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Durability of anion exchange membrane
water electrolyzers

Dongguo Li,+% Andrew R. Motz,1° Chulsung Bae,® Cy Fujimoto,” Gaogiang Yang,®
Feng-Yuan Zhang,® Katherine E. Ayers*® and Yu Seung Kim (2 *°

Interest in the low-cost production of clean hydrogen is growing. Anion exchange membrane water
electrolyzers (AEMWEs) are considered one of the most promising sustainable hydrogen production
technologies because of their ability to split water using platinum group metal-free catalysts, less
expensive anode flow fields, and bipolar plates. Critical to the realization of AEMWEs is understanding
the durability-limiting factors that restrict the long-term use of these devices. This article presents both
durability-limiting factors and mitigation strategies for AEMWEs under three operation modes, i.e., pure
water-fed (no liquid electrolyte), concentrated KOH-fed, and 1 wt% K,COs-fed operating at a differential
pressure of 100 psi. We examine extended-term behaviors of AEMWEs at the single-cell level and
connect their behavior with the electrochemical, chemical, and mechanical instability of single-cell
components. Finally, we discuss the pros and cons of AEMWEs under these operation modes and
provide direction for long-lasting AEMWEs with highly efficient hydrogen production capabilities.

Hydrogen is an attractive energy carrier that can be stored, re-electrified on demand, and used to produce ammonia and other industrially important chemicals
and materials. Currently, a majority (>95%) of hydrogen is produced from fossil fuels by steam reforming which releases massive amounts of carbon dioxide

and atmospheric pollutants. Consequently, interest in hydrogen production from renewable sources such as biomass, geothermal, solar, or wind through

water-splitting technology is growing. The anion exchange membrane water electrolyzer (AEMWE) is an alternative water-splitting technology to the well-

established alkaline or proton exchange membrane water electrolyzers. AEMWEs use less expensive platinum group metal-free electrocatalysts like alkaline

water electrolyzers, and have the capability to produce pressurized hydrogen at a high hydrogen production rate. However, the performance and durability of
AEMWES need to be significantly improved for practical use. In this article, we present the performance and durability of state-of-the-art AEMWESs. Then we
discuss the durability-limiting factors of AEMWEs based on our own and other’s key publications. Comprehensive degradation mechanisms and in-depth

discussions on the mitigation strategies will provide future directions to develop commercially viable AEMWE systems.

1. Introduction

power generation and transmission sectors.”” The most common
hydrogen generation method is the steam reforming of methane

As the U.S. Department of Energy pushes the H,@Scale initiative,
research for a more efficient and cost-effective water electrolyzer
has received substantial attention due to large-scale hydrogen
production and utilization requirements for the resiliency of the
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or other hydrocarbons which results in high emissions of carbon
dioxide. Consequently, water electrolyzers that electrochemically split
water into hydrogen and oxygen have garnered great interest.>* For
high-temperature operation (700-950 °C), solid-oxide steam electro-
lyzer cells (SOECs) have been developed and demonstrated at the
laboratory and experimental plant scale (Fig. 1a). The high operating
temperatures of SOECs provide benefits when operating at a rela-
tively low cell voltage with negligible kinetic limitations (high heating
value (HHV) electrolysis efficiency is close to 100% at current
densities of ~1 A cm™2). However, problems associated with high-
temperature operations such as: long start-stop time, rapid
degradation due to high-temperature interdiffusion of the cell
components, and poisoning by the corrosion products, currently
make SOECs challenging to deploy in the market.?
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Fig. 1 Schematic single cell configurations of different water electrolyzers. (a) SOEC, (b) AWE, (c) PEMWE, and (d) AEMWE.

For low-temperature operation (<100 °C), alkaline water
electrolyzers (AWEs) are the well-established technology. AWEs
use an aqueous KOH solution as a liquid electrolyte and a
porous diaphragm separator (Fig. 1b). The research activity
to develop platinum group metal (PGM)-free electrocatalysts for
hydrogen and oxygen evolution reactions (HER and OER,
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respectively) is well documented.”” Current research is moving
towards leveraging chloralkali cell configurations, e.g., the
zero-gap design, to increase current density or add pressure.
The hydrogen production rate of AWEs is low, typically
200 mA cm ™ at a cell voltage of 1.8 V with an energy efficiency
of 75%py.>°
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Proton exchange membrane water electrolyzers (PEMWEs)
use a proton exchange membrane (PEM) and ionomer in the
electrode which allows cell operation without circulating liquid
electrolytes. In this configuration, both electrodes (anode and
cathode) are in physical contact with a non-porous PEM resulting in
compact cell arrangements (zero-gap configuration) (Fig. 1c). This
zero-gap design allows the operation of PEMWES at ~2 A cm™ > with
an efficiency of 74%yy.” Besides, the non-porous membrane of
PEMWE:s allows for differential pressure operation which produces
high-pressure hydrogen at the cathode and atmospheric pressure
oxygen at the anode. Such differential pressure operations can
minimize the need for second stage mechanical compression to
pressurize for hydrogen storage. Despite these advantages, the high
costs of the electrocatalysts, such as iridium oxide and platinum,
and the corrosion-resistant current collectors and separator plates in
acidic environments may become a limitation for very large systems
as the cell stack becomes a larger contributor to total system cost.'’
Both AWEs and PEMWEs are considered matured technologies and
have been deployed at a commercial scale depending on the specific
needs of the application.

Anion exchange membrane water electrolyzers (AEMWES)
operate under an alkaline environment in which PGM-free
catalysts could be used. Anion exchange membranes (AEMs) are
non-porous hydroxide-conducting polymers that contain immobi-
lized, positively charged functional groups on their backbone or
pendant side chains, enabling a zero-gap configuration and
differential pressure operation (Fig. 1d). The overall reaction
of AEMWEs consists of HER and OER. Water or alkaline liquid
electrolyte is circulated through the cathode where water is
reduced to hydrogen and hydroxide ions by adding two elec-
trons from the anode (H,O + 2e~ — H, + OH ). The hydroxide
ions diffuse through the AEM to the anode while the electrons
are transported to the cathode through the external circuit.
In the anode, the hydroxide ions recombine as oxygen and
water and produce two electrons (20H™ — 10, + H,O + 2¢").
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The hydrogen and oxygen form as bubbles at the surface of the
HER and OER catalysts, respectively. Similar to PEMWEs, the
zero-gap configuration of AEMWEs employing a non-porous
membrane can produce hydrogen at a high rate and minimize
the need for mechanical hydrogen compression for storage."" It
is worth noting that AEMWESs take advantage of both AWEs
(PGM-free catalyst) and PEMWEs (zero-gap configuration and
non-porous membrane). Interestingly, in stark contrast to
PEMWESs that use only polymer electrolytes, many AEMWEs often
use liquid electrolytes (e.g., KOH or K,COs solutions) in addition to
polymer electrolytes. A recent modeling study suggested that the
additional liquid electrolyte not only reduces the ohmic resistance
of the membrane and catalyst layer, but also improves the reaction
kinetics.'*> By adding a liquid electrolyte to the cell, the local pH
increases at the catalyst-electrolyte interface and an additional
electrochemical interface is generated. Industrial AEMWES com-
prised of Ni-based catalysts produced hydrogen with ~1.8 A cm™>
at 2 V in 1 M KOH which approaches the performance of
conventional PEMWEs under ambient pressure.’* Due to the
low-cost of catalysts and hardware, applicable zero-gap configura-
tions, and differential pressure operation, interest in hydrogen
production via AEMWESs is growing. A bibliometric analysis of the
publications of AEMWEs by Journal Citation Reports (JCR)
indicated that the articles’ publication number of AEMWE-
related research rapidly increased over the last three years (Fig. 2),
reaching 7.2% of the publication number of water electrolyzer
research in 2020.

The most critical technical challenge for AEMWESs in commer-
cially viable systems is their durability. The durability of AEMWESs
normally means the longevity or lifetime of the devices. In the
early stage of AEMWE development, the longevity measurement
of AEMWE:s is relatively easy because the lifetime of the cell is
short (<500 hours). However, as more durable AEMWEs are
developed, measuring the longevity of AEMWEs becomes
cumbersome. Note that running a cell over 10000 hours takes
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Fig. 2 Bibliometric analysis of the publications for water electrolyzers and
AEMWEs. “Water” and “electrolyzer” were used to search words for water
electrolyzers. "Anion exchange membrane” and “electrolyzer” were used
to search words for AEMWEs.

more than a year. Therefore, the durability of AEMWES has often
been evaluated by the voltage change rate during an extended-
term test (100-1000 hours) or by an accelerated stress test (AST)
using degradation accelerating parameters such as higher oper-
ating temperatures, high current density, etc. However, one
should note that extended-term tests using the voltage change
rate and longevity under AST conditions cannot accurately
predict the lifetime of AEMWEs because the cell lifetime is
affected by the combination of several degradation modes and
often limited by catastrophic failure. Therefore, it is still impor-
tant to obtain the lifetime of the cell by continuously running
the cell under normal operating conditions.

While the stack lifetime of commercial PEMWE:s is close to
20000 to 60 000 hours, the reported longevity of most AEMWESs
is <3000 hours. Moreover, most AEMWEs have been tested under
ambient pressure conditions. In the early stage of research, the
chemical stability of AEMs under high pH conditions was regarded
as the most critical durability-limiting factor of AEM-based electro-
chemical devices and consequently, extensive research was accord-
ingly devoted. To date, several hydroxide-conducting polymers
comprising of an alkaline-stable cationic functional group and
polymer backbone, are available for AEM-based electrochemical
devices."*° Those alkaline-stable polymers showed less than 5%
loss in ion exchange capacity (IEC) even after several thousand
hours in 1-4 M KOH at 80-95 °C.*"** However, many AEM fuel
cells (AEMFCs) and AEMWES have shown a substantial reduction
in performance over the first 100-200 hours of operation.>*
These results suggest that there are other durability-limiting
factors besides the alkaline instability of AEMs.

3396 | Energy Environ. Sci., 2021, 14, 3393-3419
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Here, we present the durability-liming factors of AEMWEs.
We have structured our discussion based on the following
considerations. First, when comparing the durability of AEMFCs
and AEMWESs, the durability of AEMWESs seems to be better.
When the same quaternized Diels-Alder poly(phenylene) AEM
and ionomer were used, the lifetime of the AEMFC using the
polymer was only 300 hours.”® In contrast, the lifetime of the
AEMWE was more than 2000 hours.>® The higher longevity
of AEMWESs is also evidenced by the fact that approximately
2000 hours of durability of AEMFCs was demonstrated recently
after extensive research,® whereas the reported lifetime of a 1 M
KOH circulated AEMWE was 12 000 hours even though AEMWE
research was still in infancy.’’ This result suggests that the
durability-limiting factors for the two AEM-based devices may
be different and previous articles on AEMFC durability*>* may
not cover all aspects of the AEMWE-specific degradation path-
ways. Second, when determining durability-limiting factors, the
performance of AEMWEs needs to be considered because there
are often trade-offs between performance and durability. This
aspect is critical since a commercially viable AEMWE system
requires both good performance as well as durability. The
performance of AEMWESs using PGM-free catalysts is of particular
interest as the primary benefit of AEMWEs is their ability to use
PGM-free catalysts. Third, the durability of AEMWEs strongly
depends on the operation mode, i.e., the type of liquid electrolyte
and applied pressure level. Counterintuitively, the corrosive con-
centrated KOH-circulating AEMWEs showed more stable per-
formance than pure water-fed AEMWESs which suggests that the
primary durability-limiting factor may change depending on
operating environments. Therefore, it is critical to address the
durability-limiting factors of AEMWEs in terms of operation
modes. Fourth, transient operations including start-up/stop,
may affect the lifetime of AEMWESs. However, transient operations
for AEMWESs are much less extensive than automotive fuel cells
for which large voltage swings and frequent start-up/stops are
expected.’® Since there are limited durability studies for the
transient operation of AEMWEs, we herein provide the durability
perspective of AEMWESs under steady-state operating conditions.

2. State-of-the-art performance and
durability of AEMWEs

The performance and durability of AEMWES are strongly depen-
dent on circulating alkaline electrolytes. In this section, we
begin with a discussion of the effect of liquid electrolytes on
AEMWE performance. Then we present the progress of AEM-
WE’s performance and the state-of-the-art (SOA) durability
under three electrolyte circulation modes, i.e., pure water-fed
(no liquid electrolyte), concentrated KOH-fed, and 1 wt% K,CO5-
fed AEMWEs.

2.1. Effect of liquid electrolyte on AEMWE performance

Circulating liquid electrolytes can dramatically improve AEMWE
performance. A possible reason for the notable performance
increase with the additional liquid electrolyte circulation is

This journal is © The Royal Society of Chemistry 2021
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attributed to the fact that the liquid electrolyte provides higher
hydroxide ion transport and extended catalyst-electrolyte inter-
facial area. For PEMWESs, a perfluorosulfonic acid (PFSA) iono-
mer can provide a highly acidic environment without liquid
electrolytes as the sulfonic acid functional group of the ionomer
is more acidic than the liquid electrolyte, i.e., sulfuric acid. The
quaternized ionomers have limited ability to provide a highly
basic environment as the quaternary ammonium groups in the
ionomers are less basic than alkali metals (pK, of conjugated
acid of quaternary ammonium and KOH = ~10 and 15.7,
respectively).>®

Fig. 3 explains the impact of circulating liquid electrolytes
on AEMWE performance with a schematic of half-cells using
hexamethyltrimethylammonium functionalized Diels-Alder
poly(phenylene) (HTMA-DAPP) under pure water-fed, 1 wt%
K,CO;-fed, and 1 M KOH-fed conditions. Under the pure water-
fed conditions, only the polymeric material provides hydroxide
conduction pathways as in the case of PEMWEs. The hydroxide
conductivity (gpun) of the AEM is 18.4 mS cm ™" at 50 °C. At the
electrode, the effective conductivity (0efective) Of the ionomeric
binder is calculated to 1.2 mS ecm™" from eqn (1).

&
Ocffective = Obulk X ? (1)

where opyc = bulk conductivity, ¢ = volume fraction, 7 =
tortuosity.

Under the 1 M KOH-fed conditions, the conductivity of the
AEM increases to 57.4 mS cm ™. At the electrode, the Gegective Of
the ionomeric binder and the liquid electrolyte increases to
27 mS cm™ ', respectively. Note that the conductivity increase in
the liquid electrolyte phase is much more significant. Adding
the highly concentrated KOH solution improves the catalyst
utilization five times. The improvement of the catalyst utiliza-
tion is due to the expanded catalyst-electrolyte interfacial area
and the improved intrinsic kinetics of the catalysts. Under the
1 wt% K,COs-fed conditions (equivalent to 0.07 M KOH), the
conductivities of the AEM and the ionomeric binder are 37 and
2.4 mS cm™ ', respectively. Like the 1 M KOH-fed conditions,
the added K,COj; electrolyte (Geggective = 2.46 mS cm ™ ') provides
an additional pathway of hydroxide conduction that contributes
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to increased catalyst utilization 1.5 times that of the pure water-
fed conditions. As a result of the low ohmic resistance and high
catalyst utilization, the performance of the liquid electrolyte-fed
AEMWEs is much better than that of pure water-AEMWE.
The current density of the pure water-, 1 wt% K,CO;- and 1 M
KOH-fed AEMWEs at 60 °C were 450, 1200, and 1700 mA cm >
at 2 V, respectively.

2.2. Performance progression of AEMWEs

When comparing AEMFCs,****%’ the performance improvement
of AEMWES is more impressive because it has been achieved with
PGM-free catalysts. Various PGM-free HER catalysts including:
transition metals, and the transition metal’s alloys, and com-
pounds with oxides, nitrides, chalcogenides, phosphides, carbides,
borides, etc., have been made to exhibit a certain degree of activities.
Ni-Based catalysts showed relatively high HER activity among
PGM-free catalysts.*® Still, as far as we know, the best alkaline
HER catalysts are platinum-based alloys or defects-doped
platinum.**™** As for OER catalysts for AEMWES, a large variety
of metals show high OER activity and corrosion stability in an
alkaline environment. The most promising transition metals are
found in the fourth row of the periodic table (3d elements).**™*®
The order of OER catalytic activity of metal catalysts from
highest to lowest are reported in the order of Ni > Co > Fe >
Mn.*® Various metal oxides, halide, nitride and phosphide with
different structures including perovskites, spinels, and rutiles
that also have high OER activity.”®>* The earth-abundant transition
metal and metal oxide OER catalysts have shown extended-term
stability (ca. 100 hours) and potential cycling stability (including
>5000 cycles) under half-cell experiments.® In this section, we
present the current status of AEMWE performance using PGM-free
catalysts at different cell operation modes. It is worth noting that a
large number of papers reported pure water-fed AEMWE per-
formance using PGM catalysts because many PGM-free catalysts
were developed for concentrated KOH solution circulating
AWEs and studies on ionomer-catalyst interactions for HER
and OER are still scarce.

Fig. 4a and b shows the chronological progress in cell
performance of pure water-fed AEMWEs employing PGM-free
catalysts. The AEMWE performance of MEAs employing a

Pure water-fed 1 M KOH-fed 1wt% K,CO,-fed AEM + KOH KOH lonomer +KOH
KOH(M) o (mS/ecm) KOH (M) Ger(mS/cm) KOH (M) Gez(mS/cm)
1 57.4 127 1 3.7
40.8 014 |3 0.1 2.7
1wt.% K,CO, 1wt.% K,CO,

0.01 23.8 0.014 L 0.9 0.01 1.6

AEM  electrode Catalyst i ué liquid- ionomer- "

ionomer elqectrol e catalyst  catalyst o 104 ° '

Ve interphase interphase

Fig. 3 Schematic illustration of a half cell with supplying pure water, 1 M KOH, or 1 wt% K,COs solution.’? We estimated the conductivity of AEM from
the high-frequency resistance of the cell using an HTMA-DAPP AEM as a function of KOH concentration at 50 °C.
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Fig. 4 Selected performance of AEMWEs in the literature. (a) Pure water-fed AEMWEs with PGM-free anode/PGM cathode.>’ =% Adapted with
permission.>®®* Copyright 2013, IOP publishing, Copyright 2021, American Chemical Society. (b) Pure water-fed AEMWEs with PGM-free anode/
PGM-free cathode. 264756 (c) 1 M KOH-fed AEMWESs.®®~"* Adapted with permission.®’~"* Copyright 2014, Elsevier, Copyright 2017, IOP Publishing,
Copyright 2019, American Chemical Society, Copyright, 2020, John Wiley and Sons. (d) 1 wt% K,COs-fed AEMWESs.”>~"# Adapted with permission.”2~"4
Copyright 2012, 2018, Elsevier, Copyright 2014, John Wiley and Sons. The 2020 cell data was produced at Los Alamos National Laboratory. AEM: alkyl
ammonium functionalized poly(styrene-b-ethylene-b-styrene) triblock copolymer (SES-TMA, 35 um thick); anode: NiFe (4 mg cm™2); cathode: PtRu/C

(50 wt% Pt, 25 wt% Ru, 2 mgp, cm™2).

PGM-free anode and PGM cathode increased from 0.2 to
0.85 A cm 2 at 2.0 V in publications from the year 2011 to
2015. Then, a substantially higher performance (>0.5 A cm >
at 1.7 V) was obtained by 2020 and 2021 cells (Fig. 4a). The
striking performance improvement is primarily due to the high
IEC (~3.3 mequiv. g ') of the ionomer that provides a high
pH environment.’® Additionally, the AEMWEs used thin
membranes (thickness: 20-35 um) and operated at high tem-
peratures (85 and 90 °C). The AEMWE performance of MEAs
employing PGM-free catalysts for both electrodes also increased
from 0.24 to 1.0 A cm™2 at 1.8 V from the year 2012 to 2020
(Fig. 4b). When compared to PGM catalyzed AEMWEs (black
dash line), the PGM-free AEMWEs exhibited lower performance
due to the limited activity of the PGM-free cathode. The
AEMWE using a PGM cathode and PGM-free anode (blue line
in Fig. 4a) outperformed the PGM-catalyzed AEMWE (black
dash line Fig. 4b).

Like pure water-fed AEMWEs, the concentrated KOH-fed
AEMWE performance of MEAs significantly improved over the
last years (Fig. 4c). The current density of 0.1 A cm™ 2 at 1.8 V of
the 2014 cell (dark gray line) increased to 1.0 A cm > for
the 2019 cell (pink line). The performance of 24 wt% KOH-
fed AEMWE reported in 2019 showed higher performance
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(1.7 A cm™? at 2.0 V, green line), presumably due to the highly
concentrated (4.4 M) KOH electrolyte. The 1.0 M KOH-fed 2020
AEMWE cell employing a commercially reinforced membrane
(X37-50-T, thickness: 50 um, Dioxide Materials) exhibited sub-
stantially higher performance (1 A em™2 at 1.57 V, light blue
line) at 80 °C with an efficiency of 75.1%yyuy that was even
higher than the PGM-catalyzed AEMWE (black dash line).
Compared to the performance of pure water-fed AEMWEs,
the performance of KOH-fed AEMWEs was notably better
(0.3 A cm™? at 1.57 V for water-fed vs. 1 A cm™> for 1 M KOH-
fed). Although no longer-term stability was reported for the 2020
cell, notable performance loss was observed over the 25 hour
test at 50 °C and a constant current density of 500 mA ecm ™ 2.>°

Fig. 4d shows the chronological progress of the single-cell
performance of 1 wt% K,CO;-fed AEMWEs from 2014 to 2020.
The performance of 1 wt% K,CO;-fed AEMWE:s is relatively low.
The current density of the concentrated KOH-fed AEMWEs
(PGM-free electrodes) is >0.5 A cm™ > at 1.6 V (green and light
blue lines in Fig. 4c), while the current density of the 1 wt%
K,CO3-fed 2020 AEMWE cell (PGM-free anode) is 0.34 A cm ™2 at
1.6 V (light blue line). One of the reasons for this low perfor-
mance is the high cell resistance of 1 wt% K,CO;-fed AEMWESs
because of their lower mobility, approximately 3-4 times in the

This journal is © The Royal Society of Chemistry 2021
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presence of carbonate and bicarbonate ions, compared to a
carbonate ion-free system.”>”®

The literature survey indicates that the performance of
current PGM-free catalyzed AEMWEs increases in the order:
concentrated KOH-fed (Fig. 4a, light blue) » pure water-fed
(Fig. 4a, blue) > 1 wt% K,COj3-fed (Fig. 4b, light blue). The high
performance of the concentrated KOH-fed AEMWEs is mainly
due to the high pH environment. The higher performance of
the SOA pure water-fed AEMWEs compared to 1 wt% K,CO;-fed
AEMWEs contradicts the results shown in the electrolyte
impact (Section 2.1). However, one should note that the pure
water-fed AEMWE performance in literature was obtained at
relatively high operating temperatures and more advanced iono-
meric binders that provide a high local pH at the catalyst-electro-
lyte interface. Also, one should consider that other cell issues, such
as soft shorts or gas mixing, may cause the very low voltages of
highly-performing AEMWE cells.

2.3. Durability of AEMWESs

The papers that reported high performance of AEMWEs typically
discussed cell durability after relatively short-term (<100 hours)
operations and often under less rigorous conditions (low current
density, low operating temperature, and ambient pressure). This is

—~
Q
~
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because the literature focused more on the material development
viewpoint at the cost of cell durability. Consequently, the best
durability of AEMWES was reported in separate papers under less
rigorous conditions. Also, it was noted that in most cases, PGM
catalyst-containing cathodes were used to evaluate AEMWE’s
durability because PGM catalysts have better HER activity and
stability. In this section, we survey the longest lifetime of
AEMWEs under the three operating modes. Additionally, we
present the reported lowest voltage degradation rate of AEMWESs
to provide the current status of AEMWE durability.

The long-term performance of pure water-fed AEMWESs was
reported in 2012-2014 (Fig. 5a).>>”7 All three pure water-fed
AEMWESs have more than 500 hours of lifetime at 50 °C and a
constant current density of 200 mA cm ™2, The degradation rate
of the cells was relatively high because less stable AEMs and
ionomers were used for the tests. The quaternized Radel™
poly(sulfone) AEM used in one of the cells had an aryl ether
group in the polymer backbone that is susceptible to the nucleo-
philic substitution, Sy2, under high pH conditions. Ex situ alkaline
stability of the benzyltrimethyl ammonium functionalized Diels-
Alder poly(phenylene) (BTMA-DAPP) polymer indicated that the
hydroxide conductivity of the polymer decreased from 13 to
1 mS em™ " after 550 hours exposure in 0.5 M NaOH at 80 °C

(b) 22
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— — ]
S S 20
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g - © &)
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Fig. 5 Durability of AEMWES. (a) Pure water-fed AEMWESs under ambient pressure.?® (b) 1 M KOH-fed AEMWES at a current density of 1 A cm™2. AEM:
Sustainion®™ Grade T or Sustainion® X37-50 (50 um thick), anode: NiFe,O,4 (1.8 mg cm~2), cathode: rainy nickel on nickel fiber paper (14.5 mg cm~2).**
Reproduced with permission.>* Copyright 2021, Elsevier. (c) Concentrated KOH-fed AEMWEs.”® Cell 1: the cell voltage was measured at 500 mA cm ™2
and 80 °C with 20 wt% (3.6 M) KOH solution. AEM: PSU-PVP (120 um thick), ionomer: Nafion, anode: Ni form; cathode: proprietary. Reproduced with
permission.”® Copyright 2020, Elsevier. Cell 2: the cell voltage was measured at 300 mA cm™2 and 75 °C with 6 M KOH solution. AEM: Zirfon Perl (500
UPT AGFA) sandwiched by two pieces of polypropylene, anode: stainless steel 316L, cathode: Ra-Ni.8° (d) 1 wt% K,CO3-fed AEMWE at a current density
of 500 mA cm~2 and under 100 psi differential pressure. The AEMWE cell data was produced at Nel Hydrogen. AEM: HTMA-DAPP (78 um thick). lonomer:

Aemion, anode: CozO4 (3 mg cm™2), cathode: Pt black (3 mg cm™2).
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and 95% RH due to the Sy2 of the BTMA group."® The reported
longest lifetime of the pure water-fed AEMWE under steady-
state conditions is the BTMA-DAPP based AEMWE that operated
2200 hours before the test was halted due to other testing
commitments. However, the voltage degradation rate of the
BTMA-DAPP-based AEMWE was high, ca. 0.2 mV h™" at the low
current density. Recently, Xu et al. reported a more stable PGM
catalyzed pure water-fed AEMWE at 80 °C and a constant current
density of 500 mA cm 2. The cell voltage increased from 1.7 to
1.75 V after 500 hours (voltage degradation rate: 0.1 mv h™*).”®
Challenges in the durability of water fed-AEMWEs include
demonstrating > 10000 hours of operation with higher hydrogen
production rates and lower degradation rates. Demonstration of
durability under differential pressure conditions remains a future
task as well.

Fig. 5b shows the long-term test of a 1 M KOH-fed AEMWE at
the current density of 1 A cm™> using commercial AEMs
(Sustainion®) and PGM-free catalysts. The cell using Sustainion®
Grade T AEM was able to operate >12 000 hours with a voltage
degradation rate of 0.7 pv h™.*' The concentrated KOH-fed
AEMWE cells using a non-quaternized membrane also showed
stable performance (voltage degradation rate = ~30 pV h™") over
700 hours at 75-80 °C (Fig. 5¢).”**® Note that the AEMWE using
the non-quaternized membrane requires a higher concentrated
KOH solution (3.6-6 M) for a high hydrogen production rate. In
the AEMWE cell with 20 wt% KOH, relatively large voltage
fluctuations were observed due to the KOH concentration change
suggesting that it may be critical to control the KOH concentration
for highly concentrated KOH-fed systems.

The durability of 1 wt% K,CO3z-fed AEMWESs was evaluated
typically over 500-700 hours under 100 psi differential pressure
conditions. Fig. 5d shows an 1 wt% K,COs-fed AEMWE employing
the HTMA-DAPP AEM at a constant current density of 0.5 A cm™>.
The voltage decay rate at the operating temperature of 50 °C
decreased over time and started to stabilize around ~50 pv h™*
at the end of the 500 hour test. After 500 hours, the operating
temperature of the cell was raised to 65 °C. The voltage of the
cell dropped by ca. 50 mV, but the degradation rate increased to
~200 pV h™". After 200 hours of operation at 65 °C, the cell’s
operating temperature was returned to 50 °C to see whether the
good durability at 50 °C was recoverable. The cell’s voltage was
higher than that of the initial 500 hour test. However, the cell
was stabilized with a voltage decay rate of ~1 vV h™". At the end
of the 750 hour test, the AEMWE did not show signs of cross cell
leak or electronic-short failures, and the cell was able to run
with a current of up to 2 A ecm 2. Throughout the durability test,
the AEMWE cell was held at 100 psi differential pressure.

A literature survey indicates that the highest longevity of
AEMWESs demonstrated was obtained with 1 M KOH-fed AEMWE
for 12000 hours with a degradation rate of 0.7 pV h™". The
longevity of pure water-fed and 1 wt% K,CO;-fed AEMWESs were
only demonstrated for <3000 hours. The voltage degradation
rate of SOA pure water-fed and 1 wt% K,COs;-fed AEMWEs are
higher than that of the SOA 1 M KOH-fed AEMWE (50-200 uvV h™"
over 500 to 700 hours at a constant current density of 500 mA cm™ ).
It is noted that the good durability of the pure water-fed AEMWE cell
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was obtained at a relatively high temperature (80 °C) and low
operating voltage (1.7-1.75 V). In contrast, the good durability of
the 1 wt% K,CO;-fed AEMWE was obtained at a lower temperature
(50-65 °C) and higher operating voltage (1.9-2.0 V). The different
optimum operating conditions in terms of operating temperature
and cell voltage suggest that the primary durability-limiting factors
for these AEMWEs with these two operation modes may be
different. In the next section, firstly, we provide background
information on AEMWE durability that includes cell voltage
behaviors during an extended-term test of AEMWEs and the
effects of bipolar plates and gas diffusion layers (GDLs) on
AEMWE durability. Then we discuss the durability-limiting
factors of AEMWEs with these three operation modes: pure
water-fed, concentrated KOH-fed, and 1 wt% K,CO;-fed operating
with differential pressure.

3. Durability evaluation of AEMWE
single cell

3.1. Cell voltage behaviors during an extended-term test

The durability of AEMWES is typically evaluated by measuring the
cell voltage over time at a constant current density. Fig. 6 shows
several cell voltage behaviors at a constant current density that
were commonly observed during an extended-term operation (ca.
100 hours). Fig. 6a shows the stable performance of AEMWESs in
which the cell voltage is constant. A slight decrease in cell voltage
may occur during the first ten hours most likely due to the cell
break-in during which the optimal interface between the electro-
catalyst and electrolyte is formed. Fig. 6b shows the gradual cell
voltage increase over time (Type 1). This is the most common
degradation behavior and it often appears concurrently with
other voltage behaviors. The primary cause of this behavior is
the loss of a cationic functional group of the AEM that increases
the cell’s resistance. Catalyst dissolution/aggregation or other
slow degradation of MEA components can also be the cause of
this voltage behavior. In this mode of degradation, the cell
degradation rate (V h™") is well defined. Fig. 6¢ shows a stepwise
increase in voltage (Type 2). This type of voltage behavior
originates from rapid performance decay due to catalyst activity
loss or local pH change by ionomer oxidation. Fig. 6d shows a
spike type of voltage behavior (Type 3). Cell degradation occurs
within a short period, but this degradation is recoverable. Change
in the liquid electrolyte concentration or water transport issues
due to evolving gas®" may cause such voltage behavior. Fig. 6e
shows a gradual voltage decrease (Type 4), which is the opposite
behavior of Fig. 6b. A gradual increase of hydrogen crossover by
AEM thinning may cause this behavior. This voltage behavior
makes the durability evaluation by cell degradation rate difficult
as the cell degradation rate does not accurately reflect the
degradation process. If AEM thinning occurs with cationic group
degradation, then the cell voltage may look constant. Therefore,
the cell showing a stable cell voltage may need to be placed in a
longer-term test or have the faradaic efficiency measured. Fig. 6f
shows catastrophic failure. The mechanical failure or pinhole
formation of AEM can result in such behavior (Type 5).

This journal is © The Royal Society of Chemistry 2021
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Fig. 6 Various voltage behaviors of AEMWEs during 100 hour extended-term test at a constant current density.

3.2. Effect of bipolar plates and gas diffusion layers on
AEMWE’s durability

The choice of proper bipolar plates (BPs) with flow fields and
gas diffusion layers (GDLs) is crucial to AEMWE performance
and durability. Fig. 7a shows the schematic of BP and GDLs in a
single cell. In AEMWESs, BPs are used to conduct current and
heat, distribute reactants (H,O) into and products (H, and O,)
out of the active area, and provide mechanical support as well
as separation for the stack. Due to the less corrosive alkaline
environment in AEMWESs compared to PEMWEs, cheap materials
such as stainless steel (SS) and graphite can be used for BPs in
the research which would greatly reduce the stack cost.®*%>%3

However, the degradation and corrosion of the BPs in AEMWEs
may still occur with an improper selection of the chemical
composition of BP materials and surface property as well as
AEMWE operating conditions. Although SS materials can provide
good corrosion resistance in alkaline solutions in AEMWESs, SS
alloys with increasing Ni and Cr contents will provide severe
passivation and form metal hydroxides (FeOOH, CrOOH) on the
anode of the BP’s surfaces leading to high interfacial contact
resistances (ICRs) and high overpotentials in the stacks.®**°
Graphite BPs are not suitable for long-term use with high
potentials in the anode since carbon materials are susceptible
to corrosion under OER conditions in the presence of OH™ ions,

—— First stability test
—— Second stability test
—— Without catalyst

10 min to remove the bubbl

2 4
Time (hour)

6 8 10 12 14 16

Fig. 7 (a) Typical components in AEMWEs with AEM, bipolar plates (BPs) and gas diffusion layers (GDLs). (b) Felt-type GDL.8® Reproduced with
permission.8® Copyright 2021, American Chemical Society. (c) Foam-type GDL.8” Copyright 2013, Elsevier. (d) Visualization image of trapped gas bubbles
in the microfluidic chip representing a foam GDL.8 Reproduced with permission.®® Copyright 2014, Elsevier. (e) Stability test of the water electrolyzer,
showing the first 10 hour stability test, removing bubbles, and then the second 6 hour stability test.5® Reproduced with permission.8° Copyright 2019,
Elsevier. (f) Thin well tunable GDLs with straight pores and gradient porosity.® Copyright 2017, Royal Society of Chemistry.
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which are excellent nucleophiles.'* Compared to PEMWES, very
few publications discuss the durability of BPs in AEMWEs.
Therefore, more studies that explore the corrosion resistance,
flow field patterns, and surface treatments for durable BPs in
AEMWEs are needed.

The GDL is a porous transport layer located between the
catalyst layer and the BP for transferring electron, mass and
heat between the two components. Coating a GDL with catalysts
results in a gas diffusion electrode (GDE) or a catalyst-coated
substrate (CCS). Commonly used GDLs in AEMWEs include
carbon paper or cloth, SS felt or mesh, Ti felt or foam, Ni foam,
etc. (Fig. 7b and c).* Mechanical/physical problems (e.g., over-
compression, low permeability and wettability) and chemical/
electrochemical failures (e.g. corrosion, erosion, and oxidation)
can contribute to GDL degradation, further reducing the dur-
ability of AEMWEs. As aforementioned, since the OER condition
and OH™ ions lead to the corrosion of carbon materials during
long-term operation, carbon GDLs can be more easily corroded
than graphite BPs due to the higher concentration of OH™ near
the AEM. Similar to BPs, the passivation layer on SS and Ti GDLs
can ensure AEMWE durability, which also leads to a high ICR.
Additionally, the corrosion of metallic GDLs occurs when the
voltage is above 2 V.°! Therefore, the corrosion of SS GDLs leads
to the degradation of contact points between GDLs and catalyst
layers causing increased MEA resistance and weak durability of
AEMWESs. Although a lower operation voltage (<1.9 V) may
reduce the corrosion of GDLs and improve the durability, the
current density will be sacrificed, resulting in a lower hydrogen
production rate.

More importantly, GDLs play an essential role in the mass
transport of reactants and products. Recent studies have found
that the mass transport aspect of GDLs also impacts the
stability and durability of AEMWEs. During the electrolysis
operation, oxygen bubbles on the anode must be removed from
the GDL as soon as possible to prevent them from blocking
catalyst active sites, especially at high current densities. Bazylak
et al. visualized the gas bubble transport in GDLs to study how
GDL geometry affects the multiphase flow in electrolyzers.®®
Microscopy images showed that gas bubbles were trapped in
the microfluidic chip representing a porous foam-based GDL in
Fig. 7d. This can cause a greater mass transport problem
in foam-based GDLs compared to felt-based GDLs. In addition,
the researchers also found that the porosity, thickness, and
pore diameter of GDLs greatly affect bubble accumulation in
GDLs. Another study confirmed that the trapped gas or gas
accumulation in GDLs greatly impacted the stability of AEMWES,
as shown in Fig. 7e.% In the stability test of AEMWES, catalyst-
coated carbon clothes were used as GDEs, and 1 M KOH was
pumped into AEMWES with a flow rate of 60 mL min~". In the first
10 hours (black line in Fig. 7e), slow degradation of 3 mAcm >h™"
was observed. Then, the power supply for the AEMWE was turned
off, but the water pump kept working to pump out H,/O, bubbles
from the cell for 10 min. Interestingly, the performance of the
AEMWE almost fully recovered after resuming the test (red line in
Fig. 7e), and the current density returned to its initial value,
indicating that the decay in the first 10 hours was due to the
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bubble accumulation and the blockage of water transportation in
GDLs. Bubble accumulation and the resulting dehydration of
catalyst layers and AEMs caused the blockage of reaction sites,
starvation, and reduction on OH™ conductance. This process may
lead to not only short-term stability problems but also severe
degradation over a longer period of time.

To the best of our knowledge, few studies have been
reported on the BPs and GDLs for durable AEMWESs. Thus,
more investigation is needed. Pt coated Ti BP/Pt coated Ti GDL
and graphite BP/carbon paper could be used at the anode and
cathode, respectively, as baseline materials to evaluate other
components of AEMWESs for benchmark comparisons.®” In this
way, the influence of BPs and GDLs on MEA durability could be
minimized. Following the previous point, it is worth studying
the contribution of GDLs and BPs to the degradation of
AEMWEs to provide insights into the material selection and
associated treatments of GDLs and BPs. Moreover, surface
modification and structural optimization should be conducted
for enhancing the mass transport and degradation resistance of
GDLs. The modification and optimization processes include
the followings: increasing the hydrophilicity of GDLs using
chemical etching or surface coating; optimizing the GDL’s
structural and physical parameters by reducing pore size,
producing graded pore dimensions, increasing porosity, and
providing smooth surfaces; surface coating with TiN, Pt, Nb, or
CrN for good corrosion resistance and low ICRs; using thin and
well tunable GDLs with straight pores and gradient porosity to
promote mass transport and reduce ICRs (Fig. 7f).°*%>%

4. Durability-limiting factors

4.1. Durability-limiting factor of pure water-fed AEMWEs

The durability of pure water-fed AEMWEs is relatively low.
Pandiarajan et al. reported that the cell voltage of spinel ferrite
catalyzed AEMWEs at 200 mA cm > and room temperature
increased from 1.6 to 1.75 V within 3 hours despite the stable
OER activity of the catalyst at >100 hours in the rotating disk
electrode (RDE) experiment.”* Chu et al. reported that the
iridium oxide catalyzed AEMWESs at 200 mA cm™ > and 50 °C
exhibited a voltage increase from 1.75 to 2.3 V in 35 hours,
although they did not observe any notable degradation of the
piperidinium-functionalized AEM from the post-mortem test.””
Since operating AEMWEs with only flowing water and without
additional liquid electrolytes is less corrosive, the durability-
limiting factors of pure water-fed AEMWEs are not related to
the alkaline stability of MEA components, but associated with a
high operating cell voltage and current density. In this section,
we discuss two durability-limiting factors, ie., ionomer detachment
and poisoning under high cell voltage and current density condi-
tions. Those ionomer-related degradations are accelerated under
high cell voltage and current density conditions.

4.1.1. Tonomer detachment from catalyst surface. Li et al.
found that ionomer detachment from the catalyst’s surface can
cause performance loss over time.’* In their experiments,
quaternized polystyrene ionomers with high IECs were used
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to improve AEMWE performance and the current density of the
cell using the TMA-70 ionomer (IEC = 3.3 mequiv. g ') reached
2.4 Acm 2 at 2.0 Vand 85 °C (Fig. 8a). However, they observed
that the catalyst particles were washed out from both the anode
and cathode outlet streams suggesting that the high IEC
ionomer could not tightly hold the catalyst particles stable in
the electrodes during continuous operation. As a result, the
lifetime of the AEMWESs using the TMA-70 ionomer was limited
to only ~7 hours (Fig. 8b). The binding strength of the ionomer
improved at a lower operating temperature (60 °C), achieving
~12 hours of durability. The binding strength of the ionomer
increased further when used with the same type of ionomer at a
lower IEC (TMA-53, IEC = 2.6 mequiv. g ') for the sake of
performance loss. At the operating temperature of 60 °C, the
initial cell voltage was ~200 mV higher, but the lifetime of the
cell substantially increased to >100 hours with a much lower
degradation rate showing that there is a performance-durability
trade-off.

The detachment of the ionomeric binder is problematic for
ionomers with a high IEC and high water uptake. These ionomers
have greater dimensional change under fully hydrated conditions
which weakens the adhesion of the ionomer on the catalyst’s
surface. The ionomer detachment by gas evolution occurs more
severely in pure water-fed AEMWEs because the catalyst-electrolyte
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interfacial area of pure water-fed AEMWEs is relatively small. Thus,
gas evolution occurs more inhomogeneously at a given current
density (Fig. 8c). Since the gas permeability of polymeric materials
is much lower than that of the KOH solution,” it is difficult to
remove the evolved gas fast enough from the catalyst-ionomer
interface under high current operating conditions. Compared to
PEMWEs, the gas bubble-induced ionomer detachment occurs
more easily in AEMWEs because hydrocarbon-based quaternized
ionomers have lower gas permeability,”>®” and a much lower
adhesion due to their excessive swelling with water.”® Fig. 8d
shows the durability of pure water-fed AEMWESs as a function of
the current density. The cell voltage of the AEMWE operated at
100 mA cm™> was stable over the 100 hours while cell failure
occurred within 40 hours when operating the cell at 300 mA cm™>
indicating that higher gas generation conditions are detrimental to
pure water-fed AEMWE:s. A similar effect was found with a nickel-
iron oxyhydroxide catalyzed pure water-fed AEMWEs.**

The mitigation strategy of degradation caused by ionomer
detachment is to use ionomers with a low IEC and to operate at a
low operating temperature although substantially lower performance
is anticipated. Alternatively, it may be plausible to develop high IEC
ionomers with low to moderate water uptake. Polymer synthetic
strategies to achieve low water-swollen hydrophobic ionomers
include introducing multi-cations,”™°* polar interactions,'*®
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Fig. 8 Performance-durability trade-off of pure water-fed AEMWEs.%? (a) Effect of IEC of ionomer on performance and (b) Effect of IEC of ionomers on
extended-term performance. AEM: HTMA-DAPP (26 um thick); anode: IrO; (2.5 mg cm~2); cathode: NiFe nanofoam (3 mg cm™2). (c) Schematic of gas
evolution at a high current density for pure water-fed and liquid electrolyte-fed AEMWEs. (d) Effect of current density on extended-term performance.
AEM: SES-TMA (35 um thick); ionomer: FLN-55; anode: IrO, (2.5 mg cm™2); cathode: PtRu/C (50 wt% Pt, 25 wt% Ru, 2 magpt cm™2). The AEMWE data was

produced at Los Alamos National Laboratory.
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and cross-linking.'**™'°® Several technical challenges in the design
of high IEC ionomers with low water uptake need to be addressed.
First, the conductivity of low water uptake of quaternized ionomers
is low which reduces the hydrogen generation rate. Second,
introducing multi-cations and polar group interactions into qua-
ternized polymers often decreases the chemical stability of the
ionomers. Third, the synthetic process of high IEC ionomers with
low water uptake is likely more complex and expensive. Enhancing
the robustness of the ionomeric film by a dispersing agent is
another plausible approach. In general, non-aqueous dispersing
agents increase chain entanglement of ionic group functionalized
polymers,'”'*® which provides better adhesion and mechanical
robustness for the ionomer thin-film. Implementing a better
dispersing agent may also produce a more uniform distribution
of ionomers in the electrode making gas evolution more homo-
genous and improving cell stability under high current conditions.
Reducing the size of catalyst nanoparticles may also help to a more
uniform distribution of gas evolution reactions.

4.1.2. TIonomer poisoning. The electrochemical oxidation
of the adsorbed phenyl group found in the ionomer at the oxygen
evolution potentials is one of the most prominent durability-limiting
factors for pure water-fed AEMWEs. Li et al. observed a phenolate
compound (the conjugate base of phenol) from the benzyltrimethy-
lammonium hydroxide (BTMAOH) solution which was contacted to
the surface of an iridium oxide catalyst after 100 hours exposure at
2.1 V vs. reversible hydrogen electrode [RHE]."*® Maurya et al.
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observed that the phenol formation also occurs at oxygen
reduction potentials (> 0.6 V) which adversely impacts the AEMFC
lifetime.™® In general, electrochemical oxidation of the phenyl
group is more detrimental to electrolyzers than fuel cells because
the operating voltages of the AEMWE anode (1.4-2.2 V) are much
higher than that of the AEMFC cathode (0.6-1.0 V). The electro-
chemical oxidation of the phenyl group process is explained in
Fig. 9a. The electrochemical oxidation process starts with the
adsorption of the phenyl groups in the ionomeric binders. Due
to carbon corrosion at high OER potentials, typical AEMWESs do
not have carbon components in the anode. However, for the
ionomers, it is challenging to make them completely phenyl
group-free. Phenyl groups in the ionomers are easily adsorbed
on the catalyst’s surface due to the favorable interaction of
aromatic m-electrons of the phenyl group and the electronic cloud
around the metal atoms.'™" The adsorption energy of the phenyl
group fragments in the ionomer backbone on the Pt surface is
even higher than benzene."’> Once the phenyl group is adsorbed
on the catalyst’s surface (Step 1), the adsorbed phenyl group is
oxidized and converted to phenol (Step 2). Although the typical
carbon corrosion proceeds to form carbon dioxide (final carbon
corrosion product) under typical OER potentials, 1,4 substituted
phenyl groups in ionomeric binders are not easily oxidized to
maleic acid to form carbon dioxide, but remain as phenolic
compounds. The produced phenolic protons are effectively
deprotonated by the hydroxide ion of the quaternary ammonium
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Fig. 9 (a) Schematic diagram of degradation mechanisms by electrochemical phenyl oxidation,'°® hydrogenation and cation-hydroxide-water
co-adsorption. (b) Short-term durability of pure water-fed LaggsSrg15C0Os or IrO, catalyzed AEMWEs. AEM: HTMA-DAPP (35 pum thick); ionomer:
HTMA-DAPP; anode: Lag gsSrp15C0o03 (2 mg cm™3) or IrO, (1 mg cm~2); cathode: Pt/C (0.6 mMgpt cm™2). The durability was measured under ambient
pressure.!** (c) Chemical structure of polymer electrolytes used for phenyl oxidation study. (d) Extended-term AEMWE durability employing different AEM
and ionomer combinations. AEM: HTMA-DAPP (35 pum thick) or SES-TMA (35 um thick), ionomer: HTMA-DAPP, SES-TMA, or FLN55, anode: IrO,
(1 mg cm~2); cathode: PtRu/C (50 wt% Pt, 25 wt% Ru, 0.5 mgp, cm™2).
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hydroxide to neutralize the alkaline medium (Step 3). The pK,
values of 2-phenyl phenol and 2,2'-biphenol are 9.6 and 7.6,
respectively.'*?

Because electrochemical oxidation occurs with adsorbed
phenyl groups on OER catalyst surfaces, the adsorption energy
of phenyl groups on the surface of OER catalysts plays a critical
role in the degradation process. The density functional theory
(DFT) found that the adsorption energies of the phenyl group in
BTMAOH that are parallelly oriented to the surface of iridium
oxide(110) is higher (—1.2 to —2.2 eV at 1.6 V) than that of
the La, g5Sr9.15C00; perovskite catalyst (—0.18 to —0.42 eV at
1.6 V).'%° The RDE data is consistent with the calculation data
that the phenyl oxidation rate on the surface of the iridium
oxide is approximately three times higher than that on the
surface of the perovskite catalyst. Fig. 9b shows the durability of
the iridium oxide and perovskite catalyzed AEMWEs employing
the HTMA-DAPP ionomer.'™* The cell voltage of the iridium
oxide catalyzed AEMWE rapidly increased from 1.7 to 2.1 V
during the first 5 hours of operation. In contrast, the perovskite
catalyzed AEMWE was stable at ~1.8 V over 100 hours.

The mitigation strategy for the degradation caused by the
electrochemical oxidation of the phenyl group is to use OER
catalysts with low phenyl group adsorption energy. While the
phenyl group adsorption energy on transition metal surfaces
such as Pt, Pd, or Ir is relatively high,'*>"*® alloy catalysts can
dramatically reduce the adsorption energy by changing the
electronic structure in the d-band center. For example, the phenyl
adsorption energy of the BTMA group parallel to the Pt(111)
surface is —2.30 eV, whereas the phenyl adsorption energy of the
BTMA parallel to the surface of Pt;Ruy(111) is —1.30 eV.""” As
demonstrated in Fig. 8b, perovskite catalysts have minimal
phenyl adsorbing surface properties which is beneficial for
long-term operation without much performance loss. Further-
more, the lower pH dependency of perovskite catalysts may be
beneficial to the performance of pure water-fed AEMWEs, 8712
Another approach is to use polymer electrolytes with less adsorption
energy of phenyl groups. Quaternized polyolefins have lower adsorp-
tion energy than quaternized polyaromatics.'*' Non-rotatable
phenyl groups, such as fluorene or carbazole, have lower
adsorption energy than the rotatable phenyl groups, such as
bipheny] 6612123

The effects of electrochemical oxidation of phenyl groups on
AEMWEs’ durability can be seen in Fig. 9c which compares the
short-term voltage behaviors of three MEAs prepared by AEMs
and ionomers with different phenyl adsorption characteristics.
The first MEA was fabricated with HTMA-DAPP for both the
AEM and ionomer. HTMA-DAPP has biphenyl and terphenyl
units in its backbone so a high level of electrochemical oxidation
of phenyl groups was expected."'>"*' The second MEA was fabri-
cated with a trimethylalkylammonium functionalized poly(styrene-
b-ethylene-b-styrene) triblock copolymer (SES-TMA) AEM and
HTMA-DAPP ionomer. The SES-TMA AEM has no phenyl group
in its polymer backbone, and thus, a lower degree of phenyl
oxidation is expected. The third MEA was fabricated with SES-
TMA AEM and a quaternized poly(fluorene) ionomer (FLN55).
The poly(fluorene) ionomer has a non-rotatable phenyl group

This journal is © The Royal Society of Chemistry 2021
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that can minimize phenyl oxidation. Fig. 9d compares the
durability of the MEAs employing those combinations of AEMs
and ionomers. The performance of the MEA employing HTMA-
DAPP for the AEM and ionomer decreased quickly during the
first five hours of operation due to the phenyl oxidation of the
ionomer and AEM. The MEA having SES-TMA AEM and HTMA-
DAPP ionomer showed a gradual decrease over 80 hours. The
slower degradation rate of the MEA is because the phenyl
oxidation rate of the interdiffused SES-TMA and HTMA-DAPP
phase in the electrode is lower than the HTMA-DAPP MEA. In
contrast, the MEA employing SES-TMA AEM and FLN55 iono-
mer showed relatively stable performance over 80 hours under
the same operating conditions.

Deactivation of HER electrocatalysts by hydrogenation of
ionomer fragments and cumulative cation-hydroxide-water
co-adsorption can impact the device’s performance and durability
(Fig. 9a). Although hydrogenation of the ionomeric binder at the
AEMWE’s cathode has not been systematically investigated
at a single cell level, hydrogenation of phenyl, ketone, and
alkene compounds on precious metal group catalysts is well
documented."**™*” Strong adsorption of the hydroxide ion on
the metal surface by cation-hydroxide-water coadsorption may
lower the device’s durability as well. Cumulative hydroxide adsorp-
tion can reduce water access to the catalyst’s surface due to lower
water solubility at the high hydroxide concentrated ionomeric
layer.*>'*® However, the cumulative hydroxide adsorption occurs
mostly in HOR potentials, ca. 0.1 V vs. RHE"**"*° and thus, the
impact may be less than other ionomer poisonings.

Both durability-limiting factors of pure water-fed AEMWEs
are related to the ionomeric binder. Because ionomer detachment
from the surface of electrocatalysts occurs when there is a lack
of adhesion and ionomer poisoning occurs with the adsorption of
ionomer fragments on the surface of OER catalysts, degradation of
pure water-fed AEMWEs proceeds on either degradation pathway.
High durability may be possible under a low hydrogen-generating
rate due to the performance-durability trade-off, suggesting that
achieving high performance and durability of pure water-fed
AEMWESs simultaneously may be a great technical challenge for
the development of commercially viable systems.

4.2. Durability-limiting factor of concentrated KOH-fed
AEMWESs

The primary durability-limiting factors of the concentrated
KOH-fed AEMWEs are different from those of pure water-fed
AEMWEs due to the different operating environments created
by the additional electrolyte. The circulated liquid electrolyte
provides a catalyst-electrolyte interface by allowing water-
splitting reactions which maintains the catalyst utilization of
the HER and OER. As a result, there may be no need for high
IEC ionomers. Therefore, the performance loss by the ionomer
detachment could be avoided. Moreover, the electrochemical
oxidation of phenyl groups in the AEM and ionomer is less
critical because the liquid electrolyte can neutralize the phenols
without significantly changing the local pH at the vicinity of the
catalyst-electrolyte interface. The performance tolerance of ionomer
degradation on the concentrated alkaline solution-fed AEMWES is
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Fig. 10 Impact of concentrated alkaline solution circulation on AEMWE
performance after durability test. (a) Cell voltage change during 24 hour
operation of a pure water-fed AEMWE. (b) Performance comparison after
24 hour operation for pure water-fed and 0.1 M NaOH-fed conditions.
AEM and ionomer: HTMA-DAPP (35 pum thick), anode: NiFe nanoform
(2 mg cm™~2); cathode: PtRu/C (50 wt% Pt, 25 wt% Ru, 0.5 mgp; cm~2). The
durability was measured at 60 °C under ambient pressure. The AEMWE
data was produced at Los Alamos National Laboratory.

shown in Fig. 10a. The cell voltage increased from 1.7 to 1.95 V
during a short-term test for NiFe catalyzed pure water-fed AEMWE
suggesting that the electrochemical oxidation of phenyl groups
occurred. When compared to the AEMWE performance under
pure water-fed conditions, a notable voltage loss (~80 mV loss at
50 mA cm %) confirmed AEMWE degradation (Fig. 10b). However,
when the performance before and after the shortterm test was
compared to the 0.1 M NaOH flowing, negligible performance loss
was detected because the local pH at the catalyst-electrolyte inter-
face was not varied by the concentrated alkali hydroxide solution
with the electrochemical phenyl oxidation. Although circulating a
concentrated alkali hydroxide solution improves AEMWE perfor-
mance and performance tolerance to ionomer degradation, the
corrosive liquid electrolyte accelerates the degradation of AEMs.
Therefore, chemical and electrochemical stability of AEMs becomes
major concerns of concentrated KOH-fed AEMWEs. In the previous
perspective article on AEM stability for AEMFC applications, several
key degradation pathways of AEMs such as Sy2 benzyl substitution,
SNAR aryl ether cleavage and heterocycle deprotonation were
mentioned.* In this section, we focus more on other degradation
pathways of polymer electrolytes and non-quaternized polymers that
have been known as “alkaline-stable”. Also, we provide information
on radical-induced degradation and crosslinking reaction which can
be accelerated with corrosive electrolyte circulation. Possible degra-
dation mechanisms of electrocatalysts under high pH conditions is
also discussed in this section.
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4.2.1. Alkaline instability of AEM. Liu et al. reported the
durability of 1 M KOH-fed AEMWEs using several commercial
AEMs (Fig. 11a)."*' Only the cell using a commercial FAS-50
(50 um thick, Fumatech) and Sustainion® 37-50 (50 um thick,
Dioxide Materials) could hold 1 A em™> at 60 °C. The cell
employing FAS-50 exhibited a gradual voltage increase (0.4 mV h™")
for the initial 180 hours after which the cell started to leak. The cell
employing Sustainion 37-50 was stable over ~2000 hours with a
cell voltage increase rate of 5 vV h™". Since all other cell components
used for this study were identical, they concluded that the poor
alkaline stability of the FAS-50 AEM impacted the electrolyzer’s
durability. Hnat et al. observed that a voltage increase of 1 M
KOH-fed AEMWE when employing a commercial quaternized
polystyrene after 100 hours of operation at 70 °C and
300 mA cm ™ >."*? The post mortem analysis indicated that the
IEC of the AEM decreased from 2.45 to 2.31 mequiv. g},
suggesting chemical degradation of the AEM. There have been
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Fig. 11 (a) 1 M KOH-fed AEMWESs at 60 °C at a current density of 1 A cm™2 1t
AEM: Fumasep® FAS-50 (50 pm thick) or Sustainion® 37-50
(50 pm thick), ionomer: Nafion, anode: NiFe,O4 (2 mg cm™); cathode:
NiFeCo (2 mg cm~2). The durability was measured at 60 °C under ambient
pressure. Reproduced with permission.®* Copyright 2017, Elsevier.
(b) Short-term test of 1 M KOH-fed AEMWEs employing alkaline-stable
AEMs. AEM/ionomer: HMT-PBI (43 pm thick)/HMT-PBI, Fumatech FAA-3
(50 pm thick)/FAA-3, anode and catalysts: Pt/C (0.5 mgp, cm™2), AEM/
ionomer: SES25-TMA-1.7 (53 um thick)/FLN-55, anode: IrO, (1 mg cm~2);
cathode: PtRu/C (50 wt% Pt, 25 wt% Ru, 0.5 mgp; cm™2). Reproduced with
permission.® Copyright 2016, Royal Society of Chemistry.

This journal is © The Royal Society of Chemistry 2021


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0ee04086j

Open Access Article. Published on 27 april 2021. Downloaded on 29-10-2025 02:51:17.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Energy & Environmental Science

extensive studies and great progress on the improvement of
chemical stability of AEMs under high pH conditions over the
last decade. For the polymer backbone, the commonly used aryl
ether backbone is unstable in alkaline conditions due to aryl
ether cleavage reactions.”®'*>"3* Several aryl ether-free quater-
nized polymers were developed to improve polymer backbone
stability.>>"*>"*% For the cationic functional group, the most
common BTMA cation in the early stage of AEM research was
replaced with a more alkaline-stable ammonium group that was
tethered by electron-donating alkyl spacer chains."**™**" Bulky
imidazolium and rotationally restricted piperidinium cationic
groups were also suggested as alternative cationic groups for
enhanced alkaline stability."***** Several short-term AEMWE
tests employing AEMSs with an aryl ether-free polymer backbone
and an alkaline-stable cationic functional group were performed
under highly concentrated KOH-fed conditions.®*'*®

Fig. 11b compares the 1 M KOH-fed AEMWE durability
employing three different AEMs: FAA-3, hexamethyl-p-terphenyl
poly(benzimidazolium) (HMT-PBI), and SES-TMA. While the
AEMWE using a commercial FAA-3 AEM quickly degraded over
10 hours of operation at 60 °C and a constant current density of
20 mA cm ™%, the AEMWE using an aryl ether-free HMT-PBI AEM
showed a gradual performance decay at a constant current
density of 25 mA cm * over 200 hours."*® The 1 M KOH-fed
AEMWE cell employing SES-TMA AEM also showed stable perfor-
mance over 400 hours. However, it is not certain that the AEMWEs
using the alkaline-stable AEMs can operate for >20 000 hours, as
in the case of the SOA PEMWEs because some degradation of the
polymer was observed under higher stress accelerated conditions.
In this following section, we discuss possible degradation mechan-
isms of AEMs that are known as “alkaline-stable”.
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Park et al. investigated the degradation pathways of the
HTMA-DAPP AEM that has an aryl ether-free wholly aromatic
polymer backbone and pendant alkyltrimethyl ammoniums."®
They found that a common nucleophilic methyl substitution
(Sn2) reaction occurred only under relatively high temperatures
(>80 °C). Instead, the B-elimination (E2) reaction (also known
as Hofmann elimination) was observed to occur over a prolonged
period (Fig. 12a). Under 80 °C and 0.5 M NaOH conditions,
degradation by B-elimination in the alkyl chain extender started
to occur after 3500 hours and continued until the end of the
experiment (after 11 000 hours, 50% loss in hydroxide conductiv-
ity was observed). Under 80 °C and 4 M NaOH conditions, the
degradation due to B-elimination started to occur at 1800 hours,
and ~40% loss in hydroxide conductivity was observed after
3500 hours. The delayed degradation via the p-elimination
degradation process is consistent with other polymers with a
long alkyl chain quaternary ammonium (more than four carbons
in the alkyl chain linker)."*”'*® Fan et al investigated the
degradation behaviors of poly(arylimidazolium)s (Fig. 12b).'*°
The polymers with ethyl-, propyl-, and butyl-substituted side
chains showed excellent alkaline stability. The chemical stability
of these polymers after immersion of the AEM in 10 M KOH at
80 °C indicated that 94 to 98% of imidazolium remained intact
after 240 hours in highly caustic solutions. The possible degrada-
tion mechanisms of the poly(arylimidazolium)s were evaluated
with the less stable methyl-substituted poly(arylimidazolium).
The "H NMR analysis after the alkaline stability test suggested
that the degradation of the AEMs occurs via both dealkylation
(major) and ring-opening (minor) pathways.

Olsson et al. investigated the degradation mechanisms of
poly(arylene piperidinium)s with methyl, butyl, hexyl, and octyl
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Fig. 12 Major degradation mechanisms of alkaline-stable polymers under high pH conditions (a) hexamethy! trimethyl ammonium functionalized Diels—
Alder poly(phenylene) (HTMA-DAPP). (b) Butyl substituted poly(arylimidazolium) (PAImBB). (c) Poly(arylene piperidinium)s (PTPiPQ1). (d) Polybenzimidazole.
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substitutes (Fig. 12c)."® The polymers showed no degradation
under 2 M NaOH at 60 °C for 15 days. The degradation mechanisms
of the polymers were investigated under harsher conditions (2 M
NaOH at 90 °C for 360 hours). The study indicated that the major
degradation pathway is the p-elimination in the piperidinium
ring. A nucleophilic a-methyl substitution reaction was also
identified for alkyl piperidinium, particularly with a higher KOH
concentration.”>**>" Aili et al. examined the chemical stability
of polybenzimidazole (PBI) under 6 M NaOH at 85 °C for
176 days (Fig. 12d)."®> The chemical structural change of the
PBI was not detected after 116 days of aging, but a trace of
structural change was detected after 176 days of aging. The
'H NMR analysis indicates that the base-catalyzed hydrolysis of
PBI primarily occurs through a nucleophilic attack by hydroxide
ions on the benzimidazole C2 position.'**">*

The mitigation strategies of AEM degradation have been
investigated. Pham suggested that higher alkaline stability of cyclic
cation functionalized polymers may be achieved by introducing a
pendant group that may reduce the ring strain and restrict
conformation.'® Alternatively, alkaline-stable non-quaternized
polymers can be used instead of quaternized polymers. PBIs
have been extensively studied for this purpose. Kraglund et al.
demonstrated the performance of 20 wt% (3.6 M) KOH-fed
AEMWE cell employing poly(2,2'-(m-phenylene)-5,5-bibenzimi-
dazole) (m-PBI)."*> The cell’s performance gradually decreased
due to the base-catalyzed hydrolysis of amino groups in the
polymer backbone. A more alkaline-stable poly(2,2'-(m-mesitylene)-
5,5"-bibenzimidazole) (mes-PBI) was developed from the same
research group.'”® The mes-PBI membrane was stable in
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0-10 wt% KOH at 88 °C for 207 days. In a 50 wt% aqueous
KOH solution, the molecular weight of the mes-PBI membrane
gradually decreased, suggesting that the polymer backbone
degradation was initiated from the nucleophilic addition at
the benzimidazolide C2 position. Although the alkaline stability of
mes-PBI is superior to most quaternized polymers, one should
note that the use of non-quaternized membranes requires a higher
concentration of KOH solution to meet the conductivity require-
ment. Reasonably high performance and durability are possible with
this approach when using non-quaternized polymer electrolytes.

4.2.2. Radical induced hydrolysis. Two electron oxygen
reduction reactions from the permeation of oxygen from the anode
through the AEM to the cathode compartment can generate
hydrogen peroxide radicals.”'*® Also, hydroxyl (HO*) and hydro-
peroxyl (HO,") radicals can be produced from the intermediated
species of the OER™™®' or cation-site catalyzed reduction of
dioxygen.162‘163
is expected as hydrogen peroxide is detected in AEMWE cells.
To evaluate the oxidative stability against radical-induced degrada-
tion, Fenton’s reagent is commonly employed as a preliminary
ex situ accelerated degradation test due to its ability to generate
oxygen-containing free radicals in solution.'®®

Ayers et al. showed the mechanical property deterioration of
quaternized poly(arylene ether) AEMs after being subjected to
the Fenton’s test for up to 5 hours.”® Visual inspection of the AEMs
after the Fenton’s test by optical microscopy showed surface
cracking and possible AEM dissolution (Fig. 13a). The dominating
reaction in the degradation processes of polyaromatics is the loss of
OCHj; from the methoxy substituted compound. This mechanism is

Radical induced hydrolysis of polymer electrolytes
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relevant to aryl ether-containing polymers such as polysulfones and
polyether ketones as it can lead to bond breaking within the C-O-C
connections (Fig. 13b)."” Owing to its electrophilic nature, the HO®
radical preferentially attacks the aromatic ring near the aryl ether
bond-forming phenols under high pH conditions (Fig. 13c)."®”
The attack of free radicals on the vulnerable carbon (carbon in
para position for the trimethyl ammonium hydroxide group of
vinyl benzyl chloride grafts) degrades the polymer backbone of
the quaternized polystyrenes (Fig. 13d)."*>'®*'7° Cation degrada-
tion by a radical attack on the benzyl triethyl ammonium is also
depicted in Fig. 13e."”" In this mechanism, hydroxide ions attack
the quaternary ammonium groups of the AEMs to produce ylides
and water molecules by the abstraction of a proton from the
a-carbon. Then, the oxygen molecules in the alkaline solution
capture the electron of the ylides to produce superoxide anion
radicals and quaternary ammonium radicals, respectively. The
quaternary ammonium radicals subsequently degrade into ethylenes
and tertiary amines. Mitigation strategies for electro-oxidative degra-
dation by radical species include using an aryl ether-free polymer
backbone'’>'”? and introducing cross-linking reactions.'”*'”
Radical inhibitors such as p-ethyl phenol that could protect the
AEMs against the attack may be used."”

4.2.3. Cross-linking of AEM wunder basic conditions.
Commonly, exposure of AEMs to a highly concentrated caustic
solution leads to high gel formation.”>"’®'’” High gel for-
mation is caused by cross-linking reactions of quaternized
polymers that occur under high pH conditions. Often, cross-
linking reactions are intentionally introduced in AEMs to
improve mechanical properties.'”® 8" However, uncontrolled
cross-linking reactions lead to adverse property changes of the
AEMs. Several cross-linking mechanisms of quaternized polymers
under high pH conditions have been identified (Fig. 14). Hossain
et al. proposed that covalent cross-linking of AEMs readily occurs
between a bromide polymer and dimethylamine.’®* The cross-
linking reaction with dimethylamine is unlikely to occur during
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Fig. 14 Several cross-linking pathways of AEMs under high pH conditions.
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AEMWE operations because the boiling point of dimethylamine is
low (~7 °C) and the concentration of dimethylamine would be
very low. However, such a cross-linking reaction is possible
between bromide and aminated polymers. Park et al. investigated
another possible cross-linking reaction between unreacted alkyl
bromides followed by a Williamson ether synthesis of unreacted
primary alkyl bromides."> Miyanish and Yamaguchi reported
another cross-linking reaction between polymer backbone fluoride
groups and quaternized cationic groups via Sy2 reactions.'®® The
property changes of AEMs due to cross-linking reactions are
different from changes due to the chemical degradation of AEMs.
The IEC change of AEMs is minimal as the cross-linking
reaction itself generally does not consume the ammonium
functional groups. On the other hand, water uptake and hydroxide
conductivity of the AEM could notably decrease. The reduction of
hydroxide conductivity can cause the deterioration of AEMWE
performance by increasing cell ohmic resistance. The elongation
of AEMs decreases while the modulus of AEMs increases making
the AEM brittle which could potentially lead to premature cell
failure. The mitigation strategy of the undesired cross-linking
reaction depends on the nature of the cross-linking reactions. When
degradation byproducts participate in the cross-linking reactions, it
is critical to prepare alkaline-stable AEMs. Increasing the quaterni-
zation yield is important to reduce the number of unreacted halide
groups in the polymers. A high quaternization yield can also be
obtained by homogeneous amination reactions and possibly by
using a non-aqueous reaction medium."”” Removing unsaturated
double bonds from the polymer chain is also critical.

Identification of the major degradation mechanism of AEMs
in a working cell can be tricky because AEM degradations can
simultaneously occur in concentrated KOH-fed AEMWES unlike
ionomer poisoning and ionomer detachment found in pure
water-fed AEMWEs does not occur simultaneously. However,
operating parameter changes may help to identify the main
degradation mechanism of AEMs. Radical-induced hydrolysis is
proportional to the operating voltage, temperature, and catalysts.
Alkaline instability and cross-linking are more dependent on the
concentration of KOH. The degradation by cross-linking reaction
occurs mostly during the first 100 hours of the test, but the
degradation rate by hydroxide attack of AEMs is rather constant.
Another difference in degradation behavior between pure water-fed
and concentrated KOH-fed AEMWE:S is the performance-durability
trade-off. Because using a highly concentrated KOH electrolyte
allows lower voltage operation which can reduce radical-induced
AEM hydrolysis, a less clear performance-durability trade-off is
observed in concentrated KOH-fed AEMWES.

4.2.4. Detachment, agglomeration, and dissolution of catalysts.
The catalyst selection has been greatly broadened by high pH
environments in the AEMWE system. In general, the intrinsic
stability of HER catalysts has been of less concern due to the
lower cathode potential. However, OER catalysts still face sig-
nificant stability challenges especially at high current density
operation conditions. In this section, we discuss catalyst-related
degradation mechanisms that affect the AEMWE’s durability.
The first catalyst degradation mechanism is the detachment,
migration, and agglomeration of carbon-supported HER catalyst
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(b) Durability of 1 M KOH-fed AEMWE at 500 mA cm™2 at 45 °C. AEM:
Sustainion®™ X37-50, anode: CuCo-oxide on nickel form (CE-CCO), cathode:
Pt/C (1 mgp, cm~2).92 Adapted with permission.2 Copyright 2020, Elsevier.

nanoparticles (Fig. 15a). This degradation occurs due to weak
catalyst-supporting material interactions of carbon-supported
HER catalysts that can occur under alkaline conditions'®* and is
accelerated by hydrogen bubble formations. Under low current
density operation, hydrogen bubbles at the interface between the
catalyst nanoparticles and carbon support are not formed."®> As
the current density of the electrolyzer increases, a hydrogen
bubble overcomes the critical formation size (4 nm) and the
nucleation of a gas bubble can occur either on top of a catalyst
nanoparticle or adjacent to it. As a result, catalyst nanoparticles
start to detach, migrate, and agglomerate. The detachment of
catalysts is prevented by using unsupported black catalysts,
although the catalyst loading and the catalyst cost may increase
for the sake of durability improvement. Catalyst dissolution is
another well-studied catalyst degradation pathway (Fig. 15a)."%
Catalyst dissolution depends on the intrinsic properties of the
catalyst that can occur under AEMWE working conditions. The
HER catalysts based on the first-row transition metals, Fe, Co,
and Ni, as well as their hydroxide forms can be dissolved into
alkaline electrolytes."®”"®® The OER catalysts based on noble
metals are dissolved in an alkaline electrolyte. The dissolution
of polycrystalline decreases in the order of Ru > Ag > Au > Ir >
Rh > Pt > Pd.'’®'% The least stable, Ru, exhibits the most
activity, whereas the most stable, Pt and Pd, are the least active
suggesting Rh and Ir act as a satisfying compromise between
activity and steady-state stability. At the OER potentials, noble
metal catalysts can be passified by the formation of a stable
oxide layer or dissolved. The dissolution stability of metal oxides
such as IrO, and RuO, is much greater than the metallic
counterparts.'**

To overcome the issue of catalyst degradation, various efforts
have been made to develop effective material design strategies
such as doping,**"®° surface-structure modification,"”*°

and formation of protective layers on the catalyst surface.>**>%
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Such approaches are effective to improve catalytic activity and
stability. However, one should note that the long-term stability
of electrocatalysts has been evaluated mostly at a relatively
small current density (10 mA ecm™2)."9%2%*2% por concentrated
KOH-fed conditions, there has been plenty of literature reviews
covering the OER catalyst durability in which the actual test was
often carried out in a half-cell immersed in concentrated alkaline
solution. For pure water-fed or 1 wt% K,COs-fed conditions, half-
cell tests may not be a viable option, thus the durability of the
OER catalysts needs to be evaluated in a AEMWE cell. In this case,
device performance loss often originates from AEM and ionomer
failure. Therefore, it may be difficult to dissect the cell and
determine the degree of liability stemming from the catalyst
degradation. In addition, the catalyst degradation may be accel-
erated by poisoning due to the ionomer as discussed in Section
4.1.2. For these reasons, the catalyst stability should ultimately be
evaluated with an AEMWE cell under conditions such as (i) high
current density, (ii) sufficiently long time (>1000 hours) and
(iii) target electrolyte circulation.

Limited studies on the impact of catalysts on AEMWE
durability was performed. Moderate device degradation for pure
water-fed and carbonated solution-fed AEMWEs was demon-
strated at a higher cell voltage (1.8-2.0 V) over several hundreds
hours.?®*%° The cell degradation rates of the AEMWEs were
~0.2mV h™". For concentrated KOH-fed AEMWEs, the duration
of most durability tests was <100 hours and degradation rates
were higher.”'*?'> For example, Park et al. reported on the
durability of surface-etched CuCo-oxide (CE-CCO) catalysts for
OER.”” A half-cell test indicated that the CE-CCO catalyst was
durable, exhibiting stable OER activity for 3600 hours at a
constant current density of 20 mA cm™ > The performance of
1 M KOH-fed AEMWE employing the CE-CCO OER catalysts was
reasonably good (1390 mA cm™? at 1.8 V) at 45 °C. However, a
notable voltage degradation, ca. 1 mV h™', was observed during
the 65 hours of extended-term test at a constant current density
of 500 mA cm 2 (Fig. 15b). Although it was not clear that the
performance decay of the AEMWESs originated only from the
OER catalysts, the result suggests that a deeper analysis is
needed to establish whether the high activity and stability of
electrocatalysts are transferred to the device’s performance and
durability.

4.3. Durability-limiting factor of 1 wt% K,CO;-fed AEMWESs

As circulating a corrosive concentrated KOH solution into AEMWESs
becomes a concern in MEA component degradation, several
research groups have reported the possible use of an aqueous
potassium (or sodium) carbonate solution.”””* Although the cell
performance of K,CO;-fed AEMWEs is inferior to that of the KOH-
fed AEMWES at the same molar concentration,"** the performance
of K,COs-fed AEMWE is superior to that of the KOH-fed AEMWE at
the same pH level.”* This suggests that the K,CO5-fed AEMWE is
an attractive approach to hydrogen production with improved
durability and limited performance trade-off. Circulating a less
corrosive K,CO; solution creates less concern on MEA compo-
nent degradation which allows operation with differential pres-
sure across the membrane. Economic production of pressurized

This journal is © The Royal Society of Chemistry 2021
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hydrogen offers additional benefits. In typical commercial
PEMWEs, hydrogen is pressurized to 15-30 bars inside the
cell/stack via simultaneous water splitting and electrochemical
compression.”"® The influence of differential pressure on
10 wt% K,CO;-fed AEMWE performance is small, (~20 mV loss
at 1 A cm™> when the pressure increased from 1.0 to 8.5 bar),
suggesting an advantage of hydrogen production with minimal
energy penalty.”* Besides, for differential pressure operation,
oxygen crossover is less critical for AEMWEs since the oxygen
permeation rate at ambient pressure is much lower than that of
hydrogen. The differential pressure operation enables a high
purity hydrogen production without the additional burden of
oxygen removal downstream. However, high differential pressure
conditions place a high amount of stress on the membrane that
may cause premature mechanical failure of AEM. In this
section, we investigate the impact of AEM mechanical properties
on 1 wt% K,CO;z;-fed AEMWEs operating with a differential
pressure of 100 psi.

4.3.1. Mechanical failure of AEM. For the generation of
differential pressure during AEMWE operation, the non-porous
AEM and porous transport layer have to provide sufficient mechan-
ical support to withstand the pressure difference.”"> To maintain
the structural integrity of the membrane, the mechanical properties
of AEMs in a fully hydrated state are critical. For PEMWESs, relatively
thick (125-180 pm) PFSA membranes are commonly used. Although
the use of a relatively thick membrane would induce higher
membrane resistance in the electrolyzer cell, it gives benefits of
lower gas crossover and enhanced mechanical robustness.*'® For
AEMWES, hydrocarbon AEMs are mostly used since quaternized
perfluorinated AEMs are not chemically stable under high pH
conditions.*"” Because hydrocarbon AEMs tend to have lower gas
permeability, the use of thinner membranes is possible which can
yield high hydrogen production efficiency.

Mechanical toughness or the tensile energy of AEMs can be
obtained from the area under the stress-strain curve. Herein,
we consider two types of hydrocarbon AEMs that have reason-
ably high toughness. One is an elastomeric material like acidic
PFSA membranes that have low modulus and strength but high
elongation. The other is a polyaromatic membrane that has
high modulus and strength but low elongation. The stress-
strain curves of two representative polymers (HTMA-DAPP and
SES-TMA) are compared in Fig. 16a. The tensile energy for the
SES-TMA AEM was ~ 30% higher than that of the HTMA-DAPP.
The durability of 1 wt% K,CO;-fed AEMWEs employing the
HTMA-DAPP and SES-TMA AEMs was compared at 100 psi
differential pressure. The cell employing HTMA-DAPP AEM
showed stable voltage during the 500 hours at a constant
current density of 0.5 A cm™> and 50 °C. In contrast, the cell
employing SES-TMA did not hold the differential pressure for
500 hours (Fig. 16b). Initially, the cell held the differential
pressure of ~100 psi, but after about 200 hours, the cell could
not hold the full differential pressure. The SES-TMA cell also
showed more voltage fluctuation with a higher decay rate
(310 puv h™') although it still produced hydrogen until the
end of the 500 hour-test. This result suggests that the AEMs
having low stiffness and tensile strength would not be suitable
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Fig. 16 (a) Stress—strain curves of HTMA-DAPP and SES-TMA AEMs. (b)
Comparison of long-term performance of AEMWEs using HTMA-DAPP
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(3 mg cm™?), cathode: Pt black (3 mgp; cm~2). The AEMWE cell data was
produced at Nel Hydrogen.
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for long-term operation under differential pressure conditions.
For a membrane to withstand the challenging conditions of
differential pressure operation, a stiffer (but not brittle) membrane
is desirable. The quaternized SES-TMA polymer has large elongation
and a relatively low yield strength. It is conceivable that such a low-
stress membrane is slowly yielded under differential pressure
conditions eventually leading to a membrane rupture. When a less
corrosive K,CO; liquid electrolyte is used, the main durability-
limiting factor of K,COs;-fed AEMWE is associated with the
differential pressure. The differential pressure holding capability
may require an increase in the thickness of the AEM. However,
because hydrocarbon AEMs generally have lower hydrogen gas
permeability, thinner membranes and lower cell resistance, the
best mitigation strategy for differential pressure operation is to
use a rigid polyaromatic-based polymer instead of elastomeric
polyolefin-based polymers. Other popular strategies include
reinforcements,*'® composites,*'**?° and cross-linkings.>***?*

5. Summary and outlook

This paper discusses the durability-limiting factors of AEMWEs
that are closely related to electrolyte-fed conditions. Table 1
summarizes the durability of SOA AEMWEs, durability-limiting
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Table 1 Durability comparison and durability-limiting factors for PGM-free catalyzed AEMWEs (++: high, +: intermediate, —: low)

Pure water-fed

1 wt% K,CO;-fed, 100 psi

Concentrated KOH-fed differential pressure

Durability of SOA AEMWE

Voltage degradation rate (uvV h™?) 100 at 0.5 A cm™2 (80 °C)

Longevity demonstrated (hours) >2000“
Ref. 29
Durability-limiting factor (degradation behavior)
Ionomer detachment (Type 1 & 4) ++
Tonomer poisoning (Type 1 & 2) ++

Alkaline instability (Type 1, 3, 4 & 5) -
Radical induced hydrolysis (Type 1) +
Cross-linking reaction (Type 1 & 5) +
Catalyst & degradation (Type 1) +
Mechanical failure (Type 1 & 5) -

“ PGM anode and cathode.

factors and degradation behaviors of AEMWEs under these
three operation modes.

The major degradation mechanisms of pure water-fed
AEMWE:s is related to the ionomeric binder at the electrodes.
The first ionomer-related degradation is the ionomer detachment
from electrocatalysts. This degradation path can be observed with
ionomeric binders with a higher IEC which provide high pH
environment without circulating an additional liquid electrolyte.
Because ionomeric binders with high IEC generally have high
water affinity, lack of adhesion of the ionomeric binders often
causes ionomer detachment from the electrode that limits the
durability of the cell. Ionomer detachment causes Type 1
behavior (cell voltage increase), as well as Type 4 behavior
(cell voltage decrease) at a later stage. Electrochemical phenyl
oxidation is the other durability-limiting factor that is related to
the ionomeric binder. Electrochemical oxidation of the phenyl
groups in the ionomeric binder causes a rapid voltage jump,
(Type 2) as the local pH change in the electrode occurs in a
relatively short time. The voltage degradation rate of SOA pure
water-fed AEMWE was reported to be 100 mV h™" which is still
higher than the liquid electrolyte-fed AEMWESs suggesting that
the commercial viable pure water-fed AEMWEs may not be
realized in the near future. This is also partly because the
complete overcoming of ionomer-related degradation pathways is
technically challenging. An ionomer synthetic strategy towards
high IEC with low water uptake may help to find a sweet spot
for a highly performance with good durability.***** Completely
removing phenyl groups in the anode ionomers*** can resolve the
issues associated with the electrochemical oxidation of ionomer.

The concept of the concentrated KOH (pH > 14)-fed
AEMWEs was developed by combining traditional AWEs with
the zero-gap configuration of PEMWEs. The performance stability
of the concentrated KOH-fed AEMWEs was evaluated at a higher
current density compared to pure water-fed AEMWEs. During a
short-term test, the cell voltage behavior of extended-term tests
shows a mixed pattern of Type 1 (cationic group degradation),
Type 3 (electrolyte concentration change), and Type 4 (polymer
backbone degradation), which makes it hard to interpret
whether the cell is stable or unstable from an extended-term
test. Occasionally, the cell also stops working with catastrophic
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failure behavior (Type 5). Since additional high pH electrolytes
are available in the catalyst layer, the concentrated KOH-fed
AEMWESs can largely remove the ionomer detachment and phenyl
oxidation issues found in pure water-fed AEMWEs. Instead, the
membrane and ionomer degradation under high pH conditions
can cause performance loss over time. Compared to systems
employing quaternized or non-quaternized membranes, there
are trade-offs between performance and durability. When using
a quaternized AEM, circulating relatively low concentrated KOH
(1 M) is enough to produce high performance. When using
a non-quaternized polymer, a higher concentration of KOH
(3-5 M) is required for high performance. Quaternized polymers
may be less stable than non-quaternized polymers under high
PH conditions because the degradation of the polymer primarily
starts with the cationic functional group, or the cationic
functional group often triggers polymer backbone degradation.
This means that alkaline stable non-quaternized polymers may
survive with highly concentrated KOH solutions for only a
prolonged period. The concentration of KOH also affects the
selection of electrode binders. For the AEMWEs using a relatively
low concentration of KOH (1 M) and a quaternized ionomeric
binder may be beneficial for AEMWE performance. However, for
AEMWEs using highly concentrated KOH (>3 M), a more
alkaline-stable non-quaternized ionomer such as Nafion might
be used. Significant advancements of alkaline stability of poly-
meric materials over the past decade have allowed for the
operation of concentrated KOH-fed AEMWEs using a quaternized
AEM > 12000 hours of durability with a relatively low voltage
degradation rate (0.7 uV h™'). For the AEMWEs using non-
quaternized AEMs, more than 700 hours of durability with a
low voltage degradation rate (30 pV h™') was demonstrated. For
a commercially viable system, additional performance and
durability validation at a stack level is required. Moreover, the
higher durability of such AEMWEs under differential pressure
conditions needs to be demonstrated for an economically
competitive system.

The 1 wt% K,CO;-fed AEMWEs are unique configurations for
AEMWESs that increase the durability of the device at the cost of
performance. Degradation behaviors of the 1 wt% K,CO;-fed
AEMWEs when operating under differential pressure during an

This journal is © The Royal Society of Chemistry 2021
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extended-term test may be more complex as different degradation
limiting factors can play a role in addition to the behaviors
associated with gas crossover increase (Type 1) and mechanical
failure (Type 5). Although long-term performance data is limited,
the durability of 1 wt% K,COs;fed AEMWEs with differential
pressure is reasonably good. The improved material stability at
lower pH environments enables the accommodation of differential
pressure operation. Operation of AEMWE cells under differential
pressure conditions is important, especially in smaller scales,
because mechanical compression is not economical for ambient
pressure operation. However, operation under differential pressure
conditions may narrow the AEM material choice to endure the
highly pressurized conditions. Particularly, the AEMs having
low stiffness and mechanical strength have limitations to hold
differential pressure. The SOA 1 wt% K,COj;-fed AEMWESs
exhibited reasonably good device durability (>700 hours) with
a low voltage degradation rate (1-50 pV h™'). One remaining
technical challenge for 1 wt% K,CO;-fed AEMWEs is perfor-
mance improvement. The SOA 1 wt% K,CO;-fed AEMWE system
showed relatively low performance compared to other electrolyte-
fed AEMWE systems. Because of carbonation issues, a more
conductive AEM and ionomer may be essential for 1 wt%
K,CO;-fed AEMWE systems. This approach may be plausible to
keep high durability with improved performance, as 1 wt% K,CO;
circulation provides less corrosive environments than concen-
trated KOH circulation. In addition, more active catalysts under
the lower pH conditions are critical.

This article indicates that polymer electrolytes play a critical
role in the durability AEMWEs. Over the past decade, various
anion exchange polymer electrolytes have been developed for
electrochemical applications and have mainly been used in
AEMFCs. As AEMFCs have the major benefit of utilizing PGM-
free oxygen reduction catalysts, the development of AEMFCs
has been focused on automotive applications. In automotive
AEMFC applications, the temperature difference between the fuel
cell and the ambient is relatively small creating a significant
challenge for designing a lightweight, small-size cooling
system.””® Therefore, much effort has been devoted to designing
highly stable polymer electrolytes at high operating temperatures
(80-95 °C). In addition, the relatively high resistance of AEMs
under desirable low RH conditions drives the reduction in
thickness of AEMs. For AEMWE applications, the heat rejection
constraint does not exist and the device operates under nearly
liquid water saturated conditions. Instead, substantial benefits of
differential pressure operation of AEMWEs drive the increase of
AEM thickness or stiffness to withstand differential pressure.
Increased resistance of thick AEMs can be compensated by using
liquid electrolytes and a liquid water environment. Due to the
less stringent requirements of AEMs in AEMWE applications,
more AEM materials are available for AEMWEs applications.
Several commercial AEMs were tested in the AEMWE mode.>*®
Fumatech’s FAA3 AEMs are a poly(arylene ether) based material.
Although an AEMWE using an unsupported FAA3 AEM showed
reasonably high durability of up to 1000 hours of cell voltage
cycling (1-1.8 V) at 50 °C,”*” the alkaline stability of the aryl ether
bond of AEMs is a concern for longer term and harsher conditions.

This journal is © The Royal Society of Chemistry 2021

View Article Online

Perspective

Ionomr’'s AEMION AEMs, a methylated polybenzimidazole-based
polymer (HMT-PBI), showed stable AEMWE performance at
1 A cm 2 at 60 °C for 150 hours.*” The AEM stability evaluation
after longer-term operation of the AEMWE is still needed for the
practical use of this AEM. Dioxide Materials’ Sustainion is based on
poly(4-vinyl benzyl chloride-co-styrene) chemistry. Long-term
stability (~12 000 hours) of AEMWEs using a PTFE-reinforced
Sustainion AEM was demonstrated at 1 A cm™ > at 60 °C (see
Fig. 5b).>" The high durability of the AEMWE cell may be
obtained by maintaining the hydroxide conductivity by circulat-
ing KOH solution as the alkaline stability of the benzyl tetra-
methyl imidazolium cationic group of the polymer is low."**
Orion Polymer’s m-TPN AEMs are based on aryl ether-free
terphenylene-based materials.?® For this polymer, unsupported
and reinforced composite membrane (Durion, Xergy) are avail-
able. The m-TPN-based AEMs are known for their excellent
alkaline stability but the mechanical properties for differential
pressure operation needs to be validated. No long-term perfor-
mance data of AEMWEs using these AEMs are reported.
Diaphragm membranes such as AGFA’'s Zirfon®**> or ion-
solvating membranes such as PBI’® showed good durability
(see Fig. 5¢) but those non-functionalized membranes can only
be used with a highly concentrated KOH solution. Polyolefinic
AEMs developed originally for AEMFCs***%° need to verify their
mechanical robustness, particularly under partial differential
pressure conditions. Other aryl ether-free polyaromatics®'>*?
also have good potentials for AEMWE applications, but more
characterization in a working electrolyzer cell is required.

From an industrialization perspective, it is clear that the
AEMWE community has made great strides in recent years
towards improved cell performance and has demonstrated the
ability for performance to reach levels that would be viable
compared to current PEM technology. Despite these develop-
ments, the technology still poses a much larger technical risk
than the incumbent technologies (PEMWE and AWE) and the
academic community will need to continue research to further
derive the technology. Primary topics that, if researched, could
enable commercialization are as follows: (i) a fundamental
understanding of in situ failure mechanisms (ii) more studies
showing durability (>100 hours) at practical current densities
of >0.75 A em™> (ideally >1.0 A cm?) and (iii) durability
testing with earth abundant bipolar plates and porous trans-
port layers. While degradation of individual cell components
have been studied, there is a need to relate these to failure
modes experienced within the cell during operation. One example
of this could be proving an ex situ degradation protocol that relates
to in situ failure mechanisms. Another example would be
developing an in situ AST. To become cost competitive, cost
models show that AEMWEs will need to operate at current
densities >0.5 A cm™ > and potentially >1.0 A cm™? even when
assuming large reductions in MEA cost. At these current den-
sities, it is common to see accelerated degradation rates. A key
potential benefit of AEMWE is enabling the use of more earth
abundant materials during construction. While some testing
has used materials such as stainless steel and nickel, there
should be more investigation into the impacts on cell durability.
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Furthermore, greater access to these materials would be beneficial
to the community. In conclusion, a large amount of progress has
been made in the field of AEMWE and the remaining challenge
for the research community is improving and gaining a better
understanding of AEMWE durability.

6. Concluding remarks

Significant advancement in the performance of AEMWE technology,
especially with PGM-free anode catalysts, shows that AEMWE
technology is moving towards a commercially viable option. From
the durability perspective, it seems that achieving robust durability
of AEMWE:s is less problematic than AEMFCs, although there are
several durability-limiting factors depending on the cell operating
modes. However, it is important to know that if AEMWESs were to
replace PEMWE and AWE technologies, that AEMWE MEAs would
have to meet all the same performance and durability requirements.
Currently, AEMWEs do not meet all requirements, indicating much
needed improvement in specific areas before being placed in
products. Although it is hard to say which operating modes for
AEMWEs is more beneficial to performance, durability, cost, and
system complexity, increasing research efforts in the academic
community targeting the improved performance and durability of
the AEMWES retains hope that this promising and economically
viable technology will eventually find its place in a rapidly emerging
hydrogen economy.

7. Experimental

7.1. Materials

For the AEM, we chose two quaternized polymers. The first is an
alkyltrimethyl ammonium functionalized poly(styrene-b-ethylene-
b-styrene) triblock copolymer (SES-TMA). The SES-TMA polymer
was synthesized by Friedel-Crafts bromoalkylation of polystyrene
block copolymers.'®! Due to the low glass transition temperatures
of the polyethylene segment and the polystyrene hard segment,
this block copolymer has a rubbery nature (ie., low strength/
modulus and high elongation). The second polymer is a hexa-
methyltrimethyl ammonium functionalized Diels-Alder poly-
(phenylene) (HTMA-DAPP)."* This polymer has a wholly aromatic
backbone which possesses a stiff backbone nature (high strength/
modulus and low elongation). All items have good chemical
stability under high pH conditions. For the ionomeric binder, we
used three jonomers: a commercial ionomer (Aemion AP1-
HNNB8),>** HTMA-DAPP, and quaternized poly(fluorene) (FLN-55)."*>

7.2. MEA fabrication and extended-term test

7.2.1. Laboratory-scale 5 cm” cell. The hydroxide form of
AEMs was prepared by immersing AEMs in 1 M NaOH for
2 hours then rinsing them with Milli-Q water. Ionomer disper-
sions were prepared by dispersing the hydroxide form of the
ionomer in a dispersing agent. For the HTMA-DAPP ionomer,
dimethylacetamide was used to make 5 wt% dispersion. For
FLN-55, an ethanol dispersion of 5 wt% was used. The platinum-
coated titanium flow field for the anode and the platinized
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titanium GDLs were provided by Giner Inc. SGL 29 BC was used
as the cathode GDL. For the anode, IrO, (Alfa Aesar), Lag g5Sr 15C00;3
(as-synthesized),'® or Co,;0, catalysts were mixed with ionomer
dispersion. For the cathode, PtRu/C (50 wt% Pt, 25 wt% Ru, Alfa
Aesar) or Pt/C (60 wt% Pt, Alfa Aesar) was mixed with the ionomer
dispersion. The catalyst ink was painted onto the GDL to make the
gas diffusion electrode (GDE).

7.2.2. Laboratory-scale 28 cm? cell. First, 0.30 g Co030,
(20-30 nm, Alfa Aesar, PN: 46347) was mixed with 1.6 g DI
water, followed by 5.5 g isopropyl alcohol. Lastly, 0.90 g of an
AEM ionomer solution was added, which contained 3.5 wt%
polymers. The solution was then mixed at room temperature
with a magnetic stir bar and sonicated for 20 min (Q Sonica
Q55, 20 kHz, amplitude = 25). This ink was then sprayed onto a
heated porous Ti substrate (T = 80 °C) using bottled nitrogen.
The loading was determined by the weight increase of the final
dried part. The part was then cut down to a GDE of the proper
size and used as the anode. The cathode was fabricated using
the same ratio, but the catalyst was Pt black and the substrate
was carbon paper. The membrane was soaked in 60 °C deio-
nized water for 2 hours then ion-exchanged in 0.5 M NaOH for
1 hour. Next, using the exchanged membrane and the two
GDEs, the cell stack was assembled in Nel’s 28 cm? commercial
hardware. The water source was a 1 wt% K,CO; that was
circulated and topped off with DI water to make up for the
water loss. The cell stacks were then run with a current density
of 0.50 A cm™2 at 50 °C and an output H, pressure of 100 psi.

7.2.3. Extended-term test. For the durability test of 5 cm?®
cells, constant cutrent (100 or 200 mA cm ™) mode was used.
The cell temperature was kept at 60 °C unless otherwise noted.
For the durability test, water or 1 M NaOH was circulated in the
anode only. All tests using a 5 cm? cell were carried out at
ambient pressure. The 28 cm” durability tests with quaternized
poly(phenylene) (HTMA-DAPP) and quaternized SES (SES-TMA)
membranes were both run by circulating a temperature-
controlled carbonate solution through the anode flow field.
The carbonate reservoir volume was maintained by automatic
addition of DI water to keep the concentration of the electrolyte
between 1-2 wt% K,COj;. A total of 14 A (0.5 A cm™?) was
supplied via a current command power supply, while cell
voltage was tracked over the elapsed time of the experiment.
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