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Challenges in membrane electrode assemblies at
elevated temperatures for proton exchange
membrane fuel cells: a review

Caizheng Yue, (2% Weibo Zheng,**® Qiuya Wang,“ Zhendong Wang,®® Bing Li, 2 °
Cunman Zhang {2 ?° and Pingwen Ming*®°

Elevated temperatures within membrane electrode assemblies (MEAs) have gained considerable attention as the
development of proton exchange membrane fuel cells (PEMFCs) has progressed. For PEMFCs to achieve
widespread commercialization, ensuring the stable operation of MEAs at elevated temperatures is essential, but
elevated temperatures create several challenges that can negatively impact a PEMFC's performance and lifespan.
These challenges include limited mass transfer, charge conduction, and electrochemical reactions, as well as
difficulty managing water and gas flows within a system. Elevated temperatures also induce the accelerated
degradation of materials and structures, thereby affecting the long-term durability of various MEA components.
This review provides an in-depth analysis of these challenges, describing the causes and classification of
elevated temperature states within a MEA and the critical changes in transport processes and load response
characteristics that they cause. It also discusses the effects of elevated temperatures on the material properties
and structural integrity of MEA components (catalyst layer, proton exchange membrane, and gas diffusion layer),
and the resulting performance loss mechanism. Recent progress in overcoming challenges caused by the
elevated temperatures is also summarised. Finally, based on the identified challenges and current research, this
review emphasises the significant role of heat in suboptimal MEA performance and lifespan and offers valuable
insights into future directions for optimizing MEA performance and longevity at elevated temperatures. This
provides guidance for the further development of PEMFCs for applications at elevated temperatures.

The global environmental challenges associated with the widespread use of fossil fuels underscore the urgent need for sustainable energy solutions. Hydrogen energy,
particularly through the proton exchange membrane fuel cell (PEMFC), presents a clean and efficient alternative. The operation of the membrane electrode assemblies
(MEAs) at elevated temperatures has garnered increasing attention as PEMFC technology progresses. However, the performance and longevity of PEMFCs under such
conditions remain significantly limited, primarily due to the inability of current operating strategies and cell designs to effectively address the new challenges faced by
MEA performance at elevated temperatures. A comprehensive understanding of the effects of elevated temperatures on the internal transport processes and
degradation mechanisms of MEA components is an essential prerequisite for improving PEMFC operation under such conditions. In this review, we thoroughly analyze
the causes, classification, and impacts of the elevated temperature state in the MEA, highlighting the associated challenges in MEA transport processes and component
durability and summarizing the recent progress in overcoming elevated temperature limitations. We also propose valuable insights into future directions for improving
performance at elevated temperatures, which are expected to be implemented in next-generation PEMFCs.

1. Introduction

international collaboration. In response, the development of
sustainable green energy sources has become critical, with

The environmental challenges associated with the widespread hydrogen energy emerging as a clean and efficient alternative.
combustion of fossil fuels are global in scope and require Proton exchange membrane fuel cells (PEMFCs) are promising

power sources that directly convert chemical energy stored in
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mical reactions. Their advantages, including zero emissions,
higher energy conversion efficiencies, and rapid responses,
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As the power density of fuel cells increases, the heat genera-
tion rate of the fuel cell stacks also rises significantly, creating
challenges for heat dissipation within the operating temperature
range from 60 °C to 80 °C.** Increasing the operating tempera-
ture has been proposed as a solution to this issue, particularly
for high-power PEMFC stacks subjected to long-term operation
under heavy-duty conditions. Both theoretical analyses and
experimental studies have indicated that operating PEMFCs
above 100 °C offers several advantages, such as improved
reaction kinetics, simplified water management (only water
vapour when exceeding 100 °C), and greater CO tolerance.’
Projections by Japan’s New Energy and Industrial Technology
Development Organization (NEDO) have suggested that fuel cell
operating temperatures will rise to 105 °C by 2030 and 120 °C by
2040.” Therefore, higher operating temperatures have become a
favourable option in the development of PEMFCs. Efforts to
enable stable and efficient PEMFC operation at elevated tem-
peratures include the development of modified perfluorosulfo-
nic acid (PFSA) membranes with improved thermal stability and
water retention capacities, as well as the use of graphitised
carbon nanotube supports that are thermally stable at elevated
temperatures.®® However, the performance and lifetimes of
PEMFCs are still significantly limited at elevated operating
temperatures, which present challenges to the stable and effi-
cient operation of the membrane electrode assemblies (MEAs),
the core components of PEMFCs.

The output performance of PEMFCs, including their steady-
state response characteristics (such as polarization and power
density curves) and dynamic response characteristics (such as
voltage overshoot and recovery time), is significantly limited at
elevated temperatures. This is primarily due to the inability of
existing materials or operational strategies to accommodate the
substantial alterations in transport processes within the MEA
caused by increased temperatures. For instance, the lower
water content of ionomers within the proton exchange mem-
branes (PEMs) and the catalyst layer (CL) at temperatures near
or above the boiling point of water significantly reduces the
proton conductivity.'"* Increasing the inlet humidity can
theoretically mitigate excessive dehydration of ionomers by
maintaining a sufficient environmental humidity."> However,
excess water vapour entering the PEMFC lowers the partial
pressure of reactant gases, thereby reducing the reaction rate at
active sites and increasing the polarization.'® Consequently, at
elevated temperatures, the coupling between reactant gases
and water vapour is intensified, which may render the current
water and gas management strategies for maintaining PEMFC
performance at low temperatures ineffective. This issue stems
from the limited systematic understanding of the transport
processes within the MEA at elevated temperatures. Moreover,
elevated temperatures can influence the transport processes by
modifying critical structural features, such as the three-phase
boundary (TPB) and charge transport pathways, primarily due to
changes in the physical properties of the ionomer."” ™ In elevated
temperature environments, the dynamic load response of the
PEMFC becomes more complex and difficult to control due to
significant variations in the water content, reactants, and charged
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species.”’>*" Thus, it is imperative to systematically analyse critical
changes in the transport processes within the MEA due to elevated
temperatures to ensure steady-state and dynamic load response
characteristics of PEMFCs at elevated temperatures.

Due to the accelerated degradation of MEA components at
elevated temperatures, MEA components must have a high
thermal stability to ensure the long-term stable operation of
PEMFCs in such environments. Ruiu et al.>® demonstrated that
short-term temperature cycling between 90 °C and 120 °C caused
more severe degradation of the MEA components than long-term
stable operation under automotive-relevant conditions at 80 °C.
This led to a fivefold increase in the irreversible performance loss
rate of the PEMFC. Factors such as a high electrode potential,
humidity fluctuations, and attack by free radicals are commonly
considered to be the primary drivers of MEA degradation, while
the role of elevated temperatures has often been overlooked.*?****
Elevated temperatures induce structural changes in the materials
of MEA components and accelerate other degradation processes
within the MEA, both of which result in a more severe, complex,
and highly coupled degradation mechanism of the MEA at ele-
vated temperatures. This makes it essential to have a clear under-
standing of the mechanisms by which elevated temperature
degrades MEA components, along with identifying the key degra-
dation factors and characteristics. This knowledge will provide a
critical theoretical foundation for developing and selecting materi-
als for MEAs with enhanced stability for extending the service life
of PEMFCs that operate at elevated temperatures. However, a
systematic understanding of the elevated temperature-induced
degradation mechanism in the MEA is lacking.

Hence, this review summarises the challenges associated with
MEAs at elevated temperatures in PEMFCs. First, the factors
contributing to elevated temperatures and the classification of
elevated temperature states in the MEA are discussed. Subse-
quently, critical alterations in the transport processes, covering
reaction gas and water transport, charged species conduction,
and load response characteristics, including steady-state and
dynamic responses at elevated temperatures, are analysed. Then,
the durability challenges of materials and structures in the MEA,
focusing on CL, PEM, and gas diffusion layer (GDL), as well as
their impacts on PEMFC performance loss are summarised.
Moreover, recent progress in overcoming the challenges due to
elevated temperatures is summarised, followed by recommenda-
tions for future research.

2. Description of elevated temperature
states in the MEA

2.1 Causes of elevated temperature states

To better understand how elevated temperatures occur in
MEAs, it is necessary to first outline the fundamental operating
principle of PEMFCs. As PEMFC technology has advanced, the
design of typical fuel cells has evolved into a multilayer struc-
ture composed of multiple functional components. As shown in
Fig. 1(a), a single PEMFC generally consists of a MEA, an anode
bipolar plate (ABP), and a cathode bipolar plate (CBP), with
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Illustration of the reason for the MEA maintaining the elevated temperature states. (a) The fundamental operating principle of PEMFCs.

(d) Improved tolerance of the catalyst to CO impurities. (e) Massive heat

generation within the MEA. (f) Low heat dissipation capability of the MEA components.

both plates containing gas channels and coolant channels. This
review discusses an MEA without a sealed frame and mainly
includes the anode gas diffusion backing, anode microporous
layer, anode catalyst layer (ACL), proton exchange membrane
(PEM), cathode catalyst layer (CCL), cathode microporous layer,
and cathode gas diffusion backing. Electricity generation is
driven by half-electrode reactions, specifically the hydrogen
oxidation reaction (HOR) at the ACL and the oxygen reduction
reaction (ORR) at the CCL.*’ To facilitate these reactions,
various reactants must be transported to the reaction sites.
Hydrogen (H,) and oxygen (O,) are first supplied to the fuel cell
and distributed throughout the MEA through gas channels. H,
passes through the anode gas diffusion backing and anode
microporous layer to reach the ACL, where the HOR occurs and
releases electrons and protons. The electrons travel through an
external circuit to generate electricity, while the protons are
conducted by the ionomer on the catalyst, through the PEM,

6936 | Energy Environ. Sci., 2025, 18, 6934-6982

and finally to the CCL, where the ORR occurs and produces
water (H,0) through a four-electron transfer mechanism.?
Electrochemical reactions, charge-transfer processes, and
the phase change of water products release heat.>® Due to the
variety, uneven distribution, and different magnitudes of heat
sources within a PEMFC, it is typically necessary to control the
operating temperature using fluids such as water or ethylene
glycol to maintain a desired temperature and ensure reliable
electrochemical reactions. The MEA component is not a perfect
thermal conductor, resulting in a temperature gradient between
the MEA and the external operating environment.>* This causes
the internal temperature of the MEA to be higher than the
external operating temperature. The temperature of the MEA is
influenced by two factors: the external operating temperature,
where a higher operating temperature will raise the overall
PEMFC temperature, and the temperature gradient between
the MEA and its external surroundings, where the configuration

This journal is © The Royal Society of Chemistry 2025
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of the MEA causes heat accumulation, further elevating its
internal temperature. Sections 2.1.1 and 2.1.2 will discuss how
these two factors jointly contribute to the elevated temperatures
within the MEA.

2.1.1. Development needs. To meet the evolving demands
of PEMFCs, higher operating temperatures have become a
favoured strategy due to enhanced reaction kinetics, simplified
water and heat management, and the alleviation of the detri-
mental effects of CO impurities on Pt catalysts, as shown in
Fig. 1(a)—(c).

Sluggish reaction kinetics create activation overpotentials
during the half-electrode reactions, particularly the ORR, which
is a major contributor to output voltage losses in PEMFCs.
Elevated temperatures can significantly accelerate the
reduction of adsorbed oxygen.>*® Yano et al.** demonstrated
that the apparent rate constant of the ORR on Pt in 0.1 M HCIO,
increased exponentially between 30 °C and 110 °C, in accor-
dance with the Arrhenius equation. There was a 3.6-fold
increase in the reaction rate when the temperature rose from
80 °C to 120 °C, which improved the electrode reaction kinetics
and enhanced the output performance, as shown in Fig. 1(b).

As shown in Fig. 1(c), when operating at temperatures <80 °C,
PEMFCs often struggle with inadequate heat removal using
radiator technologies in transport vehicles, especially in heavy-
duty fuel cell vehicles. This issue necessitates specialised cool-
ing systems, increasing overall costs, but the heat transfer rate
improves due to a larger temperature gradient between the fuel
cell and the external environment as the operating temperature
of the PEMFC increases. This improvement allows the use of
existing cooling systems in transport vehicles, enhancing mass-
specific energy densities, weight efficiency, and overall energy
performance.** > Moreover, when operating at <80 °C under
atmospheric pressure, PEMFCs operate with a dual-phase water
system (liquid water and water vapour) to maintain proper
humidification within the PEM and prevent flooding in the
CL. This presents challenges for water management®*~>° that are
not present at higher temperatures (>100 °C), where only a
single gaseous phase exists. This avoids the flooding issue,
resulting in a more straightforward water management system.

Trace amounts of CO in hydrogen feed gas can significantly
reduce a PEMFC’s performance due to its strong adsorption
onto Pt.*' At higher temperatures, however, the adsorption of
CO on Pt is reduced, which improves the CO tolerance,®*® as
depicted in Fig. 1(d). For instance, the CO tolerance increases
from 10-20 ppm at 80 °C to 1000 ppm at 130 °C and can even
reach 30 000 ppm at 200 °C.*’ This eliminates multiple stages of
fuel processing and gas cleaning, thereby enabling the use of
more cost-effective fuel.

2.1.2. Configuration restrictions. Due to the configuration
restrictions of the MEA, the heat generated within the MEA cannot
be efficiently dissipated and so it accumulates, resulting in a
further rise in the overall temperature of the MEA. Additionally,
localised hotspots can form within the MEA under harsh operating
conditions. Elevated temperatures are primarily influenced by two
factors: the large amount of heat generated within the MEA, and
the low heat dissipation capability of the MEA components.

This journal is © The Royal Society of Chemistry 2025
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Regarding heat generation, for a PEMFC with an efficiency
of 50%, approximately 45% of energy is released as heat.”**°
Heat generation has a more significant effect on fuel cells
operating at high current densities, as depicted in Fig. 1(e).
This substantial heat generation mainly arises from the combined
contributions of multiple heat sources, including reversible reac-
tion heat (Qe), irreversible reaction heat (Qjyey), and Joule heat
(Q).* Fig. 2(a) depicts the influence of the key factors for massive
heat generation, where the colour intensity of the arrow is directly
proportional to the magnitude of the applied factor. Lighter
colours indicate a lower magnitude, whereas darker colours
indicate a greater magnitude. Existing commercial Pt/C catalysts
do not achieve outstanding power generation efficiency (ie.,
catalyst activity),®" leading to the release of a large amount of
reaction heat. Furthermore, increasing the current density releases
more reaction heat and Q; due to the higher chemical reaction
intensity’>®*** and charged species conduction,”® respectively.
Decreasing the catalyst loading can increase Qjy., due to signifi-
cantly higher gas transport resistance.®*"*® Furthermore, the harsh
working conditions of the PEMFC itself and reaction flow such as
slow electron and proton conduction capacities, poor intercompo-
nent contact, severe gas shortage,>*”® and insufficient humidifica-
tion may also generate additional heat.

The magnitude of thermal conductivity or thermal conduc-
tion resistance usually increases the heat conduction capacity.
Statistical analysis of the thermal conductivities for PEMFC com-
ponents participating in heat dissipation in the through-plane
direction was conducted using 37 relevant studies from 2008 to
now, and the results are illustrated in Fig. 2(b). The median
thermal conductivities of the CL, microporous layer (MPL), gas
diffusion backing (GDB), and bipolar plate (BP) were respectively
0.21, 0.10, 0.42, and 16.65 W m™ " K . Except for the BP, the
thermal conductivities of other components were so low that they
were equivalent to those of some thermal insulation materials.
This shows that it is difficult to remove heat generated inside the
MEA, as demonstrated in Fig. 1(f). Statistical results of 12 relevant
studies from 2013 to 2024 show that the average temperature
difference between the PEM and CL was 10.41 K, while that
between the GDL and coolant was 9.31 K, as illustrated in
Fig. 2(c). Therefore, based on the current MEA configuration, the
actual temperature in the MEA will be higher, especially under
harsh working conditions.

2.2. Classification of elevated temperature states

NEDO has established 120 °C as the maximum operating
temperature target for sulfonic acid-based PEMFCs,” implying
that elevated temperature operation can range from 80 °C to
120 °C. Considering an approximate 10 °C temperature differ-
ence between the MEA and coolant, as shown in Fig. 2(c), the
actual MEA temperature may reach 90-130 °C. Moreover, during
fuel cell operation at 80 °C, local hotspots caused by membrane
pinholes may raise local temperatures to around 140 °C, creat-
ing temperature gradients of up to 60 °C,%” but this result has
only been obtained using qualitative analysis of thermochromic
pigments. To more comprehensively investigate the effects of
elevated temperatures, this review investigated the transport
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and degradation mechanisms in the MEA over the broader
temperature range of 90-180 °C.

Within the elevated temperature range, both the water phase
and ionomer in the MEA undergo significant phase transitions,
as depicted in Fig. 3. When the temperature exceeds the boiling
point of water (~110 °C at 143.27 kPa), liquid water converts to
vapour, which drastically changes the internal hydration environ-
ment of the MEA. This shift affects material utilization and
transportreaction processes. In the vapour phase, the absence
of liquid water films on Pt catalyst surfaces reduces the electro-
chemical surface area (ECSA).*® Ionomer hydration/dehydration
causes deformation, leading to a redistribution of the carbon
support and disruption of electron network pathways.'” Schroe-
der’s paradox highlights that an ionomer absorbs less water
when it contacts saturated vapour than liquid water,*® leading
to diminished proton conductivity. Moreover, changes in the
water environment also influence the degradation of the MEA
components. As the temperature rises beyond the ionomer’s
glass transition temperature (~130 °C), its chain mobility
increases, which accelerates ionomer instability.”® Based on these
behaviours and current research processes, the MEA’s elevated
temperature range discussed in this review is classified into three
regimes: (1) sub-boiling at moderate temperatures (90-110 °C),

6938 | Energy Environ. Sci., 2025, 18, 6934-6982

gas diffusion backing (GDB)
Statistical results for the temperature differences between the PEM and the CL, GDL and coolan

123,38,40,42—47,49,51,52,55—72 and bipolar plate

t 42,46,49,50,52,54,56,74-78

defined as the (M) regime; (2) super-boiling at sub-glass transi-
tion temperatures (110-130 °C), defined as the (H) regime, and (3)
super-glass transition at extreme temperatures (130-180 °C),
defined as the (E) regime. Correspondingly, operating tempera-
tures are grouped into two ranges: 80-100 °C and 100-120 °C,
corresponding to regimes (M) and (H), respectively. Regime (E)
corresponds to fault conditions, such as local hotspots. The
respective changes in MEA transport characteristics and degrada-
tion behaviours across the three different elevated temperature
regimes are discussed in the following section.

3. Critical changes in transport
processes and load responses at
elevated temperatures

Half-electrode reactions are how PEMFCs power electrical
appliances and require a sufficiently fast transport process to
guarantee that the PEMFC has the desired steady and dynamic
load response capacity. The major transport and electrochemi-
cal processes in a MEA are listed in Table 1. The transport
processes refer to the movements of reactive species within the
different media of a PEMFC. There are two transport processes

This journal is © The Royal Society of Chemistry 2025
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Table 1 Major transport and electrochemical processes in MEAs

Component  Role

Transport and electrochemical processes

CL Assist HOR and ORR
PEM Permit flow of protons from the anode

to the cathode; stop electrons from traveling
GDL Ascertain gas diffusion from flow fields to

active locations
Drain the water

involved: (i) mass transport processes, including the transport
of reactant gases (H, and O,) from the BP towards the CL, and
water (gas or liquid) transport from the BP to CL, from the CL to

This journal is © The Royal Society of Chemistry 2025

Proton conduction in the ionomer network

Electron conduction in the carbon network

Water transport in the pore and ionomer networks

Hydrogen/oxygen diffusion in the pore network and across the ionomer thin film
HOR: H, — 2H" + 2e~

ORR: 1/20, + 2e~ + 2H" — H,0

Water transport (electro-osmotic drag, back diffusion, and hydraulic permeation)

Proton conduction through the PEM

Hydrogen and water vapor transport (usually diffusion dominates) in the anode

Oxygen and water vapor transport (usually diffusion dominates) in the cathode
Liquid water transport
Electron conduction

BP, and within the PEM and (ii) charged species conduction,
including proton conduction from the ACL to CCL through the
PEM layer and electron conduction from the ACL to CCL

Energy Environ. Sci., 2025, 18, 6934-6982 | 6939
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through the conductive network. Key changes in these trans-
port processes and the load response characteristics at elevated
temperatures are summarised in the following sections.

3.1. Gas and water mass transport

As illustrated in Fig. 4(a) and (b), compared with low-temperature
operation, elevated temperature environments significantly alter
the MEA transport of reactant gases and water. Tables 2 and 3
summarise the gas and water transport characteristics at different
temperatures, respectively. At elevated temperatures, intrinsic gas
diffusivities increase, with the oxygen diffusion coefficient rising
from 3.896 x 10 °m” s ' at 80 °C to 5.347 x 10 °m® s ' at
90 °C.>° The hydrogen diffusivity in the ionomer phase increased
from 2.59 cm? s~ " at 80 °C to 3.48 cm® s~ " at 95 °C.%® Song et al.”’
indicated that the apparent diffusion-limited current density for
the cathode side increased from 1.32 to 2.76 A cm 2, and the
apparent diffusion-limited current density for the anode side
increased from 3.01 to 9.63 A cm ™2 as the cell temperature rose
from 23 °C to 120 °C. This implies enhanced reactant gas transport

View Article Online

Review

at elevated temperatures, and this effect is more evident for
hydrogen transport. Modelling calculations and experimental
impendence analysis have also shown that gas transport is
enhanced at elevated temperatures,'>'*2*91:91% a5 shown in
Fig. 5(b). Notably, elevated temperature also reduces the solubility
of reactant gases in the ionomer, with oxygen solubility under-
going a 1.1-fold decrease from 9.34 x 10~° mol ecm ™ at 30 °C to
4.43 x 10° mol cm ™ at 80 °C. Zhang et al."** discovered that the
gas transfer resistance increased when the cell temperature was
raised from 160 °C to 200 °C, and they emphasised the importance
of reactant gas solubility in the ionomer film in the CL. The
permeability of reactant gases through the ionomer film is the
product of the diffusion coefficient and solubility. Therefore, a
higher gas diffusion resistance is observed when the effect of the
reduced gas solubility is larger than the effect of the increased gas
diffusivity.'* However, this effect becomes significant only at cell
operating temperatures above 160 °C.

The vapour saturation pressure rises exponentially with the
temperature'®* because water vapourises at elevated temperatures,
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nduction. (e) Electron conduction. (f) Load responses.
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Table 2 Gas transport characteristics at different temperatures
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Serial number Operation conditions (anode/cathode) Items

Values Ref.

1 J—

4 Total pressure: 200 kPa, RH: 0.7;

5 Back pressure: 150 kPa

6 RH: 0.4/0.4, back pressure (bar):
1.5/1.5, flow rate (SLPM): 0.7/2.5;

7 RH: 1.0/1.0, back pressure (bar):
1.5/1.5, flow rate (SLPM): 0.7/2.5;

8 Back pressure: 100 kPa

9 RH: 1.0/1.0, back pressure (psig):
30/30, flow rate (SLPM): 0.3/1.0;

increasing its partial pressure in the MEA mass transfer struc-
ture. This causes a significant drop in the partial pressure of the
reactant gases, particularly on the cathode side at high current
densities (Fig. 5(a)). Tang et al."® reported that the mass transfer
resistances were equal at 100 °C and 120 °C, implying a balance
between the increased gas diffusivity in the diffusion medium
and the reduced gas partial pressure and solubility in the
ionomer phase for overall gas transport. Butori et al.'® found
that the partial pressure of oxygen decreased significantly from
27 kPa to 13 kPa when the temperature rose from 100 °C to
120 °C, the total air pressure remained constant at 200 kPa, and
the relative humidity (RH) remained constant at 70%. This is
the main cause of cell voltage losses at a fixed current density."%*
Consequently, the significant role of the decreased gas partial
pressure and solubility in the gas transport process at elevated
temperature must be considered, especially in the (H) regime
due to the complete conversion from liquid water to water
vapour. Therefore, at elevated temperatures, the coupling
between reactant gas and water transport becomes stronger,
mainly due to the increased vapourization of liquid water.

This journal is © The Royal Society of Chemistry 2025

Oxygen diffusion coefficient

Oxygen diffusion coefficient in
hydrated Nafion membranes
Oxygen solubility in hydrated
Nafion membranes

Hydrogen diffusivity in the Nafion
117 membrane

Gas partial pressure H,0: 16

Cell mass transfer resistance

Cell mass transfer resistance

Cell mass transfer resistance

Cell mass transfer resistance

2.694 x 10 °m?*s ' @ 60 °C 20
3.896 X 10 °m?s™ ' @ 80 °C

5.347 x 10 °m?>s™' @ 90 °C

9.95 x 10’ ecm? s @ 30 °C 94
8.70 X 10 ° cm*s™' @ 80 °C

9.34 x 10 °* mol cm™ @ 30 °C

4.43 x 10"°  mol cm ™ @ 80 °C

259 cm?s ' @ 80 °C

3.48 cm?s ' @ 95 °C 95

33 kPa @ 80 °C
71 kPa @ 100 °C
139 kPa @ 120 °C
O,:

35 kPa @ 80 °C
27 kPa @ 100 °C
13 kPa @ 120 °C
Ny:

132 kPa @ 80 °C
102 kPa @ 100 °C
48 kPa @ 120 °C

Gas partial pressure H,O0: 91

51.87 kPa @ 80 °C

85.13 kPa @ 120 °C

0,

14.81 kPa @ 80 °C

60.28 kPa @ 120 °C

At 1.8 A cm 2 96
54.657 mQ cm” @ 80 °C

41.889 mQ cm? @ 90 °C

29.534 mQ cm® @ 95 °C

At 1.8 Acm ™% 96
68.945 mQ cm® @ 80 °C

48.232 mQ cm? @ 90 °C

34.122 mQ cm? @ 95 °C

137.3sm ' @ 80 °C 91
111.68 sm ' @ 100 °C

85.75sm ' @ 120 °C

At 0.91 A cm ™2 13
0.077 Q cm? @ 80 °C

0.072 Q cm* @ 100 °C

0.072 Q cm® @ 120 °C

Furthermore, this significant phase transition causes the
equilibrium between the membranous water and the liquid
water and water vapour in the pore structure to be disrupted at
lower temperatures, especially in the (H) regime, where only the
equilibrium between the membranous water and water vapour
exists. This results in a lower ionomer water content based on
Schroeder’s paradox.®’® As depicted in Fig. 5(b), Wang et al.*°
suggested that the phase change-induced (PCI) flow increased
significantly at high loads as the operating temperature
increased to 90 °C due to an increase in the term d(Pg,/T)/dT
and the temperature gradient V7. They also found that the
capillary-driven (CD) flow decreased significantly and even
reversed due to the reduced content of liquid water within the
CCL. The above results are supported by those of Xu et al.’** and
Garcia-Salaberri et al.'® In comparison, the enhanced PCI flow
was stronger than the reverse CD flow, which promoted the
expulsion of water in the CCL at elevated temperatures,*®'°>
resulting in an insufficient environmental humidity faced by
the ionomer phase. This further decreased the water content in
the ionomer and made proton conduction difficult. Moreover,
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Table 3 Water transport characteristics at different temperatures
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Serial number Items

Values

Ref.

1 Net water transport coefficient
in the Nafion 212 R membrane

2 Net water transport coefficient
in the Aquivion E87-05S membrane

3 Water content

4 Water content in the membrane

5 Water saturation in the cathode GDL

6 Water generation rate in the cathode side

At1.1 Acm %
0.016 @ 80 °C
0.103 @ 100 °C
0.394 @ 120 °C
At 0.9 Acm %
—0.028 @ 80 °C
0.080 @ 100 °C
0.398 @ 120 °C
At1.0 Acm %

93

93

97

Anode side (8.166 @ 70 °C, 8.537 @ 80 °C, 5.059 @ 90 °C)
Cathode side (15.435 @ 70 °C, 14.394 @ 80 °C, 7.836 @ 90 °C)

Average (11.410 @ 70 °C, 11.182 @ 80 °C, 6.378 @ 90 °C)

At 0.75 V:

7.922 @ 70 °C
7.862 @ 80 °C
7.803 @ 90 °C
At 0.65 V:

6.782 @ 70 °C
6.748 @ 80 °C
6.688 @ 90 °C
At 0.45 V:

5.407 @ 70 °C
5.252 @ 80 °C
5.008 @ 90 °C
At 0.27 V:

4.784 @ 70 °C
4.530 @ 80 °C
4.155 @ 90 °C
At 0.75 V:

0.088 @ 70 °C
0.089 @ 80 °C
0.082 @ 90 °C
At 0.65 V:

0.133 @ 70 °C
0.134 @ 80 °C
0.128 @ 90 °C
At 0.45 V:

0.148 @ 70 °C
0.158 @ 80 °C
0.138 @ 90 °C
At 0.27 V:

0.151 @ 70 °C
0.156 @ 80 °C
0.133 @ 90 °C
At 60 °C:

98

98

88

4.47 ml h™' @ a dew point temperature of 30 °C
p P

6.71 ml h™' @ a dew point temperature of 60 °C

12.20 ml h™' @ a dew point temperature of 90 °C

At 90 °C:

1.39 ml h™' @ dew point temperature of 30 °C

8.50 ml h™' @ a dew point temperature of 60 °C

11.97 ml h™' @ a dew point temperature of 90 °C

7 Water content in the membrane

6.571 @ 80 °C
6.511 @ 100 °C
6.029 @ 120 °C

91

the increased net water drag coefficient at elevated temperatures
suggests a more severe water shortage for the ionomer phase on
the anode side (Fig. 5(f)),”>°”'% especially in the (H) regime.
When the output voltage dropped from 0.75 V to 0.27 V, the
membrane dehydration effect caused by temperature increase
was enhanced by 13%. Even if the water production increases
under a high current density, this water production could not
alleviate the dehydration of the ionomer phase at elevated
temperatures. Therefore, relying on the back-diffusion of
cathode-generated water to alleviate dehydration on the anode

6942 | Energy Environ. Sci., 2025, 18, 6934-6982

side has a limited effectiveness. As shown in Fig. 5(e), Hou
et al®® found that the water generation rate decreased at
elevated temperatures, as measured using a pH meter, espe-
cially in the (H) regime. Kellegoz et al.’” also indicated that the
active reaction area decreased when the cell temperature
increased to 85 °C, which decreased the output performance.
This was attributed to the presence of liquid water on the
surface of the Pt catalyst at lower temperatures, which also
provided active sites for the reaction.'®® Elevated temperature
promotes the vapourization of liquid water, which reduces the

This journal is © The Royal Society of Chemistry 2025
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Fig. 5 (a) Partial pressure change patterns of O, and water vapor as the cell temperature increases.'® (b) The impacts of operating temperature (OT) on
the water transfer: lower OT and higher OT.2° (c) Molar concentration distribution of oxygen at 120 °C and different pressures.®* (d) X-ray imaging of
MEAs with 1.5 A cm™2 at 100 and 300 kPa (abs.) and 60, 80, 100 °C and with 3.0 A cm™2 at 300 kPa (abs.) and 60, 80, 100 °C.%? (e) Water generation rate at
different temperatures.88 (f) Effects of operating parameters (temperature, stoichiometric ratio of air, and anode RH) on the net water transport

coefficient (anmp) for cells with the Aquivion membrane.®®

active area and subsequently decreases the ORR rate and water
production rate.

Other operating conditions, such as gas pressure, stoichio-
metric ratio, and RH, also influence the transport processes of
reactant gas and water (Fig. 4(c)). As demonstrated in Fig. 5(c),
an increase in the gas back pressure promotes the regulation of
gas flow conditions within the cell, which slows the rate of
decrease in the oxygen molar concentration and mitigates the

This journal is © The Royal Society of Chemistry 2025

effect of concentration-differential polarization.”® Akitomo
et al.®* used X-ray imaging to indicate that when the feed gas
was pressurised, the accumulation of liquid water increased
(Fig. 5(d)), leading to a decrease in the ohmic overpotential.
Therefore, pressurizing reactant gases improves their supply by
directly increasing their partial pressures and also suppresses
the evaporation of liquid water, thereby alleviating the loss of
water within the ionomer phase. However, higher gas pressures
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are not always better, as they may pose challenges to the
durability and dynamic response characteristics of the compo-
nents. There must be a minimum gas pressure in the flow field,
which depends on various factors, including current density,
the structure of the MEA, and the design of the flow field.
Increasing the gas RH alleviates the evaporation of liquid water
within the MEA by externally supplying additional water vapour,
but it also reduces the vapour concentration gradient between
the MEA interior and the external environment, thereby mitigat-
ing vapour outflow. Altogether, these two aspects help relieve
water loss from the ionomer phase and can restore the original
electrochemically active surface area (Fig. 5(¢)).*® As depicted in
Fig. 5(f), at a constant flow rate of H, at the anode, oxwmp
decreases upon decreasing the stoichiometric ratio of air (ai,),
but the effect of y,;, on anmp is relatively small. However, onyp
can be significantly decreased by decreasing the RH of hydrogen
supplied to the anode. Decreasing the anode RH can lower oxyvp
at elevated temperatures. Notably, Lu et al> indicated that
increasing the inlet pressure also increased the oyp.

The reaction gas crossover also changes at elevated tempera-
tures, as shown in Fig. 4(a). Butori et al.'% reported that the H,
permeability increased with temperature and RH, but lower H,
crossover was measured above 100 °C and under humid con-
ditions due to low H, partial pressure. Consequently, hydrogen
crossover is more pronounced in the (M) regime and may lead
to a reduction in the open-circuit voltage (OCV) of the fuel cell,
which explains the observed decrease in OCV at elevated
temperatures.

At elevated temperatures, the vapourization of liquid water
is the fundamental driving force behind hindered reactant gas
transport, reduced ionomer water content, decreased electroche-
mically active surface area, and increased H, crossover. There-
fore, elucidating the phase transition mechanism of water within
the MEA and suppressing this process is necessary for achieving
reliable water-gas management for operation at elevated tem-
peratures. However, the phase transition of water within pores is
also heavily influenced by capillary forces. Jatukaran et al.''
observed that in pores smaller than 10 nm, the liquid evaporation
pressure was much lower than that in larger pores, suggesting
that the phase transition of water at the micro- and nanoscale
may significantly differ from that at the macroscopic scale. It is
imperative to thoroughly understand the phase transition
between liquid water and water vapour in nanopores.

3.2. Charged species conduction

Proton conduction mainly occurs within the ionomer phase of
the PEM and CL, which is closely associated with the internal
water content, as illustrated in Fig. 6(a)."* Proton conduction is
significantly influenced by water transport, as discussed above.
Table 4 summarises the charged species (proton and electron)
conduction properties at different temperatures. Yin et al.*®
reported that as the cell operating temperature increased from
80 °C to 95 °C, the cell ohmic resistance, which is dominated by
proton conduction, increased by 14.7% at 100% RH and by
25.1% at 40% RH. Yin et al."*" indicated a sharp drop (~63.4%
compared to 80 °C) in the proton conductivity when the

6944 | Energy Environ. Sci., 2025, 18, 6934-6982
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temperature increased to 130 °C (Fig. 6(b)). These results show
that elevated temperatures can lead to water loss in the
ionomer, causing it to dry out and significantly impair proton
conductivity, especially for the (H) regime at a low RH. In
contrast, Lufrano et al.™” reported that the proton conductivity
of a PEM increased with the temperature, even at 120 °C, as
shown in Fig. 6(c). This increase was primarily attributed to the
constant and sufficiently high RH environment faced by the
PEM, and severe dehydration processes did not occur, which is
supported by Butori et al'® and Eskandari et al'"® The
differences in proton conductivity between low temperatures
and elevated temperatures can be attributed to the differences
in thermally-activated properties such as proton mobility or
diffusivity at a constant RH."*?

Therefore, maintaining a sufficiently high RH around the
ionomer phase is essential. As explained above, increasing the
gas pressure and inlet gas RH helps ensure a stable and
sufficient humidity within both the CL and PEM to satisfy their
constant hydration requirements. In addition, developing novel
ionomer materials with enhanced water retention is a critical
step in overcoming the limitations of elevated temperatures.
Notably, the water absorption and desorption processes of
nano-ionomer films within the CL remain poorly understood,
with current models relying on empirical equations based on
the absorption and desorption observed in the PEM. To alleviate
ionomer dehydration in the CL at elevated temperatures, it is
essential to first elucidate the phase transition kinetics of water
in membranes within the CL and investigate the molecular
structures responsible for absorption and desorption. The
deformation of ionomer films induced by elevated temperatures
also affects the continuity of the proton conduction paths within
the CL, while the underlying mechanisms remain unclear.

Limited research has explored changes in electron conduc-
tion at elevated temperatures. As depicted in Fig. 4(e), electron
conduction is affected by elevated temperature environments
mainly within the GDL and CL due to the temperature depen-
dence of electron movement and the altered electron conduction
pathways. For the former, Fujita et al''* reported that the
electronic resistance of carbon nanotubes generally decreased,
suggesting a thermally activated process. It can be inferred that
elevated temperatures activate and enhance electron transport
within the MEA components. For the latter, Tas et al."*> proposed
that the increased electronic conductivity of GDB at higher
temperatures was due to enhanced contact between neighbour-
ing carbon fibres resulting from thermal expansion. Additionally,
the electron conduction pathways in the CL were affected by the
ionomer thermal expansion at elevated temperatures, leading to
carbon particle reorientation or migration. This disrupted the
conductive network and altered the electronic conductivity of the
CL by inducing component deformation.””*® Sun et al.'** inves-
tigated variations in the electronic conductivity of GDB, MPL, and
CL at different temperatures and found that the conductivity of
the GDB and MPL decreased from 827.78 Sm ™' to 788.89 S m™*
and 86.11 S m™ " to 80.55 S m™ ", respectively, as the temperature
increased from 70 °C to 90 °C, while the conductivity of CL
increased from 16.67 S m™" to 22.22 S m™'. Consequently, the

This journal is © The Royal Society of Chemistry 2025
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membranes as a function of temperature (20-120 °C) at 90% RH.*®

impact of elevated temperatures on the electronic conductivity
of MEA components remains controversial, while this effect is
negligible compared with the restricted proton conductivity at
elevated temperatures.

3.3. Load responses

3.3.1. Steady-state response. The steady-state performance
of PEMFCs is typically characterised by the output voltage at a
given current density. Shao et al'" reported severe voltage
collapse at elevated temperatures and low RH when the cell
temperature was only slightly increased from 92 °C to 93.6 °C,
as shown in Fig. 7(a), showing undesirable steady-state output
of PEMFCs at elevated temperatures. Table 5 summarises the
steady-state output of the cell at different temperatures. Although
a few studies have indicated that increasing the cell temperature
to 95 °C may slightly improve the output performance, as
exemplified by case 14 in Table 5, it is significantly weakened
in most cases at elevated temperatures (Fig. 4(f)). This is mainly
attributed to the following four aspects: (1) reduction in OCV: the
reversible equilibrium voltage tends to decrease at elevated
temperatures, as shown in Fig. 7(b), but this decrease is not
pronounced. Moreover, as previously mentioned, the substantial
increase in hydrogen crossover in the (M) regime further con-
tributes to a reduction in the OCV (Fig. 7(c)). As presented in
Table 5, the ratio of OCV at elevated temperatures to that at low
temperatures remains approximately 0.94-0.95.

This journal is © The Royal Society of Chemistry 2025

(2) Increased activation overpotential: elevated temperatures
can activate the catalyst, thereby improving electrode reaction
kinetics and enhancing the electrochemical reaction rate.'®*>'*
Conversely, elevated temperatures can lead to the evaporation of the
water film covering the Pt catalyst, thereby reducing the ECSA,'*
especially in the (H) regime. As presented in Table 5, the ratio of cell
voltage at a low current density at elevated temperatures to that at
low temperatures is approximately 0.95-0.97.

(3) Increased ohmic overpotential: elevated temperatures
induce ionomer dehydration, which increases the proton conduc-
tion resistance,”>**''%'*! especially in the (H) regime, but proton
conduction is not impeded at a sufficient humidity. As presented
in Table 5, the ratio of cell voltage at a moderate current density
and elevated temperatures to that at low temperatures is approxi-
mately 0.78-0.96.

(4) Increased concentration overpotential: elevated tempera-
tures may accelerate the gas transport while decreasing the gas
partial pressure and solubility in the transport medium, espe-
cially in the (H) regime. As presented in Table 5, the ratio of cell
voltage at a high current density at elevated temperatures to
that at low temperatures is approximately 0.6-0.87.

Increasing the gas pressure and gas RH may help mitigate
the performance decline at elevated temperatures. Applying a
gas backpressure at elevated temperatures is beneficial in
reducing R., as presented in Fig. 7(d). Notably, the self-
humidification in the thinner membrane is stronger. As shown
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Table 4 Charged species conduction properties at different temperatures
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Serial number

Operation conditions (anode/cathode)

Items

Values

Ref.

1

10

in Fig. 7(e), when the temperature is kept at 100 °C and the
humidity is reduced from 43% to 30%, the HFR of the Nafion212-
based cell at a high current density increases by about 70% while
that of the Gorel2-based cell only increases by about 30%.

RH: 0.4/0.4, back pressure (bar): 1.5/1.5,
flow rate (SLPM): 0.7/2.5

RH: 1.0/1.0, back pressure (psig): 30/30,
flow rate (SLPM): 0.3/1.0;

RH: 0.4/0.4, back pressure (bar): 1.5/1.5,
flow rate (SLPM): 0.7/2.5;

RH: 1.0/1.0, back pressure (bar): 1.5/1.5,
flow rate (SLPM): 0.7/2.5;

Fully hydrated before measurement and
without external humidification during
measurement

RH: constant at 0.9

Flow rate (ml min"): 200/200, gas type:
humidified nitrogen/humidified
hydrogen

6946 | Energy Environ. Sci., 2025, 18, 6934-6982

Cell high-frequency
resistance (HFR)

Cell ionic resistance

Cell ohmic resistance

Cell ionic resistance

Cell ohmic transfer resistance

Cell ohmic resistance

Cell ohmic resistance

Membrane proton conductivity

Membrane proton conductivity

Electron conductivity

13.382 Q @ 80 °C

15.441 Q @ 100 °C

18.382 Q @ 120 °C

At 0.8 Acm %

77.98 mQ cm? @ 70 °C
135.78 mQ cm?* @ 90 °C

At 1.8 Acm 2

82.770 mQ cm? @ 80 °C
87.345 mQ cm? @ 85 °C
94.238 mQ cm? @ 90 °C
103.470 mQ cm® @ 95 °C

At 0.8 A cm 2

32.83 mQ cm? @ 80 °C
70.21 mQ cm® @ 90 °C

At 0.91 A cm™ %

0.102 Q cm> @ 80 °C

0.095 Q cm? @ 100 °C

0.115 Q cm* @ 120 °C

At 1.8 Acm %

83.24 mQ cm? @ 80 °C
87.55 mQ cm? @ 85 °C
94.52 mQ cm? @ 90 °C
104.13 mQ cm? @ 95 °C

At 1.8 Acm %

64.15 mQ cm® @ 80 °C
67.30 mQ cm? @ 85 °C
70.20 mQ cm? @ 90 °C
73.59 mQ cm? @ 95 °C
0.081 Sm™* @ 40 °C
0.134Sm™* @ 80 °C
0.151Sm™ ' @ 120 °C

0.049 S m™* @ 130 °C
Nafion 117:

In-plane

40.0 £ 0.8 mS cm™* @ 40 °C
76.5+ 1.7 mS cm ' @ 80 °C
1184 + 1.7 mScm ' @ 120 °C
Through-plane:

367+ 1.2mScm ' @ 40 °C
63.6 1.3 mScm ' @ 80 °C
100.6 + 1.6 mS cm ™' @ 120 °C
Nafion 212:

In-plane:

741+ 1.5mSem * @ 40 °C
157.0 £ 2.1 mScm ' @ 80 °C
220.0 £ 2.1 mSem ' @ 120 °C
Through-plane:

76.1 £ 1.6 mS cm™ ' @ 40 °C
153.1 £ 2.1 mSem ' @ 80 °C
213.1+22mScem ' @ 120 °C
Carbon paper:

827.78Sm ' @ 70 °C
780.56 Sm™' @ 80 °C
788.89 Sm™* @ 90 °C

MPL:

86.11Sm ' @ 70 °C

80.56 Sm™* @ 80 °C

80.55Sm ' @ 90 °C

CL:

16.67Sm™* @ 70 °C

19.44Sm ' @ 80 °C
22.22Sm™ ' @ 90 °C

91

10

96

97

13

96

96

111

15

112

Therefore, the stable operation of PEMFCs at elevated tempera-

tures should also take membrane thickness into account.
Overall, water phase transitions within the MEA significantly

impact the steady-state performance at elevated temperatures.

This journal is © The Royal Society of Chemistry 2025
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Fig. 7 (a) Experimental results of cell voltage, HFR, and current density distribution during the time period of voltage drop when cell operates at elevated
temperatures.! (b) Correlations between different forms of voltage or energy and temperature based on data. The dashed lines represent the cases of
water in the liquid state.*® (c) Measured OCVs as a function of temperature.*” (d) Under the conditions of 43% RH, 80/100/120 °C, and 200/250/300 kPa
back pressures, respectively, the area resistance values at 0.65 V.18 (e) Polarization and HFR curves of cells composed of Gore M788.12 and Nafion212 at

30%/43% RH and temperatures of 80 °C, 100 °C, and 120 °C .18

While PEMFC water management has become more straight-
forward, the stronger escape tendency of water vapour and
stronger coupled transport interactions between water vapour
and reaction gases compared with liquid water make it difficult
to ensure stable operation of PEMFCs at elevated temperatures.

3.3.2. Dynamic response. As illustrated in Fig. 4(f), the
dynamic response characteristics of the PEMFC are also signifi-
cantly influenced by elevated temperatures, but they have only
been investigated within the (M) regime. Table 6 summarises the
dynamic output performance of the cell at different temperatures.
As illustrated in Fig. 8(a), Wang et al.*° investigated the dynamic
response of a PEMFC’s output voltage at operating temperatures of
60 °C, 80 °C, and 90 °C and found that at 90 °C, the voltage
exhibited the largest overshoot when the current density under-
went a stepwise-increase. For instance, when the current density
was increased stepwise from 10 mA cm > to 1000 mA cm ™2, the
voltage overshoot at 90 °C was 9.52 times greater than that at 60 °C,
as shown in Table 6. This was explained by the significant increase
in the ohmic resistance of the ACL. Lu et al.>* also supported this

This journal is © The Royal Society of Chemistry 2025

conclusion (Fig. 8(b)), observing that at elevated temperatures, the
voltage overshoot increased, and the dynamic response rate also
accelerated. Lu et al.*" reported that when the current density was
stepwise increased from 0 A cm™? to 0.2 A em?, the dynamic
response rate at 95 °C was 2.26 times greater than that at 75 °C, as
shown in Table 6. The calculation formula for the dynamic
response rate is illustrated in eqn (1):

Dynamic response rate = AV X (¢ + t,) (1)

where AV represents the voltage difference between the mini-
mum voltage during the loading process and the steady voltage
after loading and ¢ denotes the time for the cell to undergo the
dynamic process, including two stages: from loading to voltage
undershoot reaching the minimum point, ¢, and from the
minimum point to achieving a steady state again, ¢,. In other
words, although the instantaneous voltage overshoot was larger
at elevated temperatures, it recovered to stability more quickly.

Increasing the inlet gas pressure reduces the voltage over-
shoot and dynamic response rate due to an increased partial

Energy Environ. Sci., 2025, 18, 6934-6982 | 6947
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Table 5 Steady-state output performance at different temperatures
Ratio of elevated
Serial temperatures to low
number Operation conditions (anode/cathode) Items temperatures Relevant processes Ref.
1 Back pressure (abs, kPa): 200/200, ocv 120 °C to 80 °C: 0.94 Increased hydrogen crossover through 16
RH: 0.7/0.7 PEM
2 Back pressure (abs, kPa): 100/100, oCVv 100 °C to 60 °C: 0.94 92
stoichiometric ratio: very high, RH: 0.8/0.8
3 Back pressure (abs, kPa): 200/200; ocv 100 °C to 60 °C: 0.95 92
stoichiometric ratio: very high, RH: 0.8/0.8
4 Back pressure (abs, kPa): 300/300; ocv 100 °C to 60 °C: 0.94 92
stoichiometric ratio: very high, RH: 0.8/0.8
5 Back pressure (atm): 3.0/3.0, RH: 1.0/1.0 ocv 120 °C to 60 °C: 0.95 117
6 Back pressure (atm): 3.0/3.0, RH: 1.0/1.0 ocv 120 °C to 60 °C: 0.94 117
7 Back pressure (kPa): 130/120, stoichiometric ~ Cell voltage 90 °C to 60 °C: 1. Enhanced the phase transition from 20
ratio: 1.7/3, RH: 0.5/0.5 liquid water to water vapor in the MEA;
0.95@ 0.31 A cm 2 2. Reduced water content of the ionomer
in the PEM and CL
0.93 @ 0.95 Acm >
0.82 @ 2 Acm >
8 Back pressure (abs, bar): 1.0/1.0, RH: 0.5/0.5;  Cell voltage 90 °C to 70 °C: 103
0.97 @ 0.2 A cm ™2
0.92 @ 0.8 A cm™2
0.60 @ 1.4 A cm ™2
9 Back pressure (kPa): 100/80, stoichiometric ~ Cell voltage 95 °C to 75 °C: 21
ratio: 1.5/2.5, RH: 0.5/0.5; 0.97 @ 0.3 A cm ™2
0.96 @1 Acm?
0.87 @2Acm™?
10 Back pressure (abs, kPa): 200/200, Cell voltage 120 °C to 80 °C: 118
RH: 0.43/0.43; 0.95@ 0.5 A cm ™2
0.90 @ 1.3 A cm ™2
0.69 @ 2 A cm >
11 Back pressure (abs, kPa): 250/250, Cell voltage 120 °C to 80 °C: 118
RH: 0.43/0.43; 0.97 @ 0.5 A cm™2
0.93 @ 1.3 Acm™2
0.83@ 2 Acm?
12 Back pressure (abs, kPa): 300/300, Cell voltage 120 °C to 80 °C: 118
RH: 0.43/0.43; 0.97 @ 0.5 A cm ™2
0.92 @ 1.3 Acm 2
0.87 @2 Acm >
13 Back pressure (abs, kPa): 300/300, Cell voltage 120 °C to 80 °C: 118
RH: 0.3/0.3; 0.99 @ 0.2 A cm 2
0.78 @ 1 Acm >
14 RH: 0.4/0.4, back pressure (bar): 1.5/1.5, Cell voltage 95 °C to 80 °C: 1. Enhanced electrode reaction kinetics 96

flow rate (SLPM): 0.7/2.5;

pressure of reactants, which creates a more abundant supply of
reactants and helps slow voltage undershoots.”""** Increasing
the operating pressure induces the condensation of water
vapour, alleviating the ionomer dehydration and the reduction
in output performance.”® Overall, similar to the steady-state
response characteristics, the phase transitions of water at ele-
vated temperatures also need to be taken seriously during
dynamic load. Notably, increasing the reactant gas pressure can
optimise the dynamic response characteristics of PEMFCs. How-
ever, the interaction between elevated temperatures and variable
local factors (e.g., temperature, water content, reactant concen-
tration, and charge) during vehicle operation can considerably
impair fuel cell components, particularly the PEM. A well-
rounded strategy that optimally balances performance and dur-
ability is still lacking. It is crucial to comprehensively understand
the sensitivity of the dynamic response characteristics of PEMFCs
at elevated temperatures to various operational parameters, but
such studies are limited. The main goal of such research is to

6948 | Energy Environ. Sci., 2025, 18, 6934-6982

in the CL

1.02 @ 0.3 A cm 2 2. Enhanced gas diffusivity in the MEA

1.09@ 2.1 Acm ™2

ensure optimal integration and compatibility of multiple compo-
nents within a PEMFC, identify refined operational strategies and
material designs, and ultimately achieve a stable internal state
with minimal fluctuations.

4. Challenges in material and structure
durability and their impacts on
performance loss

To better understand how elevated temperatures affect MEA
durability, MEA failure modes at elevated temperatures are
discussed in this section in terms of individual components.
4.1. Catalyst layer durability

The CL of PEMFCs is a multi-component/multifunctional med-
ium that consists of the tailored assembly of electrochemical
catalyst and ionomer phase. Elevated temperatures can directly

This journal is © The Royal Society of Chemistry 2025
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Serial Operation conditions (anode/ Ratio of elevated temperatures
number  cathode) Items to low temperatures Relevant processes Ref.
1 Back pressure (kPa): 130/120, Voltage 90 °C to 60 °C: Ionomer dehydration 20
stoichiometric ratio: 1.7/3, RH:  overshoot
0.5/0.5;
9.52 @ 10 to 1000 mA cm™?
6.80 @ 1800 to 1000 mA cm >
0.77 @ 1000 to 10 mA cm ™%
2 Back pressure (kPa): 100/80, Voltage 95 °C to 75 °C: 1. Ionomer dehydration 21
stoichiometric ratio: 1.5/2.5, overshoot
RH: 0.5/0.5
0.90, 1.10, 1.04, 1.22 @ 0 to 0.2 Acm™> 2. Inadequate oxygen supply
1.06, 1.09, 1.18, 1.22 @ 0 to 0.4 A cm ™2
1.11, 0.76, 1.24, 1.29 @ 0 to 0.7 A cm ™2
1.43 @ 0to 1.0 Acm 2
1.31 @ 0.7 to 1.0 A cm 2
1.44 @ 1.0 to 1.4 A cm >
127 @1.4to 1.6 Acm™ %
3 Back pressure (kPa): 250/230, Voltage 95 °Cto 75 °C 1. Improved membrane 21
stoichiometric ratio: 1.5/2.5, overshoot hydration
RH: 0.5/0.5
0.82, 1.00, 0.95, 1.00 @ 0 to 0.2 Acm > 2. Increased partial pressure of
reactants
0.92, 1.00, 1.08, 1.00 @ 0 to 0.4 A cm ™2
0.91, 0.91, 0.91, 0.88 @ 0 to 0.7 A cm ™2
0.83@ 0 to 1.0 A cm ™2
0.87 @ 0.7 to 1.0 A cm >
0.90 @ 1.0 to 1.4 A cm™2
0.80 @ 1.4 to 1.6 A cm ™ %;
4 Back pressure (kPa): 100/80, Dynamic 95 °C to 75 °C: 1. Tonomer dehydration 21
stoichiometric ratio: 1.5/2.5, response rate
RH: 0.5/0.5;
2.26, 1.00, 0.73, 0.86 @ 0 to 0.2 Acm™> 2. Inadequate oxygen supply
1.35, 1.00, 1.43, 0.88 @ 0 to 0.4 A cm ™2
0.57, 0.35, 0.91, 2.06 @ 0 to 0.7 A cm ™2
1.67 @ 0 to 1.0 A cm >
2.14 @ 0.7 to 1.0 A cm ™2
1.78 @ 1.0 to 1.4 A cm >
1.10 @ 1.4 to 1.6 A cm ™ >
5 Back pressure (kPa): 250/230, Dynamic 95 °C to 75 °C: 21
stoichiometric ratio: 1.5/2.5, response rate
RH: 0.5/0.5;

1.60, 0.84, 0.60, 0.72@ 0 to 0.2 A cm™2

0.57, 0.45, 0.78, 0.67 @ 0 to 0.4 A cm >

1. Improved membrane
hydration

2. Increased partial pressure of
reactants

0.38, 0.45, 0.41, 0.67 @ 0 to 0.7 A cm 2
0.46 @ 0 to 1.0 Acm 2

0.93 @ 0.7 to 1.0 A cm 2

0.79 @ 1.0 to 1.4 A cm™2

0.73 @ 1.4 to 1.6 A cm ™2

degrade the catalyst layer or synergistically exacerbate other
degradation factors, leading to a reduction in the performance
of its components through complex mechanisms. Table 7
reviews the stability of the catalyst layer at different tempera-
tures. Consequently, it is imperative to examine the impact of
elevated temperatures on the degradation of the Pt catalyst,
carbon support, and ionomer phase.

4.1.1. Pt catalyst degradation. The following mechanisms
have been identified as the most prevalent during the deteriora-
tion of the Pt catalyst: dissolution, agglomeration, detachment,
and Ostwald ripening of Pt nanoparticles.’*>'*° Existing
research has mainly investigated the effect of elevated tempera-
tures on Pt catalyst degradation in terms of Pt catalyst growth
(Fig. 9(a)) and Pt dissolution (Fig. 9(b)).

This journal is © The Royal Society of Chemistry 2025

As illustrated in Fig. 9(a), elevated temperatures can directly
induce Pt catalyst growth, but this direct induction mechanism
is significantly modulated by specific elevated temperature
levels and the surrounding gas atmosphere. Sellin et al.***
reported that increasing temperatures directly induced an
increase in the Pt catalyst growth in the entire elevated tem-
peratures range and a H,-containing atmosphere. The reducing
effect of H, gas removed surface oxides on Pt catalysts, which
disrupted the protective oxide layer and supported the subse-
quent crystallite reconstruction and grain boundary diffusion.

l 124

Sellin et a reported an approximately 4.9% loss of the Pt

active surface area and a 60.0% increase in the Pt apparent
mean size after thermal sintering at 100 °C. Hasché et al.'*®

demonstrated significant Pt catalyst growth (~78.57%) under a

Energy Environ. Sci., 2025, 18, 6934-6982 | 6949
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the polarization curve test, water balancing test, membrane electric resistance test, and equivalent circuit diagram and dynamic response results at
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N, atmosphere at 160 °C for 155 h because the Pt catalyst
crystallite growth was controlled by the interparticle distance,
as indicated in Fig. 9(c). A decrease in the interparticle distance
resulted in a shorter time for the Pt catalyst particle diffusion/
migration and coalescence. Therefore, the direct elevated tem-
perature induced growth of Pt under a N, atmosphere was only
observed in the (E) regime. However, this direct induction was
more challenging under an air atmosphere due to the protective
effect of the Pt oxide layer. Shao et al."*" reported no noticeable
platinum particle sintering during long-term (3000 h) exposure
to dry air at 125-195 °C. Overall, the direct elevated temperature
induced growth of the Pt catalyst on the anode side in the
PEMFC-matched elevated temperature range is acceptable,
while it can be considered negligible on the cathode side.

Catalyst durability studies have also indicated that elevated
temperatures can accelerate the Pt catalyst growth during potential
cycling (Fig. 9(a)).*">*'** The influence of elevated temperatures on
the accelerated growth of Pt catalysts under voltage cycling appears
to increase linearly (Fig. 9(d)), suggesting that Pt catalyst growth is
accelerated within the entire elevated temperature range. Elevated
temperatures do not trigger explosive Pt growth, even though the
underlying acceleration mechanism remains poorly understood. Bi
et al.'® reported that a low RH stimulates Pt growth at 60 °C. To
our knowledge, the coupled effect of elevated temperatures and RH
on Pt catalyst growth during operation has not been studied.

6950 | Energy Environ. Sci., 2025, 18, 6934-6982

In terms of Pt dissolution at elevated temperatures, Fig. 9(b)
shows that elevated temperature has an accelerating effect, exacer-
bating Pt catalyst dissolution under electrochemical potential
operations within the entire elevated temperature range.'>>447146
Yang et al.'®® observed a denser Pt band in the membrane after
potential cycling at 90 °C (Fig. 9(e)). Borup et al.*® indicated that
the Pt dissolution reaction was endothermic, causing the Pt
solubility to increase at elevated temperatures, following the
Arrhenius relationship (Fig. 9(f)). Huang et al.'” suggested that
this was attributed to the impact of the operational temperature
on the collective surface tension of Pt, which increased both the
net rate of Pt decomposition and the net rate of particulate
dissolution. Yue et al."** reported approximately 12.3% Pt mass
loss after 1000 h on-road heavy-duty transportation with a
coolant temperature of 92 °C. At low temperatures, a high RH
promotes Pt catalyst dissolution due to accelerated Pt ion
transport in the ionomer with larger and more abundant water
channel networks."** Similar to Pt growth, the coupling effect of
elevated temperature and RH levels on Pt dissolution during
potential cycling has not yet been studied. Notably, Pt redeposi-
tion equally affects the available amount of Pt catalyst. For
instance, at low temperatures, buki¢ et al.'*® reported that the
rates of Pt catalyst dissolution and redeposition both increased
with the temperature at a constant potential window, while the
overall extent of Pt loss remained minimal. Nevertheless, it is

This journal is © The Royal Society of Chemistry 2025
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Serial Durability cases and corresponding conditions
number (anode/cathode) Items Values Ref.
1 Durability test under a constant current density of ECSA loss 15.6% 123
0.4 A cm™?: operating temperature: 100 °C, back
pressure (kPa) 150, gas type: Hy/air, RH: 0.25,
duration: 480 h;
2 Thermal sintering test: temperature: 100 °C, Pt apparent mean size 60.0% 124
gaseous atmosphere: 3% H,/He, sample: Pt/Vulcan increase
catalyst (40 wt% Pt);
Pt surface area loss 4.9%
3 Voltage cycling: square wave potential cycle: 10 s at ECSA loss 80 °C: 125
0.4V, 10 s at 0.95 V (20 s per cycle), RH: 1.0, gas:
0.5 SLPM 4% H,/0.5 SLPM N,, pressure:
atmospheric pressure, cell temperature:
80 °C and 90 °C;
42.2% @ 10000 cycles
90 °C:
50.0% @ 10000 cycles;
Mass activity loss 80 °C:
33.9% @ 10000 cycles
90 °C:
64.1% @ 10000 cycles;
4 Voltage cycling: voltage range: 0.1-0.96 V, scan rate Pt particle growth 60 °C: 126
10 mV s~ !, duration: 300 cycles, temperature: 60 °C,
80 °C, 100 °C, 120 °C;
22.2% @ 300 cycles
80 °C:
49.4% @ 300 cycles
100 °C:
85.2% @ 300 cycles
120 °C:
117.3% @ 300 cycles
5 Voltage cycling: voltage range: 0.7-0.9 V, time of Pt surface area loss 8.7% @ 80 °C 127
one cycle: 60 s, duration: 5000 cycles, RH: 0.25,
temperature: 80 °C and 120 °C
44.4% @ 120 °C
6 Thermally induced growth test: atmosphere: N, Pt particle growth 7.14% @ 80 °C 128
duration: 155 h, temperature: 80 °C and 160 °C;
78.57% @ 160 °C;
7 Thermal corrosion test: atmosphere: air, duration: Maximum fraction of 17.78% @ 40 wt% 129
3000 h, sample: Pt/BP2000 catalyst with different carbon consumed
Pt loadings (40 wt%, 60 wt%, and 80 wt%),
temperature: 125 °C;
33.43% @ 60 wt%
40.36% @ 80 wt%;
8 Thermal treatment: atmosphere: air, sample: Carbon weight loss 2.6% 130
Pt (40 wt%)/XC 72 catalyst temperature: 150 °C
9 Durability test under a constant current density of ECSA loss 9.59% @ 65 °C 131
1.6 Acm™: operating temperature: 65 °C and 90 °C,
gas type: H,/O,, dew point temperature: 65 °C,
stoichiometries: 1.5/2.5, duration: 100 h
13.93% @ 90 °C
10 Durability test under a constant potential of 0.9 V: Carbon mass loss rate 571ugh™' @ 75 °C 4
operating temperature: 75 °C, 80 °C and 90 °C
751 ugh™ @ 80 °C
12.41 pgh™' @ 90 °C
11 On-road heavy-duty transportation: operating Pt mass loss 12.3% 132
temperature of 92 °C, duration: 1000 h;
Pt particle growth 3.92%
Ionomer degradation Main-chain: 6.5%
Side-chain: 14.2%;
ECSA loss 44.75%
12 NEDC near-water boiling temperature: operating Pt particle growth Anode: 133
temperature: 95 °C, inlet pressure (kPa): 280/260,
duration: 100 h;
76.8-93.9%
Cathode:
83.7-117.8%
Catalyst layer thickness Anode:
3.87-37.8%
Cathode:
6.78-26.8%
ECSA loss 11.6-82.4%
This journal is © The Royal Society of Chemistry 2025 Energy Environ. Sci., 2025, 18, 6934-6982 | 6951
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Table 7 (continued)
Serial Durability cases and corresponding conditions
number (anode/cathode) Items Values Ref.
13 A combined OCV hold and RH cycling testing: gas: Pt particle growth Anode: 134
H,/air (1000/1000 sccm), pressure: ambient, dura-
tion: ~200 h, temperature: 95 °C;
47.6-85.7%
Cathode:
195.2-180.9%
14 Thermal annealing: sample: Nafion film, gas Ionomer proton con- 20.91-27.6% 135
atmosphere: dry N,, duration: 1 h, temperature: ductivity loss
120 °C;
15 Thermal annealing: sample: Nafion film, gas Ionomer proton con- 81% @ 110 °C 136
atmosphere: vacuum, duration: 1 h, temperature: ductivity loss
110 °C and 146 °C;
94% @ 146 °C
16 Thermal treatment: sample: MEA, gas atmosphere: Decrease of oxygen 1.6% @ 90 °C for 10 min 137
vacuum, temperature and duration: 90 °C for 10 transport resistance in
min, 140 °C for 10 min, 140 °C for 30 min the CCL
7.4% @ 140 °C for 10 min
16.0% @ 140 °C for 30 min;
17 Thermal annealing: sample: Nafion film, gas Ionomer Young’s mod- 120.4% @ 60 °C 24

atmosphere: vacuum, duration: 24 h, temperature:
60 °C and 140 °C

essential to investigate the effect of elevated temperatures on Pt
catalyst redeposition (e.g., degree and location) to explicitly
understand the overall Pt dissolution.

4.1.2. Carbon support corrosion. Carbon blacks like Vul-
can XC72, acetylene black, and Ketjen Black are widely used
carbon supports for PEMFCs, but they often undergo carbon
corrosion. The characteristics of carbon corrosion at elevated
temperatures, as investigated in existing studies,***!?°7131,149152
can be summarised as follows. Firstly, an environment contain-
ing oxygen or hydrogen is a prerequisite, such as air or
hydrogen-containing composite gases. Secondly, elevated tem-
peratures (both without and with a high electrode potential)
significantly enhance the reaction rate between the carbon
matrix and oxygen or hydrogen species to generate gaseous
products that exacerbate the extent of carbon corrosion. Thirdly,
carbon corrosion is significantly pronounced only during Pt
catalysis. Overall, the effect of elevated temperatures on carbon
corrosion can be categorised as either directly inducing
chemical corrosion (Fig. 10(a)) or accelerating electrochemical
corrosion (Fig. 10(b)).

As depicted in Fig. 10(a), under a H,/O, atmosphere, elevated
temperature promotes carbon corrosion, leading to the corrosion
of the part of the carbon support in contact with Pt catalysts,
which occurs within the (H) and (E) regimes but not at lower
temperatures. Andersen et al."*® found that the degradation of
the support without a Pt catalyst was minimal (only ~ 1% weight
loss) even at temperatures of up to 200 °C, while degradation of
the carbon support with Pt was significantly higher, indicating
that carbon corrosion was catalysed by Pt. Stevens et al'*®
reported that 40.36% of carbon mass was consumed after
3000 h of thermal corrosion at 125 °C when the Pt catalyst
loading was 80 wt%. Sellin et al."*° indicated that only 2.6% of
the carbon support (Vulcan XC-72) was corroded after thermal
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ulus increment

214.1% @ 140 °C

treatment at 150 °C, implying that the degree of thermal corro-
sion resistance of the carbon support itself is equally critical and
that the Vulcan XC-72 support has good thermal corrosion
resistance. Guterman et al.">" suggested that narrowing the size
dispersion of Pt and of support particles and improving the
uniformity of Pt distribution increased the exposure of platinum
to carbon and resulted in more uniform carbon oxidation. Under
an O, atmosphere, the product of carbon corrosion is either CO
or CO,.°*13%1%2 gGellin et al**° demonstrated that the carbon
support could also be directly corroded at 423 K under a 3% H,/
Ar flow, which generated methane or other hydrocarbons.
Notably, the rate of change in the thermal environment faced
by the carbon support also affects the degree of carbon corro-
sion. As depicted in Fig. 10(c), Baturina et al'®® conducted
thermogravimetric analysis (TGA) at heating rates from 0.1 to
10 °C min~" and showed that as the heating rate decreased, the
percent mass loss increased. This indicated that Pt catalysed the
oxidation of carbon during isothermal aging. Therefore, it can
be concluded that the contribution of instantaneous thermal
overshoot induced within the CL during dynamic processes is
not a significant contributor to the thermal corrosion of carbon
supports.

In terms of how elevated temperatures accelerate electro-
chemical corrosion, Fig. 10(b) shows that elevated temperatures
further intensify corrosion at pre-existing electrochemical cor-
rosion sites in carbon, thereby exacerbating the extent of
electrochemical corrosion over the entire elevated temperature
range (Fig. 10(d)). Lochner et al.” reported that the carbon mass
loss rate reached 5.71 pg h™" at 75 °C and 12.41 pg h™" at 90 °C
during durability tests under a constant potential of 0.9 V.
Zhang et al.,’* Roen et al.,">* and Lim et al.">> supported the
above results, and Stevens et al.'*> suggested that H,O played a
significant role in carbon corrosion. Therefore, high RH levels

This journal is © The Royal Society of Chemistry 2025
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and enhanced water production at a high current density are
unsuitable for ensuring that the carbon support remains stable
at elevated temperatures, as shown in Fig. 10(a) and (b). More-
over, there has not been a comparative analysis at elevated
temperatures between chemical corrosion and electrochemical-
induced corrosion of carbon supports.

4.1.3. Ionomer degradation. The ionomer has a phase-
separated morphology, formed by the hydrophobic nature of the
carbon-fluorine backbone and the hydrophilic sulfonic acid-
functionalised side chains, as illustrated in Fig. 11(a). Within
certain hydrophobic domains, enhanced backbone ordering
facilitates the formation of crystalline phases, while the inter-
connected hydrophilic domains create continuous proton

This journal is © The Royal Society of Chemistry 2025
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conduction pathways. As depicted in Fig. 11(a), at low tempera-
tures, the nanoscale structure of the ionomer does not undergo
significant changes upon treatment, but recent studies have
explored the effects of elevated temperatures on the structural
and morphological properties of ionomer films. The results have
revealed significant changes in their hydration, crystallinity, and
hydrophilic-hydrophobic phase separation,'*®'371%67158  egpe-
cially in the (H) and (E) regimes approaching or exceeding the
glass transition temperature. Kusoglu et al'®’ indicated that
annealing at 146 °C for 60 min induced the crystalline order
corresponding to the CF, chains of polytetrafluoroethylene
(PTFE) crystallites, which formed crystallites and reduced the
water uptake due to an increase in the backbone physical
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crosslinking. Modestino et al.">® supported the above findings.

Paul et al.**® reported that the ionomer proton conductivity loss
reached 81% and 94% at annealing temperatures of 110 °C and
146 °C, respectively. Consequently, elevated temperatures can
increase the crystallinity of the hydrophobic region and shrink
the hydrophilic region (Fig. 11(a)). Alentiev et al."*® reported the
presence of the ether (-S(0),-O-) groups after annealing Nafion
films at 95 °C, which further weakened the water retention capacity
of the ionomer film. However, Wang et al.>® reported that the
Nafion molecule was only dehydrated at a higher temperature of
~100 °C and the terminal SO;~ group was protonated to SO;H
instead of forming an ether. Chu et al.® reported no significant
differences in the infrared reflectance absorption spectra of the
Dow 560 PFSA ionomer when heated below 300 °C. Therefore, the
ionomer evolution within the (M) regime needs to be further
investigated.

Nevertheless, elevated temperatures alter the properties of
ionomers, including decreasing the thermal expansion coeffi-
cient (Fig. 12(a))," increasing Young’s modulus (Fig. 12(b)),>*
decreasing the proton conductivity (Fig. 12(c)),"**'*® increasing
the surface hydrophobicity (Fig. 12(d)),”*>"**'*" and improving
the oxygen transmission capacity (Fig. 12(e))."*” However, the
underlying mechanisms between the evolution of phases, clus-
ters, and molecular structures within ionomers and elevated
temperatures are not fully understood, making it difficult to
understand changes in ionomer properties. Most existing studies
on directly-induced ionomer degradation at elevated tempera-
tures have been conducted under vacuum or dry inert gases, but

6954 | Energy Environ. Sci., 2025, 18, 6934-6982

since the actual ionomer phase within the MEA typically exists in
a humidified environment, the role of RH in this degradation
process needs to be better understood.

Mechanical fatigue and chemical degradation processes are
affected over the entire elevated temperature range. The
mechanical degradation of ionomers is primarily caused by
their frequent swelling and shrinkage during cyclic hydrother-
mal stress. Chang et al.'® suggested that plastic strain within an
ionomer could accumulate during cyclic changes in RH. Rong
et al.'® reported that the deformation of the Nafion ionomer at
elevated temperatures during RH cycling was larger than that at
lower temperatures, which was corroborated by Tang et al.'®*
Therefore, a greater change in plastic strain occurs and propa-
gates within the ionomer phase at elevated temperatures due to
larger deformation, which accelerates mechanical degradation
of the ionomer, as illustrated in Fig. 11(b). The accumulation of
plastic strain may result in the internal breakdown of the
ionomer when reaching the breakdown strain, which may
significantly impair the structural stability of the CL. The
mechanisms of ionomer chemical degradation in PEMFCs
involve the formation of hydroxyl and hydroperoxyl radicals
(OH* and OOH*) caused by hydrogen peroxide (H,0,) formation
on the catalyst surface via the 2e” ORR. Sethuraman et al.'®
reported the rates of H,O, formation in the anode side of a
PEMFC at different temperatures and showed that increasing
the cell temperature from 25 °C to 95 °C significantly enhanced
the rates of H,0, formation, and the rate of H,O, formation on
the cathode side was the same.'®® The anode and cathode H,O,

This journal is © The Royal Society of Chemistry 2025
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formation rates cannot be directly correlated with the ionomer
degradation rates because there are several intermediate reactions
between H,O, formation and actual ionomer chemical degrada-
tion. However, it can be inferred that more significant ionomer
chemical degradation may occur due to more severe free radical
attack at higher concentrations of H,O, generated at elevated
temperatures,'® as depicted in Fig. 11(b). The temperature-
dependence of free-radical attack on ionomers remains unclear.
However, direct experimental observations or modelling calcu-
lations on the ionomer mechanical fatigue and ionomer chemical
degradation at elevated temperatures have not been conducted.
Additionally, thin, photo-sensitive, and low-density organic iono-
mer films are challenging to characterise and image, and iono-
mers in real CLs may exhibit non-uniform distribution,
discontinuities, and variable thicknesses. The molecular chain
configurations within an ionomer, spanning both in-plane and
through-plane orientations, are strongly dependent on its
thickness.””**® Domain changes in the ionomer phase, humidity
fluctuations, and free radical attacks on ionomer molecular
chains may occur simultaneously during PEMFC operation. The
synergistic mechanisms underlying these processes and their
effects on PEMFC performance are not yet fully characterised,
and these uncertainties hinder a comprehensive understanding of
ionomer degradation within the real CL at elevated temperatures.

This journal is © The Royal Society of Chemistry 2025

4.1.4. Structural collapse. The CL functions as a critical
component that facilitates electrochemical reactions and relies
on the support from the PEM or GDL due to its intrinsically low
structural strength.'’® Structural degradation of the CL can
profoundly affect the electrochemical reactions and mass trans-
port processes occurring within it. The CL exhibits distinct
structural characteristics spanning from the microscale to the
nanoscale, as shown in Fig. 13(a). Elevated temperatures com-
plicate the structural evolution of the CL by introducing chal-
lenges to its stability and performance.

Existing studies have provided some insight into the struc-
tural evolution of the CL at the microscale, but have mainly
focused on experimental phenomena. At the microscale,
macroscopic features such as surface cracking and thickness
decreases are observed. Han et al.'®” conducted two in situ
fatigue experiments on a catalyst-coated membrane (CCM) at
different operating temperatures and revealed that the CL
surface exposed to 95 °C exhibited wider and deeper cracks
than those formed at 85 °C, as shown in Fig. 13(b). They
emphasised the significant contribution of the glass transition
temperature of CCM (~90 °C) on the CL surface cracking. An
increase in the deformation of the PEM during the hydrother-
mal cycling, especially when the temperature exceeded the
glass transition temperature, led to more severe cracking within
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the CL.'*"""" However, the structural stability of the CL was also
significantly affected by elevated temperatures, particularly for
ionomers. As the binder in the CL, an ionomer helps preserve
the CL’s surface integrity.'”> Therefore, further investigations
into the evolution of ionomer adhesion properties on Pt/C
catalyst agglomerates and their structural strength at elevated
temperatures are warranted. More severe cracking can result in a
range of detrimental effects, including an increased risk of PEM
perforation,”® water flooding within the CL,'”* high free-radical
concentrations,'”* enhanced brittleness of the CL structure,'”* and
the loss of certain agglomerates.'”* Investigating the deteriorated
cracking mechanisms within the CL at elevated temperatures can
provide valuable insights for improving the performance and
extending the service life of PEMFCs.

6956 | Energy Environ. Sci., 2025, 18, 6934-6982

Studies have shown that the thickness reduction of the CCL
increases at elevated temperatures,'*>'®*'”> as displayed in
Fig. 13(c) and (d). Kneer et al.'®® and Trogisch et al."** suggested
that the observed reduction in CL thickness was negligible and
primarily attributed to the compression effect of the MEA, but
elevated temperatures may still substantially accelerate carbon
corrosion rates, as discussed above. As shown in Fig. 13(b), Zhao
et al.*** reported that compared to 60 °C, the thickness of the CCL
decreased by 9.3% after durability tests at 90 °C. The RH level
also significantly affects the reduction of CL thickness. In region
9, because there was no water flooding during operation at 90 °C,
the thickness reduction of the CCL at 90 °C was less than
operation at 60 °C."*" Therefore, as the structural backbone of
the CL, progressive carbon corrosion exacerbates thickness

This journal is © The Royal Society of Chemistry 2025
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reduction, leading to increased catalyst loss and significant
performance deterioration. Kneer et al.'®® also indicated the
increased tortuosity of an aged MEA at elevated temperatures
compared with lower temperatures. However, the effects and
underlying mechanisms of elevated temperature-induced carbon
corrosion on CL thickness and structure in the through-plane
direction are unexplored. Additionally, the evolution of ionomer
mechanical properties at elevated temperatures and their impact
on CL thickness and structure in the through-plane direction
warrant further investigation.

Nanoscale features include pore-based mass transport net-
works and three-phase boundary structures critical for electro-
chemical reactions. Among the microstructural properties of
the CL, the pore size distribution and porosity are particularly
critical because they govern the diffusion of reactant gases to
active reaction sites and the efficient removal of generated
water from the CL. Typically, two types of pores exist within
the CL: (i) primary pores, with sizes smaller than approximately
20 nm, and (ii) secondary pores, ranging from 30 nm to 150 nm.
Primary pores are located between carbon particles within
agglomerates, whereas secondary pores represent the void
spaces between agglomerates and are generally larger than

This journal is © The Royal Society of Chemistry 2025

) Decrease in the thickness.*®® (d) Photographs of the MEA cathode and reduction rate of CL

162

primary pores, as depicted in Fig. 13(e). Lu et al."®® tested the
durability of a PEMFC stack near the boiling point of water for
100 h and observed an increase in the pore size of the MEA in
the range of 10-100 nm. As posited by Kneer et al.,'*® the aged
samples exhibited a shift in their pore size distribution towards
larger pores, while the overall porosity of the cathode remained
unchanged. The observed shift was interpreted as an onset of
carbon corrosion that resulted in the collapse of the smallest
pores and an increase in the number of larger pores. Yue
et al."*®> demonstrated that the primary pores shrank while
the secondary pores expanded after 1000 h of on-road heavy-
duty transportation with a coolant temperature of 92 °C, which
was attributed to ionomer migration. Elevated temperatures
accelerated carbon corrosion and also impacted the properties
of ionomers, altering the pore structure within the CL.
Although Kneer et al.*®® suggested no obvious differences in
the CL pore structure in the cells cycled at 90 °C versus those cycled
at 70 °C, their conclusions were based on 3D reconstructions of the
CL obtained using focused ion beam scanning electron micro-
scopy, where the identified pores were generally considered sec-
ondary pores."** The evolution of primary pores, however, remains
poorly understood, and additional research is needed to clarify the
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mechanistic relationships between elevated temperatures, compo-
sitional changes, and the pore structure evolution.

The TPB structure consists of a Pt catalyst, ionomer/water
films, and pore spaces and serves as the critical site for
electrochemical reactions, as depicted in Fig. 13(f). Optimizing
the TPB structure significantly enhances the power density and
catalyst utilization,"’® and distortions in the TPB structure
induced during operation can severely compromise the cell
performance and durability. Current research on the evolution
of the TPB structure primarily emphasises interfacial delamina-
tion between the ionomer and Pt/C agglomerates.'®>'¢>777179
Cohesive zone models have demonstrated that the cyclic expan-
sion and contraction of ionomers during hygrothermal cycling
cause the partial detachment of ionomers from Pt/C agglomerates,
leading to cracks in the CL and a reduction in the
ECSA.'9>1631777180 Changes in the water content of ionomers at
lower temperatures are considered the primary driver of interfacial
delamination.’®® Notably, Chang et al'®* reported that low-
temperature cycling alone does not significantly induce interfacial
delamination. In contrast, the extent of interfacial delamination is
governed by the interplay between an ionomer’s expansion-con-
traction and its adhesive properties, both of which are impacted by
elevated temperatures. Moreover, Yue et al.'*> showed that the
contact area between Pt catalysts and ionomers decreased by
37.3% due to ionomer migration at elevated temperatures, indicat-
ing significant changes in the TPB structure. However, the detailed
distortion mechanisms of the TPB structure at elevated tempera-
tures are unexplored. Notably, the role of humidity in the evolution
of pore structure and the TPB structure at elevated temperatures
significantly affects the degree of ionomer deformation.

4.2. Proton exchange membrane durability

The PEM plays a crucial role in transporting protons from the
anode to the cathode, insulating negative electrons, and separ-
ating the reactants, hydrogen, and oxygen. Therefore, the

Table 8 Stability of PEMs at different temperatures

View Article Online
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membrane must be an efficient conductor of protons and an
effective insulator of electrons and must exhibit both mechan-
ical and chemical robustness. The most commonly employed
membranes in PEM fuel cells are PFSA membranes with per-
fluoroether long side chains with sulfonic acid end groups.'*®
Recently, alternative PFSA membranes with short side chains
have garnered significant attention for investigation.'®* Among
these, the Nafion membrane is the most widely used due to its
long-term stability in both oxidative and reductive environ-
ments, relatively low fabrication cost, and ease of processing.
Nevertheless, the failure modes of PEMs, including perforation,
irreversible reduction in proton conductivity, cracking, etc., at
elevated temperatures, emphasize the critical need to investi-
gate and enhance their stability in such environments. Table 8
summarizes the stability of PEMs at different temperatures.

4.2.1. Elevated temperature direct induction. PEMs can
undergo various changes in environments with elevated tem-
peratures, and the extent of these changes strongly depends on
both the temperature and duration of exposure, as shown in
Fig. 14. This is considered to be a direct consequence of
elevated temperature induction on PEMs.

In the absence of exposure duration to elevated temperatures,
as illustrated in Fig. 14(a), TGA-MS can be used to determine the
thermal decomposition process of PFSA ionomers at different
temperatures. Typically, this occurs in three stages:*">”/18%19471%
(i) loss of membranous water (100-200 + 20 °C), which culmi-
nates in the rupture of H;O" and the protonation of SO;~ to
SO;H, as well as the partial decomposition of SO;H — SO, + OH*
near 200 °C; (ii) cleavage of the C-S bond (280 £ 30 °C to 400 =+
20 °C) leading to sulfonate-group degradation; and (iii) the final
decomposition of the perfluorinated matrix (400 £ 20 °C to 600 +
40 °C). This demonstrates that in the elevated temperature range
required for MEAs, only the loss of water occurs within the PEM,
inducing phase transitions in clusters/ion channels without
damaging its molecular structure. Rodgers et al.'®’ confirmed

Serial Durability cases and corresponding conditions
number (anode/cathode) Items Values Ref.
1 NEDC near-water boiling temperature: operating PEM thickness decrease 1.9-8.4% 133
temperature: 95 °C, inlet pressure (kPa): 280/260,
duration: 100 h;
2 A combined mechanical/chemical accelerated Hydrogen crossover increase M - 8:348.4% @ 0 A cm 2 182

stress test: operating temperature: 90 °C, gas type:
H,/air, back pressure: no duration: M - 8 for
1512 h, M - 12 for 1488 h

M - 12: 398.7% @ 0 A cm ™2

3 Modelling of PEM chemical degradation PEM mass loss rate Ratio of 95 °C to 80 °C: 4.83 183
4 Modelling of PEM chemical degradation Hydrogen crossover flux Ratio of 90 °C to 70 °C: 1.53 184
5 Thermal annealing: sample: short side chain (SSC) PEM water uptake decrease 8.1-11.1% 185
membrane, gas atmosphere: vacuum, duration:
1 h, temperature: 140 °C;
PEM conductivity decrease 3.9-4.7%
Glass transition temperature Increase from 134 °C to 143 °C @
3 M membrane
increase from 131 °C to 139 °C @
aquivion membrane
6 Thermal annealing: sample: aquivion 870 Glass transition temperature Increase from 124 °C to 131 °C @ 186
membrane, duration: 72 h, temperature: 140 °C aquivion 870 membrane
7 Modelling of PEM chemical degradation Fluoride emission rate Ratio of 90 °C to 80 °C: 4.9 187
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this conclusion and suggested that the Nafion ionomer was
thermally stable up to ~150 °C due to the presence of strong
C-F bonds and a shielding effect of the electronegative fluorine
atoms on the PTFE-like backbone.

Nevertheless, Majsztrik et al.'®® investigated the elastic mod-
ulus of Nafion N1110 as a function of water activity from 23-90 °C
and suggested that for any given level of hydration (water
activity), the elastic modulus always decreased with tempera-
ture, as indicated in Fig. 14(b). This was because the internal
structure of the PEM evolved, resulting in a decrease in its
strength, which became apparent in the (M) regime. In practice,
the internal molecular chain structure and domain structure of
a PEM typically undergo a thermal transition process as the
temperature increases,'”® which is captured by dynamic
mechanical analysis (DMA).°® A typical DMA curve of the PEM

This journal is © The Royal Society of Chemistry 2025

is demonstrated in Fig. 14(c), in which the characteristic ther-
mal transition temperatures are noted.’® The PFSA membrane
exhibits three thermal transitions corresponding to diff-
erent relaxation behaviours: (i) an o relaxation at approximately
T, = 90-120 °C for acid-forming membranes; (ii) a broader
B relaxation between T; = —40 °C and 20 °C; and
(iii) a y relaxation approximately 7, = —120 °C to —90 °C.
Regarding the three relaxation mechanisms, Kusoglu et al.*°
reported that (i) T, was a dynamic ionic-cluster transition
associated with the onset of long-range mobility of the chains
due to destabilization of the electrostatic network; (ii) T was the
glass-transition temperature of the PFSA matrix attributed to the
onset of segmental main-chain motion, facilitated by side-
chains; (iii) the low-temperature transition T, was related
to the local movement of the PTFE backbone.”® When the
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temperature exceeded T,, the weakening of the electrostatic
interactions within the ionic aggregates triggered the onset of
long-range mobility of both the main and side chains, resulting
in a significant increase in the chain mobility.'®°

Due to the glass transition of the membrane, its mechanical
properties were greatly altered. The mechanical behavior of a
material, i.e., its ability to withstand deformation without rup-
turing, can be evaluated using its stress-strain curves. Numerous
studies have demonstrated that the stress-strain curves of a
membrane undergo a significant decline at elevated tempera-
tures due to a reduction in both the elastic modulus and the
yield stress, as well as a reduction in ultimate tensile strength
and an increase in the strain at break. Marrony et al.>°* indicated
that the ultimate tensile strength decreased by 54.1% when the
temperature increased from 80 °C to 120 °C due to a decrease
in intermolecular forces and the presence of amorphous
domains.’®”*¢*2°* Therefore, PEMs tend to soften in elevated
temperature environments, especially close to or exceeding their
glass transition temperatures. Notably, the membrane water
content significantly influences the magnitude of the glass
transition temperature. As depicted in Fig. 14(d), the glass
transition temperature decreased from 132 °C to 108 °C when
the membrane water content increased from 0% to 24.0%."%*
Therefore, the fragility of PEMs containing water needs to be
given special consideration.

Considering the effect of the exposure duration on elevated
temperature environments, the influence of elevated tempera-
ture environments on the PEM is typically referred to as
thermal treatment or thermal annealing. It primarily focuses
on its influence on the internal domain structure and the
evolution of its operational characteristics (proton conductivity,
mechanical properties, etc.), as illustrated in Fig. 14(e) and (f).

Studies have shown that thermal treatment of PEMs often
decreases the proton conductivity and enhances the mechan-
ical strength, particularly when the thermal treatment tempera-
ture falls within the (H) and (E) regimes,!8°186,1917193,202-205
This is attributed to increased crystallinity in the hydrophobic
domains and changes in the ionic domain structure. An
increase in crystallinity enhances the glass transition tempera-
ture, tensile strength, etc. Shin et al.'®® reported an increase in
the glass transition temperature from 134 °C to 143 °C fora3 M
membrane after vacuum thermal treatment for 1 h at 140 °C.
Factors leading to an increase in crystallinity are multifaceted,
including increased chain mobility, increased long-range order,
and the melting and re-crystallization of imperfect PTFE-like
crystallites at elevated temperatures.’®®'92°> However, Jeon
et al.>*® suggested that the crystallization of Nafion 212 and
Aquivion E87-05S membranes decreased after thermal treat-
ment at 90-140 °C. As demonstrated in the seminal work
conducted by Hensley et al.,>*® annealing had a marked effect
on the crystallinity of films, with a decline observed in the
crystallinity of thick films concomitant with an increase in the
crystallinity of thin films, as determined by wide-angle X-ray
measurements. The heat treatment duration in Jeon’s study
was much longer than that in the other four studies, which may
have re-damaged the already-formed crystalline regions.
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Regardless, the mechanical properties of the membrane exhib-
ited fluctuations as the exposure time increased at elevated
temperatures, which pose a significant challenge to the reliable
sealing and stable operation of PEMFCs.

As illustrated in Fig. 14(e), the through-plane conductivity of
a PEM significantly decreased after treatment at 120 °C for 30 h.
This reduction was caused by the reorientation of proton
transport pathways near the membrane surface from perpendi-
cular to parallel to the surface as the annealing temperature
approached the glass transition temperature of the mem-
branes, thereby impeding proton conduction.’®* Shin et al.'®®
also suggested a proton conductivity loss in the range of 3.9-
4.7% after vacuum annealing for 1 h at 140 °C. Notably, Matos
et al.*® reported that the properties of a PEM were significantly
less affected when annealing was carried out at high RH, as
illustrated in Fig. 14(f). Despite that, the internal evolution of
PEMs at elevated temperatures remains unclear, and low-RH
conditions pose a significant challenge to the stable operation
of PEMs at elevated temperatures. Furthermore, the extent of
phase separation in the hydrophobic matrix and the hydrophi-
lic region increases due to the thermal treatment based on the
small-angle X-ray scattering measurements.'® This can
increase the risk and degree of hydrogen or oxygen crossover
through the PEM, thereby reducing the OCV of the PEMFC and
inducing chemical degradation.

4.2.2. Acceleration assistance for other degradation pro-
cesses. Even though PEMs are highly stable, they also suffer
from serious degradation at low temperatures such as mechan-
ical failure and chemical degradation, which become worse at
elevated temperatures. PEMs are readily available and easy to
characterise, allowing accelerated degradation experimental
phenomena to be observed at elevated temperatures. In con-
trast, research on the degradation effects in ionomer films is
limited.

Elevated temperatures can accelerate the creep deformation
of PEMs due to increased molecular mobility, especially when
the temperature is close to or exceeds the glass transition
temperature,*®?% that is in the (H) and (E) regimes. Excessive
creep deformation forms wrinkles and induces membrane
thinning. Lu et al'® observed a 1.9-8.4% PEM thickness
decrease after a 95 °C durability test. In addition to creep
behaviour, elevated temperature can accelerate membrane fati-
gue, including but not limited to pinholes and cracks. Alavijeh
et al.”’" conducted two accelerated mechanical stress tests on
the CCMs at cell temperatures of 80 °C and 95 °C and reported
that larger and more frequent cracks were observed within the
sample at 95 °C. This was attributed to the increased fatigue
amplitude and reduced mechanical strength of the membrane
at elevated temperatures, suggesting that the MEAs at 95 °C
underwent more severe mechanical failure, as shown in
Fig. 15(a). Han et al."®” conducted in situ hygrothermal cycling
durability tests on a PEM with a reinforced layer of e-PTFE above
its glass transition temperature and suggested that the cross-
linking degree between molecular chains inside the membrane
was weakened after exceeding the glass transition temperature.
This resulted in a significant decrease in the mechanical
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Fig. 15 (a) SEM images of fresh and degraded CCMs from the AMST-1 and AMST-2 tests.*”* (b) Contour plot of effects of temperature and humidity on

the Mid. membrane degradation rate.2°” (c) Evolution of cumulative fluoride loss at different operating temperatures.

properties of the PEM after durability tests. More severe silver
lines and earlier fractures appeared during tensile tests.

Some studies have conducted modelling of ex situ and in situ
fatigue behaviour.?°®*'° The application of constitutive models
and failure criteria to describe materials remains a fundamental
challenge in understanding fatigue mechanisms and accurately
predicting material lifetimes at elevated temperatures. To
achieve high-fidelity computational simulations of the fatigue
process, it is essential to incorporate material models that
capture the nonlinear viscoelastic and/or viscoplastic effects,
particularly those that consider the influence of elevated tem-
peratures. Particular attention should be given to the (H) and (E)
regimes, as membrane failure during operation will be signifi-
cantly accelerated under such conditions. At low temperatures,
RH fluctuations and pressure differences between the anode
and cathode sides are the main driving forces for membrane
fatigue failure. At elevated temperatures, the contribution of RH
and pressure difference variation characteristics to membrane
mechanical failure requires further investigation to understand
membrane degradation during dynamic operation of PEMFCs
at elevated temperatures. Regardless, more severe membrane
failures significantly increase the crossover leak rate, risking the
stable operation of PEMFCs.>®

As illustrated in Fig. 15(b), Zhao et al>®” investigated the
impact of operating temperature on the durability of membranes
using the OCV accelerated stress tests (AST). Their findings
revealed a dir