivi (3.16)
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Assuming the gas mixture (oxygen and nitrogen) flow in one-direction, in the absence of

chemical reaction, equation (3.15) can be expressed as,

e dwO
Pt ]\{2{02 dl’2 = PO,V — PO,VO, (317)

where D]e\fzf o, 18 the effective diffusivity of oxygen in nitrogen. Equation (3.17) can be further

rearranged as:

dw m m dw 1 m m

eff O9 t Oo Oo t 09

P = pPo,— — PO => = (U}O —_— — ) 3.18
PYN2.02 g >y 2 PO, dx D]\;;{:Q 2 Pt Dt ( )

where wp, is the mass fraction of oxygen, m,; and 1mp, are the mass flux of gas mixture
and mass flux of oxygen across sample. Applying mass conservation to the flow path in
the porous media, assuming steady state flow in one-direction, in the absence of chemical

reaction, the mass flux of oxygen and gas mixture is given by:

dmo,
=0 3.19
o (3.19)
driy
— =0 3.20
I (3.20)
Based on the discussion in section 3.3.1.1, for one-dimension flow, Darcy’s equation can be
written as: P ]
t Ui n omy
Ly ==L 3.21
dz ~ B, B.p (3:21)
where p; is expressed as:
By By
Pt = ﬁ 'lUZMZ = _ﬁ (w02M02 + (1 - wo2)MN2) (322)

Equations (3.18)-(3.21) are used as governing equations for through-plane diffusivity, with
four unknowns to solve: (1) 70,: oxygen mass flux in the porous media, (2) 72;: total mass
flux in the porous media, (3) P;: total gas pressure, (4) wp,: oxygen mass fraction in the
porous media. The equations are solved using the MATLAB bvp4c solver which requires
four boundary conditions. Assume that the oxygen flux is swept away very quickly in the
nitrogen channel, the following boundary conditions are used: (1) the oxygen mass fraction
is zero, wp,=0, in the nitrogen channel, (2) the oxygen mass fraction is one, wp,=1, in
the oxygen channel, (3) the total pressure is equal to the nitrogen pressure in the nitrogen
channel, P,=Py,, (4) the total pressure is equal to the oxygen pressure in the oxygen channel,

P,=Pp,. Here, Py, is equal to the system back pressure which is controlled by BPC; Pp, is
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equal to the back pressure plus the pressure difference which is controlled by the DPC. The
MATLAB code is available in the appendix.

3.3.1.4 CL diffusibility

As discussed before, diffusibility is a term used to describe gas diffusion in porous media and

defined as:
Deff

D
where D is diffusibility, D/ is effective diffusivity (m?/s) and D is gas bulk diffusivity

(m?/s). In the case of a GDL, only molecular diffusion is considered so D is equal to

D= (3.23)

molecular diffusivity. However, in the case of a CL, gas diffusion is in the transition region
as discussed in previous sections and both molecular diffusion and Knudsen diffusion need

to be considered. In this case, gas bulk diffusivity, D, is written as [36]:

1 1 1
—_ =+ — 3.24
D Dg * Dy ( )

where D)y is molecular diffusivity, Dy is Knudsen diffusivity which is calculated as [36]:

dp |8RT

Dy —
K 3V oM

(3.25)

where d,, is local pore diameter, M is molar mass of the gas, IR is gas constant, T is temper-
ature. The relation between CL effective diffusivity and bulk diffusivity is always expressed
as a function of porosity e:

D = f(e)D (3.26)

Combining equation (3.26) and (3.24) gives:

1 1 1 1 1 1

FOD ~ FODx " fODy D~ pelf T el (3.27)

where D;gf is the effective Knudsen diffusivity obtained from permeability experiment, D¢/

is measured in the diffusivity experiment and Djj;f is the effective molecular diffusivity.

Fick’s first law is widely used to estimate the diffusive flux of a species in a steady state

system. In this case, Fick’s first law is written in one dimension as [59]:

dwi

i (3.28)

) = —pD
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where m? is the diffusion flux in kg/m?s, p; is total density in kg/m?, D;; is the diffusion
coefficient or diffusivity in m?/s. In porous media, D;; is usually replaced by ijf ! in order to
account for the porous media. In the experiment, oxygen is transported across the CL /filter
by diffusion from the oxygen channel to the nitrogen channel. Assuming a linear variation
in mass fraction, equation (3.28) can be written in discrete form as:

. e Pt AwOQ
m&::D@%,-7T—- (3.29)

where 713, is superficial oxygen diffusive mass flux in CL sample (kg/m?s), D3/, is the
effective diffusivity of CL/filter sample (m?/s), wo, is oxygen mass fraction, L is the thick-
ness of sample and p; is the interstitial gas mixture density in the sample. The latter is

. POy TPNy
approximated to be —25—2.

According to the mass conservation, the mass of oxygen that flows into the nitrogen
channel through the CL sample is equal to the mass of oxygen that leaves the nitrogen

channel. The mass flux of oxygen flowing out of the nitrogen channel is:

13 = po, Vo, = Vi z0, po, = Vi, o, po, (3.30)
where M(Oj;t is oxygen mass flow rate out of nitrogen channel (kg/s), xo, is the oxygen molar
fraction in nitrogen channel measured by oxygen sensor, V;, is volume flow rate of gas out of
channel and Vy, is the volume flow rate of Ny controlled by MFC (LPM). Equation (3.30)
is based on the assumption that an equal amount of Ny diffuses through CL sample into O,
channel as Oy diffuses through GDL into N5 channel, then VN2 is approximately the same

as the total volume rate in the Ny channel.

Since oxygen transport through the CL sample is driven only by diffusion because of the
very low permeability of CLs, the mass flux of oxygen flowing into nitrogen channel through

the CL/filter sample can be simply written as:

Awo2

Mg; = ptD?\fz{Oz A L

(3.31)

where Mg; is the oxygen diffusive mass flow rate into the nitrogen channel through the
CL/filter sample (kg/s) and A is the cross-sectional area. Assuming wp, is 0 in the nitrogen

channel and 1 in the oxygen channel, equation (3.31) results in:
N = Dy, A 3.32
Oz = TN2,02 °% ( : )
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According to mass conservation, Mg, = Mg;t, then:

e % y
DJ\fQ{Oz A Zt = VN2 L0y PO, (333)

Diﬁ;f 0, 18 finally written as:

eff VNz PO2 TOy L - 2VN2 PO> LO, L

_ _ 3.34
N2,02 Ap, A(po, + pn,) (3.34)

Equation (3.34) is used to calculate the through-plane effective diffusivity of the CL/filter.
Matlab code is available in the appendix. Three filter replicates were measured prior to
measuring the CL/filter and the filter diffusivity was obtained. To obtain the CL diffusivity,

the diffusion resistance network needs to be analysed first, shown in Figure 3.16.

N2

v

MFC

02 sensor

substrate

02

MFC »atmosphere

Figure 3.16: Diffusion resistance network of CL/filter sample

Diffusion resistance that arises from the filter can be expressed as:

Lfilter
Rfilter - ° (335)
Df{l]tcer A
Similarly, diffusion resistance of the CL is :
Ler
Rep = : 3.36
CL DZJLf A ( )
Then, total diffusion resistance can be written as:
Ltotal Lfilter LCL
Rtotal - eff - eff eff (337)
Dtoml A DfilteT A DCL A
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Therefore, effective diffusivity of CL is expressed as:

Ler
pey =~ 3.38
CL Ltotal _ sz'lter ( )
fr ff
Dfotal D;ilter'

where A is the cross-sectional area, Lcp and Ly, are the thickness of CL and filter,

respectively.

3.3.2 Data analysis
3.3.2.1 GDL permeability

In order to obtain viscous and inertial permeability in equation (2.7), the inlet channel
pressure P;, and the molar flux of gas n are measured. The molar flux n in equation (2.7) is
calculated using 7 = Psandara v/ RT°, where Pyanaara is the standard atmospheric pressure,
i.e., 101325 Pa and 7° is 298K. The inlet gas velocity v is obtained using v = %, where V is
the volume flow rate at standard conditions controlled by the MFC in SLPM. P; is measured
directly by the pressure transducer and P, is at ambient pressure. The experimental data
is used to fit to equation (2.7) using a Python code to extract viscous permeability B, and
inertial permeability B;. The code is used for the data fitting by employing a least squares
regression technique. Simulations at different gas velocity with different permeability values

are performed and a residual function is defined as:

n

Res =, (Peap = Pioum(By, B))? (3.39)

1=10

where P .., is the experimental inlet pressure measured by PT, and P, ,,4, is the numerical
estimate of the inlet pressure obtained from equation (2.7). The values of B, and B; which

minimize the residual function represent the permeabilities of GDL.

3.3.2.2 CL permeability

In order to obtain the viscous permeability and Knudsen diffusivity of the CL samples,
permeability experiments are performed using both nitrogen and helium respectively. Inlet
velocity and pressure drop are measured in the experiment. A volume flow rate of 0-0.1
SLPM, considered to be small enough to make the inertial effect negligible, is controlled
with the MFC. The experimental data is used to fit simultaneously d;f f and B, in equation

(3.12). Aloop is run for different values of d¢//, and each value of d&// combines with different
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values of B, to calculate the residual using the combined experimental data of nitrogen and

helium. The residual is defined as:

n

Res = Z (Pl,exp — P1 yium (B, d;ff))Q (3.40)

=10

where Py cpp and P ., are the experimental inlet gas pressure measured by PT and nu-
merical estimate of inlet gas pressure computed from equation (3.12). The corresponding

combination of d;f f and B, is taken as final fitting result when the residual is minimized.

3.3.2.3 GDL diffusivity

In order to obtain the effective diffusivity of the GDL sample, the pressure drop is controlled
by DPC and the oxygen molar fraction in the nitrogen channel is measured by the oxygen
sensor. The total molar flux in the nitrogen channel is then calculated using the channel
flow rate and oxygen molar fraction at the outlet in order to obtain the oxygen flux across
the sample. The total net molar flux leaving the nitrogen channel consists of four parts: (1)
the nitrogen flow into the nitrogen channel from the MFC, (2) the gas flow into the nitrogen
channel across the GDL due to convection, (3) the oxygen flow into the nitrogen channel
across the GDL by diffusion, and (4) the nitrogen flow out of the channel across the GDL
by diffusion. Then, the total net molar flux leaving the nitrogen channel is (1)+(2)+(3)-(4).
The molar flux of nitrogen out of the nitrogen channel and the molar flux of oxygen into the
nitrogen channel are very small compared to the nitrogen flux from the MFC, i.e., (3)<<(1)
and (4)<<(1). Also, since the molar flux of the two gases by diffusion are very close, i.e.,
(3)~(4), thus (3)—(4) is negligible compared to (1)+(2). As a result, the total molar flux
leaving the nitrogen channel is equal to (1)+(2). The nitrogen molar flux into the channel

from MFC is calculated by: ‘
. PNQV

ch = 3.41

feh = VA (3.41)

where 7, is nitrogen molar flux from MFC (mol/m? s), py, is density of nitrogen at system
pressure, V is the volume flow rate at experimental condition set by MFC (LPM), My,
is molar mass of nitrogen. The molar flux of gas into the channel through the sample is

calculated as:
PtU

Nsample = RT

where 7gqmpie s molar flux of gas through the sample (mol/ m? s) by convection, P is total

(3.42)

pressure controlled by back pressure controller and differential pressure controller, A is the
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flow area of the sample, v is the superficial gas velocity in the porous media, calculated as

By AP
n L

the total oxygen mass flux in the porous media calculated using experimental data can be

, where n =~ (10, + 1n,)/2 and B, is calculated in permeability experiment. Then,

estimated as:

mOQ,ewp = 0, (hch + hsample)MOg (343)

where 1o, crp 1 experimental oxygen mass flux across the sample (kg/m? s), xo, is the

oxygen volume faction measured by oxygen sensor.

To estimate 1o, My, P; and wo,, equations (3.18)-(3.21) are solved using the MATLAB
bvp4c solver. A loop is run for effective diffusivity Df\f;f 0, and the residual is calculated as
the square of the difference between the numerical mass flux 7o, and experimental mass

flux 1o, cqp at different pressure drop, as shown in equation (3.44).

5
2
Res = Z <Th02 U (AU Dze\g{oz)) (3.44)

i=1

The estimated effective diffusivity, Df\{;f 0, 18 the value that minimizes the residual.

3.3.2.4 CL diffusivity

In order to obtain the through-plane effective diffusivity of the CL sample, the volume flow
rate of nitrogen and oxygen are controlled by two MFCs (Cole-Parmer, model: RK-32907-
69, range: 0 - 5 SLPM) and the oxygen molar fraction in the nitrogen channel is measured
by an oxygen sensor (Ocean Optics, Model: FOSPOR-600-32MM, range: 0 - 21% in gas).
Assuming that the diffusive flux of oxygen and nitrogen across the CL sample are equal, and
both of them are much less than the nitrogen flow from the MFC (details in results section),
then the total volume flux in the nitrogen channel is considered to be approximately equal to
the value from MFC. The PTFE filter was measured before measuring CL /filter sample, then
the through-plane effective diffusivity of CL is obtained using equation (3.34) and (3.38).

3.4 Uncertainty analysis

In this section, the uncertainty analysis of through-plane permeability and diffusivity will
be conducted by following the steps for in-plane permeability and diffusivity uncertainty

analysis. DPC and BPC will also be discussed as they are used in through-plane diffusivity
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experiment of GDL.

3.4.1 Mass flow controller uncertainty

Mass flow controller uncertainties have been presented in previous chapter.

3.4.2 Pressure transducer uncertainty

Pressure transducer uncertainties have been presented in previous chapter.

3.4.3 Differential pressure controller uncertainty

The differential pressure controller is produced and calibrated by Cole-Parmer. The full
range is 500 Pa, and the accuracy is 0.25% of full scale=0.25%x500 Pa=1.25 Pa. The
precision uncertainty is provided by manufacturer as 0.05%x500 Pa=0.25 Pa. The overall

uncertainty of DPC was then calculated as:

wppc = \/Bhpe + Phpe = V125 + 0.25° = 1.27 Pa (3.45)

3.4.4 Back pressure controller uncertainty

The back pressure controller is from Cole-Parmer. The accuracy is 0.25% of full scale=0.25%x 100
Psi=0.25 Psi, and the provided precision uncertainty is 0.05% x 100 Psi=0.05 Psi. The overall

uncertainty was then:

- \/ B2 pee + Pipe = V0.252 1+ 0.05% = 0.255 Psi = 1758 Pa (3.46)

3.4.5 Oxygen sensor uncertainty

The oxygen sensor uncertainty and calibration have been discussed for the case of in-plane
diffusivity measurements of GDL. In the case of through-plane diffusivity experiment of GDL

and CL, the overall uncertainty of oxygen sensor was taken as 5% of the reading.

3.4.6 Thickness measurement uncertainty

The thickness of sample is measured by a micrometer (Mitutoyo Japan, Series NO.:008395)
at a load of 0.5 N. As discussed in chapter 2, the uncertainty of the micrometer has been
validated by shims of different thickness and the overall accuracy is provided by manufacturer

as 2 um. As discussed in catalyst layer characterization section, the thickness measured by
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the micrometer is in good agreement with SEM imaging thickness and therefore, the CL

thickness uncertainty can be calculated using the SEM imaging data shown in Table 3.1.

3.4.7 Permeability uncertainty

Based on the discussion above, the uncertainty in function f is computed using the uncer-
tainties in each variable, shown as equation (2.17). Ignoring the Forcheimer term due to its

insignificant effect on permeability, the permeability can be expressed as:

AL
B, = 2RTy ( PQ” P2> (3.47)

Taking R, T', n and P» as constants, then the permeability uncertainty is given as:

L 2 n 2 mLP, \*
va ZZRTTZ\/< P2 PQ) +< P2 P2) + <wAPPTW) (348)

as P, = P, + APpr and using equation (3.47), then:

wp, - <wn>2
B, )

The through-plane permeability uncertainty for GDL and CL are different due to the different

wr, 2 QwApPT (PQ + APPT) 2
+( L ) + ( APpr (2P, + APpr) (349)

experimental conditions. In the experiment, the flow rate varies from 0-1 SLPM for GDL
and 0-0.1 SLPM for CL. According to the overall uncertainty provided in Table 2.1 and 2.2,
the average overall uncertainty in the flow rate is taken as 4% for GDL and 15% for CL.
The pressure drop across sample under experimental condition usually varies from several
hundred to several thousand pascals. Therefore, the average overall uncertainty in pressure
transducer is taken as 1% for GDL and 0.5% for CL. The uncertainty in thickness is taken
as 0.5% for GDL based on micrometer uncertainty and 8% for CL based on SEM imaging

data shown in Table 3.1. As APpr is much smaller than air pressure P, % can be
approximately taken as 0.5, then
wp
For GDL: —= = V(4%)2 + (1%)2 + (0.5%)2? = +4.2% (3.50)
wp
For CL: —= = V(15%)2 + (0.5%)2 4 (8%)% = £17% (3.51)

v

Precision experiments were also conducted following the same step shown in previous chapter
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and the deviation fell in the accepted range.

3.4.8 Experimental permeability precision uncertainty

In order to experimentally measure the permeability precision uncertainty of the setup, six
experiments are repeated for the same Toray-90 (0%PTFE) sample without opening/clos-
ing the diffusion bridge and the results are compared. Results are shown in Table 3.3.
The through-plane permeability for Toray-90 (0%PTFE) is 1.05 4 0.004 x107'(m?). The
standard deviation is calculated using equation (2.18), therefore P, in equation (2.19) is
calculated to be 0.004x107*(m?). The measurement uncertainty, P,/B, is calculated to
be 0.38%, thus the setup precision is better than the theoretical precision calculated using
equation (3.50).

Table 3.3: Toray-90 (0%PTFE) through-plane permeability
B,(V2) <10 " (m?)

Measurement 1 1.06
Measurement 2 1.05
Measurement 3 1.05
Measurement 4 1.05
Measurement 5 1.06
Measurement 6 1.05

3.4.9 Diffusivity uncertainty

GDL diffusivity uncertainty - Recall that the oxygen mass flux in the porous media can be
calculated using equation (3.43) from which it is known that the diffusivity uncertainty is
decided by two terms and it can be calculated separately. Take Mp,, R, T, n and A as

constants, then:

First term:
my = xo,NenMo, (3.52)

Second term:
P, AP B,

xOQMOQRT—T]L (353)

m? = $Ogh5ampleMOQ =

Uncertainty in the first term:

W, = MO2 \/(wxo2hch)2 + (whchx02)2 (354)
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Wy; Wy, 2 Wy ?
‘ml = <_"h) + (—02) (3.55)
my Nch To,

M, P,B,AP Wy, ByAP Wy, PAP
Wy, R;Q ((waQ 3 7 )2_|_ wp, OzL 2_'_(va Oth 2
(3.56)
P,B,w, Wy, PyB,AP _\ 2
+ (wap 7 2202 4 (wp,—22 T3 2)

Wiy _ \/(w_)?+ (wpt)2+ (w&)z+ <w>2+ (ﬂ)z (3.57)
mo 20, P, B, AP L

To measure the GDL diffusivity, pressure difference AP is controlled to be 2 to 10
Pa, gas flow rate is set at 1 SLPM, the system pressure is maintained at 10 Psig. Under
experimental conditions, the uncertainty in n., is about 1.5% (see table 2.1), xo, is 5%, P

is 1.1% (controlled by BPC), B, is 4.15%, AP is 15% and L is 0.5%, then the uncertainty
for GDL will approximately be:

S /15%2 + 5%2 = 5.2% (3.58)

my

Wi\ [5%2 1 11%2 + 4.15%2 + 16%2 1 0.5%2 = 16.4% (3.59)

mo

In summary, the diffusivity uncertainty is always decided by two terms, so it should be
described by a range instead of a single constant. The diffusivity uncertainty varies from

5.2% - 16.4% for GDL and the biggest error source is the differential pressure controller.
CL/filter diffusivity uncertainty - The analysis of diffusivity uncertainty for CL/filter follows

the same procedure of in-plane diffusivity of GDL. According to equation (3.34), the overall
uncertainty of through-plane diffusivity for CL/filter is calculated as:

. 2 . 2 . 2
I 2p0, W o, L 2 A E A xo,V +w x0,V'L
DY/ o, 00, + PN, Y Toy A L A A A2

(3.60)

Dividing both side by Df\éf 0, glves:
Wpefs 2\ 2 W, 2 2 2
Na0s _ \/<ﬂ) + (—02) + (%) - (%) (3.61)
Dy, o, V ZO,
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Here are four terms of uncertainties: (1) the overall uncertainty in flow rate is 1.5% under
experimental condition, (2) the overall uncertainty in oxygen sensor is 5% of reading, (3) The
uncertainty in thickness of CL/filter is 2um/80um=2.5%, and (4) the error in cross-sectional
area is less than 4%. Substituting all the values into (3.61) gives the overall uncertainty of
through-plane diffusivity of CL/filter:

W pesf

% = (LB + (5P + (25%) + (1) = £7% (362)
N2,02

CL diffusivity uncertainty - The CL diffusivity is calculated using equation (3.38) with D;{l{er
L ilter
Dﬁflf

total filter

and D7 , obtained from diffusivity experiment. Taking gﬁ‘}?;’-l and as one entity re-

tota

spectively, equation (3.38) is rewritten as:

Lew Ler
D = = 3.63
CL Lt(?ft?l _ Lf;lcl;er a — b ( )
total Dfilter
here, a is equal to g%all and b is equal to —Dﬁ}l}” . For simplicity, D;ﬁ;{er and ng;’;l are written
o filter

as Dy and Dy, and Lyoq and L e, are written as L, and Ly in this subsection. The uncer-

tainty in a and b are calculated respectively.

For a which is Ztetal .
Dtotal

~ Litar pr A
a =

= : 3.64
Dioai PO, VN2 i ( )

the uncertainty in a is expressed as:

=) ()

the uncertainty in each parameter has been discussed before and the uncertainty in a is

calculated as:

% — /(1.5%)% + (5%)2 + (4%)? = +6.5% (3.66)

and the uncertainty in b is calculated to be the same:

7= VL% + (%) + (4%)? = £6.5% (3:67)

To calculate the uncertainty in DeCfo , the partial derivative with respect to each parameter

91



is expressed as:

oDl 1

e =2 % (3.68)
ond!  —Ley

da  (a—0b)2 (3.69)
oDd/ Ler

b (a—b)? (3:70)

Then, the overall uncertainty in DeCfo is expressed as:

2 2
8D€ff aDeff 8Deff
Wpers = (WOL aLCL) +<wa asL + | wy agL (3.71)

The equation (3.71) is further written as:

ngfo . Wrey, ’ + Wq ’ + We i (3 72)
Dgfo N Lcr, a—>b a—0b )

The uncertainty in @ and b has been calculated to be 6.5%, so w, and wj, are equal to 0.065a

and 0.065b respectively. The uncertainty in Loy, is measured to be 8% by SEM imaging,

therefore:
2
Wpess 0.065 0.065
[i% = | (8%)2 + -]+ ( a) (3.73)
Dej L=3 =3
It can be seen that the overall uncertainty is dependent on the ratio of #, i.e., ?f%f . The

CL thickness is between 4 and 6 ym and the filter thickness is around 80 pm so - L is taken
as 0.94. The filter diffusivity is approximately 20% higher than CL/filter entlty based on
experimental raw data which will be shown in the results and discussion section, then the

value of is taken as 1.2. The uncertainty in De is finally calculated as:

Wt 0.065 \* [ 0.065 > > 2
=% _\/(8%) (1_0_'78> + (1'3_1> — \/(8%) + (223%)° + (30.5%)° = 38%
(3.74)

Based on the uncertainty analysis in this section the uncertainty in CL diffusivity is higher

than CL/filter diffusivity because I;J and affect the CL diffusivity. According to equation
(3.73), the uncertainty might be reduced to some degree by printing more number of layers
of CL sample in order to decrease i— and increase 2L , however, increasing number of printed
layers reduces the CL porosity and transport propertles so 15 layers are printed in this study.
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The high uncertainty means that our filter might not be the best material for this study,
and the uncertainty could be reduced by selecting another filter with bigger pore diameter,
so that the value of %’: will increase and the uncertainty can be reduced to some degree.
However, the filter pore diameter can not be too big otherwise more inks will penetrate into
the filter pores and affect the results. The appropriate filter pore diameter should be around

200 nm because it gives higher filter diffusivity and prevents inks penetrating into the filter.

3.4.10 Experimental diffusivity precision uncertainty

In order to experimentally measure the diffusivity precision uncertainty of the setup, six
experiments are repeated for the same material without opening/closing the diffusion bridge
and the results were compared. A Toray-90 (0%PTFE) sample was measured and the ex-
perimental results are shown in Table 3.4. The through-plane diffusibility for the Toray-90
(0%PTFE) is 0.2474+0.006. The standard deviation is calculated using equation (2.18), there-
fore P, in equation (2.19) is calculated to be 0.006. The measurement uncertainty, P,/B,
is calculated to be 2.42%, thus the setup accuracy is better than the theoretical accuracy

calculated using equation (2.33).

Table 3.4: Toray-90 (0%PTFE) through-plane diffusibility
Diffusibility
Measurement 1 0.255
Measurement 2 0.243
Measurement 3 0.243
Measurement 4 0.243
Measurement 5 0.255
Measurement 6 0.243

3.5 Results and discussion

3.5.1 Experimental results for Toray-90 samples and comparison

with literature

This chapter mainly focuses on the measurements permeability and diffusivity for CL. How-
ever, before discussing the experimental results of CL, it is necessary to compare our GDL
permeability and diffusivity results with literature in order to validate the reliability of the

measurements. We move to discuss CL results later after making sure the setup is working

properly.
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3.5.1.1 Toray-90 GDL through-plane permeability and comparison to literature

To validate the reliability of the permeability measurement, the through-plane permeability
of Toray-90 (0%PTFE) and Toray-90 (20%PTFE) is measured and results are compared
to literature. Three replicates are measured for each type of sample and the pressure drop
and gas flow rate vs. time are recorded during the experiment. The fluctuation of measured
pressure is very small (shown in Figure 3.17). Figure 3.18 shows that the pressure drop across
the GDL increases with higher gas velocity. It was also found that at the same gas velocity,
the Toray-90 (20%PTFE) sample shows higher pressure drop than Toray-90 (0%PTFE). The
through-plane permeability was found to decrease with increasing PTFE loading in GDL,
which is consistent with literature results [27]. Permeability estimates are shown in Table

3.5 as well as literature data. Good agreement was found.
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Figure 3.17: Inlet pressure vs time for Toray-90 with 0% PTFE
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Figure 3.18: Pressure drop vs velocity for Toray-90 with 0%PTFE and 20%PTFE

Table 3.5: Toray-90 through-plane permeability

Sample B, (107'"'m?)  Literature B, (10~"m?)
Toray-90 (0% PTFE)  0.92+0.07 1.1 [25], 0.9 [19], 0.8 [29]
Toray-90 (20% PTFE)  0.6640.08 0.73 [25], 0.66 [29]

3.5.1.2 Toray-90 GDL through-plane diffusivity and comparison with literature

To validate the reliability of the diffusivity measurement, the through-plane diffusivity of
Toray-90 (0%PTFE) and Toray-90 (20%PTFE) are measured. Three replicates are mea-
sured for each type of sample and oxygen concentration vs pressure difference are shown in
Figure 3.20. It can be seen that increasing the pressure difference can increase the oxygen
transport through the sample. It was also found that 90 (0%PTFE) shows higher oxygen
concentration than Toray-90 (20%PTFE). The through-plane diffusibility was found to de-
crease with increasing PTFE loading in GDL, which is consistent with the conclusion in the
literature. The results are shown in Table 3.6 and compared with literature, and they found

to be in good agreement.
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Figure 3.20: Oxygen concentration vs pressure drop for Toray-90 with 0%PTFE and
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Table 3.6: Toray-90 through-plane diffusibility

Sample Diffusibility Literature

Toray-90 (0%PTFE) 0.283+0.014 0.24-0.34 [3], 0.25-0.33 [43], 0.27-0.42 [77], 0.237+0.07 [29]
Toray-90 (20%PTFE) 0.2044+0.003  0.14-0.19 [8], 0.23-0.25 [43], 0.19-0.3 [77], 0.153-:0.03 [29]

96



The discussion above proves that the experimental setup was working properly and able to

reproduce the results in the literature.

3.5.2 CL through-plane permeability
3.5.2.1 Measurements of pressure drop across the PTFE filter

As discussed before, to obtain the pressure drop across the CL, the PTFE filter needs to be
measured prior to CL measurements. To get the pressure drop across PTFE filter, different
gases with varying mean free path are used. Three replicates are tested and APy, vs. gas
velocity were recorded and shown in Figure 3.21. The results showed good repeatability.
The average pressure drop across the filter is used to estimate the pressure drop across the

CL alone and calculate permeability. The pressure drop across the CL is calculated as:
AP)CL - APtata,l - A-Pfilter (375)

where AP,y is the total pressure drop across the CL/filter sample and A Ppj., is pressure

drop across the filter.

%107
10 T
—o-Filter ‘I-N2
—o-Filter 2-N
8f i 1
E -o-Filter 3-N2
6_“ —*Filter 1-He
~ 6t ——Filter 2-He |
o .
o —*-Filter 3-He
©
et
> 4 )
1)
B
&
2 -

0
0 0.005 0.01 0.015 0.02 0.025 0.03 0.035
Gas velocity (m/s)

Figure 3.21: Filter pressure drop vs. gas velocity using nitrogen and helium
The permeability and effective pore diameter of the filter are also obtained using equation
(3.12). Fitting results are shown in Figure 3.22. The effective pore diameter of the filter,

dfof fis calculated as 12244 nm, which is in close agreement with the pore diameter reported

by the filter supplier, i.e., 100 nm.
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Figure 3.22: Fitting results for PTFE filter

3.5.2.2 CL permeability and effective pore diameter

As discussed before, Knudsen effects can be significant for PTFE filter and CLs because the
pore sizes are very small and the gas flow is in the transition region. As a result, Darcy’s law
can not predict permeability of the PTFE filter and CL accurately. If no Knudsen slip occurs,
the pressure loss across the sample would be independent on the gas type and as a result, the
ratio of B, n, to B, me should be close or equal to 1. Table 3.7 shows the permeability of all
CLs under study using nitrogen and helium as working gases. Pressure drop across the CL
vs. gas velocity from the nitrogen and helium tests was calculated using equation (3.75) and
shown in Figure 3.23 and 3.24. 20%Pt/C (40% Nafion) shows the highest pressure drop per
meter. In contrast, 20%Pt/C (20% Nafion) and 46.7%Pt/C (30% Nafion) show the lowest
pressure drop per meter. B, g, is 40% to 80% higher than B, y,, indicating that Darcy’s law
can not be applied to CL and Knudsen slip should be taken into account. Equation (3.12) is

therefore used to extract gas-independent viscous permeability and effective pore diameter.
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Table 3.7: CL permeability using Darcy’s law with nitrogen and helium

CL components By, (107 m?) B, e (107'° m?) B, ye/Bun,
Vulcan 20%Pt/C, 20%Naf 8.6+1.0 15.142.0 1.76
Vulcan 20%Pt/C, 30%Naf 5.7+0.5 8.6+0.9 1.52
Vulcan 20%Pt/C, 40%Naf 2.1£1.0 3.3+14 1.62
Vulcan 40%Pt/C, 30%Naf 2.7+0.16 3.94+0.4 1.46
Ketjen 46.7%Pt/C, 30%Naf 15.0£7.0 24.24+11.9 1.61
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Figure 3.23: CL pressure drop vs. gas velocity using nitrogen
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Figure 3.24: CL pressure drop vs. gas velocity using helium
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As shown in Table 3.8, permeability and effective pore diameter decrease with increasing
I/C ratio and Pt/C ratio. In addition, catalysts supported on Vulcan XC carbon black show
lower permeability and smaller effective pore diameter than Ketjen carbon black at same
[/C ratio. The effective pore diameter vs. porosity for CLs is plotted in Figure 3.25 and
it can be seen that the effective pore diameter increases with increasing porosity because

ionomer fills up or blocks some pores.

Table 3.8: Measured CL permeability and effective pore diameter

CL components B, x 107 (m?) d¢/7 (nm)
Vulcan 20%Pt/C, 20%Naf 5.6£0.6 16.0£4.0
Vulcan 20%Pt/C, 30%Naf 4.1+0.5 7.0+1.0
Vulcan 20%Pt/C, 40%Naf 2.6+1.6 3.3+0.6
Vulcan 40%Pt/C, 30%Naf 2.440.3 3.0£0.1
Ketjen 46.7%Pt/C, 30%Naf T7.7£2.4 12.84+1.2
20 .
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Figure 3.25: Effective pore diameter vs. CL porosity

3.5.2.3 Validation of Knudsen’s expression using krypton and carbon dioxide

To validate the experimental results, the pressure drop vs. gas velocity is predicted for other
gases using the effective pore diameter and gas-independent permeability shown in Table 3.8.
Krypton and CO, are used for validation because they have different mean free path and
viscosity than nitrogen and helium. The dynamic viscosity of krypton and CO, are taken as
2.5 x 107° Pa-s and 1.5 x 107 Pa-s at 25 °C [78].
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Figure 3.26 compares pressure drop vs. gas velocity obtained experimentally and pre-

dicted using equations (2.3) with B, obtained for He tests and (3.12) using data from Table

3.8. Equation (3.12) predictions for pressure drop vs. gas velocity are in good agreement

with experimental data. In contrast, the compressible form of Darcy’s law, equation (2.3),

underestimates the pressure drop because Knudsen effect is ignored. Knudsen’s expression

is therefore able to provide a gas-independent and accurate prediction of gas transport in
CLs.
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3.5.3 CL through-plane diffusivity
3.5.3.1 Measurements of PTFE filter diffusivity

In order to obtain the through-plane diffusivity of the CL, the PTFE filter diffusivity is
measured prior to CL measurements. To estimate PTFE filter effective diffusivity, oxygen
and nitrogen are introduced into each flow channel of the diffusion bridge. The gas flow
rates are kept at 1 SLPM to minimize the diffusive layer effect and maintain a measurable
oxygen concentration in the nitrogen channel, i.e., a value between 1% and 5%. Three filter
replicates are tested and diffusivity is estimated using equation (3.34). Table 3.9 shows the
estimated effective diffusivity and diffusibility for 3 different filters. The P, is 2.2x107% m?/s
and ratio of P,/ D;{f;r is 1.9% so the results are highly repeatable. Here, Knudsen diffusivity
is not separated from bulk diffusivity and D fitter 1s still calculated as DT Dy

Table 3.9: PTFE filter through-plane diffusibility

Sample D;{l{er (m?/s)  Dyiter

Filter 1 1.23x10°° 0.0522

Filter 2 1.24x107° 0.0526
Filter 3 1.16x10°° 0.0492

3.5.3.2 Measurements of PTFE filter diffusivity at different pressure

To verify the setup measurements, the filter is measured at different gauge pressure of 5, 10
and 15 psi. The molecular diffusivity at atmospheric pressure for Ny — Os is taken as 2.2
x 1075m?/s [65]. Results in Table 3.10 show the effective diffusivity and diffusibility for
the filter at various absolute pressure. The deviation of results is very small, i.e., less than
2%. ﬁfilter, defined as D;{Z{W /Dy, is found to increase with pressure from 0.0526 to 0.0560
by 7.0%. The increase is likely due to Knudsen effects. The effective molecular diffusivity,
DS is extracted from equation (3.27) and D% /D, is calculated and shown in Table 3.10.
Compared to D;{l{er /Dy which increases by 7%, DY /Dy increases by only 3.6%, which

means Bosanquet equation can provide more accurate estimation for gas transport in CLs.

Table 3.10: PTFE filter through-plane diffusibility and effective diffusivity for different pres-
sure

Pressure <p81g) D]e”{l];er (mQ/S) Dfilter (D]e‘{l{ET/DM> D]eéf/DM

) 0.846x107° 0.0526+0.001 0.0560+0.001
10 0.688x107° 0.0542+0.002 0.0568+0.001
15 0.590x10~° 0.0560+0.002 0.0580+0.001
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3.5.3.3 CL diffusivity measurements

To calculate CL diffusivity, nitrogen and oxygen are introduced into the bridge at 1 SLPM
and oxygen concentration is measured. The effective diffusivity of CL/filter assembly is
calculated and then CL effective diffusivity is calculated using equation (3.38). The oxygen
concentrations in the nitrogen channel for different CL/filter assemblies are measured and
shown in Figure 3.27. The X-axis represents porosity of the CL that is calculated in the
previous section. Three replicates are measured for each type of CL/filter assembly and

experimental raw data shows good repeatability.

4.5
4+
a\°, 3.5 g u] ¥ 8
S B
S 3r
o
E
@© 251
o
IS
c 2r
[<}]
2
6 1.5
O 20%Pt/C, 20%Nafion
1r * 20%Pt/C, 30%Nafion
X 20%Pt/C, 40%Nafion
05F O 40%Pt/C, 30%Nafion
& 46.7%PHC, 30%Nafion
0 L L L L L
0 0.1 0.2 0.3 0.4 0.5 0.6

CL porosity (%)

Figure 3.27: The oxygen concentrations in nitrogen channel for different CL/filter assembly

Table 3.11 shows the DeCfo and ﬁCL of the measured CL samples, where ﬁCL is calcu-
lated as the ratio of effective diffusivity to the molecular diffusivity. It is easy to see that the
Dgfo and ﬁCL decrease with increasing I/C ratio. Meanwhile, Ketjen CL exhibits higher dif-
fusion coefficient than Vulcan CL at same 1/C ratio, which is attributed to its high porosity.
This trend is in line with other literature [36, 46].

Table 3.11: CL diffusivity and diffusibility (Working gas: Nitrogen and Oxygen)

CL type I/C ratio DY (107m?/s) Decy,
Vulcan 20%Pt/C, 20%Naf 0.31 2.07£0.54 0.090+0.024
Vulcan 20%Pt/C, 30%Naf 0.54 0.65+0.07 0.028+0.003
Vulcan 20%Pt/C, 40%Naf 0.83 0.4840.09 0.021£0.003
Vulcan 40%Pt/C, 30%Naf 0.71 0.36+0.14 0.016+0.006
Ketjen 46.7%Pt/C, 30%Naf 0.80 1.47+0.11 0.063£0.005
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The CL effective diffusivity has been studied by some researchers [11,36,46]. Shen et
al. [11] tested a CL made with 46.7%Pt/C (graphitized Ketjen) with 30% Nafion loading and
calculated the effective diffusivity using Fick’s second law at experimental condition 25°C
and 1 atm. Inoue et al. [46] tested 50%Pt/C (Ketjen) with different I/C ratio ranging from
0.4 - 1.4 at 22°C and 2 atm using a setup with two flow channels. Yu et al. [36] measured
CL of 50%Pt/C (Vulcan) with I/C ratio 0.5 to 1.5 using a PEM fuel cell platform. Dc,
from literature is calculated based on their experimental raw data and shown in Table 3.13,
Figure 3.28 and Figure 3.29. Compare the diffusivity results in terms of porosity (Figure
3.28), the experimental data are in line with literature data. The CL diffusivity shows an
increasing trend with porosity. The CL diffusivity vs. porosity from experiment is similar
with literature results regardless of the carbon support type. Comparing the results in terms
of 1/C ratio, however, the results do not agree. This is likely due to the different carbon
support and different CL fabrication method. The CLs fabricated using inkject printing have
lower porosity than other fabrication methods. Also, the CLs supported on Ketjen black
show higher diffusibility than the CLs supported on Vulcan black at same I/C ratio since
Ketjen black CLs have higher porosity.

Table 3.13: CL diffusivity and diffusibility and comparison to literature results
I/C  Porosity D¢y

Inoue et al. [46], Ketjen 0.4 5%  0.320
Inoue et al. [46], Ketjen 0.7 71%  0.403
[46]
[46],

Inoue et al. , Ketjen 1 58%  0.119
Inoue et al. [46], Ketjen 1.3 41% 0.018
Yu et al. [36], Vulcan 0.5 50%  0.087
Yu et al. [36], Vulcan 1 41%  0.026
Yu et al. [36], Vulcan 1.5 18%  0.004
Vulcan 20%Pt/C, 20%Naf  0.31  43%  0.090
Vulcan 20%Pt/C, 30%Naf  0.54 31% 0.028
Vulcan 20%Pt/C, 40%Naf 0.83  20%  0.021
Vulcan 40%Pt/C, 30%Naf  0.71 27% 0.016
Keotjen 46.7%Pt/C, 30%Naf 0.8 51% _ 0.063
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Figure 3.28: CL diffusibility vs porosity and comparison to literature results reported by Z.
Yu [36] and G. Inoue [46]
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Figure 3.29: CL diffusibility vs I/C ratio and comparison to literature results reported by Z.
Yu [36] and G. Inoue [46]

The equation (3.27) can be used to examine the contributions to gas transport resistance.
The gas diffusion resistance come from molecular and Knudsen transport resistance and can

be expressed as:
L L
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where R, is the overall gas transport resistance, [y and Rg are molecular and Knudsen
transport resistance, respectively. The ratio of Rx to Rj; is computed and shown in Table
3.13. The Knudsen transport resistance is 1 to 20 times higher than molecular transport
resistance in the CLs, which indicates Knudsen transport resistance dominates the overall

gas transport resistance in CLs.

Table 3.13: Knudsen transport resistance vs. molecular transport resistance
CL type I/Cratio Rg/Ru
Vulcan 20%Pt/C, 20%Naf 0.31 5.1+1.0
Vulcan 20%Pt/C, 30%Naf 0.54 2.0£0.2
Vulcan 20%Pt/C, 40%Naf 0.83 19.7£1.7
Vulcan 40%Pt/C, 30%Naf 0.71 140.2
Ketjen 46.7%Pt/C, 30%Naf 0.8 3.5+1.81

3.6 Conclusions

A through-plane diffusion bridge is proposed to measure the transport properties of CLs,
i.e., through-plane permeability, Knudsen diffusivity, effective pore diameter, and molecular
diffusivity. To validate the setup accuracy, Toray-90 (0%PTFE) and Toray-90 (20%PTFE)
are tested and experimental results are compared to literature. The CL samples, fabricated
using inkjet printing, are printed on a PTFE filter. The effect of Nafion loading and I/C

ratio on permeability and diffusivity are studied.

The gas-independent permeability and effective pore diameter are obtained by mea-
suring the pressure drop across the CL sample. It was found that high Nafion loading or
[/C ratio has a negative effect on permeability and effective pore diameter. Meanwhile,
Ketjen carbon support has better transport properties than Vulcan carbon support. The
experimental results are validated using Krypton and COy and the Knudsen’s expression
can accurately predict the pressure drop using experimental permeability and effective pore

diameter.

The CL diffusivity measurement uncertainty is analysed and it is found that choosing
a better filter with appropriate pore diameter can reduce the uncertainty. The effective
diffusivity of the CL is obtained by measuring oxygen mole fraction in nitrogen channel.
Increasing Nafion loading or I/C ratio has a negative influence on CL diffusivity. Also, Ketjen
carbon support shows higher diffusivity than Vulcan carbon support and this trend can also

be found in the case of permeability. Experimental diffusibility is compared to literature data
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and good agreement is found. The molecular transport resistance is compared to Knudsen
transport resistance and it is found the majority of contribution to gas transport resistance

is caused by Knudsen transport.
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Chapter 4

Conclusion and future work

4.1 Conclusion

In the first chapter, a detailed literature review on transport properties of PEM fuel cell

porous media identified two research gaps:

e even though many GDLs contain a large amount of carbon matrix material, few studies
have analyzed the effect of gas diffusion layer carbon matrix on its transport properties,

such as permeability and diffusivity

e CL transport properties, especially permeability and Knudsen diffusivity, have not

been well studied.

The second chapter addresses the first literature gap by measuring the in-plane trans-
port properties of GDLs with different amount of carbon matrix. The experimental setup
developed by Mangal [28] was enhanced to accurately measure in-plane permeability and
diffusivity of GDLs. Improvements in the setup included: (1) removing BPC and DPC, and
(2) using more number of layers to get better oxygen signal. MIP technique is employed to
obtain the PSD and carbon matrix of GDLs. SEM imaging is also used for better observing
the GDL pore structure. It was found that expression used to estimate permeability for
fibrous media are not appropriate for materials with large amount of carbon matrix. The
Knudsen slip effect is also more significant in GDLs with large amount of carbon matrix,
such as 24 BA and 28 BA. The samples with largest pore diameter and low amount of carbon
matrix, i.e., 29 BA, had higher diffusibility at same porosity/compression level than other
samples. Freudenberg also showed very high diffusibility, which may be attributed to its

unique pore structure and zero carbon matrix.
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Chapter 3 studies through plane mass transport in CLs. In order to study the effect of
CL structure on transport properties, CL with different porosity, i.e., I/C ratio, and type of
carbon support were fabricated and studied. The through-plane diffusion bridge developed
by Mangal [27] is modified to measure the transport properties of CLs by: (1) removing BPC
and DPC, (2) replacing the lamination sheet with transparent tapes to avoid compressing
CLs. Knudsen’s expression is used to calculate permeability and effective pore diameter of
the CL. The model is validated by measuring pressure drop vs gas velocity for different gases.
The effective diffusivity is calculated using Fick’s law. It was found that increasing I/C ratio
had a negative effect on CL transport properties. In addition, Ketjen carbon support shows
better transport properties than Vulcan carbon support due to the higher porosity of the

former.

4.2 Future work

In this study, the GDLs were measured in the in-plane direction at compression level 0%
to 50% and Knudsen effects are found in 24 BA and 28 BA. However, this work can be
further extended by increasing the compression level to 70% to 80% to obtain more data in
the region where Knudsen effects are more dominant. A better relation between diffusibility
and porosity would also be obtained as GDL transport properties would be measured over

a wider range of porosities.

The CL diffusivity measurement uncertainty is higher than expected due to the filter
selection, so the accuracy can be improved by looking for a better filter with appropriate
pre diameter. Even though Vulcan type CL with different Nafion loading is measured in
this study, Ketjen CL is measured with only one Nafion loading. As Ketjen shows better
transport properties than Vulcan, it would be beneficial to study Ketjen CL with different
Nafion loading to confirm our conclusion that the use of Ketjen carbon black leads to layers

with better porosity and morphology.

CL transport properties have been measured in the through-plane direction because of
its thin thickness. Hence, the current setup can be modified to measure CL in the in-plane
direction. This could be achieved by printing CL on an impermeable material and placing
the sample into the in-plane diffusion bridge. A new in-plane diffusion bridge needs to be

made with very high precision.

All the measurement in this study are done in dry condition, however, the PEM fuel cell
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media always works in humid conditions. The setup can be modified to saturate the gases

using a water bath to measure transport properties at different humidities.
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Appendix A

GDL through-plane diffusivity
analysis software

% This is the main.m file used to estimate D_eff

%

% This file reads experimental data for differential pressure (from DPC)
% and mole fraction (from Neofox sensor), reads the equations (from

% MODEL_ODEfun.m), boundary conditions (from MODEL_bcfun.m), and estimate
% the D_eff for a pair of gases

%

% Input parameters: Differential pressure, ozygen mole fraction

9% -

%

% Please update the differential pressure and oxygen mole fraction data
% from experiments in the matrices ’delta_p ’ and ’'z_02°, respectively.
%

% Please make sure to update the parameters in the file ’load_constants
%

% Parameters that gemerally need update are wviscous permeability , thickness
% of the sample. Other parameters might be changed like flow rate, D_bulk

% etc, depending on the experiments

I I e 6 060606

)

function main

clear
close all

[D_bulk ,dia,t,w, L, R, T, M.O2, MN2, eta_O2, eta N2, B.v, zeta O2N2,
zeta_N202, zeta_ 0202 ,zeta_N2N2 ,p_N2_r ,rho_o,vv, rho.O2]=load_constants();
eta_mix = eta_02x%0.8 + eta_N2x0.2;

%eta_-miz = eta.02x0.5 + eta_N2x0.5;

GDL.1=L;

T I Vi i)
WR%0%%%% experimental data TRBIIRIITTRAII %%
I e V6 6 e 6 e 60 606066
]
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37
38
39
40
41
42
43
44
45
46
47
48
49
50
51
52
93
54
55
56
o7
58
99
60
61
62
63
64
65
66
67
68
69
70
71
72
73
74
()
76
T
78
79
80
81
82
83
84
85
86
87
88
89
90

delta_p=| % Differential pressure Pa(measured from DPC)
10

— N O

x.02=0.01x%] % Ozygen mole fraction (measured from Neofoxr sensor)
3.31426596
2.88893959
2.48698791
2.13536631
1.78179271

I;

p-02_.1 = p_.N2_r + delta_p; % Oxygen’s absolute pressure Pa

% CHANGE area formula
A=3.14xdia"2/4;% Area of the porous media(Only for T-plane exps)m?2
JA=t+xw;% Area of the porous media (Only for In-plane)

rho_ N2=rho_o*(p-N2_r(1,1)/101000); %N2 density at back pressure p_-N2_.r(1,1)

rho. O0=1.429%(p_N2_r(1,1)/101000) ;%02 density at back pressure p_-N2_r(1,1)

m=rho_N2xvv«le-3/60;%Mass flow rate in nitrogen channel estimated (in kg/s)
% vv is Flow rate of gases in LPM

tx_n=size (x.02); %tz_n=5
n=max(tx_n); % n=5
n_02_exp=zeros(n,1); %n=5
mol_extra=zeros (n,1) ; %n=>5
v=zeros (n,1) ;%n=>5

T e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e 0t e de 0 e 0t 0t 0t 06 06 06060606 %
I e e e e et e e e e e e e e e e e e e e e e e e e e e e e e e de e e e e e e e e e de e 0t e e 0t e 06 06060696 %
%% Estimating experimental oxygen mass flux B8 0080800 00 i 60 00 e 6060600660696 0%
IR E e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e 0e e Je e 06 06 06 06 06 06 066 %6 %6 %
/8

D_ij.vec = 1.3e-7:1.5e-7:1.2e-5;
% Modify the range of D_eff here, close to the expected values

tmpl=size (p-02_1); Z%templ=5
tmp2=size (D _ij_vec);
N_l=max(tmpl) ; ZN_1=5

N_2 = max(tmp2);

n-02 = zeros(N_1,N_2);
res=zeros (N_1,N_2);

Res = zeros(N_2,1);
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91| for i = 1l:length(D_ij_vec)

92

93 D_.ij = D_.ij_vec(i);

94

95 for j=1:N_1

96 p-O2_1_array=p_02_1(j,1);

97 x-02_array=x_-02(j,1);

98 v(j,1)=B_.v/eta_mixx*(delta_p(j,1)/GDL.L);

99 %gas velocity across media,obtained by B_v experiment

100 mol_extra(j,1) = p-02.1(j,1) /(R«T)*Axv(j,1); %molar fluz across media

101 mol = m/MN2; %molar fluz in nitrogen channel

102 n_02_exp(j,1)=(x-02(j,1)*(mol+mol_extra(j,1))/A)*xM.O2;

103 %oxygen mass flux across media

104

105 % Initial mesh -

106 L1 = 0;

107 L2 = GDL.L; % sample thickness

108 n.GDL = 1e3; %number of points in the initial mesh,

109

110 xinit = L1:(L2-L1)/n.GDL:L2;

111

112 % Call routine to compute initial guess

113 ini_sol = compute_initial_solution (xinit);

114

115 %--- Solve problem

116 % Use default integration properties.

117 options = bvpset(’RelTol’, le-5, 'NMax’, 10000, ’'Stats’, ’on’);

118

119 sol = bvp4c(@MODEL_ODEfun, @MODEL_bcfun, ini_-sol ,options, D_ij,

120 p-O2_1_array);

121

122 x_dir = linspace(L1,L2,1e3); % generates a row vector of 50 linearly
equally

123 % spaced points between 0 and L.

124 Solution .mesh=x_dir ;

125 y = deval(sol ,x_dir); % evaluates the solution of the problem

126 % at all the entries of the vector x.

127

128 %Create the Solution object. Note that the Solution

129 object is obtained by interpolating the solution from

130 bvp4c to a finer mesh

131 n.02(j,i)=y(1,1); %n_-02 is constant through GDL

132 Zrho_02(j,i)=y(8,999);

133 res(j,i) = (n-02(j,i) - n-O2_exp(j))."2;

134

135 end

136 %Res(i,1) =sum(res(j,i),7);

137 Res(i,1) =sum(res (:,1));

138| end

139

140| [ Res_min , I]=min(Res) ;

141 min_residual = Res(I)

142| D_eff = D_ij_vec(I);

143| Diffusibility = D_eff/D_bulk
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144
145
146
147
148
149
150
151
152
153
154
155
156
157
158
159
160
161
162
163
164
165
166
167
168
169
170
171
172
173
174
175

176
177
178
179
180
181
182
183
184
185
186
187
188
189
190
191
192
193
194
195
196

figure (1);
plot (D_ij_vec, Res, 'ko-’, Markersize’,15, Linewidth’,2);

hold on
xlabel ("Effective Diffusivity Guess’,’ Fontsize’,20);
ylabel(’Residual’,’Fontsize ’,20);
figure (2);
hl=plot(delta.p ,n_-O2_exp, 'kv’, Markersize’ ,6) ;
hold on
h2=plot (delta_p ,n-02(:,1),’-k’, ’Linewidth’,2);
legend ([h1l h2], Experimental data’, Fit’)
xlabel(’\nabla P’ ’Fontsize’,20);
ylabel ( ’Oxygen Mass Flux’,’Fontsize’ ,20);
D_.ij = D_.ij_vec(I);
for j=1:N_1
p-O2_1_array=p_02_1(j,1);
x_02_array=x_02(j,1);
% Initial mesh -
L1 = 0;
L2 = GDL.L;
n.GDL = 1e3; %number of points in the initial mesh, try
to keep more than leb to avoid singular Jacobian matrix
xinit = L1:(L2-L1)/n.GDL:L2;
% Call routine to compute initial guess
ini_sol = compute_initial_solution (xinit);
%--- Solve problem
% Use default integration properties.
options = bvpset(’RelTol’, le-5, ’NMax’, 10000, ’Stats’, ’on’);
sol = bvpdc(@MODEL ODEfun, @MODEL _bcfun, ini_sol ,options, D_ij,
p-O2_1_array);
x_dir = linspace(L1,L2,1e3); %generates a row wvector of 50 linearly
equally spaced points between 0 and L.
Solution .mesh=x_dir ;
y = deval(sol ,x_dir); % evaluates the solution of the problem
% at all the entries of the wvector =x.
%Create the Solution object. Note that the Solution object is
Z%obtained by interpolating the solution from buvplc to a finer mesh
w.02(j,:)=y(3,:); %m-02 is constant through GDL
p-t(j,:)=y(4,:);
end
figure (3);
[n_param n_points] = size(w_-02);
for jj =1:(n_param-1)
plot (Solution .mesh,w_O2(jj ,:),’-")
hold on
end
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197| plot (Solution .mesh, w_O2(n_param ,:) ,’ .- ")
198| legend ( 'w_02(x) )

199| title ('Fraction of 027)

200| xlabel (’x’), ylabel(’'n_02(x)"7)

201| figure (4) ;

202| [n_param n_points| = size(w_02);

203| for jj =1:(n_param-1)

204 plot (Solution .mesh,p_t(jj ,:),’-")
205 hold on

206| end

207| plot (Solution .mesh, p_t (n_param ,:) ,’.-")

208|legend ('p-t (x) ")
209| title (’Total pressure’)
210 xlabel (’x’), ylabel(’'p_t(x)’)

211\ end

212

213| function ini_sol = compute_initial_solution (xinit)
214

215|% Constant initial guess of the solution for [yl(z);y2(x); ...,yl5(x)]
216| yinit =[0.0001

217 0.0001

218 0.25

219 (13.7+10)*6900+5

220 I;

221

222|% Interpolate the solution to each point in the grid
223| ini_sol = bvpinit(xinit ,yinit);

224
225 end

226| %Function compute_initial_solution
227
228

%
229\ %
230|% Various Constants used in main.m
231|% These constants are required to solve for D_eff in the diffusion exps
232|% Created by: Prafful Mangal
233|% NOTE 1:0n this page, you need to change sample thickness (L), permeability
of sample (B_v), flow rate of nitrogen gas (vv).
234|% NOTE 2:Depending on the experiment condition , you may also need to change
235|% the pressure of nitrogen (p-N2_r), bulk diffusiviy (D_bulk)

236
237

238| function [D_bulk,dia,t,w,L, R, T, M.O2, M N2, eta_O2,
239/ eta_N2, B_v,zeta_O2N2  zeta_N202 ,zeta_0202 ,zeta_N2N2 |
240| p-N2_r, rho_o,vv,rho_.O2] = load_constants ()

241
242 p_-N2_r = (13.74+10)*6900*omnes (5,1);

243|% Pressure of nitrogen set wusing BPC (usuwally 10 psig)
244\ %p_N2_12= (14.64+15)x6900xones (6,1);

245
246 | I I e e T e e e e I e e e e e I e R e I e e I e e e Ve 60696%

247|L = 870e¢-6; %Thickness of the GDL (in m)

248/ B.v = 1.05E-11;

249\ % Viscous permeability obtained from separate permeability experiment
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250
251
252
253
254
255
256
257
258
259
260
261
262
263
264
265
266
267
268
269
270
271
272
273
274
275
276
277
278
279
280
281
282
283
284
285
286
287
288
289
290
291
292
293
294
295
296
297
298
299
300
301
302
303

B B B B B b e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e
T I I I I I e I I e e e e I T e e o e T T e e Ve 066 %
%Select proper D_bulk for selected pair of gas and

absolute pressure (usually N2.02 at 10psig)

% The values are taken from literature %R0 0000006 % %070 0626%%
B B B B B B B B e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e
I R B B B B B b b e e e e e e e e e e e e Ve e e e e e e e e e e e e e e e e e
%D_bulk= 2.19e-5; %at latm(m2/s)

%D_bulk= 1.5352697563e-5; %at 5psig N2-02(m2/s)

D_bulk= 1.22697563e-5; %at 10psig N2-02(m2/s)

%D_bulk = 1.019955e-5; %at 15psig N2.02

%D _bulk = 0.872737e-5: %at 20psig N2 02

%D _bulk = 7.33155e-5; %at 1latm He_ 02

%D_bulk = 5.42e-5; %at 5 psig He 02

%D_bulk = 4.33155e-5; %at 10 psig He 02

%D_bulk = 3.53e-5; %at 15 psig He 02

%D_bulk = 3.080993¢-5; %at 20 psig He 02

%D_bulk = 1.158645e-5; % at 10 psig Ar 02

D oo e e e e e e e e e e e e e e e e e e e e L L L LA AL LLL

9e%%%%%%S elect density of gas used apart from Oxygen (usually Nitrogen )%%%
T I I I I I T T e e T I e T e e T I e R T I e I e e e Je e eI e e e Yo eI e e e 0006060

rho_o = 1.251; %Nitrogen (kg/m3)
rho_02 .429; %Ozygen
%rho_o .183; %Argon
%rho_o .179; %Helium

1
1
0

T T IR e T T T e e et R T T I e e Tt e e T e de e e e e T e Tt e e e e e Te e e Fe 0e e e et Fe R e de de e e e e e e e 960696 696%
I IR T T TR I I et e T T I e e e e e e T Tt de e e e e e R e Tt de e et e e e e Tt 0o ettt e R e de Je e e e e e e e 0606 9696%
Y% %%%%% Select the proper geometry of porous media %0086 %% %7006 %6%%
T IRt R I T e e e e e T R T e e It e e e e e e T It e e e e R e e e e T e e R e e e It e e e e i e e e de e e e e e i e e 06 06%

dia=8e-3; % Diameter of porous media (For Through-plane exps),m

t=920e-6; % Shim Thickness of porous media (For In-Plane exps),m

w=0.05; % Width of porous media(m) (For In-Plane exps, fized as 50mm),m
D e e e e e e e e e e e e
D

vv=0.635; %%% Flow rate of nitrogen gases in LPM

R=8.3144622;% J/(molxK)
T=298.15; %K
I I e e G e e G e 66 o G 66 e 60606 e 6 60606066

9%%%% Select the correct molecular mass and viscosity for the gases used %

T e I 6 e I V0606 e

M.O2 = 32e-3; %kg/mol

MN2 = 28e-3; %kg/mol

SM_N2 = Je-3; %kg/mol

eta_02 = 2.06e-5; % 02, Pa.s
eta_N2=1.80e-5;%Nitrogen Pa.s
%eta_N2=2.23¢-5; %Argon
%eta_N2=2.02e¢-5; %Helium
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304
305 | I I e e I e e e I e e e e I e e e I e e e e T T e e Ve e e e e e e e
306 | I e e e e e T e e B e e e e B e e I e e e e I e e e e e e e e e e io6e
307| %% Below are the equations to find Lennard Jones parameter that can be used to
find eta-miz%%

308
309| zeta_O2N2=(1+(eta-O2/eta_N2) "0.5%x(MN2/M_.02) “0.25) “2/(8%(1+M-O2/MN2)) " 0.5;
% Lennard Jones parameters calculated using equations from Reid et al.
310| zeta_N202=cta_N2xM_O2xzeta_O2N2 /(eta_O2xMN2) ;

311| zeta_0202=1;

312| zeta_N2N2=1;

313 | T I I I I I I I I T T e e b e e e e e e e e e e e e e e e e e e e e e e e e e e e e e

314| end

315
316 I R e e e e e e e e B e I e e e e Ve e e e e e e 606060676 %
317 | I R R R B R R e e e e e e e e e e e e e e e e e e R e S Je Je Je i i i e i %
318| %% %% %%%%%% Apply the boundary conditions here %%%%%%%%%
319 I I I I o e I T Ve e e I e e O e T e e e 000606 06%6%
320 I e I R e T e e e R e I e e e e e T e e Ve 606060676 %
321
322| function res = MODEL bcfun (YL, YR, x_O2_array ,p_-O2_1_array)
323|M_.O2 = 32e-3;

324/ M N2 = 28e-3;

325|R=8.3144622;

326/ T=298.15;

327
328| %v=B_v/eta_miz*(delta_p /GDL.L) ;
329|% mol_extra = p-O2_1/(R«xT)xAxv;
330| res = |

331 YR
332 YL
333 YL
334 YR
335 I;
336| end

337
338
339 I I I I I I I I B B B e e e b e e e e e e e e e e e e e e e e e e e e e e e e e e e e
340 | T I I I I I I I I T I e e e e e e e e e e e e e e e Ve e e e e e e e e e e e e e e e e
341| %%% This file shows system of equations used to estimate D_eff%%
342| W79 %%6%6%%%%%%% Created by: Prafful Mangal J96%6%% %565 %% %6 % %% %6 %6%% %%
343 I I e e B e e e e R e e e e e e e B e e e e e e Ve B e I e e e e Ve 606060676 %
344 | T I I B B B B B B e e b e e e e e e e e e e e Je e e e e e e e e e e e e e e e e e
345
346| function dydx = MODEL.ODEfun(x, y,D_.ij, p-O2_l_array)
347
348\ %--- Initialize gradient vector:
349| dydx = zeros(4,1);

350
351|%--- Read the solution:

0 % Mass fraction of oxygen at 10 psig at xz=L, N2 channel
1 % Mass fraction of oxygen at 10 psig at x=0,02 channel
-p-O2_1l_array % Mizture pressure at z=0,02 channel
(13.74+10)*6900 % Mizture pressure at xz=L,N2 channel

352|n_.02 = y(1); % Ozxzygen mass fluzx
383|n-t =y(2); % Total mass flux
354|w.02 = y(3); % Ozygen mass fraction

355/ pt = y(4); % Total pressure
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356
357
358| %Some constants are assigned wvalues here

359| [D_bulk ,dia,t,w, L, R, T, M.O2, MN2, eta_O2, eta_N2, B_v,zeta_O2N2,
360| zeta_N202 ,zeta_ 0202 ,zeta_N2N2 ,p_N2_r, rho_o,v] = load_constants () ;
361
362
363|%rho-t = p_t«M.N2/(R«T)/(1-((M.O2 - M.N2)/M.02)xw-02); % Mixzture density
364| rho_t = 1.429%((p-N2_r(1,1)+50)/101000)*0.5+rho_o*(p_-N2_r(1,1)/101000) %x0.5;
365| %rho_ 02 = w_O2«xrho_t; % Mass fraction of oxygen

366|w.N2 = 1-w_02; % Mass fraction of nitrogen

367M = 1/(w-02/M_O2 + w.N2/MN2); % Molecular weight of the mizture

368

369|% 2-02 = w_02«M/M_02; % Mole fraction of ozygen
370|% N2 = (1-w_02)xM/M_N2; % Mole fraction of nitrogen
371

32| %eta-miz = (2-02xeta_-02)/(x-02xzeta-0202 + x_N2xzeta_O2N2) +

373| (x_N2xeta_N2) /(x_-N2xzeta_N202 4+ x_N2xzeta_N2N2); %Chapman- Enskog equation
374
375| eta_mix = eta_02%0.5 + eta_N2%x0.5; % Pa.s
376
377
378| % Build system of equations:

379 dydx (1) = 0;

380|dydx(2) = 0;

381|dydx(3) = (1/D_ij)*(w-O2%(n_t/rho_-t) - n.O2/rho_t);
382|%dydx (4) = (1/D_ij)*(rho_N2xn_t/rho_t - (n_-t - n.02));
383|dydx(4) = - (eta_mix/B_v)=*(1/rho_t)*n_t;

384| end
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Appendix B

CL /filter through-plane diffusivity
analysis software

clear

clc

Y% Experimental data%%%

%change the wvalue according to experimental condition%
L=80E-6;%thickness in m

P=13.7;%exzperimental pressure, psi

VMFC=1.1;%volume flow rate from MFC in LPM, exzperimental condition
V=1.1%0.001/60;%volume flow rate, m3/s, experimental condition
d=0.008;%dimaeter in m

A=3.14/4%d"2;%cross - sectional area

x=0.0373;%oxygen mole fraction measured by sensor (0.05 means 5%)

%%%Constant%%%

tho N2_STP=1.25;%N2 density , kg/m3, STP

rho_ He STP=0.179;%He density, kg/m3, STP

rho_ O2_STP=1.43;%02 density , kg/m3, STP

PSTP=14.7;%standard pressure 101325/6900=14.7 psi

rho_ N2=rho N2_STPx*P/P_STP;%N2 density , kg/m3, experimental condition
rho_He=rho_He STP«P/P_STP;%N2 density, kg/m3, experimental condition
rho_02=rho_O2_STPx*P/P_STP;%N2 density, kg/m3, experimental condition

Y%i%choose gases%%%
rho_t=(rho_N2+4rho_02) /2;%mixture density for N2-02, use N2-02 or He-02
%rho_t=(rho_He+rho_-02)/2; % mizture density for He-02, use N2-02 or He-02

D_bulk_STP=2.2E-5;%bulk diffusivity of N2-02(m2/s) STP, use N2-02 or He-02
%D_bulk_STP=7.4E-5;%bulk diffusivity of He-02(m2/s) STP,use N2-02 or He-02

D_bulk=D _bulk_STP*P_STP/P; %bulk diffusivity at experimental condition
D _eff=Vxrho_ O2xxxL/A/rho_t ;%effective diffusivity
Diff=D _eff/D _bulk;
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Appendix C

CL through-plane permeability and
effective pore diameter

Q0 ~J O U = W N —

clear

clc

L=80E-6; %in m, sample thickness
eta_N2=1.82E-5; % N2,in Pa.s
eta_He=2.02E-5; %He,in Pa.s
M_N2=28E-3; %N2, in kg/mol
M_He=4E-3; %He, in kg/mol
T=300; % gas temperature
p2=94500; %outlet pressure

p1_N2=94500+]
790
1550
2300
3020
3740
4505
5217
5900
6610
7278

| %%matriz for pl, wvelocity

pl_He=94500+]
380
840
1280
1750
2150
2587
3031
3465
3857
4324

127




37
38
39
40
41
42
43
44
45
46
47
48
49
50
51
52
93
54
55
56
o7
58
99
60
61
62
63
64
65
66
67
68
69
70
71
72
73
74
()
76
T
78
79
80
81
82
83
84
85
86
87
88
89
90

| %%%matriz for pl, wvelocity
y-N2=1.07x]

0.00342932
0.0068074
0.0102196
0.01352944
0.01706106
0.020473265
0.02390262
0.027246565
0.0306076
0.03407098

|y %B%%matriz for vl, welocity

y-He=1.07x]
0.0034805
0.00682446
0.0101343
0.01361474
0.01706106
0.020456205
0.02388556
0.02729775
0.03062466
0.03412216

|; %%%matriz for vl, welocity
point=size (pl_-N2); %number of datapoint
datapoint=max(point); %number of datapoint

x1_N2=zeros(datapoint ,1)
x2_N2=zeros(datapoint ,1)
x1_He=zeros(datapoint ,1);
x2_He=zeros(datapoint ,1)

dpeff_guess = linspace(1E-9, 3E-7, 600); %0.5¢-8:0.5¢-8:0.2¢-5;
Bv_guess= linspace (1E-16, 3E-14, 1100); %je-13:1e-15:4.5¢e-12;
tmpl=size (dpeff_guess);
N_l=max(tmpl) ;
tmp2=size (Bv_guess);
N_2=max(tmp2) ;
tmp3=size (x1_N2);
N_3=max(tmp3) ;
p-moedl_N2=zeros(N_3,1) ;
p-moedl_He=zeros (N_3,1) ;
res=zeros (N_2,1);
N_2);

Res_Bv=zeros (N_1,N_2)
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91
92
93
94
95
96
97
98
99
100
101
102
103
104
105

106

107
108
109
110
111
112
113
114
115
116
117
118
119
120
121
122
123
124
125
126
127

for i = 1:N_1
dpeff=dpeff_guess(i);
for j=1:N_2
Bv=Bv_guess(j);
for k=1:N_3
Al=Bv/2/eta_N2/L; %sovling Axp 2+Bxp+C=0 to get inlet pl, N2
B1=0.89xdpeffxsqrt (8«8.314%300/3.14/MN2)/3/L-y_N2(k);
Cl=-Bvxp2°2/2/eta_N2/L-0.89« dpeffxsqrt (8+8.314x300/3.14/M_N2) /3/L*p2;
A2=Bv/2/eta_He/L; %sovling Axp 2+Bxp+C=0 to get inlet pl, He
B2=0.89xdpeffxsqrt (8«8.314%x300/3.14/M._He) /3/L-y_He(k);
C2=-Bv*p2°2/2/eta_He/L-0.89x dpeffxsqrt (8+8.314%x300/3.14/M_He) /3 /Lxp2;
p-moedl N2 (k)=((-Bl)+sqrt (B1"2-4xA1xC1)) /(2%xAl); %solving quadratic
equation
p-moedl_He (k)=((-B2)+sqrt (B2"2-4xA2«C2)) /(2xA2); %solving quadratic
equation
res (k)=(p-moedl_N2(k)-pl_.N2(k)) "2+(p-moedl_He(k)-pl-He(k)) "2;
end
Res Bv (i, j)=sum(res);
end
end
min (min(Res_Bv))

[ Number_dpeff, Number_ Bv]=find (Res.Bv=—min(min(Res_Bv)));
dpeff_final=dpeff_guess (Number_dpeff) ;
Bv_final=Bv_guess (Number_ Bv) ;

[X,Y] = meshgrid(dpeff_guess ,Bv_guess);

figure (1)

contour (X,Y,Res_ Bv’,1000)%, "ShowText ", "on’)

grid on

xlabel (’Effective pore diameter [m]’)

ylabel (’Permeability [m"2]")

hold on

plot (dpeff_guess (Number_dpeff) ,Bv_guess (Number Bv) , 'x’)

legend (

"Optimum  Solution ’,’Location’,’SouthEast )

figure (2)
mesh(X,Y,Res_Bv ")
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Appendix D

Factory certificates

OMEGADYNE INC.
An Affiliate of Omega Engineering, Inc.
CERTIFICATE OF CALIBRATION

Model Number: MMDDBO050BIV10B2C0T3A6
Capacity: 3.50 BAR

Serial Number: 418617 Excitation: 24.00 Vdc
Date: 11/13/2012 Technician: GRS

Job: R5704

Pressure Connection: 1/4-18 NPT Male

WIRING CODE
Electrical Connection: BLACK = - EXCITATION
WHITE = + OUTPUT
GREEN = N/C
RED =+ EXCITATION

CALIBRATION WORKSHEET

NOTES
Pressure BAR OUTPUT Vdc
0.00 0.009
105 5.010
3.50 10.007
1.75 5.010
0.00 0.009

NIST Traceable Number(s): C-1956, C-1317

Omegadyne Inc., certifies that the above instrumentation has been calibrated and tested to meet

or to exceed the published specifications. This calibration was performed using instrumentation

and standards that are traceable to the National Institute of Standards and Technology. This
document also ensures that all testing performed complies with MIL-STD 45662-A, ISO 10012-1, and
ANSI/NCSL Z540-1-1994 requirements. After Final Calibration our products are stored in an
environmentally controlled stock room and are considered in bonded storage. Depending on
environmental conditions and severity of use, factory calibration is recommended every one to

three years after the initial service installation date.

11/13/2012

PBruce Latt et

Accepted and Certified By

Omegadyne Inc., 149 Stelzer Court, Sunbury, OH 43074 (740) 965-9340
httn:/lwww.omegadyne.com email: info@omegadyne.com (800) USA-DYNE

Figure D.1: Factory certificate of pressure transducer
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Cole Parmer Instrument Co.
Calibration Data Sheet
‘Cartification Number: 58253

Full Scals Pressure Accuracy

Tamperature
Standard Temp. & Pressurs
Calibration dus 1 yr. after recolpt:

TOOL-CMTR11
Q7082011
F

ke B
- (0.1% + 1 digk)

TOOL-FLOWIZ Pressure:
03INI012

Ascat f MCAL-SEOL ManutacturerModel
+i- (0.3% Reading + 0.2% F.5.)  Dew RSN

A 1t s e S

Calibration

Uncertainty: +/ (0,6% of Reading + 0.2% of Full Scale)
Units of moasure: SLPM

Calibration Pressure: irit: 10 PSIG
Cuniet: 0 PSIG

Output 1

T Fore 15 Lot Mocilied SUTIE00 1

Figure D.2: Factory certificate of mass flow controller 1
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Cole Parmer Instrument Co.
Calibration Data Sheet
Carification Number, S8207

SO306744
2681
A2007-69

Full Scale Prossure
Full Scale Pressurs Accuracy

Temperatura
Standard Temp. & Pressure
Caliaration dun 1 yr. after receipt:

Temperature: TOOL-TEMPE
Tl D Datin:
Manutacturor,

ManulactyrerModel:  Fluka | 87
Device Uncananrty. T 4 {0.1% + 1 digit)

TOOL-FLOW12 Prossure: TOOL-PRESSURES
Tocl Dua 3 0PIR012 Tool Due Date: 42012
ManufactrerModel:  Alicat | MCAL-SEQL Marcitactuee Moo
Device Unoptsinty: - (0.3% Reading + 02% F.5]  Devico Uncerainty:
+ ralibrasion fs NEET taceabin
Calibration

Uncertainty: +/- (0.8% of Reading + 0.2% of Full Scale)
Units of moasure: SLFEW Calibration Pressure: Inlet 10 P3IG
et 0 PSIG

2
mink-DiIN pin 82
Onutpen 1| Ot 2

Figure D.3: Factory certificate of mass flow controller 2
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