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Abstract

Gas diffusion electrode (GDE) setups recently and increas-
ingly received attention as testing platforms for fuel cell cata-
lysts. GDE setups provide realistic reaction conditions while
remaining simple and efficient to use. Therefore, GDE setups
bridge the gap between rotating disk electrode (RDE) mea-
surements and membrane electrode assembly (MEA) testing.
Here, we describe our initial GDE design development to its
latest improvements that allow application of high tempera-
tures. We point out experimental challenges we overcame,
yet also discuss properly applying our new technique to avoid
wrongful use. In particular, we advocate for implementing GDE
setups in catalyst stability investigations where the technique
so far has been used infrequently.
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Introduction

There have been several efforts to improve the reactant
mass transport in electrocatalytic measurements. The
rotating disk electrode (RDE) is the prevailing standard
technique to study fuel cell reactions in basic scien-
ce—a thin catalyst film is applied to a glassy carbon disk,
which is rotated in the liquid electrolyte [1—4]. Thus, a
homogeneous reactant flow to the catalyst is established
that can be controlled by the rotation rate. When
working with gaseous reactants, this technique has a
significant drawback as the solubility of a gas in an
aqueous electrolyte is low. As a consequence, the

achievable current densities in RDE measurements are
limited to around 6 mA cm72g60 (for Oz at 1600 rpm)
[5]. By comparison in membrane electrode assemblies
(MEAs), which represent a single unit of a fuel cell
stack, almost three orders of magnitude higher current
densities can be reached (i.e., typically >4 A cmfzgeo)
[6]. The low reactant mass transport in RDE measure-
ments severely limits the potential range where reaction
kinetics can be investigated; therefore, methods such as
the floating electrode have been introduced that allow
substantially higher reactant mass transfer [7,8]. These
efforts led to several independent designs of setups
targeting increasing mass transport [9—13]. Since
several articles and reviews on the application of GDE
setups and more recently an inter-laboratory comparison
of the use of different GDE designs exist [14—22], we
do not discuss the general use of GDEs.

Instead, we selectively describe the “evolution” of the
GDE setup designed in our research group. We used our
initial GDE design [10] (Figure 1a) to study ethanol
oxidation by simulating conditions of high temperature
proton exchange membrane fuel cells (HT-PEMFCs).
Therefore, the upper compartments contained hot (up
to 160 °C), concentrated phosphoric acid. The catalyst
coated gas diffusion layer (GDL) was in direct contact
with the phosphoric acid. To illustrate the challenges
that came with introducing our new setup, we briefly
discuss the initial design and stepwise advancements,
then our latest work applying the GDE setup at elevated
temperatures using aqueous eclectrolyte in the upper
cell compartments. Working at the same temperature as
fuel cells or other conversion devices operate is an
important advancement, particularly for degradation
studies. Although many applications of GDEs concen-
trate on activity measurements, GDEs also offer the
opportunity to considerably improve and expand cata-
lyst degradation studies. Such studies are still scarce
[23—29]. However, GDE setups are particular suitable
for studying catalyst degradation. They offer the same,
straight-forward methods for determination of the
electrochemically active surface area as RDE measure-
ments yet apply a catalyst layer that has the same
thickness and properties as in an MEA. Therefore, it can
be easily coupled to ex-situ characterization techniques,
such as X-ray diffraction (XRD) or small angle X-ray
scattering (SAXS) that require a certain catalyst
amount. Another important advantage over standard
RDE measurements to investigate degradation is that
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Figure 1

Current Opinion in Electrochemistry

(a) The basic gas diffusion electrode setup, see text for more specifics. (b) cross section of the different upper parts designed. (¢) catalyst coated gas
diffusion layer covered by a membrane (d) different versions of lower parts. (e) Upper parts with differently positioned ends of the Luggin capillary; above

the membrane and at the membrane.

the catalyst does not have to be in direct contact to the
liquid electrolyte. This may have a significant influence
on the observed degradation mechanisms as it is for
example known that the type of electrolyte influences
Pt dissolution [30,31]. The advantages of GDE over
MEA measurements, are not only the ease of the mea-
surements and the accurate control of the working
electrode conditions, also it is important that by
applying accelerated stress tests (ASTs), degradation
can be studied providing statistics and standard de-
viations and not only single data points. Additionally,
spatial heterogeneities of the catalyst layer, which would
not be observable in a full-sized MEA due to averaging,
can instead be observed with the smaller sized GDE. A
discussion concerning the choice of differently sized
working electrodes (geometric area) can be found in
Ref. [22]. Ultimately operando studies with realistic
GDE setups will become state-of-art as well [32].

Gas diffusion electrode setup: Basic design

Our initial GDE design was developed with the goal to be
easily and quickly assembled and modified [10]. Since
setups can never be perfect for all applications, we
implemented a modular design with improvements
based on changing requirements. In the following sec-
tion, we give a few examples how the design has changed
over time and which achievements have been reached.

We show a basic GDE setup in Figure 1. The setup
consists of a gas humidifier, typically we use a simple gas
bubbler filled with water, and the GDE electrochemical
cell. The electrochemical cell is comprised of a lower
and an upper part. The upper part has compartment(s)
filled with liquid electrolyte; it houses the counter
electrode (CE) and reference electrode (RE). The
lower part has extruded gas lines and a gas flow field. It
also facilitates the electrical contact to the working
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electrode (WE): a catalyst coated GDL,, i.e., the GDE.
The GDE WE is sandwiched between the two parts.
Additionally, in Figure 1, we show different examples of
the upper and lower parts and discuss them below.

Gas bubble formation and minimizing the solution
resistance

The most difficult problems to address when designing
GDE setups are related to high current densities. High
current densities cause ohmic heating which can a sig-
nificant increase the local temperature which can affect
the apparent reactivity. High current densities also
result in massive gas formation at the counter electrode
and a significant voltage offset due to the solution
resistance between RE and WE.

In the first design, we used a 10 mm GDE with an upper
part, where the volume of the liquid electrolyte was
kept small and the CE and RE were kept in separate
compartments (Figure 1b). We placed a small hole,
known as the Luggin capillary—near the bottom; it
connected the two compartments. The separation of the
compartments avoided that gas evolution at the CE
disturbed the contact between WE and RE. If the WE-
RE contact breaks, the potentiostat loses control and
pushes the compliance current through the system-
—the result is severe ohmic heating possibly burning
the electrode. However, during steady state measure-
ments at large overpotentials, we observed large current
fluctuations. The low electrolyte volume together with
the massive gas evolution created gas bubbles that
temporarily caused the contact between WE and CE to
break and consequently stop the reactions. We
addressed this issue in a second version.

In the second version, we wanted to maximize the
electrolyte volume. We designed an undivided upper
part and placed the RE and CE next to each other.
Additionally, we also reduced overall current by making
the GDE 3 mm-diameter and simplified the gas flow
field (Figure 1c). Although this cell combination results
in fewer issues with gas bubbles, consequently it led to
varying positions of the RE which caused the apparent
solution resistance to vary greatly between measure-
ments. We therefore designed a third version with two
compartments and large electrolyte solution volume.

The measured WE potential—the voltage difference
between the RE and the WE—is the sum of the polari-
zation of the electrode interfaces and the voltage drop
over the resistance of the solution between WE and the
end of the Luggin capillary when a current is passing.
The voltage drop over the resistance can thus be
considered to be an unwanted voltage error proportional
to the current. Whether the controlled quantity is the
current, state of the art for large current systems, or
voltage, common for small current systems, this voltage
error is equally present. Even in highly conductive
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electrolytes, a non-neglectable solution resistance is
common. In the third design version, a cell resistance of
about 1—2 Q was typical. To put that in context, a total
currentof 0.1 A (i.e., 1.4 A cm72g60 for a3 mm electrode)
results in a voltage offset (iR drop) of 0.1—0.2 V. This is
typically a voltage difference in which the kinetic current
of a reaction changes by one to two orders of ma¥nitude;
for the ORR Tafel slopes of 60—120 mV dec™ " are re-
ported [6,15,18]. Consequently, the determination of
what causes an observed current profile can be ambig-
uous towards large current densities as the voltage error
can dominate. Therefore, electrode polarization poten-
tial uncertainties should be at most a few millivolts.

To reduce voltage error, the potentiostat can use an
active potential compensation or data can be corrected
after measurement. In principle, active potential
compensation is preferable because post measurement
corrections cannot correct for dynamic effects. If using
post correction, steady-state instead of potentiodynamic
measurements should be performed [15]. Both these
techniques rely on determining the system solution/cell
resistance with high precision.

Different strategies determine solution/cell resistance
from recording full frequency electrochemical imped-
ance spectroscopy (EIS) to single frequency impedance
measurements at a frequency high enough to measure
only solution resistance. The preferred method depends
on the WE geometric area [22]. Generally, the larger the
WE the more precise the iR drop needs to be deter-
mined. In our GDE setup using a small WE area, the
absolute currents are relatively small and a single fre-
quency at 5 kHz can determine the solution resistance.
An advantage of using a single frequency is that the so-
lution resistance can be monitored continuously during
the measurement since it can be superposed onto other
probing techniques, such as voltage/current ramping.
However, determining the solution resistance much
better than +10% is unlikely under operational condi-
tions. As a result, using our previous calculation values,
we still have an error of about 10 mV, which grows with
the current, also after correction or compensation.

Minimizing the solution resistance via the cell design is
therefore paramount. In contrast to having a small liquid
volume between the end of the Luggin capillary and the
membrane (Figure 1e), by moving the end of the Luggin
capillary directly to the membrane, we reduce the so-
lution resistance in our cell to less than 0.1 Q. The
estimated voltage error is thus less than 10 mV without
compensation or post correction. The remaining small
voltage error can easily be removed by post correction.
Yet, a too small solution resistance can impede with the
control circuit of the potentiostat and result in a loss of
control during voltage control mode. In such a case, the
control circuitry needs to be slowed down or current
control measurements performed.
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Implementing a membrane between catalyst layer and
liquid electrolyte

For measurements, we typically use a catalyst coated
hydrophobic GDL as GDE. Producing such an electrode
is straight forward and easily achieved by drop casting,
vacuum filtration, or spraying of the catalyst. Such a
GDE is good for catalyst screening and catalyst layer
optimization. For GDE measurements, the result de-
pends on the quality of the catalyst layer and not solely
the intrinsic properties of the catalyst itself, especially
when large current densities are applied. In our initial
design, the GDE separated the reactant gas and the
electrolyte: viscous concentrated phosphoric acid [10].
However, we narrowed the gap between GDE and MEA
measurements by introducing GDEs covered by ion-
conductive membranes as separation to an aqueous
electrolyte [14].

"Typically, covering a catalyst coated GDL with an ion-
conducting membrane entails some form of pressing to
establish good adhesion between the catalyst layer and
the membrane for maximal performance. We use a simple
in-house developed press for hot and cold pressing. As
proton exchange membrane (PEM), we use relatively
thick and robust Nafion membranes (Nafion 117). In
contrast, anion exchange membranes (AEMs) are typi-
cally more fragile and pressing easily rips the membrane.
When using AEMS, we apply no pressure [23,33—35].

In principle, catalyst coated membranes (CCMs) can
also be used in the setup. CCMs are by nature more
complicated to fabricate yet more suitable for catalyst
layer optimization since the same fabrication methods
for MEA studies are used.

Figure 2

The hydrophobic GDL can lose its hydrophobicity if
exposed to large positive potentials and can then easily
be flooded. A flooded GDL. cannot transport gas and as
an effect the maximal current density is significantly
reduced. An advantage of using a membrane is that it
better blocks electrolyte from leaking into the GDE.
Instead, a membrane covered GDE requires a humidi-
fied reactant gas feed or the catalyst layer slowly dries
out and performance lost [14]. Further, we also notice
that the catalyst needs activation, which is more effec-
tive using oxygen gas; thus, creating water in the catalyst
layer, instead of flushing the GDE with Ar. Similar
observation can be done with a MEA.

As preparation methods of GDE can be similar to those
used for MEAs, the results from GDE setup experi-
ments would technical relevant also for a MEA.

Beyond ambient conditions using aqueous
electrolytes

Our most recent design efforts for improving the GDE
setup were to reach fuel cell operando conditions (>
80 °C) using aqueous electrolyte in the upper part. Our
experience with the initial design showed a non-closed/
non-pressurized system only practically operates up to
60 °C due to electrolyte evaporation. We used our
experience with pressurized RDE setups operated at
elevated temperatures and pressure, which were suc-
cessfully applied in several studies but are cumbersome
in its use [36—38]. To pressurize the GDE setup, we
designed a lid to fit the upper part (Figure 2a). For RE,
we used a platinum wire inside a glass tube with trapped
hydrogen gas—an electrode known as trapped hydrogen
electrode (THE).
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(a) Pressurized GDE cell, (b) setup schematics.
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We show the system schematic in Figure 2b. To sustain
the elevated temperature and pressure, we custom
made a bubbler from polysulfone (PSU). We placed the
GDE cell and the gas bubbler in a heated enclosure. A
flow controller limits the gas flow and a valve at the
outlet sets the pressure. With this setup, even temper-
atures exceeding 100 °C are feasible.

Working with a pressurized GDE setup
Applying such elevated temperatures allows studying
the impact of temperature on degradation phenomena
and also its impact on basic electrochemical measure-
ments. However, at temperatures above 60 °C the sta-
bility of the aqueous electrolyte must be considered. In
Figure 3a, we show CO stripping curves recorded at
80 °C when the aqueous electrolyte in the upper part
was sulfuric and perchloric acid, respectively. The
measurements we recorded with perchloric acid exhibit
substantial artifacts, such as a reduced, unsymmetric
CO stripping peak and larger double layer capacitance,
which leads to considerable differences in the CO
stripping charges and therefore the apparent ECSA
values [using the normalization factors of room tem-
perature measurements (i.e., ca. 60 and 30 m? g_lp[ in
sulfuric and perchloric acid, respectively)]. Our findings
indicate the perchloric acid starts decomposing and af-
fects the catalyst and support under these conditions
[39]. Instead, using sulfuric acid exhibits more typical
features of the CO stripping curves.

Furthermore, when working with pressurized parts, it is
important to recognize that the conditions at the RE can
be substantially different from those at the WE. In other
words, the reversible hydrogen evolution/oxidation po-
tential the WE experiences can be substantially
different from the RE experiences in the upper part. To
demonstrate, we flushed the WE (Pt/C) with hydrogen
and cycled the electrode slowly. Afterwards, we changed
the pressure in the gas lines while we kept the pressure
in the upper part constant at 4 bar. The resulting change
in pressure ratio between the parts led to a potential
difference between RE and WE at O current (Figure 3b).
Without analyzing these trends in detail, it can be seen
that only at around room temperature (here 30 °C) the
reversible hydrogen potential of the THE and at WE are
the same. A pressure difference or higher temperatures
leads to systematic deviations between the RE (THE)
and the WE reversible hydrogen potential. Since the
potentiostat uses the RE as control, yet the investigated
reactions occur at the WE, these deviations need to be
accounted for when planning experiments or analyzing
the recorded data.

Varying the operation temperature also requires refined
or adapted normalization procedures for the determina-
tion of the ECSA [40]. For example, in standard elec-
trochemical degradation studies, upon applying an AST
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(a) We recorded CO stripping curves at 80 °C with the upper part filled
with aqueous HoSQO, (black line) and HCIO,4 (red line), respectively. The
dashed curves show the CV recorded in Ar atmosphere directly after the
CO stripping measurements. The pressures in the upper and lower parts
were 4 and about 2 bars, respectively. (b) We plotted the potential dif-
ference between the reversible potential for hydrogen evolution/oxidation
reaction that we measured with a Pt/C working electrode at different
temperatures relative to THE as a function of the hydrogen partial pres-
sure ratio between upper and lower part. We maintained the pressure of
the upper part at 4 bar, while we changed the pressure in the gas lines
from 1 to 2, 3, and 4 bar. The electrolyte was 1 M aqueous HxSOg4.

the change in ECSA is often used to probe the degree of
degradation [41]. To determine the ECSA of Pt based
catalysts from electrochemical measurements, either CO
stripping experiments are performed or the Hy,q charge
is determined, which does not necessarily lead to the
same values [42—44]. In Figure 4a, we demonstrate that
the CO stripping charge of a Pt/C catalyst is strongly
temperature dependent. The temperature dependence
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(a) We recorded CO stripping curves at different temperatures. The upper
part filled with 1 M H,SO,4 and pressurized with 4 bar; the lower part
between 1 and 3 bars, depending on temperature. (b) We determined
apparent ECSA by CO stripping charge and Hy,q area, respectively, as a
function of the applied temperature. In addition, we plotted the ratio be-
tween the two values in red.

can be assigned to a temperature dependent CO
coverage on Pt/C related to two effects. First, the satu-
ration coverage (under CO pressure) is temperature-
(and pressure-) dependent. Second, before recording the
CO stripping measurement, the atmosphere at the
catalyst changes from CO gas to inert Ar gas. During the
gas exchange the adsorbed CO can desorb from the
catalyst, but not re-adsorb. Thus, the CO coverage can
slightly decrease with time. At low temperatures, this
effect can be neglected; however, not at elevated tem-
peratures. Nevertheless, the GDE has a significant
advantage over classical measurements in this respect. In
RDE measurements, all CO gas needs to be removed
from the aqueous electrolyte which requires up to
20 min. In the GDE setup, the CO gas is exchanged in
the gas phase, which is achieved in a matter of seconds.
But the temperature dependence of the observed CO
stripping charge requires temperature-dependent
charge normalization values (for room temperature,
typically a charge between 390 and 420 pC cm Zp, is

assumed for the two electron process [3,40,43]). Inte-
grating the charges indicates the value is constant only up
to ca. 60 °C and rapidly decreasing at higher tempera-
tures. When keeping the temperature constant, an
alternative to an “absolute” ESCA determination is to
monitor the relative loss in ECSA during an AST.

Furthermore, the temperature dependence of the
Hypg charge and the CO stripping charge are not
identical. In Figure 4b, we show that we determined
substantially lower Hypq charges than CO stripping
charges effect might be partially related with insuffi-
cient catalyst cleaning as we avoided longer potential
excursions to clean the catalyst surface despite the
fact that it is known that the measured H,pq area is
highly sensitive to surface contaminations [42]. We
also observed the hydrogen evolution starts at sub-
stantially earlier electrode potentials at higher tem-
peratures, which might shift the ratio of Hy,q and
Hopa and distort the ECSA determination. Further-
more, the adsorption energies of Hypg atoms and CO
molecules are quite different which is known to
complicate the measurement of the ECSA of Pt-alloys
via the Hypq charge [43]. At 120 °C, the monometallic
Pt/C Hypg region is mostly undetected. Hence at
elevated temperatures, determining the ECSA via CO
stripping or other more robust methods is essential.
Since the pressurized cell is a closed setup and the
determination method should minimally influence the
investigated  electrochemical  processes,  other
methods, such as metal upd, are not feasible [40].
Consequently, we regard CO stripping as the best
alternative and recommend its use.

Future outlook

Developing new performance and cost optimized GDEs
or CCMs for fuel cell applications is a time- and
cost—intensive processes. Each catalyst layer can consist
of nearly infinite combinations of active phase, catalyst
support materials, ionomer, porosity and so forth.
Therefore, materials, amounts, as well as manufacturing
techniques require elaborate optimization. In addition,
these GDEs or CCMs must work together in the stack
as a whole. Although all fuel cell-related issues cannot
be addressed and studied using a 3-electrode GDE
setup, we strongly suggest many can. Our simple setup
provides a variety of insightful data for optimization,
especially since it now functions at fuel cell operando
conditions. Therefore, the GDE approach bridges basic
and applied research for fuel cell catalysts.

In the next step, the ability to perform experiments in
parallel as it is commonly done for batteries could
greatly enhance scientific throughput, which is also
important for stability investigations enabling statistics.
Our small GDE setup and economical instrumentation
needed to control it, is well suited for such parallel
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measurements. In addition, pressurized setups for
operando measurements at elevated temperatures is a
great asset for investigating temperature effects.

Declaration of competing interest

The authors declare that they have no known competing
financial interests or personal relationships that could
have appeared to influence the work reported in
this article.

Data availability
Data will be made available on request.

Acknowledgments

This work was supported by the Swiss National Science Foundation
(SNSF) via the project No. 200021_184742. We acknowledge editorial
work from Kristin Marie Bivens.

References
Papers of particular interest, published within the period of review,
have been highlighted as:

* of special interest
** of outstanding interest

1. Schmidt TJ, Paulus UA, Gasteiger HA, Behm RJ: The oxygen
reduction reaction on a Pt/carbon fuel cell catalyst in the
presence of chloride anions. J Electroanal Chem 2001, 508:
41-47, https://doi.org/10.1016/S0022-0728(01)00499-5.

2. Gasteiger HA, Kocha SS, Sompalli B, Wagner FT: Activity
benchmarks and requirements for Pt, Pt-alloy, and non-Pt
oxygen reduction catalysts for PEMFCs. App/ Catal B Environ
2005:9-35, https://doi.org/10.1016/j.apcatb.2004.06.021.

3. Mayrhofer KJJ, Strmcnik D, Blizanac BB, Stamenkovic V,
Arenz M, Markovic NM: Measurement of oxygen reduction
activities via the rotating disc electrode method: from Pt
model surfaces to carbon-supported high surface area cata-
lysts. Electrochim Acta 2008, 53:3181-3188, https://doi.org/
10.1016/j.electacta.2007.11.057.

4. Kocha SS, Shinozaki K, Zack JW, Myers DJ, Kariuki NN,
Nowicki T, Stamenkovic V, Kang Y, Li D, Papageorgopoulos D:
Best practices and testing protocols for benchmarking ORR
activities of fuel cell electrocatalysts using rotating disk
electrode. Electrocatalysis 2017, 8:366—374, https://doi.org/
10.1007/s12678-017-0378-6.

5. Inaba M, Quinson J, Bucher JR, Arenz M: On the preparation
and testing of fuel cell catalysts using the thin film rotating
disk electrode method. J Vis Exp 2018, 2018, https://doi.org/
10.3791/57105.

6. Lazaridis T, Stihmeier BM, Gasteiger HA, El-Sayed HA: Capa-
bilities and limitations of rotating disk electrodes versus
membrane electrode assemblies in the investigation of
electrocatalysts. Nat Catal 2022, 5:363—-373, https://doi.org/
10.1038/s41929-022-00776-5.

The authors compare the strength and weaknesses of the RDE
methodology as compared to MEA measurements. For the different
reactions ORR, OER, HOR, and HER it is discussed to which extend
results from activity and stability measurements can be extrapolated
from RDE measurements to MEA conditions.

7. Zalitis CM, Kramer D, Kucernak AR: Electrocatalytic perfor-
mance of fuel cell reactions at low catalyst loading and high
mass transport. Phys Chem Chem Phys 2013, https://doi.org/
10.1039/c3cp44431g.

8. Martens S, Asen L, Ercolano G, Dionigi F, Zalitis C, Hawkins A,
Martinez Bonastre A, Seidl L, Knoll AC, Sharman J, Strasser P,
Jones D, Schneider O: A comparison of rotating disc elec-
trode, floating electrode technique and membrane electrode
assembly measurements for catalyst testing. J Power Sources
2018, 392:274—284, https://doi.org/10.1016/
j-jpowsour.2018.04.084.

GDE-ambient Wiberg etal. 7

9. Wiberg GKH, Fleige MJ, Arenz M: Design and test of a flexible
electrochemical setup for measurements in aqueous elec-
trolyte solutions at elevated temperature and pressure. Rev
Sci Instrum 2014, 85, https://doi.org/10.1063/1.4890826.

10. Wiberg GKH, Fleige M, Arenz M: Gas diffusion electrode setup
for catalyst testing in concentrated phosphoric acid at
elevated temperatures. Rev Sci Instrum 2015, 86, hitps://
doi.org/10.1063/1.4908169.

11. Hmiji¢ A, Ruiz-Zepeda F, Gaberscek M, Bele M, Suhadolnik L,
Hodnik N, Jovanovi¢ P: Modified floating electrode apparatus
for advanced characterization of oxygen reduction reaction
electrocatalysts. J Electrochem Soc 2020, 167, 166501, https://
doi.org/10.1149/1945-7111/abc9de.

The authors introduce a modified floating electrode setup that can be
used to study ORR catalysts. In this particular setup the working
electrode is composed of a TEM grid and therefore the activity mea-
surements can be coupled to IL-TEM studies.

12. Jovanovic P, Stojanovski K, Bele M, Drazi¢ G, Koderman
Podborsek G, Suhadolnik L, Gaberscek M, Hodnik N: Method-
ology for investigating electrochemical gas evolution re-
actions: floating electrode as a means for effective gas
bubble removal. Anal Chem 2019, 91:10353—10356, https:/
doi.org/10.1021/acs.analchem.9b01317.

13. Hrnjic A, Kamsek AR, Pavlisic A, Sala M, Bele M, Moriau L,
Gatalo M, Ruiz-Zepeda F, Jovanovi¢ P, Hodnik N: Observing,
tracking and analysing electrochemically induced atomic-
scale structural changes of an individual Pt-Co nanoparticle
as a fuel cell electrocatalyst by combining modified floating
electrode and identical location electron microscopy. Elec-
trochim Acta 2021, 138513, https://doi.org/10.1016/
j-electacta.2021.138513.

14. Inaba M, Jensen AW, Sievers GW, Escudero-Escribano M,
Zana A, Arenz M: Benchmarking high surface area electro-
catalysts in a gas diffusion electrode: measurement of
oxygen reduction activities under realistic conditions. Energy
Environ Sci 2018, 11, https://doi.org/10.1039/c8ee00019k.

15. Pinaud BA, Bonakdarpour A, Daniel L, Sharman J, Wilkinson DP:
Key considerations for high current fuel cell catalyst testing
in an electrochemical half-cell. J Electrochem Soc 2017, https://
doi.org/10.1149/2.0891704jes.

16. Strasser P, Koh S, Anniyev T, Greeley J, More K, Yu C, Liu Z,
Kaya S, Nordlund D, Ogasawara H, Toney MF, Nilsson A: Lat-
tice-strain control of the activity in dealloyed core-shell fuel
cell catalysts. Nat Chem 2010, 2:454—-460, https://doi.org/
10.1038/nchem.623.

17. Pan L, Ott S, Dionigi F, Strasser P: Current challenges related
to the deployment of shape-controlled Pt alloy oxygen
reduction reaction nanocatalysts into low Pt-loaded cathode
layers of proton exchange membrane fuel cells. Curr Opin
Electrochem 2019, 18:61—71, https://doi.org/10.1016/
j.coelec.2019.10.011.

18. Ehelebe K, Seeberger D, Paul MTY, Thiele S, Mayrhofer KJJ,
Cherevko S: Evaluating electrocatalysts at relevant currents
in a half-cell: the impact of Pt loading on oxygen reduction
reaction. J Electrochem Soc 2019, 166:F1259—F1268, https://
doi.org/10.1149/2.0911915jes.

The authors present a GDE study for the ORR where high current
densities are achieved and the impact of the catalyst loading on the
reaction is studied.

19. Nosberger S, Du J, Quinson J, Berner E, Zana A, Wiberg GKH,

*  Arenz M: The gas diffusion electrode setup as a testing plat-
form for evaluating fuel cell catalysts: a comparative RDE-
GDE study. Electrochem Sci Adv 2022:1—-12, https://doi.org/
10.1002/elsa.202100190.

The authors present a comparison between the evaluation of electro-

catalysts by RDE and GDE, respectively. It is discussed how GDE

setups can be used to optimize catalyst layers.

20. Sievers GW, Jensen AW, Brlser V, Arenz M, Escudero-
Escribano M: Sputtered platinum thin-films for oxygen
reduction in gas diffusion electrodes: a model system for
studies under realistic reaction conditions. Surfaces 2019, 2:
336—348, https://doi.org/10.3390/surfaces2020025.

21. Loukrakpam R, Gomes BF, Kottakkat T, Roth C: A bird’s eye
perspective of the measurement of oxygen reduction

www.sciencedirect.com

Current Opinion in Electrochemistry 2022, 36:101129


https://doi.org/10.1016/S0022-0728(01)00499-5
https://doi.org/10.1016/j.apcatb.2004.06.021
https://doi.org/10.1016/j.electacta.2007.11.057
https://doi.org/10.1016/j.electacta.2007.11.057
https://doi.org/10.1007/s12678-017-0378-6
https://doi.org/10.1007/s12678-017-0378-6
https://doi.org/10.3791/57105
https://doi.org/10.3791/57105
https://doi.org/10.1038/s41929-022-00776-5
https://doi.org/10.1038/s41929-022-00776-5
https://doi.org/10.1039/c3cp44431g
https://doi.org/10.1039/c3cp44431g
https://doi.org/10.1016/j.jpowsour.2018.04.084
https://doi.org/10.1016/j.jpowsour.2018.04.084
https://doi.org/10.1063/1.4890826
https://doi.org/10.1063/1.4908169
https://doi.org/10.1063/1.4908169
https://doi.org/10.1149/1945-7111/abc9de
https://doi.org/10.1149/1945-7111/abc9de
https://doi.org/10.1021/acs.analchem.9b01317
https://doi.org/10.1021/acs.analchem.9b01317
https://doi.org/10.1016/j.electacta.2021.138513
https://doi.org/10.1016/j.electacta.2021.138513
https://doi.org/10.1039/c8ee00019k
https://doi.org/10.1149/2.0891704jes
https://doi.org/10.1149/2.0891704jes
https://doi.org/10.1038/nchem.623
https://doi.org/10.1038/nchem.623
https://doi.org/10.1016/j.coelec.2019.10.011
https://doi.org/10.1016/j.coelec.2019.10.011
https://doi.org/10.1149/2.0911915jes
https://doi.org/10.1149/2.0911915jes
https://doi.org/10.1002/elsa.202100190
https://doi.org/10.1002/elsa.202100190
https://doi.org/10.3390/surfaces2020025
www.sciencedirect.com/science/journal/24519103

8 Innovative Methods in Electrochemistry (2022)

reaction in gas diffusion electrode half-cell set-ups for pt
electrocatalysts in acidic media. JPhys Mater 2021, 4, 044004,
https://doi.org/10.1088/2515-7639/ac0319.

22. Ehelebe K, Schmitt N, Sievers G, Jensen AW, Hrnji¢ A, Collantes
**  Jiménez P, Kaiser P, GeuB3 M, Ku YP, Jovanovic¢ P,
Mayrhofer KJJ, Etzold B, Hodnik N, Escudero-Escribano M,
Arenz M, Cherevko S: Benchmarking fuel cell electrocatalysts
using gas diffusion electrodes: inter-lab comparison and
best practices. ACS Energy Lett 2022, 7:816—826, https:/
doi.org/10.1021/acsenergylett.1c02659.
The authors present a interlab comparison of different GDE designs
highlighting the experimental procedures that need to be taken into
account in the different designs.

23. Alinejad S, Quinson J, Schréder J, Kirkensgaard JJK, Arenz M:

*  Carbon-supported platinum electrocatalysts probed in a gas
diffusion setup with alkaline environment: how particle size
and mesoscopic environment influence the degradation
mechanism. ACS Catal 2020, 10:13040—13049, https://doi.org/
10.1021/acscatal.0c03184.

The authors present a GDE study investigating the stability of ORR

catalysts in alkaline conditions.

24. Alinejad S, Inaba M, Schréder J, Du J, Quinson J, Zana A,

*  Arenz M: Testing fuel cell catalysts under more realistic re-
action conditions: accelerated stress tests in a gas diffusion
electrode setup. J Phys Energy 2020, 2, 024003, https://doi.org/
10.1088/2515-7655/ab67e2.

The authors present a GDE study applying accelerated stress tests for

ORR catalysts.

25. Schréder J, Quinson J, Mathiesen JK, Kirkensgaard JJK,

*  Alingjad S, Mints VA, Jensen KMg, Arenz M: A new approach to
probe the degradation of fuel cell catalysts under
realistic conditions: combining tests in a gas diffusion elec-
trode setup with small angle X-ray scattering. J Electrochem
Soc 2020, 167, 134515, https://doi.org/10.1149/1945-7111/
abbdd2.

The authors present a GDE study coupling accelerated stress tests to

an ex situ evaluation of the catalyst layer by SAXS.

26. Ehelebe K, Knéppel J, Bierling M, Mayerhéfer B, Bohm T,

* Kulyk N, Thiele S, Mayrhofer K, Cherevko S: Platinum dissolu-
tion in realistic fuel cell catalyst layers. Angew Chem Int Ed
2021, 60:8882—-8888, https://doi.org/10.1002/anie.202014711.

The authors present a GDE study where they coupled the setup to an

ICP-MS and could follow Pt dissolution during accelerated stress tests.

27. Ku Y-P, Ehelebe K, Hutzler A, Bierling M, B6hm T, Zitolo A,
Vorokhta M, Bibent N, Speck FD, Seeberger D, Khalakhan I,
Mayrhofer KJJ, Thiele S, Jaouen F, Cherevko S: Oxygen
reduction reaction in alkaline media causes iron leaching
from Fe—N-C electrocatalysts. J Am Chem Soc 2022, 144:
9753-9763, https://doi.org/10.1021/jacs.2c02088.

28. Ehelebe K, Escalera-Lopez D, Cherevko S: Limitations of
aqueous model systems in the stability assessment of elec-
trocatalysts for oxygen reactions in fuel cell and electro-
lyzers. Curr Opin Electrochem 2021, 29, 100832, https://doi.org/
10.1016/j.coelec.2021.100832.

29. Schmies H, Zierdt T, Mueller-Huelstede J, Deter W, Lorenz J,
Wark M, Wagner P: Reduction of platinum loading in gas
diffusion electrodes for high temperature proton exchange
membrane fuel cell application: characterization and
effect on oxygen reduction reaction performance. J Power
Sources 2022, 529, 231276, https://doi.org/10.1016/
j-jpowsour.2022.231276.

30. Furuya Y, Mashio T, Ohma A, Tian M, Kaveh F, Beauchemin D,
Jerkiewicz G: Influence of electrolyte composition and pH on
platinum electrochemical and/or chemical dissolution in
aqueous acidic media. ACS Catal 2015, 5:2605—-2614, https://
doi.org/10.1021/cs5016035.

31. Ranninger J, Nikolaienko P, Wachs SJ, Méller J, Mayrhofer KJJ,
Berkes BB: Dissolution of Pt and its temperature dependence
in anhydrous acetonitrile- and methanol-based electrolytes.
J Electrochem Soc 2020, 167, 121507, https://doi.org/10.1149/
1945-7111/abb27d.

32. Hoffmann H, Paulisch MC, Gebhard M, Osiewacz J, Kutter M,

* Hilger A, Arlt T, Kardjilov N, Ellendorff B, Beckmann F, Markétter H,
Luik M, Turek T, Manke |, Roth C: Development of a modular
operando cell for X-ray imaging of strongly absorbing silver-
based gas diffusion electrodes. J Electrochem Soc 2022, 169,
044508, https://doi.org/10.1149/1945-7111/ac6220.

The authors present a modular GDE setup suitable for operando

synchrotron studies of ORR and CO2RR catalysts.

33. M. de J. Galvez-Vazquez, P. Moreno-Garcia, H. Xu, Y. Hou, H.
Hu, I. Zelocualtecatl Montiel, A. Rudnev, S. Alinejad, V. Grozov-
ski, B. Wiley, M. Arenz, P. Broekmann, Environment Matters:
CO2RR Electrocatalyst Performance Testing in a Gas-Fed Zero-
Gap Electrolyzer, ACS Catal. 10 (n.d.) 13096—13108. https://doi.
org/10.1021/acscatal.0c03609.

34. De Jesus Galvez-Vazquez M, Alinejad S, Hu H, Hou Y, Moreno-
Garcia P, Zana A, Wiberg GKH, Broekmann P, Arenz M: Testing
a silver nanowire catalyst for the selective CO2 reduction in a
gas diffusion electrode half-cell setup enabling high mass
transport conditions. Chimia 2019, 73:922-927, https://doi.org/
10.2533/chimia.2019.922.

35. Alinejad S, Quinson J, Wiberg GKH, Schlegel N, Zhang D, Li Y,
Reichenberger S, Barcikowski S, Arenz M: Electrochemical
reduction of CO2 on Au electrocatalysts in a zero-gap, half-cell
gas diffusion electrode setup:a systematic performance eval-
uation and comparison to an H-cell setup. Chemelectrochem
2022, https://doi.org/10.1002/celc.202200341. €202200341.

36. Fleige MJ, Wiberg GKH, Arenz M: Rotating disk electrode
system for elevated pressures and temperatures. Rev Sci
Instrum 2015, 86, https://doi.org/10.1063/1.4922382.

37. Fleige M, Holst-Olesen K, Wiberg GKH, Arenz M: Evaluation of
temperature and electrolyte concentration dependent Oxygen
solubility and diffusivity in phosphoric acid. Electrochim Acta
2016, 209, https://doi.org/10.1016/j.electacta.2016.05.048.

38. Li K, Andersen SZ, Statt MJ, Saccoccio M, Bukas VJ, Krempl K,
Sazinas R, Pedersen JB, Shadravan V, Zhou Y, Chakraborty D,
Kibsgaard J, Vesborg PCK, Nagrskov JK, Chorkendorff I:
Enhancement of lithium-mediated ammonia synthesis by
addition of oxygen. Science (80-.) 2021, 374:1593—-1597,
https://doi.org/10.1126/science.abl4300.

39. Smith GF: Mixed perchloric and sulfuric acids: I. Simulta-
neous oxidizing and reducing properties of hot concentrated
perchloric acid. Ind Eng Chem - Anal Ed 1934, 6:229-230,
https://doi.org/10.1021/ac50089a030.

40. Trasatti S, Petrii OA: International union of pure and applied
chemistry physical chemistry division commission on elec-
trochemistry: real surface area measurements in electro-
chemistry. Pure Appl Chem 1991, 63:711-734, https://doi.org/
10.1351/pac199163050711.

41, Stariha S, Macauley N, Sneed BT, Langlois D, More KL,
Mukundan R, Borup RL: Recent advances in catalyst acceler-
ated stress tests for polymer electrolyte membrane fuel cells.
J Electrochem Soc 2018, 165:F492—F501, https://doi.org/
10.1149/2.0881807jes.

42. Rudi S, Cui C, Gan L, Strasser P: Comparative study of the
electrocatalytically active surface areas (ECSAs) of Pt alloy
nanoparticles evaluated by Hupd and CO-stripping voltam-
metry. Electrocatalysis 2014, 5:408—418, https://doi.org/10.1007/
$12678-014-0205-2.

43. Moniri S, Van Cleve T, Linic S: Pitfalls and best practices in
measurements of the electrochemical surface area of
platinum-based nanostructured electro-catalysts. J Catal
2017, 345:1-10, https://doi.org/10.1016/j.jcat.2016.11.018.

44. Zamburlini E, Jensen KD, Stephens |IEL, Chorkendorff I, Escu-
dero-Escribano M: Benchmarking Pt and Pt-lanthanide
sputtered thin films for oxygen electroreduction: fabrication
and rotating disk electrode measurements. Electrochim Acta
2017, 247:708-721, https://doi.org/10.1016/
j-electacta.2017.06.146.

Current Opinion in Electrochemistry 2022, 36:101129

www.sciencedirect.com


https://doi.org/10.1088/2515-7639/ac0319
https://doi.org/10.1021/acsenergylett.1c02659
https://doi.org/10.1021/acsenergylett.1c02659
https://doi.org/10.1021/acscatal.0c03184
https://doi.org/10.1021/acscatal.0c03184
https://doi.org/10.1088/2515-7655/ab67e2
https://doi.org/10.1088/2515-7655/ab67e2
https://doi.org/10.1149/1945-7111/abbdd2
https://doi.org/10.1149/1945-7111/abbdd2
https://doi.org/10.1002/anie.202014711
https://doi.org/10.1021/jacs.2c02088
https://doi.org/10.1016/j.coelec.2021.100832
https://doi.org/10.1016/j.coelec.2021.100832
https://doi.org/10.1016/j.jpowsour.2022.231276
https://doi.org/10.1016/j.jpowsour.2022.231276
https://doi.org/10.1021/cs5016035
https://doi.org/10.1021/cs5016035
https://doi.org/10.1149/1945-7111/abb27d
https://doi.org/10.1149/1945-7111/abb27d
https://doi.org/10.1149/1945-7111/ac6220
https://doi.org/10.1021/acscatal.0c03609
https://doi.org/10.1021/acscatal.0c03609
https://doi.org/10.2533/chimia.2019.922
https://doi.org/10.2533/chimia.2019.922
https://doi.org/10.1002/celc.202200341
https://doi.org/10.1063/1.4922382
https://doi.org/10.1016/j.electacta.2016.05.048
https://doi.org/10.1126/science.abl4300
https://doi.org/10.1021/ac50089a030
https://doi.org/10.1351/pac199163050711
https://doi.org/10.1351/pac199163050711
https://doi.org/10.1149/2.0881807jes
https://doi.org/10.1149/2.0881807jes
https://doi.org/10.1007/s12678-014-0205-2
https://doi.org/10.1007/s12678-014-0205-2
https://doi.org/10.1016/j.jcat.2016.11.018
https://doi.org/10.1016/j.electacta.2017.06.146
https://doi.org/10.1016/j.electacta.2017.06.146
www.sciencedirect.com/science/journal/24519103

	Evolution of a GDE setup: Beyond ambient conditions
	Introduction
	Gas diffusion electrode setup: Basic design
	Gas bubble formation and minimizing the solution resistance
	Implementing a membrane between catalyst layer and liquid electrolyte
	Beyond ambient conditions using aqueous electrolytes

	Working with a pressurized GDE setup
	Future outlook
	Declaration of competing interest
	Declaration of competing interest
	Acknowledgments
	References


