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Proton exchange membrane fuel cells (PEMFCs) are at the forefront of sustainable energy technologies,
offering clean and efficient energy conversion powered by renewable sources. The gas diffusion layer
(GDL), an important component of PEMFCs, plays a pivotal role in facilitating gas and water transport,
electron conduction, and thermal management between the catalyst layer (CL) and the bipolar plate. The
discharge performance and power density of PEMFCs are significantly affected by the properties of the
GDL. In this perspective, we focus on strategies for optimizing the bulk structure of the GDL, specifically
engineering pore architecture and wettability. Meanwhile, from the aspect of relationships between the

GDL and other components, we highlight the influence of the GDL surface structure on the CL|GDL
Received 19th April 2025 interf d ize th in integrated GDL and flow field (integrated GDL|FF) desi
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These advancements promote efficient mass transport and enhance the overall performance of PEMFCs.
DOI: 10.1039/d5se00552¢ Moving forward, we anticipate that GDL advancements will evolve synergistically with next-generation

rsc.li/sustainable-energy membrane electrode assemblies, ultimately enabling a new class of highly integrated PEMFC stacks.

1. Introduction

Proton exchange membrane fuel cells (PEMFCs) are emerging
as one of the most promising energy conversion technologies,
offering high efficiency, short fueling times, and low carbon
emissions while powering electrical devices and transportation
without pollution.** Currently, several vehicles use hydrogen
PEMFCs as the power sources.” Among them, the second-
generation Toyota Mirai with 5.4 kW L™" volumetric power
density and an operating current density above 2 A cm ™~ stands
as the most representative example.*® Despite this, the oper-
ating current density and power density must be further
improved to accelerate the commercialization of PEMFCs.
According to the fuel cell stack performance roadmap by Japan's
New Energy and Industrial Technology Development Organi-
zation (NEDO), the current density and volumetric power
density targets are set to reach 3.8 A cm 2 and 6.0 kW L™" by
2030, with further improvements to 4.0 A cm™> and 9.0 kW L™*
by 2040.%” The increase in current density and power density
will introduce significant challenges to the structural designs of
the components in PEMFCs.
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Typically, a PEMFC consists of four main components,
including a proton exchange membrane (PEM), catalyst layer
(CL), gas diffusion layer (GDL) and bipolar plate with flow field
(FF), as shown in Fig. 1a. The hydrogen oxidation reaction
occurs in the anode CL and the oxygen reduction reaction
occurs in the cathode CL. The PEM conducts protons from the
anode to the cathode and isolates hydrogen and oxygen. The
GDL, composed of a gas diffusion backing (GDB) and a micro-
porous layer (MPL), and the bipolar plate provide functions of
electron conduction, gas transfer, water transport, heat release,
etc. These components are both made into thin and planar
structures that maximize the surface-to-volume ratio to provide
large reaction surfaces and short transport pathways.® In prac-
tical applications, multiple single PEMFC units are assembled
into a stack to achieve the desired voltage and output power as
Fig. 1b shows. Therefore, there are two ways to increase the
volumetric power density of PEMFC stacks to meet commercial
requirements, including improving the power density and
reducing the volume.

Optimizing the structure and properties of the GDL is crucial
for enhancing the performance of PEMFCs. The increase in
power density of PEMFCs is limited by activation polarization,
ohmic polarization and concentration polarization as illus-
trated by the typical polarization curve shown in Fig. 1c.” The
GDL, which connects the CL to the bipolar plate and plays an
important role in transporting gas, water, electrons and heat, as
shown in Fig. 1d, has a significant impact on the ohmic
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Fig. 1 Fundamentals of a PEMFC and GDL. (a) The structure of a PEMFC. (b) The volumetric power density of the PEMFC stack. (c) The typical
polarization curve of a PEMFC. (d) Functions of a GDL. (e) Water transport in a GDL.

polarization and concentration polarization of PEMFCs." The
resistances of the GDL, including its bulk resistance and
contact resistance at the interface of the CL and bipolar plate,
are significant contributors to ohmic resistance."'> Meanwhile,
the GDL is responsible for transporting gas and water between
the bipolar plate and CL, which has a great impact on mass
transfer resistance.”® To achieve the above functions, highly
porous materials with favourable electrical conductivity and gas
permeability are chosen as the primary materials for GDLs. The
porous materials used as GDBs include carbon paper, carbon
cloth, carbon felt, metal foam, metal mesh, etc., in which
carbon paper made by paper-making methods with fantastic
mechanical properties and corrosion resistance has become the
most widely used material.** The MPL consisting of nano-
porous carbon black and hydrophobic agents is directly coated
on one side of the GDB by spraying, blade coating, slot die
coating, screen printing, etc.*® This exemplary GDL structure
currently stands as the most commercially viable solution in the
industry.

Nevertheless, there still remains significant potential to
enhance the performance of PEMFCs by optimizing the GDL
structure, which contributes to high contact resistance and
mass transfer resistance, particularly at high current densities.
From the perspective of the GDL itself, tortuous and highly
hydrophobic pores are not conducive to water and gas transport
at high current density and can easily cause severe concentra-
tion polarization.'®"” Liquid water tends to accumulate in the
electrode due to high breakthrough pressure and easily
occupies larger pores with low capillary forces, causing a large
number of gas transport channels to be blocked, as shown in
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Fig. 1e. In terms of the relationships between the GDL and other
components, surface defects (such as cracks) and roughness
result in poor interface contact between the GDL and CL,
resulting in high contact resistance and promoting the risk of
water accumulation.”®® To improve the power density of
PEMFCs, the above issues are required to be taken seriously to
minimize the resistance of the GDL on electron and mass
transfer.

Reducing the volume of the PEMFC stack is another
important way to increase volumetric power density. As the PEM
becomes thinner, the current GDL and flow field plate account
for more than 95% of the PEMFC thickness. In fact, the func-
tions of the two overlap significantly, such as transporting
gases, water, electrons, and heat. Additionally, the interface
where the GDL contacts the solid ribs on the bipolar plate is
a dead zone for gas flow and thus the regions beneath the ribs
are also prone to liquid water accumulation, resulting in
a larger mass transfer resistance.'®****

In this perspective, we summarized strategies for optimizing
the pore structure and wettability to enhance gas and water
transport efficiency regarding the structure of the bulk GDL.
From the relationship between PEMFC components, we
summarized the optimization of the CL|GDL surface structure
and integration of the GDL and flow field. We also discussed the
mechanisms underlying enhanced water and gas transport at
high current densities in PEMFCs and the resultant improve-
ments in peak power density. This perspective offers insights
into the regulation strategies and developments of future GDLs,
aiming to highlight the importance of structural optimization
in GDLs.

This journal is © The Royal Society of Chemistry 2025
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2. Designing and engineering pore
morphology in the GDL for enhanced
power density

The pores of the GDL are its most critical structure, as they
provide transport pathways for both gases and water. Inevitably,
the efficiency of gas and water transport within the pores of the
GDL, as well as the mutual interference between them, signifi-
cantly impact the performance of PEMFCs. The gas transport in
the GDL and the capillary force-driven water transport are
highly dependent on pore size and its distribution. Therefore,
rationally optimizing the pore structure of the GDL plays
a positive role in improving the performance of PEMFCs.

2.1. GDL with an ordered pore structure

The GDL must be a highly porous material with favorable
electrical conductivity, of which carbon fiber paper is widely
used as a raw material due to its excellent mechanical proper-
ties and corrosion resistance and will remain as the primary
GDB for the near future. However, the arrangement of carbon
fibers is disordered in carbon fiber paper, resulting in disor-
dered pore size and distribution.® In addition, in order to
improve the contact between the GDL and the catalyst layer and
reduce the difference in pore size between the two, a MPL
consisting of carbon black and polytetrafluoroethylene (PTFE)
is universally coated on one side of the carbon paper.*** The
pores of the MPL are formed by the piles of carbon black
particles, which are also badly disorganized to provide tortuous
transport paths for both reactant gas and water. In a hydro-
phobic GDL, liquid water is first accumulated, leading to
a pressure buildup until the breakthrough pressure is reached,
after which it is drained through the pores.*® Therefore, most of
the pores in the MPL and GDB are easily filled or partially
blocked by liquid water, resulting in tortuous, low efficient and
unstable transport of both water and reactant gas. At high
current density, the pores that can serve as effective gas trans-
port channels are greatly reduced and the CL cannot receive
a sufficient gas supply to satisfy the demand for generating
a higher current density.

The tortuosity of the pore structure in conventional GDLs
causes tortuosity in the gas and water transport pathways.
Adopting alternative GDLs with ordered pores to minimize
tortuosity is expected to enhance the mass transfer in PEMFCs
to a great extent.>*® By constructing models for carbon paper
with a random pore structure, as well as cubic lattice (isotropic)
and hexagonal lattice (anisotropic) GDBs with ordered pore
structures, as shown in Fig. 2a, Daniel et al. simulated the effect
of ordered pore structure design on GDB mass transfer in
PEMFCs.* Both ordered micro-structures have higher through-
plane permeability than the carbon paper GDL. Compared with
the chaotic water and gas transport in conventional GDLs
(Fig. 2b1), ordered pore structure design in GDBs significantly
reduces the tortuosity of the transport channels (Fig. 2b2),
allowing straightforward transport of oxygen and water. As
a result, optimal oxygen delivery to the electrodes is achieved. In
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order to verify the effect of this idealized pore structure regu-
larity of the GDB on mass transfer in PEMFCs, Daniel et al.
further obtained a polymer framework with a regular and
ordered pore structure by 3D printing resin and then obtained
a carbon material GDB with a highly ordered pore structure
after carbonization and hydrophobicity treatment.” The MEA
composed of a 3D-printed GDB with highly ordered pores is
shown in Fig. 2c. Although 3D-printed GDBs have lower power
density and greater impedance than carbon paper because of
higher hydrogen cross-permeation, based on electrochemical
properties they concluded that 3D-printed GDBs exhibit lower
mass transfer resistance and better water management than
carbon paper. The superior mass transfer of 3D-printed GDBs
with regular pore structures has also been validated in other
similar electrochemical devices, such as anion exchange
membrane fuel cells and water electrolyzers.””**

While 3D printing technology holds significant promise for
constructing carbon material structures, it still requires further
advancements in large-scale and massive production.*® In
contrast, machined metal sheets and metal meshes are easy to
process and have a regular pore structure as well.>”~** Shiro et al.
reduced the ohmic resistance and mass transfer loss of PEMFCs
by replacing the carbon paper GDL with a perforated metal
sheet with a MPL.* The limiting current density of PEMFCs has
been increased from above 2.0 A cm > to above 2.5 A cm 2.
Although this structure has regular pores, it is generally a solid
state that does not allow gas transport in the in-plane direction.
Furthermore, due to the large through-pores, the MPL is easily
filled into the pores.*® Therefore, there is still a lack of a suitable
preparation strategy for GDLs with ideal ordered pore
structures.

2.2. GDL with a hierarchical pore structure

A GDL with an ideal regular pore structure has little application
value due to the lack of a suitable preparation method and
sufficient verification of its performance and stability in
PEMFCs. To overcome the tortuous transport channels and the
sharing of water and gas transport channels caused by the
disordered pores in a conventional GDL, other feasible methods
for improving the pore structure ro improve the mass transfer
efficiency and reduce the influence of water on gas transfer are
eagerly desired. The hierarchical pores of distinctly different
sizes can effectively enhance water and gas transport in the
GDL. As shown in Fig. 2d, the hierarchical pores in the GDL can
be constructed either in GDB or MPL, or throughout the entire
GDL. Due to the difference in capillary force, liquid water tends
to be transported through large pores with low capillary force,
while the reactant is transported through small pores with high
capillary force that liquid water is hard to invade.***
Hierarchical pores can be introduced in GDBs by laser
perforation.*>**™** Christoph et al. fabricated carbon paper with
a regular slit-type pore structure using laser perforation as
a GDL (uncoated MPL) and investigated the effect of perforated
area on PEMFC performance.* Since liquid water tends to be
transported through the large-sized pores, perforated structures
can substantially improve water transport, which leads to an
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enhanced mass transfer. Furthermore, they investigated the
role of slit perforation in drainage within the PEMFC using
operando dynamic X-ray tomographic microscopy.*® The find-
ings indicated that the slits contributed to water collection and
facilitated water redistribution in the GDL, thereby enhancing
gas and water transport in the PEMFC and enabling a higher
discharge current density. However, it is not true that GDLs with
more and larger perforations are better for PEMFC perfor-
mance. Despite the significant improvement in mass transfer,
too many oversized perforated structures can lead to excessive
water loss, resulting in a reduction in proton conductivity.
According to their studies, 5% perforation area has the most
significant increase by up to 20% in power density, as shown in
Fig. 2e.* Lin et al. similarly showed that quadrilateral patterned
perforations were able to increase the current density of the

5814 | Sustainable Energy Fuels, 2025, 9, 5811-5831
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PEMFC by 28.6% to 5.4 A cm > with a peak power of 1.43 W
cm~? through enhanced water transport.*

Although the pores with higher capillary force in the MPL
can significantly reduce the saturation of liquid water in the
GDL, the MPL also faces severe obstruction of water and gas
transport at high current density.”** Because of the similar
capillary forces, liquid water generated in the cathode CL does
not merge in the MPL with only nanometer-sized pores, and
there are a large number of breakthrough points at the
MPL|GDB interface after liquid water penetrates the MPL.*
Therefore, most of the pores in the MPL and GDB are filled or
partially blocked by liquid water, resulting in tortuous, low
efficient and unstable transport of both water and reactant gas.
The introduction of larger micron-sized pores (which exhibit
low capillary force) into the MPL with nanometer-sized pores
(with high capillary force) enables a classification of capillary

This journal is © The Royal Society of Chemistry 2025
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forces. This design encourages the preferential transport of
liquid water through the larger pores, where the capillary forces
are weaker. The larger pores in the MPL also merge the trans-
port pathways for the substantial amounts of liquid water
generated in the CL.** This reduces the number of breakthrough
points for water entering the MPL|GDL interface and leads to
the formation of stabilized water pathways that serve as primary
channels for water transport within the MPL.>**** The liquid
water saturation in the GDB also decreases due to the more
stable and regular drainage of the MPL. Furthermore, the large
pores in the hierarchical structure of the MPL facilitate the
drying of nanosized pores, providing stable and -effective
transport channels for oxygen.’>**3>

Cracks in MPLs, inherently providing graded pore struc-
tures, are beneficial to the enhancement of mass transfer and
the improvement of power density.”*~** However, the formation
of cracks is irregular, inhomogeneous and difficult to control,
and more suitable graded pore structures are required to be
fabricated by artificial methods.>” The hierarchical pore struc-
ture can be constructed in MPLs using pore-making agents,
such as soluble or decomposable inorganic salts, thermally
decomposable polymers, etc.**** Li et al. prepared MPLs with
hierarchical pore channel structures by adding CaCO; to the
MPL slurry and then etching it with HCl after coating.>
Compared to a cracked MPL, the MPL with hierarchical pore
sizes prepared by this method improved the concentration
polarization of the PEMFC and achieved a peak power density
increase from 1.15 W cm 2 to 1.24 W cm > owing to the
enhanced mass transfer. Christopher et al. prepared a perfo-
rated MPL using thermally decomposable polymethyl methac-
rylate particles as pore formers.®* Liquid water is allowed to
transport through the large pores at very low capillary pressures,
while the small pores defined by the carbon black remain water-
free and act as oxygen transport channels. Finally, the perfo-
rated MPL exhibits a 45% higher current density than the
commercial reference MPL due to the significantly reduced
oxygen transfer resistance, and the platinum specific power
density at 0.6 V is reduced by approximately 30% from = 0.38 gp;
kW' to =0.26 gp. kKW™'. As with GDBs, the hierarchical pore
structure can be constructed in MPLs by laser perforation.*®
Additionally, since MPLs are prepared by coating, the pore size
distribution in different regions can be planned by selective
coating. Insung et al. prepared a patterned MPL with graded
pore sizes in the surface by printing different slurries with and
without multi-walled carbon nanotubes (MWCNTs), as shown
in Fig. 2f.** Since the MWCNTSs act as spacers between the
Vulcan carbon particles, the areas with the MWCNTs have
larger pore sizes. These areas are more conducive to the accu-
mulation and removal of water, ensuring better oxygen trans-
port to the areas without MWCNTs. As a result, the current
density at 0.6 V increased from 858.6 mA cm ™~ to a maximum of
900 mA cm >,

2.3. GDL with a gradient pore structure

The capillary force driving liquid water transport in MPLs with
pore gradient structures (in which porosity or pore size

This journal is © The Royal Society of Chemistry 2025
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increases from the CL to GDB) is lower than in MPLs with
straight pore structures, as shown in Fig. 2g.** Therefore,
hydrophobic GDLs with a gradient porosity and gradient pore
structure are more conducive to drainage and mass transfer
enhancement in PEMFCs. In contrast, constructing a reverse
gradient pore structure in the GDB or MPL may be detrimental
to the drainage and mass transfer enhancement. Gradient pore
structures are usually constructed in MPLs because the
production of carbon paper is complicated, and the pore
structure is difficult to control.

Although it is difficult to construct gradient pores when
carbon paper is formed, a combination of GDBs using different
pore structures can form a porosity structure gradient as
previously reported.®*®® Hiramitsu et al. found that when the
GDB close to the CL has a larger pore structure with low capil-
lary force, a larger water layer is formed on the surface of the CL
and prevents gas diffusion.** Meanwhile, when the GDB close to
the CL has a smaller pore structure with high capillary force,
flooding on the CL surface significantly alleviates because the
formation of the water layer is suppressed and the gas transfer
becomes smooth. The pore gradient in GDBs can also be ach-
ieved by other preparation methods.

In addition, the electrospinning technique, which has been
applied in GDL preparation in recent years, is another prom-
ising method for the construction of porosity gradient
structures.**®*-%® The regulation of pore size in GDLs can be
achieved by adjusting the concentration of the electrospinning
solution that can adjust the size of the fiber diameter formed by
spinning. For example, Manojkumar et al. obtained textiles with
pore size gradients prepared by electrospinning using 8% and
12% concentrations of polyacrylonitrile solutions, which were
then carbonized to obtain porous carbon materials with pore
size gradients, as shown in Fig. 2h.** The power density of the
electrospinning GDB with pore size gradients reached 0.86 W
cm 2, better than the 0.80 W cm ™2 of SGL 28BC. In addition, the
3D printing adopted by Huang et al. also demonstrated the
potential application of this technology in constructing GDBs
with gradient porosity structures.®

MPLs with a gradient pore structure are typically created by
blending different materials or various contents of pore formers
into the slurry and subsequently applying multiple layers of
coating.*>**%*~"* For example, Chen et al. constructed MPLs with
a graded pore structure and MPLs with a gradient pore structure
by using different contents of NH,Cl as the pore former.*® MPL-
40 with hierarchical pores was prepared using 40% NH,CI and
MPL-G with a gradient pore structure was prepared using 40%
NH,CI in the inner layer (close to GDB) and 20 wt % NH,CI in
the the outer layer. Both of them facilitated mass transfer in
PEMFCs and significantly improved the performance at high
current density. Among them, MPL-G with a gradient pore
structure showed a greater improvement on mass transfer. The
peak power of MPL-0 without the pore former only reached 0.55
W cm %, while the peak power of MPL-G with a gradient pore
structure increased to 0.627 W cm ™ 2. The MEA containing MPL-
G also showed the lowest mass transfer impedance of 0.1378
Ohm c¢m?, lower than the 0.1636 Ohm cm? of MPL-0. Wang et al.
prepared a double-layer structural MPL with an ordered
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gradient pore distribution by using polyethylene glycol as a pore
former.** The gradient pore structure of the structural MPL
generated a gradient capillary pressure, which provides
a driving force to facilitate water discharge, resulting in an
upgraded mass transfer. Consequently, a PEMFC consisting of
the double-layer MPL fed with pure oxygen had the best peak
power in 50-100% RH, as shown in Fig. 2i, with the highest
peak power of 2.54 W cm > at 5.77 A cm ™~ at 50% RH.

In summary, pore structure engineering is currently the
most commonly used method for optimizing GDLs. By precisely
controlling the pore structure, a graded capillary pressure or
capillary pressure gradient can be achieved, thereby enhancing
gas and water transport performance. Nevertheless, the design
of pore structures requires precise control, as unsuitable pore
configurations may lead to dehydration of the ionomer,
resulting in reduced discharge performance and durability.
Additionally, the precision of large-scale manufacturing must
be carefully managed to ensure consistency in the micro/nano-
scale pore structures during mass production of GDLs. Finally,
pore structure engineering must also consider the mechanical
properties of GDLs to maintain structural stability under
compression. Therefore, future optimization of GDL pore
structures should combine multiscale simulations, advanced
characterization techniques, and precise fabrication processes
to achieve an accurate match between pore structure parame-
ters and PEMFC operating conditions.

3. Engineering wettability for superior
power density enhancement

The transport paths of liquid water are determined by the
regions with the lowest capillary force in porous GDLs.
However, current commercial GDLs are usually treated with
a hydrophobic agent and exhibit strong hydrophobicity overall.
In such a GDL, liquid water has tortuous paths due to the
inhomogeneity of the pore geometry, and there exist some dead
zones that are unable to transport either reactant gas or liquid
water, as shown in Fig. 3a1.”” Therefore, the effective pores
acting as gas and water transport channels are much fewer than
the actual pores of the bulk GDL. Moreover, the high capillary
force in the pores of the overall hydrophobic GDL leads to
a high liquid water breakthrough pressure, which means that
liquid water accumulates to acquire a sufficient pressure in the
electrode before it can be discharged.”®”*”* Another frequently
overlooked factor that limits concentration polarization is that
the CL, primarily composed of carbon-supported Pt and
perfluorosulfonic acid, is actually less hydrophobic than the
GDL due to the presence of hydrophilic groups in perfluoro-
sulfonic acid. At high current densities when water is generated
fast, liquid water may preferentially accumulate in the CL
causing electrode flooding and requiring specific barriers to
penetrate the GDL.”>”” Therefore, the design of the GDL should
consider not only the transport of liquid water within the bulk
GDL but also the effective removal of excessive water from the
CL.

5816 | Sustainable Energy Fuels, 2025, 9, 5811-5831
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3.1. GDL with patterned wettability

To design the GDL effectively, it is crucial to not only consider
the influence of capillary forces on water content but also
control water distribution in the porous structure. By creating
wettability patterns in GDLs, liquid water is preferentially
transported through the hydrophilic regions, while the hydro-
phobic regions resist wetting, effectively functioning as efficient
gas transport channels, as shown in Fig. 3a2.”> Simultaneously,
the hydrophilic capillary forces provide the driving forces that
direct liquid water discharge through pores, which can signifi-
cantly diminish the water breakthrough in those pores. Thus,
patterned wettability in GDLs not only enhances the transport
efficiency of liquid water but also minimizes its impact on gas
transfer. This ultimately reduces the mass transfer resistance in
PEMFCs, leading to a significant increase in peak power.

Selective hydrophilic treatments such as selective graft
polymerization, selective spraying, and selective plasma treat-
ment can build patterned wettable pores and separate water
and gas transport channels in GDBs.”>”®%°° Antoni et al.
partially exposed commercial carbon paper coated with hydro-
phobic fluorinated ethylene propylene to radiation using
a mask to locally generate free radicals and then immersed it in
a solution of grafted hydrophilic N-vinylformamide mono-
mers.””> Because the graft copolymerization occurred only in the
areas previously exposed to the electron beam, carbon paper
with patterned wettability was easily prepared by this method as
illustrated by the element distribution and the state of water on
the carbon paper shown in the inset images of Fig. 3b.
Compared to hydrophobically treated commercial carbon
paper, the carbon paper with patterned wettability exhibited
lower concentration polarization at high current densities in
PEMFCs, as shown in the polarization curve (Fig. 3b). Zhang
et al. prepared carbon paper with patterned wettability pores by
selectively spraying a hydrophilic reagent on hydrophobic
carbon paper using a mask.” The capillary force in the pores of
the hydrophobic area of the carbon paper was as high as 2 kPa,
whereas it was only 0.3 kPa in the hydrophilic area. Due to the
difference in capillary forces, the hydrophilic pores acted as
water highways, which greatly improved the drainage efficiency
of the MEA and the breakthrough pressure of the GDL was
reduced from 13.61 to 2.96 kPa, as shown in Fig. 3c. The
patterned pore structure of hydrophilic and hydrophobic
synergistically reduced the transport resistance of oxygen and
liquid water for more efficient mass transfer, and the power
density of the PEMFC increased by 30% from 520 mW cm > to
678 mW cm >,

Patterned wettability pores can also be constructed in MPLs
by introducing hydrophilic materials and selective hydrophilic
treatment, mainly including scraping, spraying and plasma
treatment.”*® Wang et al. prepared a patterned MPL featuring
both hydrophilic and hydrophobic regions by selectively
spraying a slurry with hydrophobic PTFE onto part regions of
the carbon paper, followed by scraping a slurry with hydrophilic
polyamide resin onto the remaining regions.”* The hydrophilic
region of the MPL could be wetted by water, while the hydro-
phobic region could not be wetted by water. This type of MPL

This journal is © The Royal Society of Chemistry 2025
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Chemical Society.

absorbed the excessive water generated in the CL into the
hydrophilic pores and transported it to the GDB, while the other
hydrophobic pores were hardly wet and provided efficient
transport channels for the reacting gases. Guo et al. prepared
MPLs with patterned wettability by selectively spraying hydro-
philic reagent onto some regions of hydrophobic MPLs.”
Enhanced water management achieved by the synergistic
hydrophobic and hydrophilic patterns improved mass transfer
at high current density, leading to reduced concentration
polarization. Therefore, the peak power of the PEMFC with the
patterned MPL increases by 20% from 494.24 mW cm ™2 to
591.36 mW cm > compared to the hydrophobic MPL.

3.2. Multi-layered GDL with different wettability

The drainage efficiency and the mass transfer of PEMFCs can
also be enhanced using multi-layered GDLs with different

This journal is © The Royal Society of Chemistry 2025

PEMFC performance of the Janus GDL.22 Copyright 2022 American

wettability. On the one hand, the wettability gradient created by
multi-layered wettability can drive the removal of liquid water.
On the other hand, the absorption efficiency of GDLs for
excessive water in CLs can be improved through multi-layered
wettability design. The design of multi-layered wettability is
focused on MPLs because they are easy to prepare and close to
CLs. It is also relatively difficult to create multi-layered wetta-
bility directly on most commonly used carbon paper due to its
complex preparation and large pore size.

GDBs with multi-layered wettability orifices are usually
constructed by using a combination of carbon paper with
different PTFE treatments.”””®* Wang et al. prepared bilayer
carbon paper with PTFE gradients by applying different hydro-
phobic treatments to TGP-H-030.%” The results showed that the
bilayer GDBs with higher inner PTFE loading reduced the
saturation level of liquid water, which resulted in a higher
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limiting current density, smaller voltage fluctuations and more
stable performance.

MPLs with multi-layered wettability pores can be prepared by
coating multiple layers of carbon materials with different
hydrophobicity and hydrophilicity on GDBs.”*>'*® The multi-
layered wettability includes the combinations of several layers
containing different contents of hydrophobic agents or the
combinations of hydrophobic and hydrophilic layers. Multi-
layered MPLs with different contents of hydrophobic agents
enhance water transport efficiency by constructing a hydro-
phobic gradient.'**"'*® Pranay et al. coated a GDB with slurries
containing 10% and 20% PTFE in sequence to obtain a double-
layer MPL with a hydrophobicity gradient.'” The MPL featuring
a hydrophobicity gradient improves capillary-driven removal of
liquid water and decreases its accumulation within the cathode
GDB. Consequently, this significantly reduces oxygen mass
transfer resistance and enhances PEMFC performance at high
current densities (=1.0 A cm™?). By adding a hydrophilic MPL
on the hydrophobic MPL, the drainage efficiency from the CL to
the GDL can be enhanced through hydrophilic capillary force,
which is also beneficial for reducing the oxygen transfer resis-
tance. Tatsumi et al. prepared a triple-layer MPL consisting of
a hydrophilic layer, a 30% PTFE-treated hydrophobic layer and
a 10% PTFE-treated hydrophobic layer, as shown in Fig. 3d.”
The hydrophilic layer promoted water diffusion from the CL
and reduced water accumulation and flooding in the CL layer.
While most previous studies support placing the hydrophilic
layer between the MPL and CL to enhance mass transfer, Chun
et al. suggested positioning the hydrophilic layer between the
GDB and the hydrophobic layer.”**%19%1951% They proposed that
when the hydrophilic layer was too close to the CL, it might trap
liquid water, leading to electrode flooding.

In addition to solution coating, electrospinning precursor
solution with different hydrophilic and hydrophobic substances
is also an important method for preparing MPLs with multi-
layered wettability. Li et al. prepared bilayer MPLs with gradient
wettability pores by electrospinning polyvinylpyrrolidone solu-
tion with different types of carbon black.*® The hydrophilic layer
was placed between the hydrophobic layer and CL, and the
bilayer MPL had the lowest concentration polarization voltage
loss at 100 RH%, as shown in Fig. 3e. They also noted that the
hydrophilic layer functions as a water reservoir, and an
improper thickness could result in insufficient or excessive
water content. This imbalance may explain why some studies
have concluded that placing a hydrophilic layer between the CL
and the hydrophobic layer can lead to reduced performance.

The engineering of wettability requires considering some
issues that are more important in actual production and
working conditions: firstly, how can current wettability regula-
tion methods ensure the reproducibility of the structure design
for high volume preparation? Secondly, since GDLs are
constantly subjected to gas and water impacts and electro-
chemical degradation under operating conditions, how can the
wettability structure be made resilient, so that the PEMFC
performance has better stability and durability? Perhaps the use
of hydrophobic and hydrophilic treatments that can be
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chemically cross-linked or have strong interactions can provide
a solution.

It is worth noting that the combination of the pore structure
and wettability of the GDL can be synergistically co-regulated to
achieve better PEMFC performance and become the main
direction for optimizing the bulk GDL in the future. Muham-
mad et al. proposed an MPL with a hierarchical pore structure
and wettability to regulate water distribution in CL according to
their study on the impact of pore size, wettability, and pore size
distribution on liquid water transport in the cathode CL.** As
shown in Fig. 3f, the small impenetrable hydrophobic pores
maintain the hydration of the ionomer and allow oxygen
transport at the CL|GDL interface, while the large hydrophilic
pores are simultaneously used to efficiently remove excessive
water and allow oxygen transport. Recently, we reported on the
huge advantages of similar designs in improving PEMFC
performance.’” By engineering hydrophilic water transport
channels inspired by plant roots with phenolic resin and
microcrystalline cellulose, the liquid water breakthrough pres-
sure of the MPL is significantly reduced from 20.7 kPa to 7.5 kPa
and the capillary forces of pores are classified. Consequently,
the limiting current density of the PEMFC is higher than 5 A
ecm 2 and the peak power density reaches 1.84 W cm ™2, which
are approximately 1.42 times (only 3.77 A cm™?) and 1.29 times
(only 3.77 W cm ™ ?) that of the pristine MPL. Moreover, this
biomimetic MPL can be produced on a large scale by the roll-to-
roll method with performance similar to that of laboratory
samples. Additionally, we have designed a Janus GDL with
a wettability gradient and micron perforations to facilitate water
and gas transport in the electrode, as shown in Fig. 32.*> The
wettability gradient provides the driving force, and the perfo-
rations provide highly efficient paths of water transport with
only 29 Pa breakthrough pressure. The efficient water transport
results in significantly improved concentration polarization, as
shown in Fig. 3h. Thus, the Janus GDL achieved a peak power
density of 1.89 W cm™? and exhibited excellent anti-flooding
capacity in the PEMFC.

4. Surface structuring of the GDL to
improve the CL|GDL interface

The interface between the GDL and CL also has an important
influence on the performance of PEMFCs. Modulating and
structuring the surface of the GDL to improve the interface
between the CL and MPL is crucial for high-performance
PEMFCs, among which the addition of the MPL is the most
typical case. Fig. 4a shows the surface morphology of the
commercial GDL SGL 39BC.'"”® Generally, the pore size of the
GDB is larger than 10°> nm (Fig. 4a1), which is 3 orders of
magnitude higher than that of the carbon support particles and
pore size in the CL. Therefore, in PEMFCs that directly use
a GDB as the GDL component, the contact between the CL and
GDL is extremely poor, resulting in a large interface contact
resistance and high ohmic polarization. Coating a MPL
composed of carbon powder and PTFE on the GDB through
methods such as spraying, blade coating, and screen printing

This journal is © The Royal Society of Chemistry 2025
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performance enhanced by a grooved MPL with stripe patterns.*?® Copyright 2024 Elsevier.

can significantly reduce the pore structure on the surface of the
GDL to a level comparable to that of the CL. Except for the
micron cracks, there are almost entirely nanoscale pores in the
MPL, which has a good match with the pore structure of the
CL.'” The addition of the MPL can significantly improve the
contact between the CL and GDL, thereby reducing the inter-
facial contact resistance and ohmic overpotential.******

The addition of a MPL also plays an important role in
improving the gas and water transport at the CL|GDL interface
in PEMFCs."* As shown in Fig. 4b1, when a GDB is directly used
as a GDL, since the capillary force in the GDB pores is signifi-
cantly lower than that in the CL channels, liquid water is easily
formed and accumulated on the surface of CL|GDL.** The
interface of CL|GDL is easily covered by liquid water at high
current density, and it is difficult for the reactant gas to trans-
port through the water layer to the CL, resulting in severe

This journal is © The Royal Society of Chemistry 2025

concentration polarization. After the introduction of the MPL
into the GDL, the difference in capillary force between the CL
and MPL is small due to their similar pore sizes. Therefore, the
liquid water saturation at the CL|GDL interface is reduced
(Fig. 4b2), which reduces the mass transfer obstruction caused
by interfacial flooding. The mitigated flooding of the CL|GDL
interface by introducing a MPL has been reported in previous
reports. For example, through soft X-ray radiography, Phengxay
observed that the liquid water thickness at the CL|GDL interface
with the SGL 24BC (with MPL) at 63 °C was 25 um, which was
much lower than the 180 um at the SGL 24BA (without MPL)
interface.'*

The surface of a conventional MPL is not perfect although it
significantly improves the contact between the CL and GDL."*
Due to the porous structure of the GDB and the evaporation of
solvent during preparation, the MPL has a large roughness and
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cracks are prone to appear on the surface.””*** Although the
cracks are believed to act as liquid water transport channels,
they and the rough surface of the MPL damage the interface of
CL|GDL, such as by generating interfacial gaps.®***>'>** On the
one hand, liquid water easily condenses and aggregates in the
gaps created by defects due to the lower capillary force
(Fig. 4c)."**'** On the other hand, these gaps lead to an imper-
fect contact at the interface, making the transfer channels of
electrons and gases more tortuous, thereby increasing the
contact resistance and mass transfer resistance at the interface
(Fig. 4d).” In addition, it has also been investigated that the
CL|GDL interfacial gap brought about by surface defects causes
inhomogeneous water content distribution and stress distri-
bution, which accelerates the aging of MEAs and deteriorates
the durability of PEMFCs.'?%1%¢

To overcome the unfavorable effects of PEMFC performance
and durability due to MPL surface defects, methods to improve
the CL|GDL interface were devised. Coating a CL directly onto
a GDL by the gas diiffusion electrode (GDE) method usually
leads to a good CL|GDL interface. On this basis, the PEMFC with
high performance can be obtained by hot pressing or applying
an ionomer layer on a GDE."'>''>'317135 [ j et gl. controlled the
surface morphology of the MPL by hot pressing, which reduced
the roughness of the MPL surface and improved the CL|GDL
interface, enabling the GDE to achieve comparable performance
to the CCM."*' However, since the GDE usually has poor contact
with the PEM, the CL|PEM interface requires to be further
strengthened for better proton conduction. Wang et al
prepared PEMFCs with good interfaces by adding an ionomer
overlayer to the GDE surface, followed by hot pressing.'’* As
shown in Fig. 4e, this method drastically improves the effect of
GDL surface roughness on the interface, resulting in a PEMFC
performance that far exceeds that of conventional GDEs and
CCMs.

The preparation of GDLs with highly flat surfaces is another
important method to improve the CL|GDL interface, in which
sheet MPLs are very advantageous. Sheet MPLs are usually
molded directly without GDBs and are commonly prepared by
compression, electrospinning, chemical vapor deposition,
vacuum filtration, etc.®”****3¢° Fig. 4f shows a PEMFC assem-
bled with standalone MPLs prepared by vacuum filtration that
we previously reported.'® Fig. 4f1 exhibits a PEMFC composed
of a conventional MPL prepared by screen printing, a method
capable of preparing a flat surface. There are some defects on
the surface of the conventional MPL that cause some gaps at the
CL|GDL interface. In contrast, the standalone MPL with a flat
surface has good contact with the CL at the interface (Fig. 4f2).
As a result, the PEMFC with a standalone MPL has lower
internal resistance and mass transfer impedance, and the peak
power increases by 38% to 1.35 W cm > (Fig. 4g). The flat
surface of the sheet MPL can not only make a breakthrough in
performance but is also expected to enable the MEA to have
uniform stress distribution and enhance the durability of the
PEMFC.""”

Due to the more advanced CL|PEM interface, a CCM has
replaced the GDE approach for large-scale industrial applica-
tions. The CL|GDL interface can also be significantly improved
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by a new architecture directly attaching a MPL to the CCM.***"**
Daniel et al. constructed this kind of CL|GDL architecture by
spraying a MPL on the cathode side of the CCM.""” As shown in
Fig. 4h1, there are inevitably some interface gaps at CL|GDL
interfaces in the PEMFC prepared with conventional MPLs and
CCMs. In contrast, in the novel CL|GDL architecture, there is
perfect contact between the CL and MPL (Fig. 4h2). Therefore,
the ohmic resistance of the PEMFC was reduced from ~65 to
~45 mOhm cm?, and water flooding at the CL|MPL interface
was mitigated, resulting in a significantly improved overall
polarization performance. It is worth noting that there may be
some concerns regarding the use of a CCM to attach the MPL.
The residual surfactant in the MPL is difficult to remove and the
uniform distribution of PTFE in the MPL is difficult because the
CCM cannot be calcined at 350 °C, which may affect the
hydrophobicity and its stability of the MPL.

While MPL surface inhomogeneities may have an impact on
performance and stability, some rational structural designs
have been reported to improve the performance of PEMFCs.
Creating pits on MPL surface as liquid water guide can improve
gas transport in PEMFCs."*® As shown in Fig. 4i, liquid water
first tends to be stored in the water guide due to lower capillary
forces, avoiding occupying the gas transport pores, and then is
removed more efficiently. By regulating polymethyl methacry-
late, Lin et al. created water guides with 8 um (MPL-S), 18 um
(MPL-B) and mixed sizes (MPL-G) on the MPL surface."*® After
the introduction of water guides, the performance of the
PEMFC was improved in the range of 25-100% RH. Neverthe-
less, MPL-S with 8 um water guides has the best performance
(maximum 1.30 W ecm™> at 100% RH) in the whole humidity
range due to the poorer CL|GDL interfacial contact and higher
interfacial water content caused by the larger size of water
guides in MPL-B and MPL-G. In addition, the authors provide
durability tests to demonstrate that MPL-S has good stability
while the larger water guide in MPL-B and MPL-G has a negative
impact on stability. Therefore, the surface engineering of the
MPL requires great attention to the precise control of size to
prevent the resulting large roughness from reducing the
performance and durability of PEMFCs.

In addition to introducing pits onto the MPL surface as water
guides, preparing a MPL with grooves or a similar structure has
also been proven to improve the performance of
PEMFCs.""*12%1447148 TJericha et al. created grooves on the GDL
surface using a picosecond laser, as shown in Fig. 4k1."*° These
grooves significantly increase the effective surface area for Pt
catalyst deposition (Fig. 4k2), which is beneficial for reducing
the thickness of the CL and achieving good proton transport
and good gas transport. The grooves on the GDL surface can
also be expected to drive water transport. Lee et al. introduced
ditches on the MPL surface using a nanosecond-pulse laser.***
When the groove ditches are perpendicular to the flow chan-
nels, the performance is significantly improved due to the
promotion of mass transfer under the rib area. Wang et al. also
prepared a grooved MPL with a stripe pattern of 1 mm wide and
1 mm spacing near the catalyst layer to accumulate liquid water
at the interface and then drain out smoothly over time.*
Therefore, the peak power density of a PEMFC assembled with

This journal is © The Royal Society of Chemistry 2025
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the grooved MPL reaches up to 1.50 W cm > at 100 RH%, as
shown in Fig. 4l. It is noteworthy that the GDL with a grooved
structure on the MPL surface can be easily prepared using other
methods. Chen et al. fabricated a wavy-GDL containing wavy
MPL using a wire winding bar in the MPL coating process.'*
The PEMFC with a wavy-GDL exhibits good performance in the
humidity range of 20 RH% to 100% and reaches the optimum of
1.128 W cm™ > at 70 RH% because the wavy-GDL accelerates the
exchange of reactant gases and produced water in the MEA.

Since the design of the CL|GDL interface involves both the
GDL and the CL, particular attention must be paid to the
properties of the CL and the correlations between the two
components, especially regarding compatibility issues between
hydrophilic/hydrophobic GDL designs and ionomer proton
conduction. The transport process of liquid water from its
generation in the CL to its expulsion through the GDL is driven
by capillary forces. Rational design of the capillary force
gradient can prevent excessive liquid water accumulation in the
CL, thereby reducing mass transfer resistance. A typical opti-
mization strategy for capillary forces involves inserting
a hydrophilic layer between the CL and the hydrophobic GDL to
effectively facilitate water transport in the CL.*****° However, it
should be noted that proton conduction through the ionomer
in the CL relies on water hydration."® Therefore, when
designing the GDL, the conductivity of the ionomer must also
be considered. Excessively reducing the water content in the CL
will lead to insufficient hydration of the ionomer, hindering
proton transport and consequently compromising the stability
and durability of the PEMFC.***

Future developments in CL catalysts will focus on two key
directions: ultra-low-loading Pt-based catalysts and non-
precious metal CLs."** Ultra-low Pt-loading CLs are extremely
thin, placing higher demands on the CL|GDL interface to ach-
ieve low interfacial resistance and mass transfer resistance.
Additionally, the thin CL can hold significantly less water,
necessitating more efficient water removal to sustain high
current densities. Non-precious metal CLs typically have higher
loadings and greater thickness, making effective gas transport
and water drainage critical for PEMFC performance.'**
However, there is currently almost no research on GDLs tailored
for ultra-low Pt-loading or non-precious metals, which warrants
greater attention from the research community.

In recent years, the structures of CLs and MEAs have been
optimized to enhance performance, with ordered MEAs
emerging as a promising next-generation PEMFC tech-
nology.”*>*¢ Ordered MEAs are fabricated by constructing
ordered structures on the PEM or CL. Ideally, ordered MEAs can
improve catalyst utilization, expand the triple-phase reaction
interface, and enhance proton, electron, gas, and water trans-
port. However, in practice, ordered MEAs often underperform
in mass transfer and are prone to flooding. The primary reason
for this may be that these ordered MEAs overlook the influence
of the CL|GDL interface, such as gaps and wettability
mismatches. This observation appears to be validated by our
recent study on an occlusal ordered MEA composed of an
arrayed PEM and perforated titanium felt, which eliminates
CL|GDL interface  mismatches."””  Therefore, future
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optimization of the CL|GDL interface should focus more on the
interaction between the two components rather than opti-
mizing either one in isolation.

5. Integrated GDL|FF for high specific
power

In the current PEMFC stacks, the flow field is machined onto
graphite or metal sheets to prepare the bipolar plate
(Fig. 5a1)."*® Typically, the bipolar plates are made of solid
materials that are impermeable to gases to prevent the pene-
tration of hydrogen and oxygen between adjacent MEAs. In this
conventional structure, the solid ribs of the bipolar plate are too
dense to permit gas permeation and the GDL under the ribs is
compressed more than the flow field portion. Therefore, the
transport of reactant gases under the rib is difficult and highly
susceptible to liquid water accumulation, a phenomenon that
has been demonstrated in neutron imaging and synchrotron X-
ray tomography visualization studies.***%*

In order to overcome the effect of poor mass transfer on
PEMFC performance under the conventional configuration rib,
some researchers have shifted the flow field from the bipolar
plate to the GDL. Due to the abundant porosity of the GDL, the
gas in the flow channel can easily enter the porous ribs,
significantly enhancing the gas transport and water transport in
the PEMFC. Therefore, this novel integrated GDL|FF configu-
ration significantly contributes to the improvement of PEMFC
current density and power density. The integrated GDL|FF
design may become an important component of future PEMFCs
because of the great advantage in increasing the volumetric
power density. Currently, integrated GDL|FF consists of two
main types: a GDL with a flow field and porous carbon/metal
foam, as shown in Fig. 5a.

5.1. GDL with a flow field as integrated GDL|FF

Masahiro et al. reported such a GDL with a flow field pattern
(Fig. 5b) and developed a corresponding flat-metal separator to
replace conventional bipolar plates for the first time.***'*® The
GDL with a flow field pattern achieves a current density higher
than 3 A cm > and a peak power density of 1.18 W cm™> as
Fig. 5c shows.'® According to their study, the rib space in the
porous GDL acts as a reservoir for excess water to ensure an
effective oxygen supply for the CL.*"°

The structure of the flow field in the GDL can be designed to
further improve water and gas transport and enhance the
performance of PEMFCs. He et al. engraved flow field patterns
on commercial carbon paper by laser engraving methods.'**
This GDL has wavy channels and micro-tunneled ribs, as shown
in Fig. 5d, that can strongly and positively affect mass transfer
from two aspects. On the one hand, the flowing gas can enter
the tunneled porous rib to carry away the excess condensed
liquid water. On the other hand, the flow channel has a wider
and more efficient oxygen convection due to the turbulence
caused by the undulating surface of the waves, as shown in
Fig. 5e. Thus, the peak power density reaches 1.41 W ¢cm ™2
under 50 kPa back pressure, as shown in Fig. 5f, and the
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corresponding volumetric power density is as high as 16 300 W
L' In addition to the above methods, some advanced
machining processes such as wire electro-discharge machining
and 3D printing can also be applied to prepare the integrated
GDL|FF.'”!

Although conventional MPL coating methods can be applied
to integrated GDL|FF, due to structural differences in the flow
field and porous ribs, the MPL may have poor uniformity and
tend to penetrate the flow field. The above problems can be
solved by preparing MPLs in sheet form or by directly preparing
MPLs and flow field structures during the process when GDLs
are molded. Sheet GDLs can be prepared directly by pressing
carbon powder into sheets, chemical vapor deposition to
prepare carbon nanotube sheets, electrospinning, and vacuum
filtration to form conductive sheets.®”''**3¢® Some of these
methods have been realized for massive coil preparation.'®”
Methods of preparing MPL and flow field patterns

5822 | Sustainable Energy Fuels, 2025, 9, 5811-5831

simultaneously have also been reported recently. By using the
filter molding method, He et al. prepared an integrated GDL|FF
consisting of a flow field, GDB and MPL.**” The introduction of
a MPL plays an important role in performance enhancement.
The integrated GDL|FF with a waveform flow field achieves
a power density of up to 1.63 W cm ™2, a 50% improvement over
commercial GDLs and conventional bipolar plates, and a 146%
increase in volumetric power density to 24.5 kW L.

Although the GDL with a flow field can greatly improve the
peak power of PEMFCs, there are some issues that are required
to be addressed. Due to the high porosity of the GDL, the
traditional flow field pattern processing method on bipolar
plates cannot be directly applied to the processing of this type of
flow field. Therefore, methods for massive preparation of such
an integrated GDL of stack size need to be developed. Secondly,
the cost of integrated GDLs needs to be reduced to an appro-
priate level to meet the reduction in PEMFC stack costs. In

This journal is © The Royal Society of Chemistry 2025
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addition, during PEMFC operation, the flow channels and
porous ribs are subjected to strong gas and water impacts, and
whether the integrated GDL|FF can maintain long-term struc-
tural stability needs to be confirmed.

5.2. Porous carbon/metal foam as integrated GDL|FF

Since the ribs of the conventional flow field on a bipolar plate
are not air-permeable, porous foam materials with inter-
connected pores and ultra-high porosity have been reported to
replace the conventional flow field to reduce the difficulty of gas
transfer and solve the problem of water accumulation under the
solid ribs.*”>™7* In addition, some reports have explored the use
of foam materials instead of carbon paper as a GDL."*""7 In
fact, there is a great overlap between the functions of the GDL
and flow field. On this basis, some researchers proposed to
directly replace the existing flow field and GDL with foam
materials, that is, to directly use the foam materials as inte-
grated GDL|FF. Some simulations have demonstrated that foam
materials can be used as an integrated GDL|FF in previous
reports.””®'”® Due to the higher porosity, the foam used as an
integrated GDL|FF has a lower pressure drop and is more
conducive to the distribution and transport of oxygen than
using a foam flow field and a separate GDL. Foam materials that
can be used as integrated GDL|FF include carbon-based foams
and metal foams. Their respective advantages and disadvan-
tages are described below.

Due to the acidic environment in which PEMFCs work,
carbon-based porous materials exhibit better acid resistance
and have little impact on proton conductors. Park et al. utilized
graphene foam to replace the GDL and conventional flow field,
as shown in Fig. 5g.'® The graphene foam shortens the gas
diffusion paths, allowing faster diffusion of reactants into the
CL, and allows for easy removal of excess liquid water from the
CL due to a high pressure drop. This configuration of the MEA
significantly reduces the mass transfer resistance, allowing the
fuel cell to operate at higher currents. As a result, compared
with the conventional configuration, the volumetric power
density of the PEMFC increased from 0.462 kW L' to 3.8 kW
L' under their conditions. Nonetheless, there are some
concerns about graphene foam as integrated GDL|FF. On the
one hand, the graphene foam undergoes a large deformation
with compression, and the porosity decreases significantly. On
the other hand, the poor mechanical properties of graphene
foam may make it difficult to support the catalyst layer and
proton exchange membrane in the long term.

Compared with graphene foam, metallic foams have better
mechanical properties, which can provide a better support for
the CL and PEM, and the pore structure remains intact under
compression. Moreover, the stability of metallic foams under
acidic conditions can be solved by acid resistant coatings
similar to the conventional metallic bipolar plate.'****> There-
fore, metal foams may have better prospects as integrated
GDL|FF. Chasen et al. reported an ultrathin GDL-less integrated
electrode that replaced the GDL and the traditional flow field on
the graphite plate with nickel foam.**® To reduce the impact of
nickel foam on the catalyst layer and proton exchange

This journal is © The Royal Society of Chemistry 2025
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membrane under acidic conditions, they adopted a dual
strategy: depositing a graphene coating and manufacturing
a carbon nanofiber film as a protective layer. GDL-free inte-
grated electrodes greatly reduce the volume of the MEA by 90%
and shorten the transport paths of reactant gas by 96%. In
a single PEMFC, GDL-free integrated electrodes achieved an
ultra-high power density of up to 1.83 W ecm ™ > and 20.1 kW L™,
which increased by 50% and 111% compared with the
conventional configuration. Encouragingly, the authors evalu-
ated a volumetric power density of 9.8 kW L' in a stack with
GDL-free integrated electrodes, which represents an 80%
increase over state-of-the-art commercial PEMFC stacks and
attains the NEDO 2040 long-term target. Although metal foams
have great potential in integrated GDL|FF, their rough and hard
surface easily causes perforation of the membrane electrode.
Ensuring the durability of the membrane electrode in long-term
operation will be an important issue in promoting metal foams
as integrated GDL|FF.

Although the above-mentioned integrated GDL|FF still have
some issues to be resolved, they have great advantages in
improving the volumetric power density of PEMFCs according
to Fig. 51."**"*® In order to achieve a leap in the power density of
PEMFCs in the future, it is not only important to improve the
structure and performance of each component itself, but also
necessary to optimize and redesign the structure of the entire
PEMFC from the perspective of the stack as a whole. Integrated
GDL|FF provides a new way of thinking on significantly
improving the power density based on the overall structure of
the PEMFC stack. This also raises the question of whether the
structure of PEMFCs can be further integrated to maximize
power density with the simplest structure.

6. Future trends and challenges of
high-performance GDLs

We have extensively discussed various optimization methods
for GDLs to achieve high-performance PEMFCs. Based on
previous reports, we have systematically summarized multiple
GDL design strategies and their corresponding performance
metrics of PEMFCs fed with hydrogen and air, including peak
power density and maximum current density with associated
voltages, as presented in Table 1.

Currently, engineering the pore structure of GDLs, particu-
larly in MPLs, represents the most prevalent strategy for struc-
tural optimization. This approach can be readily implemented
using conventional MPL fabrication techniques such as spray-
ing, blade coating, and screen printing, which are inherently
scalable. However, it is important to note that the structural
modifications achieved through these methods are typically
incremental, making it challenging to fundamentally transform
the morphology and distribution of GDL pores. Consequently,
the resulting improvements in PEMFC performance are often
limited. Engineering wettability faces similar constraints. As
such, these methods may remain the primary approaches for
GDL pore structure optimization in the near term. Additionally,
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Table 1 The summary table of GDLs prepared by different design strategies and their corresponding performance metrics of PEMFCs

GDL Design strategy Maximum current density Peak power density Reference
Stacked MPL Pore engineering Approx. 2.03 Acm > @ 0.23 V 0.82 W cm ™2 183
GDL with gradient pores Pore engineering 1.91Acm > @ 0.2V 0.83 W cm ™2 184
Gradient hydrophobic MPL Pore engineering Approx. .9 Acm > @ 0.4 V 0.86 W cm > 185
GDL with arrayed perforation Pore engineering Approx. 2.3 Acm > @ 0.32V 0.92 W cm > 186
Buffer microporous layer Pore engineering Approx. 2.6 Acm > @ 0.32V 1.02 W ecm ™ 187
Grooved GDL Pore engineering 228Acm™?> @ 0.4V 1.03 W cm 2 188
Foam MPL Pore engineering Limiting 3.8 A cm > 1.10 W cm 2 189
Carbon nanotube MPL Pore engineering Approx. 2.8 Acm > @ 0.2V 1.18 W cm 2 190
Cracked MPL Pore engineering Limiting 3.85 A cm ™ 1.21 Wem™ 191
Porosity-graded MPL Pore engineering Approx. 2.6 Acm > @ 0.44 V 1.26 W cm 2 192
Quadrilateral-patterned Pore engineering 54Acm > @02V 1.43 W em™? 44
perforated GDL
Patterned ZIF-8 hybrid MPL Pore engineering Approx. 4.5 Acm™> @ 0.2V 1.5 Wcem™> 120
Precisely tailored MPLs with 32 + Pore engineering Approx. 3.5Acm > @ 0.41V 1.57 W ecm ™2 193
5 nm hydrophobic pores
Ordered electrospun gas diffusion Pore engineering Limiting 7.2 A cm 2 2.17 W em ™2 194
layer
Gas diffusion layer with Wettability engineering Approx. 1.48 Acm > @ 0.37 V 0.59 W cm > 92
hydrophobic and hydrophilic
synergistic surfaces
GDL with patterned wettability Wettability engineering Approx. 1.48 Acm > @ 0.37 V 0.64 W cm™> 89
Patterned wettability GDL Wettability engineering Approx. 1.5Acm > @ 0.35V 0.68 W cm ™2 78
Three-dimensional graphene-Ni Wettability engineering Approx. 2.34 A cm > @ 0.36V 0.92 W cm > 195
foam with patterned wettability
Microporous layer containing Wettability engineering Approx. 2.5 Acm > @ 0.32 V 1.01 W ecm™? 196
CeO,-doped 3D graphene foam
ZrO, hybrid GDL Wettability engineering Approx. 4 Aecm > @ 0.25V 1.36 W cm ™ 197
ZrO, hybrid MPL Wettability engineering 335Acm 2@ 0.2V 1.41 W cm 2 198
Interfacial buffer layer Wettability engineering Approx. 3.4 Acm > @ 0.43 V 1.56 W cm > 149
Poly(1,5-diaminoanthraquinone)- Wettability engineering Approx. 3.6 Acm > @ 0.45 V 1.98 W cm 2 199
modified gas diffusion backing
Gas diffusion nanocomposite Combining pore and Approx. 1.75 Acm > @ 0.45 V 0.81 W cm > 200
layer wettability engineering
MPL with carbon nanotubes Combining pore and Approx. 2.4 Acm > @ 0.49 V 1.18 W cm 2 201
wettability engineering
MPL with hydrophilic networks Combining pore and Approx. 2.6 Acm > @ 0.53 V 1.51 W cm 2 202
wettability engineering
Whole-root MPL Combining pore and 537Acm > @ 0.2V 1.84 W cm ™2 107
wettability engineering
Janus GDL Combining pore and 519Acm > @ 0.2V 1.89 W cm 2 82
wettability engineering
GDL with ordered indentations Interface optimization Approx. 2.3 Acm 2 @ 0.34 V 0.87 W cm > 146
Surface controlled MPL Interface optimization Approx. 1.8 Acm™> @ 0.54 V 0.98 W cm ™2 131
Wavy MPL Interface optimization Approx. 2.6 Acm > @ 0.42 V 1.14 W cm 2 145
MPL with graphene Interface optimization Approx. 3.0 Acm > @ 0.4V Approx. 1.30 Wem > 203
Surface modified MPL Interface optimization Approx. 3.9 Acm > @ 0.14 V 1.30 W cm 2 118
Standalone MPL Interface optimization 294Acm > @ 0.2V 1.35 W em ™2 116
GDL with gas-flow channels Component integration Approx. 3.0 Acm > @ 0.39 V 1.18 W cm 2 169
Integrated GDL with flow field Component integration Approx. 3.3 Acm > @ 0.42V 1.42 W cm ™2 164
Porous foam Component integration Approx. 4.4 Acm > @ 0.26 V Approx. 1.48 W cm™> 179
Integrated component with a flow Component integration Approx. 3.3 Acm > @ 0.44 V 1.63 W cm ™2 167
field and GDL
3D flow field with a patterned GDL Component integration 32Acm > @0.52V 1.70 W cm ™2 204
Graphene-coated Ni foam Component integration Approx. 5.5 Acm™> @ 0.3 V 1.83 W em ™ 166

the CL|GDL interface will likely be increasingly integrated with

both GDL bulk modulation and CL optimization.

Regarding GDL bulk modulation, future research efforts will
likely focus on two key aspects:

(1) Engineering of pore structure regularity: this involves the
fabrication of GDLs with ordered pore architectures. For

5824 | Sustainable Energy Fuels, 2025, 9, 5811-5831

instance, Sun et al. recently developed a GDL with precisely

controlled pore structures using electrospinning.

194

(2) Combined engineering of pore structure and wettability:
representative examples include the Janus GDL and root-
inspired MPL we previously reported.®'” These advanced GDLs
address critical challenges such as inefficient water transport

This journal is © The Royal Society of Chemistry 2025
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and the mutual interference between water and gas transport,
significantly enhancing the efficiency of mass transport.

However, the materials and fabrication techniques for these
innovative GDLs differ from conventional carbon paper-based
approaches. While they deliver superior performance, their
practical application necessitates robust durability and scal-
ability. Thus, the following challenges must be addressed:

(1) Structural and wettability stability: the ordered pore
structures must remain stable over prolonged operation
without collapse or disordering. Similarly, wettability should
either remain constant or stay within an acceptable range to
minimize performance degradation.

(2) Scalability for mass production: the GDL must be
compatible with commercially viable fabrication methods and
possess sufficient mechanical strength to meet the standard
dimensions of PEMFCs or enable roll-to-roll manufacturing.

(3) Cost-effectiveness: the production costs must be
competitive to align with the industry's drive to reduce the
expenses of PEMFCs.

The integrated GDL|FF design represents an emerging
strategy with relatively low technological maturity in terms of
fabrication and application. Due to its substantial modifica-
tions to the conventional PEMFC architecture and the limited
validation of its operational stability and durability, this
approach may remain in the R&D phase in the short term.

Nevertheless, existing studies have demonstrated that inte-
grated GDL|FF designs not only achieve high power density (as
shown in Table 1) but also simplify the PEMFC structure and
reduce stack volume. Therefore, from a long-term perspective,
integrated GDL|FF designs hold significant promise and may
ultimately become the standard form of GDLs. However, before
large-scale adoption, the following challenges must be
overcome:

(1) Large-area, controllable fabrication: the primary hurdle
lies in the fabrication process. Given the thinness of the GDL
and the precision required for flow field dimensions, achieving
large-area, batch production with precise structural control
remains a major challenge.

(2) Stability and durability: current integrated GDL|FF
designs lack comprehensive validation of their long-term
stability. For carbon paper with flow fields or porous carbon/
metal foams, the porous ridge structures must maintain
mechanical integrity under prolonged operation to prevent
damage from gas and water flow. For metal foams, corrosion
resistance is also critical. Additionally, potential impacts on
other components, such as membrane poisoning from metal
leaching or mechanical aging from carbon fibers, must be
carefully evaluated.

(3) Cost-effectiveness: the production costs must be justified
to meet the industry's cost-reduction targets.

Beyond these specific challenges, GDL design and optimi-
zation face broader obstacles:

(1) Theoretical foundations: a deeper understanding of gas
and water transport mechanisms in GDLs and their relation-
ship with PEMFC performance is needed. Advanced theories
and visualization techniques could provide critical insights to
guide the design of GDLs.

This journal is © The Royal Society of Chemistry 2025
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(2) Broad and simple operating conditions: future GDL
optimization must deliver high performance under low stoi-
chiometric ratios, low backpressure, and wide humidity
ranges—especially under low humidity—to simplify balance-of-
plant systems and reduce their energy consumption.

(3) System-level coordination: GDL structural design must be
better coordinated with other fuel cell components. The inte-
grated GDL|FF concept serves as an excellent example, inspiring
future innovations that combine GDLs with CLs, flow fields, and
other elements to develop highly integrated, unified electrodes.

(4) Artificial intelligence-driven design: current GDL opti-
mization largely relies on trial-and-error methods, which are
inefficient and yield low success rates. A recent report by Sun
et al. demonstrated the potential of Bayesian machine learning
to guide GDL pore structure design, resulting in state-of-the-art
ordered-pore GDLs."* This highlights the transformative
potential of artificial intelligence in accelerating and optimizing
GDL development.

In summary, while significant progress has been made in
GDL optimization, addressing these challenges will be crucial
for advancing PEMFC technology toward higher performance,
durability, and commercial viability.

7. Summary and outlook

Currently, research and development efforts on GDLs predom-
inantly concentrate on structural engineering aspects, particu-
larly pore architecture, wettability control, and interface
optimization. While the integrated GDL|FF configuration has
shown considerable promise, its practical implementation
remains at a nascent stage, necessitating comprehensive vali-
dation regarding manufacturing costs and long-term durability.
Consequently, PEMFCs are expected to maintain their conven-
tional architecture (Fig. 1a) in the near future. Nevertheless,
with continuous advancements in CL and -catalyst-coated
membrane fabrication technologies, addressing critical mass
transport challenges within GDLs becomes imperative for
achieving superior power density. Based on these consider-
ations, we propose the following strategic roadmap for future
GDL development:

(1) Near-term focus: carbon paper substrates incorporating
MPLs will remain the mainstream GDL configuration. Primary
research efforts should continue to optimize pore structure
engineering, wettability tuning, and CL|GDL interface modifi-
cation, as these approaches offer practical scalability and
manufacturing feasibility.

(2) Medium-term development: the synergistic combination
of pore structure engineering, wettability control and the
implementation of ordered pore architectures will emerge as
crucial research directions. These strategies promise enhanced
mass transport efficiency while presenting manageable chal-
lenges for industrial-scale production.

(3) Long-term vision: integrated GDL|FF and other innova-
tive component integration approaches represent trans-
formative research frontiers. However, their commercialization
will require extensive development efforts to overcome chal-
lenges related to cost-effective mass production, durability
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Fig. 6 Scheme of an optimal and highly integrated PEMFC stack.

validation, and system reliability, given their fundamentally
disruptive nature to conventional fuel cell design paradigms.

Although current CCMs already enable operating currents to
be higher than 2 A cm 2, next-generation ordered MEAs, such as
patterned PEMs and ordered CLs, are gaining traction, offering
distinct advantages in enhancing catalyst utilization and the
three-phase interfaces within electrodes.”*>?°® These advance-
ments contribute to reducing the precious metal catalyst
loading and lowering the overall cost of PEMFCs. However, the
very thin CL places very high gas and water transport require-
ments on the ordered MEA. Most of the past studies focused on
ordered PEMs or ordered CLs but neglected the effect of the
bulk GDL and the CL|GDL interface on the performance of
PEMFCs, which play an important role in improving perfor-
mance of these ordered structures. As previously reported, Jia
demonstrated improved water management in nanostructured
thin film cathode electrodes, an ordered CL prone to be flooded
developed by 3M company, by using GDLs with patterned
wettability.®® In the future, designing PEMFCs with ordered
MEAs will require greater attention to optimizing GDLs in
facilitating water and gas transport, while also enhancing the
CL|GDL interface to ensure efficient electron conduction and
mass transfer.

Further, the design of the ultimate PEMFC requires a rede-
sign of the components to simplify the structure of a single unit
and minimize the stack size while increasing the power density.
The integrated GDL|FF represents a breakthrough in structural
design, which not only realizes the enhancement of water and
gas transport in the MEA but also simplifies the PEMFC struc-
ture and reduces its volume. Therefore, although the traditional
PEMEFC structure still represents the mainstream for some time
to come, the integrated GDLI|FF is very promising for rapid
development and eventual commercialization. Most impor-
tantly, the integrated design of GDL|FF provides a novel
perspective on PEMFC architecture, paving the way for deeper
integration of advanced components that has huge potential to
achieve unprecedented power density increases while signifi-
cantly reducing costs.

At the end, we propose an optimal and highly integrated
PEMFC stack, as shown in Fig. 6, from the perspective of fuel
cell architectures and their latest research advances. Ordered
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Bipolar plate

Integrated GDL|FF

MPL (attaching CCM)
Ordered cathode CL

Arrayed PEM
Anode CL

CLs are grown onto arrayed PEMs, and perfect CL|MPL inter-
faces are constructed using MPL-attached CCMs. Metallic
foams are used as integrated GDL|FFs, and bipolar plates are
made of only ultra-thin hollow metal plates.
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