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Abstract: The recycling of proton exchange membrane water electrolyzer (PEMWE) raw
materials is imperative due to their scarcity, cost, complexity and environmental impact.
This is particularly true in the context of expanding electrolyzer manufacturing and re-
ducing production costs. Developing comprehensive recycling strategies requires the
creation of a model stack due to the diversity in stack design, structure and materials. The
review-derived model presented here provides a sound basis and summarizes the variety
of approaches found in the literature and industry. The holistically developed recycling
chain, including dismantling, mechanical processing, hydrometallurgical processes and
carbon reuse, is characterized by the complete recycling of materials, the reduced appli-
cation of energy-intensive process steps and the avoidance of environmentally harmful
processes. Emphasis is placed on demonstrating the non-destructive disassembly of joined
components, the dry mechanical decoating of catalyst-coated membranes, membrane dis-
solution, the separation of anode and cathode particles and the environmentally friendly
hydrometallurgical processing of platinum.

Keywords: PEMWE; recycling; stack design; disassembly; mechanical processing;
hydrometallurgy

1. Introduction

Green hydrogen is seen as an essential building block for sector coupling and paves
the way for new decarbonization paths. Such sectors where CO, generation is difficult
to abate include, for example, refining, aviation, shipping and road transport, iron and
steel production, the cement industry, the chemical industry and the generation of high-
temperature industrial heat [1]. Green hydrogen is considered inevitable in those sectors.
To produce the large quantities of green hydrogen required for the decarbonization of
these sectors, the technology of water electrolysis must be scaled up. Water electrolysis is
considered as the central and so far the most promising technology for clean, CO;-neutral,
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i.e,, green, hydrogen production [2]. As an important water electrolysis technology, proton
exchange membrane (PEM) electrolysis is expected to grow strongly in the market due to
its good load change behavior and possible operation in the partial load range. Compared
to other technologies, it can respond more quickly to fluctuating electricity supplies, e.g.,
from renewable sources.

As the capacity of electrolyzer installations expands, the recovery and recycling of
critical raw materials used in PEM water electrolyzers (PEMWEs), such as iridium and
platinum, will become increasingly important in the future. The criticality of these raw
materials [3]—stemming from supply security concerns, resource availability and sustain-
ability considerations associated with hydrogen technology—drives the need to develop
an adapted circular economy for PEMWE stacks.

According to the International Energy Agency (IEA), global electrolysis capacity for
hydrogen production has grown in recent years, reaching an installed capacity of 1.4 GW
by the end of 2023 [4]. The production capacity of electrolyzers at that time reached 25 GW
per year. The electrolysis capacity is increasing from a low starting point and must be
significantly accelerated to align with the Net Zero Emissions by 2050 (NZE) scenario.
This scenario requires the installation of 560 GW of electrolysis capacity by 2030 [4]. The
increasing demand for electrolyzers with a simultaneously constant production volume of
only approx. 8 tons of iridium per year worldwide illustrates the importance of an efficient
recycling chain.

As no standard PEMWE stack design has yet been established in the industry or
research, a huge variety of technological designs are available [5-10]. Due to this high
diversity, the development of suitable recycling approaches becomes more challenging
as an adequate recycling concept must be tailored. Currently, the limited number of
circular economy strategies for PEMWE stacks discussed so far focuses primarily on the
hydrometallurgical and pyrometallurgical recovery of noble metals [11]; any other materials
are not the focus.

A recycling approach which combines automated disassembly and mechanical pro-
cessing can increase the maturity of the recovered materials and enable further circular
economy strategies such as the reuse, repair or remanufacturing of selected components.
These strategies are more environmentally friendly due to their low energy consumption,
avoidance of fluorine emissions and possibility to recover membrane and carbon materials.
However, mechanical recycling approaches for PEMWESs have not been designed and
introduced on a large scale so far.

In order to advance research on recycling processes, a PEMWE model stack defined to
represent a potential scaled-up stack is described as a starting point for further investiga-
tions. For this purpose, the components are described individually based on the literature
and evaluated with respect to recycling strategies. This is followed by a general overview
of relevant recycling stages in different areas of the circular economy. Finally, the integrated
mechanical and metallurgical process chain for the recycling of PEMWE is described, and
quantitative results for individual process steps are presented.

2. Model Stack of Proton Exchange Membrane Water Electrolyzer

The development of new or adapted recycling technologies needs a defined and repre-
sentative material as a starting point. Due to the high diversity of PEMWE stacks [5-10],
however, this representativity is not yet a given, which is why a conceptual outline of a
stack based on the literature is worked out here to illustrate the potential material flows
in the recycling streams. For this purpose, the individual components first have to be
examined with regard to their relevance for recycling. Then the various configurations are
assessed in terms of their likelihood of use on the basis of component requirements and
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market penetration. To understand the individual components, first the stack structure and
the principle of operation are described. A possible model stack is shown in Figure 1.

— End plate

Liquid-gas diffusion layer

Catalyst-coated membrane

' — Gas diffusion layer

Gasket

Bipolar plate

Current collector

Figure 1. Model stack of PEMWE at component level.

The electrochemical cell of the electrolyzer consists of a polymer electrolyte membrane
(PEM—proton exchange membrane) and the electrodes applied to it. This composite struc-
ture is the core element of the electrolyzer and is called a catalyst-coated membrane (CCM)
or a membrane electrode assembly (MEA). This is where the electrochemical conversion of
water to hydrogen and oxygen takes place, with hydrogen ions, i.e., protons, serving as
charge carriers. On both sides of the CCM there are porous transport layers (PTLs), which
are also called gas diffusion layers (GDLs), on the cathode side and liquid—gas diffusion
layers (LGDLs) on the anode side. During operation, water and the product gases flow
through these layers. They also contribute to closing the electrical circuit. Bipolar plates
(BPPs), which ensure the inflow and outflow of reactants and products as well as the overall
mechanical stability of the cell and close the circuit as current collectors, complete the
repeating unit on both sides. Since the hydrogen production rate of one electrochemical
cell is limited, multiple repeating units are combined into a stack to increase the overall
power uptake and performance of the electrolyzer. The stack is framed by two massive
end plates, which ensure proper sealing due to the uniform pressure distribution between
layers in the repeating units. The compression derives from a tensioning system such
as tie rods and screws. In order to apply an electrical current to the stack, one current
distributor plate is used at each end of the stack between the multiple repeating units
and end plates [12]. In addition, gaskets inside the stack provide an additional sealing
functionality and equilibrate tolerances that may occur during operation.

Looking at the scientific literature [5-10] and the commercially available stack com-
ponents on the market [13-20], differences in the characteristics and properties of the
respective components are evident. The large number of variants of PEMWE stacks is
clearly illustrated in a so-called morphological box in Table 1. The individual compo-
nents, their properties and their different characteristics are described in detail below. The
characteristics marked in bold in the morphological box are those commonly used.
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Table 1. Morphological box of PEMWE stack components and their different characteristic variants derived from literature.
Components Different. Properties PEMWE Manifestations
membrane material perfluorosulfonic acid (PFSA) hydrocarbon
membrane thickness 51 um &~ 127 um > 254 um
anode material IrO, Ir black IrRuO;, Ir mixed metal
Membrane and anode loading 0.3 mgy, cm 2 — 1 mgy, cm 2 “ 3 mgy, cm 2
Catalyst Layer anode layer thickness 2 um > 12 pm
cathode material Pt black Pt carbon-supported Pd
cathode loading 0.1 mgpt cm 2 — 0.5 mgpt cm 2 ~ 1 mgpy cm 2
cathode layer thickness 8 um > 21 um
LGDL material Ti
LGDL thickness 100 pm — 250 um ~ 2.000 um — 3.175 um
LGDL specification mesh felt foam grid sintered Ti powder
LGDL porosity 30% — 50%
Tranfg(r)(;’zl aner LGDL coating material Au Pt Ir none
GDL material carbon
GDL thickness 110 pm — 370 um
GDL specification felt paper nonwovens
GDL porosity 75% > 80%
yes no
ElectrNc[)edneﬂXSsneembly frame/subgasket structure one-sided around CCM two-sided around CCM
Configurations GDL enclosed GDL overlaid
frame/subgasket material PI PEN PEEK PPS PTFE




Recycling 2025, 10, 121

50f 28

Table 1. Cont.

Components Different. Properties PEMWE Manifestations
bipolar plate material Ti stainless steel graphite Al
bipolar plate coating yes no
Bipolar Plates bipolar plate coating material Pt Au Ti Ir Nb
bipolar plate thickness 300 um “ 3.000 pm
flow field integrated flow field flow field as separate component
material PTFE silicone Teflon FKM EPDM PVD PFA rubber
Sealing Elements thickness 250 um <~ 1.640 pm
production/joining method injection molding screen-printing dispensing

sealing concept sealing on MEA sealing on bipolar plate
end plate material Al stainless steel

fixation/compression ) .

Clamping System elements tie rod tension bands

position of Lo .

compression elements inside outside

Stack Layout and stack format rectangular/quadratic circular

Active Area size stack area 0.0025 m?2 PN 0.7 m>2 o 1 m2
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2.1. Catalyst-Coated Membrane

For recycling, the mechanical properties and the recyclable material content are of
primary importance, as they have a major influence on the recycling approach. Since the
critical raw materials, such as precious metals, are mainly contained in the electrodes,
which form the special composite structure of the catalyst-coated membrane (CCM), this
component is considered first. In addition to the CCM, there are other types of MEA
designs, such as porous transport electrodes (PTEs), where the catalyst is applied directly to
the porous transport layers. Since the production and structure of CCMs differ from those
of PTEs [21], a different recycling approach is required for the latter. For this reason, and
because CCMs are used almost exclusively, PTEs are not considered further in this study.

2.1.1. Anode

The layered material composite must meet the highest requirements for mechanical
and chemical stability and for electrochemical functionality. For this purpose, highly stable
and electrochemically active materials are used to withstand the harsh operating conditions.
On the anode side in particular, the high electrode potentials and the oxygen generated
lead to corrosive conditions, which means that only certain precious metals can be used as
catalysts. Because of its suitable catalytic activity and high corrosion resistance, iridium is
mainly used in its pure form, as iridium black, mixed-metal form or oxide form for oxygen
evolution reactions [6,22]. Ruthenium, by contrast, has better catalytic properties but is not
stable enough in the long term under the conditions mentioned above [23]. Since iridium
has a very low market availability and is much more costly, mixed oxides of iridium and
ruthenium are also used, which are a compromise between stability, activity and price [23].
The use of iridium-ruthenium oxide mixture reduces material availability problems for
large-scale production.

Another way avoiding the material scarcity and high production costs of PEMWEs is
to reduce the iridium content in the anode, which is one main current focuses in electrode
development [24,25]. Iridium loading can thus be reduced from 1-3 mgj, cm~2, which
describes the state of the art, to, e.g., 0.3 mgy, cm~2 without causing performance losses [26].
2 is another research
focus [27]. These low loadings are made possible either by very thin electrode layers or

Also, an ultra-low iridium loading of, for example, 0.08 mgp cm™

by carrier materials such as titanium oxide [28]. Nevertheless, in industry and most of the
literature, state-of-the-art anodes are made of non-supported iridium oxide with a loading
of 1-3 mg cm~2 [29]. Hence, recycling strategies should firstly be adapted to this reference
iridium content.

The catalyst material discussed so far has a typical particle size of approximately 2 nm
and it is embedded in a binder/carrier system [27]. Since the binder, composed of the same
ionomers as the proton exchange membrane, is an electrical insulator but also contributes to
the mechanical stability and the dimensional stability of the structure, the ionomer content
should be optimized to maintain all these functionalities, prioritizing uniform current
distribution in the anode, which is essential for the electrochemical reaction. Contents of
5 to 33 wt% ionomer are commonly discussed in the literature [5,7,30,31]. For a low iridium
loading on the anode side, Su et al. [30] reported an optimal ionomer content of 5 wt%,
while Xu and Scott [32] described an optimal content of 25 wt%.

The thickness of the anode layer strongly depends on the iridium loading, ionomer
content and catalyst support. In the literature, the thickness varies between 2 and
12 um [8,10,26,27,31,33], with Bernt et al. [34] describing the best cell performance for
a thickness of 4 to 8 um, equivalent to 1-2 mgy, cm™2. A thickness of 3 to 4 um has been

reported for a lower loading of 0.34 mg;, cm~2 by Padgett et al. [35].
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For these aforementioned parameters it is not possible to define exact values due
to the high geometrical diversity, so recycling strategies have to address these types of
variations. Given that iridium is one of the most valuable materials utilized in PEMWEs [3],
the objective is to ensure its complete recovery without any losses. This encompasses the
separation of the electrode from the membrane, followed by the subsequent metallurgical
processing steps.

2.1.2. Cathode

The cathode layer, which is deposited on the opposite side of the proton exchange
membrane, has a very similar structure. Commercially available catalyst materials, such as
platinum on a carbon support, can be used because this layer does not have to withstand
the harsh conditions of the anode. In PEM fuel cells (PEMFCs), carbon-supported platinum
has also been widely applied. In addition to platinum, palladium is also a suitable catalyst
for the hydrogen evolution reaction [9]. Palladium is also used as a carbon-supported
catalyst [8], which is currently a focus of research [6]. However, palladium shows a
slightly lower electrochemical performance than platinum [36], and the cost advantages
of palladium as previously described [6,37] are no longer applicable in the context of the
current raw material prices (Q1/2025). Since 2019, the price of Pd has been significantly
higher than that of Pt; by early 2024, the raw material prices of platinum and palladium
had converged [38].

The 8 to 21 um thick layer [10,26,27,34] of the cathode consists of the catalyst, which
is usually applied to a porous carbon support to minimize the platinum loading and to
increase overall catalytic active area. Typically, a ratio of 40 to 60 ma.% metallic platinum
is used as a catalyst on industrial carbon black or on other carbon supports, such as
carbon nanotubes (CNTs). A very common support material is Vulcan XC72 from Cabot
Corporation, since it is also used a lot in PEMFCs. Likewise, TEC10V50E from Tanaka
Precious Metals Group Co., Japan [14], with a platinum ratio of approx. 46%, which was
developed for PEMFCs, is often applied as a catalyst powder [7]. Since the platinum
content, its particle size and local distribution within the CCM at the End of Life (EoL) are
affected by degradation and dispersion phenomena [27], the initial ratio of platinum to
carbon it is not relevant for the selection of recycling strategies.

Starting from the raw material, the platinum loading amounts to 0.5-1.0 mgp; cm 2 [5,6],

2 in current research [27,39,40]. Anal-

which has already been reduced to 0.1-0.3 mgp; cm™
ogous to the anode, a binder with mass fractions of 20-30% [5,31] is again used to ensure
stability and proton transport.

As the recycling of platinum and/or palladium catalysts represents the current state
of the art in PEMFC recycling [41], the metallurgical recovery of these precious metals from
the cathode will not present a significant challenge. In addition to the goal of recycling the
cathode without dissolving the precious metals, i.e., directly recycling the components, the
objective is to identify a more environmentally sustainable approach that does not require
the use of highly corrosive chemicals. In the context of mechanical recycling, the layer

structure represents the most significant factor.

2.1.3. Membrane

The name-giving core element of a PEMWE is the proton exchange membrane, also
called the polymer electrolyte membrane. It fulfills the functions of a reactant barrier
to avoid gas permeation, an electrical insulator between the electrodes to avoid a short
circuit and a proton conductor to close the electric circuit via charge carriers. In addition,
it provides mechanical stability for the electrodes, which are commonly applied to the
membrane. Considering the harsh electrochemical operating conditions, the material
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also has to demonstrate a low gas permeability at high pressures and excellent chemical
stability [5,8,42].

Based on these requirements, only certain materials are eligible for proton exchange
membrane, and perfluorosulfonic acid (PFSA) is the most outstanding. Looking at the
structure of the polymer, the polytetrafluoroethylene (PTFE) backbone provides a high
mechanical, thermal and chemical robustness, whereas its high proton conductivity is
triggered by the perfluorinated side chains in the polymer ending with a hydrophilic
sulfonic acid group [43]. Initially, PFSA was used because it was also applied in PEMFCs
and was readily available with various membrane thicknesses of 51 to 254 um depending
on the supplier [19]. Thereupon it was established as an electrolyzer material despite some
serious disadvantages.

On the one hand, the high costs in production and in disposal originate from the
fluorochemistry applied here. Perflourinated hydrocarbons are stable in the long term and
accumulate in the environment [44]. They have already been detected in drinking water
and are suspected of causing damage to health [44]. In cases of pyrometallurgical treatment
for the recovery of platinum-group metals, it is particularly important to neutralize evolved
toxic gases, e.g., hydrogen fluoride [45-47]. On the other hand, at temperatures above
80 °C the membrane loses its mechanical integrity and emits water, leading to a decrease in
ionic conductivity [45]. This temperature dependency restricts the window of operation of
PEMWEs. Furthermore, the membrane becomes permeable for gas especially at increased
temperatures and high pressures, leading to specific safety risks due to explosive gas
mixtures of hydrogen and oxygen. In order to avoid this, thick membranes are utilized,
resulting in high resistance to proton transport [48] and an increase in ohmic losses [31,49].
PFSA membranes exhibit hygroscopic behavior, expanding and contracting with humidity
and temperature fluctuations [50].

The best-known brand name for PFSA membranes is Nafion® from Chemours (for-
merly DuPont). It was widely used in PEMFCs and has also established its use in elec-
trolyzers [45,51]. Besides long-side-chain (LSC) PFSA products, like Nafion®, Aciplex®
and Fumion®, there are also short-side-chain (SSC) PFSA products, differing in essential
properties. Aquivion®, developed by Solvay Solexis, is the best-known SSC-PFSA and
can provide improved thermal stability, resulting in a higher degree of crystallinity and
higher thermal transition temperatures [52]. In addition to PESA-only membranes, there
are composite membranes that are mechanically reinforced with another polymer such as
PEEK (polyether ether ketone) or PTFE. Fumatech offers reinforced and non-reinforced
membranes made of LSC- and SSC-PFSA in thicknesses of 60 to 150 um [18]. W. L. Gore &
Associates, Inc. also offers an ePTFE-reinforced PEM with a thickness of 80 um [16], which
promises low gas permeability, a wide operating range and a more compact electrolyzer
due to its reduced thickness.

Apart from PFSA, hydrocarbon membranes, i.e., sulfonated poly (ether ether ketone)
and sulfonated polybenzimidazole, have also been the subject of research for some time,
as they have low production costs and, even more importantly, do not require fluorine
chemistry [45]. Some investigations were also carried out for their use in PEMFCs, but they
could not compete against Nafion® in particular due to their short lifetime [43]. As well,
in PEMWEs, the hydrocarbon membranes show advantageous behavior, such as low gas
crossover despite operation at high pressures and good thermal stability [45].

Since the membrane is the core of the MEA and provides mechanical stability, it is
also of great interest for recycling. Due to the variety of membranes and the differences
in mechanical properties, one recycling strategy will probably not fit all types. Thus, it
is important to focus on the most commonly used materials and develop the strategy on
that. Nafion® is predominantly used both in research and on the market, mostly limited
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to Nafion® N115 and N117 [9,33,49] with thicknesses of 127 and 178 um. Over the past
two decades, the trend in fuel cells has been towards thinner membranes [51]. It can be
reasonably assumed that this development will also be seen in the future for electrolyzers.
CCM manufacturers and some of the literature [45] refer to N115 as the state of the art;
therefore, this paper also uses this type as the model membrane.

Since the PFSA in CCMs releases toxic fluorine gases (especially HF) during metallur-
gical processing [41,45,46], it is important for environmental reasons to separate as much
membrane material as possible from the electrodes before they are submitted to a metallur-
gical process step. It is also worthwhile to recover PFSA as a product because of its material
value [11,22,53], and researchers are ambitiously developing ways to reuse recycled PFSA
in CCMs through a recasting process [54,55]. To achieve this, the purest possible PFSA
product must be obtained by mechanical methods or by dissolving the membrane.

2.2. Porous Transport Layer

The next functional layer in the electrolyzer is the porous transport layer (PTL), which
is applied to the CCM from both sides, i.e., covering both the anode and the cathode side
of the CCM. The important properties of the PTL are its electrical conductivity, for contact
between the electrode layer and the bipolar plate, and corrosion resistance, especially on the
anode side. In addition, this layer is responsible for reactant transport and the mechanical
support of the CCM [56,57].

The PTL at the anode side is a liquid—gas diffusion layer (LGDL), since oxygen has
to be transported as a product in addition to water as the reactant. The harsh conditions
on the anode side again require highly stable materials [58], so titanium is commonly
used in various variations. In research, sintered materials made of powder or fibers are
mainly used [39,56,59], since small cell areas are involved [42]. For larger areas, titanium
is more commonly used in the forms of expanded metal [60], meshes [6,61], felts [39,61],
foams [8,58,61] and grids [56]. For long-term stability, the layer can also be coated with
iridium [8,39], platinum [8,53] or gold [57,62]. According to the literature, the layer’s
thickness is usually between 250 and 500 pum, although thicknesses of up to 2 mm have
been reported [5,29,39,57]. Manufacturers like Bekaert offer LGDLs in thicknesses from
100 pm to 2 mm [63], Mott Corporation offers LGDLs in 254 to 3175 um thickness [15]
and GKN Powder Metallurgy GmbH offers, among others, type T3P in a thickness of
1300 um [64]. A porosity between 30 and 50% is considered optimal [59,65,66]. If this layer
does not adhere to the CCM, no further mechanical processing will be required, as the
LGDL can be separated already by destacking. Thus, in this case, the LGDL could be sorted
for further recycling or reuse. If the LGDL sticks to the CCM due to clamping pressure, the
titanium component should be removed from the CCM. During this process, parts of the
electrode may adhere to the titanium, which should be removed by cleaning to avoid losses
and achieve a high recycling rate.

On the cathode side, the gas diffusion layer (GDL) is made of carbon since there are
no special requirements for the material’s durability and stability, except for hydrogen
embrittlement for some metals [5]. Similarly to GDLs in PEMFCs, carbon felt, paper and
nonwovens are used [11,53]. Predominantly, carbon fiber papers of the trademark Toray®
are applied, with thicknesses between 110 and 370 um, and porosities of 75 to 80%, mostly
78%, are stated [13,67]. Other manufacturers include SGL Carbon SE [20] and Freudenberg
SE [17], offering GDLs with thicknesses of 150 to 315 pm. GDLs with a microporous
layer (MPL) for reduced electrical resistance and improved mass transport can also be
implemented [42,58]. As the GDL is usually bound together with the CCM at the seal
and adheres to the CCM due to the clamping pressure, further challenges arise during
mechanical processing, such as the liberation and subsequent sorting of the shredded
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product. If the fibers of the GDL can be obtained by mechanical and hydrometallurgical
processes, they can be reused at the end of the process chain, for example, in carbon-bonded
alumina [68].

2.3. Membrane Electrode Assembly Configurations

In the context of PEMFCs, there is no uniform definition of the structure or design
of MEAs. Ma et al. [50] described a three-layer MEA consisting of a membrane and
two catalyst layers (CCMs). In a five-layer MEA, the CCM is framed within subgasket
layers. A seven-layer MEA consists of a both-side-subgasketed CCM with anode- and
cathode-side GDLs [50]. Some synonyms for subgasket are frame or edge protection.
These provide sufficient robustness and mechanical durability to the MEA. Considering
sufficient insulation between the anode and cathode, typically, malleable plastics such as
PI (polyimide) or PTFE are used [21,69]. The provider CMC Klebetechnik GmbH [70] also
offers PEN (polyethylene naphthalate), PEEK and PPS (polyphenylene sulfide) subgasket
films for PEMFCs and PEMWEs.

These various MEA configurations are also known for PEMWEs. Bernt, Schroter,
Mockl and Gasteiger [7] showed an MEA structure with a single-sided subgasket on the
anode side [7]. Mayyas et al. [71] described a structure in which the CCM is enclosed by
a frame on both sides at the edge areas. In a study from Stdhler and coworkers [69], a
12 pm thick subgasket was used to protect the thin membrane from the sharp edges of the
titanium PTL. Holzapfel et al. [21] also specify an MEA structure with a two-sided frame.
When using a subgasket, there are several different possible assemblies. Either the CCM is
encased in the subgasket and the GDL is then attached to the subgasket, or alternatively,
the subgasket can encapsulate both the CCM and the mounted GDL. Subgasket films are
typically supplied with adhesive on one side and joined by laminating under pressure
and/or heat [70]. Without the use of a subgasket, the seal is located directly between the
bipolar plate and the CCM.

The variety of MEA configurations with subgaskets presents a challenge in determin-
ing the appropriate process for MEA recycling. In the most straightforward scenario, the
absence of a subgasket renders the recycling process unaffected. However, in instances
where a subgasket is present, its removal or shredding and sorting are necessary to facilitate
the recycling of the remaining MEA components.

2.4. Bipolar Plates

The functions of the BPP in the PEMWE stack is to ensure media transport, electrically
contact the PLTs, transfer heat and provide mechanical stability. Currently BPPs are
typically made of titanium. Lower-cost materials such as stainless steel, e.g., AISI 304
or 316L, could significantly reduce the overall system cost of an electrolyzer system [72].
Stainless steels are cheaper and easier to machine than titanium, but their main drawback is
their corrosion at high chemical overpotential within an oxidative medium [5,9,73]. For this
reason, a bipolar plate made of stainless steel must be protected with a highly conductive
and corrosion-resistant coating. Highly conductive and corrosion-resistant coatings made
of titanium, platinum, niobium, niobium/titanium, gold or iridium can further protect
against the corrosive environment [6,8,71,73,74]. Other BPP materials mentioned in the
literature include graphite and aluminum [8].

According to Bareifs and coworkers [10], PEMWE BPPs consist of thicker materials
than PEMFC BPPs due to the higher operating pressure. They are between 0.3 mm and
3 mm thick [10,75] and can be produced using various manufacturing processes, such as
sheet metal forming, destructive milling or plate etching [10]. As stated in a patent, the
stack manufacturer Hoeller Electrolyzer GmbH produces bipolar plates by sintering [76].
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Regarding the flow field in the bipolar plates, the parallel channel configuration
remains the most common design in PEMWESs. The flow field design has to ensure the
uniformity of the fluid flow and pressure distribution to enable high-pressure operation and
a high current density in the stack. The flow channels are machined or stamped directly on
the BPP surface [77]. In addition to this cell design with a BPP with an integrated flow field,
Borgardt et al. [78] describe further designs. Alternatively, the cells can also be designed
with a BPP without a flow field. In this case, a titanium mesh acts as a PTL to transport the
media [77,78], which has implications for the disassembly and handling of the components
in recycling processes.

The objective of recycling BPPs is to maintain the titanium within the material cycle.
This can be achieved by incorporating the material into titanium recycling or by developing
an effective reuse and remanufacturing process.

2.5. Sealing

Gaskets in PEM cells are used to seal the anode and cathode chambers, prevent
gas crossover and the escape of water, hydrogen and oxygen, and achieve optimum
contact between the components. To fulfill the requirements for the operating conditions in
PEMWE stacks, the gaskets must have appropriate mechanical and chemical properties [75].
According to the study by Borgardt and coworkers [78], the optimum clamping pressure
for PEMWE stacks amounts to 2.0-3.0 MPa [78]. The gasket materials used to fulfill these
requirements are usually FKM, EPDM, silicone and PTFE [7,53,75,79]. Suppliers of PEMWE
gaskets include the companies Freudenberg Sealing Technologies and Chemours. The
usual material thicknesses amount to between 250 and 1640 pm and depend on the gasket
material, the stack design and the operating pressure in the stack [53,75,80]. The gaskets
are either directly applied to the BPP or the MEA by dispensing or screen-printing, or are
alternatively inserted between the BPP and MEA as injection-molded O-ring gaskets.

Similarly, the situation with the subgaskets of MEAs is analogous to that described
above. The more firmly the seal is applied to the MEA, the more effort is required to remove
it from the supporting components. This can result in the loss of valuable materials, such
as adhering catalysts, and the contamination of the products.

2.6. Clamping System

The clamping system establishes the sealing pressure and the correct distribution of
the clamping pressure between the various cell components, which reduces the contact
resistance between the interfaces. A high clamping pressure increases the contact area
between the BPP and the PTL, which reduces the electrical contact resistance between
the elements. The clamping pressure therefore plays an important role in optimizing the
performance of the stack [75]. The materials used for end plates should provide high
electrical insulation, high thermal conductivity, stability and rigidity, as well as corrosion
resistance. To fulfill these requirements, end plates are usually made of aluminum or
stainless steel and are regularly several centimeters thick [8,80]. Unlike in PEMFCs, which
use tension straps in addition to tie rods [71], PEMWE end plates are bolted together with
tie rods for tensioning and compression. The tie rods can be located outside or inside the
cell stack and guided through boreholes in the cell components. Compression forces of
around 2.5 MPa are mentioned in the literature for PEMWE stacks [75,78]. The specific
design and structure of the clamping system and the end plates are of particular importance
with regard to disassembly.

2.7. Stack Layout

There are major differences between manufacturers in terms of stack format and size.
In principle, a distinction can be made between circular and rectangular stacks. According
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to a study by Smolinka et al. [81], PEMWE stacks at production scale have a cell area of less
than 1 m? (active area including edge). The further literature and a look at the stacks of
various manufacturers such as Siemens Energy, Bosch, H-TEC, HIAT and HOELLER also
reveal that the commercial stacks at the moment offer an area per cell of approximately
between 0.0025 and 0.7 m? [82-84].

Commercial electrolysis systems, such as that of Siemens Energy, have a power input
of 17.5 MW and a hydrogen production of up to 2000 kg per hour. The Siemens system
has a modular design and consists of 24 identical and connected electrolysis stacks [85].
Hoeller Electrolyzer GmbH offered three different stack sizes with stack power inputs from
76 kW to 1.4 MW (hydrogen production 34 to 635 kg per day per stack). With dimensions
of 85 cm x 100 cm x 153 cm and a power input of 1.25 MW, the Bosch electrolysis stack is
designed to produce up to 23 kg of hydrogen per hour [86].

3. Recycling Process
3.1. General Recycling Approaches

Before an item can be recycled, it must be assessed according to the EU Waste Direc-
tive of 2008 [87]. This directive defines a five-level waste hierarchy, which begins with
preventing an item from becoming waste, for example, by extending its lifetime or reusing
it. The next level is preparing for reuse, which involves testing, cleaning and repair. In the
case of an electrolyzer, certain components such as the bipolar plates can be removed from
the stack, and there are realistic options for their reuse after refurbishment or remanufac-
turing. The recycling of waste is the next level in the hierarchy and aims to use appropriate
processes to reprocess waste into products, materials, or substances that can be used for
their original purpose or for other purposes. It is important to recover as much material as
possible and maintain material quality as far as possible.

To facilitate reuse and recycling, manufacturers should develop a disassembly-friendly
design [88]. As soon as an object is destined for recycling, in order to recover valuable
materials, it passes through the four steps of the recycling chain according to Martens and
Goldmann [89], depending on the type of waste. The general recycling chain includes the
following steps:

1. Collection and pre-sorting;

2.  Pretreatment and disassembly;

3. Mechanical and chemical processing;

4. The production of secondary (raw) materials.

These steps have to be adapted to the product that is to be recycled. Kumar [90]
suggests a similar term for the processing of e-waste without naming the collection, pre-
sorting and pretreatment. For lithium-ion batteries (LIBs), Werner [91] explained the
general steps of the recycling chain in his paper as follows: preparation (waste logistics
and presorting), pretreatment (dismantling and depollution), processing (liberation and
separation), and metallurgy (extraction and recovery).

Since there are certain similarities between LIBs and PEM technologies, e.g., the
demountable structure, metal-containing electrodes and layered structure of the entire
system, it is reasonable to take a closer look at this recycling chain. Individual steps can
then be adopted or adapted.

The first step, i.e., preparation, includes waste logistics and presorting. Already,
presorting can be logistically organized according to the fuel cell and hydrogen principle
(alkaline, high-temperature and PEM). The further presorting of different PEM technology
types accounts for the different components or materials used in each.

For LIBs, pretreatment consists of the dismantling of battery systems and depollution.
The latter relates to chemical, electrical and thermal hazards. Depollution would not be
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necessary for PEMWEs or FCs since there is no residual charge nor any volatile solvents
within the EoL set-up. With PEM technologies, disassembly is possible down to the
repeating unit or even down to the level of individual components, such as the bipolar
plates and MEA [41].

Since no general mechanical recycling route has been defined for PEM technologies yet,
only individual steps such as liberation and separation can be named for their processing,
which currently is the subject of research [47,92]. Nevertheless, these two steps can provide
valuable feed materials for metallurgy. For LIBs, the liberation step may also include
thermal pretreatment to decompose the binder in the electrodes to facilitate the decoating of
the support structure and the electrode foils, respectively [93,94]. Since in PEM technologies
the binder and the membrane are made of the same material, a thermal treatment is not an
option to improve the liberation. The membrane would decompose, releasing toxic gases.

Metallurgical processes to produce secondary raw materials that can be returned to
the material cycle are the state of the art for PGMs [8,22,47]. For platinum catalysts in
particular, established processes can be adopted from the fuel cell industry. It is important
to note that most PEMFC recycling has focused on platinum only and not on other valuable
materials. In the pyrometallurgical recycling of PEMFCs and PEMWEs, the generation
of HF from the decomposition of flour-containing membranes is a major issue [46,47].
Even the use of a threefold excess of the additive CaO was insulfficient to bind all the
HF produced [46]. This leads to significant challenges in pyrometallurgical recycling,
including difficulties in process control, increased corrosion and higher process costs [46,47].
This paper does not go into detail about pyrometallurgical experiments, but focuses on
hydrometallurgical approaches.

3.2. Process Chain for PEMWE Recycling and Proof of Principle Tests

A conceptual design of a possible process chain for the recycling of PEMWE was
developed, which contained some variants (Figure 2). The feed material was the model
PEMWE stack as described in Section 1.

First, the end plates, bipolar plates with seals, clamping elements and MEA are
demounted through manual or automatic disassembly (see Section 3.2.1). Either a higher
dismantling depth is possible and the GDLs and PTLs can be demounted whole, or the
MEA has to be shredded into its GDL, PTL and CCM components. The next process sorts
the liberated MEA components into their respective fractions. Since the CCM is a composite
structure containing critical and valuable target elements, it has to be considered further,
and the CCM is cut into smaller, more manageable pieces that can then be fed into the
decoating process.

Mechanical decoating, which removes catalyst layers from polymeric membranes, can
be performed with an impact stress that liberates both electrode layers from the flexible
polymer membrane. The decoating produces a precious-metal-containing electrode powder
and a PFSA product of larger decoated membrane pieces (see Section 3.2.2).

Since the electrode powder contains both anode and cathode active materials, a me-
chanical separation process can be applied to the ultrafine particles to generate a concentrate
for the subsequent hydrometallurgical processing (see Section 3.2.4). If a high grade and suf-
ficient recovery cannot be reached with mechanical separation methods, the entire electrode
product can be leached as well. Leaching produces a platinum- and iridium-containing
solution that can be further hydrometallurgically processed (see Section 3.2.5). Leaching
also produces a carbon product from the cathode-side catalyst supports, and this can be
processed into carbon-bonded materials in a reuse process.

A variant of the mechanical decoating of CCMs dissolves the membranes in a suitable
solvent followed by filtration, and is an alternative approach to separating the electrode
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material from the fluorinated membrane. The filtration can become challenging, since
the particles are below 10 pm in size, leading to a high filtration resistance which leads
to a high operation pressure drop. Furthermore, the increase in viscosity due to the
dissolved ionomer also effects the pressure drop in the filtration step negatively. The PFSA
material from the membrane is recovered as a clear ionomer solution. It may also be useful
to dissolve the mechanically decoated membrane pieces, as there may still be electrode
residues on, or precious metal particles within, the membrane due to aging effects.
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Figure 2. Conceptual outline of combined mechanical and hydrometallurgical recycling chain for
PEMWES; colored process steps were investigated experimentally (proof of principle trials).

3.2.1. Disassembly into Individual Stack Components

The material-specific separation of products by disassembly has the potential to
significantly increase the recycling yield and the grades of the precious and critical metals.
Due to its preconcentration, it simplifies the downstream mechanical and metallurgical
processing. The repair and reuse of products and the harvesting of components for reuse
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all require simplified access to product components and their joints. Disassembly thus
enables the implementation of these further circular economy strategies [95], and it is of
great importance that the disassembly is set up as a non-destructive procedure.

In the paper by Al Assadi et al. [88], the challenges of disassembling PEMFCs have
already been highlighted. As fuel cell stacks and electrolysis stacks are comparable in
terms of macroscopic product structure, the challenges mentioned can be transferred. A
major challenge for disassembly is the adhesion of the stacked layers to each other, which
originates from the compression, operation and aging itself, and not primarily from the
manufacturing process. It predominantly occurs in the sealing areas between the stacked
layers. Furthermore, the accessibility of these joints is also constrained by the layered
structure, the small component pitches and the low material thicknesses.

The two main components, the MEA and BPP, exhibit different degradation mech-
anisms. The typical degradation pathways of the catalyst layer and the membrane are
dissolution, poisoning, sintering and catalyst passivation. Degradation of the bipolar
plates leads to embrittlement and corrosion [96]. A typical cause of stack failure is the
perforation of the MEA [97]. The MEA or the membrane is therefore, in general, the com-
ponent that limits the lifetime of the stack [10,97,98], while the BPP can have a significantly
longer durability.

Mayyas and coworkers [71] provide an overview of the manufacturing cost structure
of PEMWE stacks. The largest share of the costs of the CCM or MEA is attributable to
material costs such as membrane and PGM costs. In contrast, the material costs for substrate
materials and coatings or bipolar plates are low, and the production costs predominate here.

Circular economy strategies can be derived from the duality between MEA and BPP in
terms of degradation and cost structure: Given that the MEA is the component that limits
the lifetime, and it has a high material value, this component is forwarded for recycling.
In order to maintain the high-value-added share of the BPP, its repair or remanufacturing
should be realized before recycling [99]. This results in the following requirements for the
disassembly process: the non-destructive and sorted disassembly and separation of the
components of the PEMWE stack. In the scenario of a repair, it must be possible to separate
the stack at any point within the layered construction.

The bonding of the components in an EoL stack is similar to an adhesive bond,
which can be released using mechanical, physical or chemical methods [88,100]. Only
mechanical methods like cutting, peeling and shearing fulfill the requirements for a non-
destructive process if applied to the joints or sealing areas. Physical and chemical processes
such as cooling and heating can be used as aids to render the sealing gasket brittle or
to exceed its glass transition temperature and thus reduce its strength and the adhesive
force. Solvents or blowing fluids can also be used to weaken the adhesion points. The
accessibility within the stack structure and the reaction time of the solvent are limiting
factors, extending the disassembly process time and generating additional challenges in
work and environmental protection.

To demonstrate non-destructive disassembly using a cutting tool and the correspond-
ing equipment required, a mechanical separation process is presented in Figure 3. This
process has been validated for fuel cell stacks and could be transferred to electrolysis
stacks. The equipment includes a lifting table on which the stack can be adjusted in height.
Two linear axes, on which a cutting tool is mounted, can be adjusted synchronously or
asynchronously and can guide a wedge through the stack. A robot is used to manipulate
the separated components. Using the process described, non-destructive disassembly can
be realized.
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Detailed view of stack separation using cutting wedge
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Figure 3. The equipment for disassembling a stack into its individual components using a cutting tool.

3.2.2. Decoating of Catalyst-Coated Membrane

After the disassembly of the end plates and the separation of the BBP from the MEA,
the subsequent step is the decoating of the electrode from the membrane. As it is not clear
how the PTL and GDL can be removed, the mechanical decoating focuses on the CCM.

The advantage of mechanically decoating the CCM is that the fluorine-containing
membrane is liberated from the valuable electrode materials without the use of solvents
or the emission of harmful hydrogen fluoride, which reduces the environmental impact.
The membrane material can be recovered as a polymeric material, unlike in hydro- or
pyrometallurgy where the membrane is decomposed.

Since the installation of high-capacity electrolyzers is still pending, the actual avail-
ability of sample material is limited. Therefore, the experiments were scaled down and
a micro-scale hammer mill was used on samples of a size of <100 mg to investigate the
separation and liberation of electrodes by mechanical processes. The Picocrush hammer
mill with a discharge screen belonging to the Hosokawa Alpine’s Picoline machine plat-
form is the only available comminution machine that can process CCM samples of several
millimeters in size in very small quantities. With this machine, samples of less than 100 mg
with a diameter of 5 mm can be processed at various speeds, i.e., various specific energy
consumption. During this process, the electrode is liberated from the membrane by impact,
while the membrane sample remains intact in most cases. It was necessary to develop
quantitative analysis methods to meet the requirements set by the small masses and the
properties of the samples. The elemental mapping of a uXRF analysis could be used to dis-
tinguish the remaining coating and the decoated areas of the CCM based on the dominant
elements, which allowed us to quantify the decoating efficiency. For this purpose, iridium
and platinum were used as indicators for the anode and cathode, respectively, while areas
with a high sulfur content were assumed to be decoated, since the PFSA membrane was
directly accessible. An example of such a pXRF mapping is shown in Figure 4a, which
illustrates the cathode side of a partially decoated sample.

The investigation results are summarized in Figure 4b for different types of CCM. It
shows that with increasing speed, the anode and cathode of each type continue to decoat,
and that complete decoating is possible. However, the decoating efficiency, which is the
ratio of the decoated area to the total area of the sample, depends on the type of CCM. For
instance, type A shows a selective removal of the cathode at lower milling speeds, while
the anode is mainly removed at higher speeds. This selective grinding is also CCM-type-
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dependent. The possible reasons for this include differences in the surface structure of the
coating layer, such as cracks in the electrode that facilitate decoating, or the thickness and
adhesion of the electrode layer, which are influenced during the manufacturing of the CCM
and the binder content. The extent to which the adhesion of the electrodes to the membrane
can be influenced prior to decoating remains to be determined in further investigations.
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Figure 4. (a) pXRF mapping of sample indicating sulfur and platinum on cathode side of type A
milled at 10.2 m/s with calculated decoating efficiency of 88.0%; (b) decoating efficiencies of three

types of CCM in laboratory hammer mill as functions of circumferential speed (circular discharge
screen size 1 mm).

Since the recovery rate of the critical precious metals must be close to 100% for this
process step to become relevant, further investigations need to be carried out at higher
stressing intensities and higher speeds. Future investigations must also consider different
stress mechanisms, combine these with characterizations from material testing (tensile,
compression and peel tests) and analyze the failure mechanisms using suitable high-
resolution microscopic methods.

If it is not possible to completely decoat the CCM using dry mechanical methods,
an alternative process has to be used. This can be a wet mechanical decoating process,
for which alcohol treatment has often been used in research to date [53,93], and it must
be clarified whether this process can decoat all CCMs in contrast to the dry method.

Alternatively, the complete dissolution of the membrane and ionomer-containing binder
can be used.

3.2.3. Dissolution of Catalyst-Coated Membrane

An alternative process step to the mechanical decoating of the membrane is the
complete dissolution of both the membrane and ionomer-containing binder. The sulfonic-
acid-functionalized fluoropolymers (ionomers) that enable proton conductivity through
the membrane and the catalyst layers can thus be recovered as a further target material
for recycling. It is also an economically relevant target material, since the membranes
used in PEMWEs have high costs. A known method for the dissolution of these ionomers
is their dispersion in alcohol-water mixtures at high temperatures under pressure [101].
The ionomer dispersion can then be separated from the other components, mainly the
catalysts, by filtration or centrifugation. In this work, these procedures were successfully
applied to different kinds of CCM. Some obtained precious metal yields are given in Table 2.
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Analytical methods to determine the ionomer content in the initial CCMs still have to be
developed, and the ionomer yield can therefore not yet be given.

Table 2. Precious metal yields of dissolved membrane after separation of ionomer dispersion.

CCM Platinum Recovery Iridium Recovery
in Residue (wt-%) in Residue (wt-%)
Type #1—Spent PEMWE >99% >99%
Type #2—Spent PEMFC >99% Not contained

The examples show that, within the precision limits of the measurements, losses of
platinum and iridium into the ionomer dispersion stream do not occur. In further steps of
the downstream processing, the PGM-containing catalyst residue can then be processed by
conventional pyro- and hydrometallurgical methods in order to recover the PGMs.

For the ionomer dispersion, further work is necessary in order to evaluate further
uses and decide on (direct) recycling or (chemical) downgrading. Knowledge about the
chemical integrity of the polymeric ionomers and their impurity profiles is mandatory for
this evaluation.

3.2.4. Separation of Anode and Cathode Materials

When the electrode and membrane are separated by one of the aforementioned pro-
cesses, a mixture of the iridium-containing anode and the platinum-containing cathode
is generated. Individual fractions of the two electrode types can be produced for efficient
hydrometallurgical processing using mechanical separation processes.

Compared to mechanical separation, chemical methods consume more energy and
require an overall higher processing effort. Thus, mechanical processes, which still require
fundamental research, may provide an innovative and sustainable technological option
to separate ultrafine particles below 10 um [102-104]. Consequently, the development of
physical separation processes for PEMWE recycling should be addressed.

As mentioned above, the state-of-the-art materials of the two different electrodes are
metal oxides of iridium or ruthenium and platinum on the support material of carbon
black. Ahn and Rudolph [105] stated that the catalyst materials used in each electrode of
the PEMWE show significant differences in their (de)wetting behavior. The hydrophilic
and hydrophobic properties of TiO, and carbon black, which can be seen as the represen-
tative materials of the anode and cathode active materials, reproduce this behavior. The
static water contact angle of four different CCM samples was determined with the sessile
drop method to confirm the result of the hydrophobic cathode surface in contrast to the
hydrophilic anode, as presented in Figure 5. Although the degree of hydrophobicity varies
by CCM type, the results are consistent with their work. As described in the discussion of
decoating processes, this can also be an effect of the manufacturing process of the CCMs or
different binder contents.

To utilize the different wetting properties of TiO, and carbon black, different methods
such as froth flotation or liquid-liquid phase/particle separation (LLPS) can be applied to
separate the two representative materials. Froth flotation is the most established separation
process, exploiting the different wettability of the particles as the main separation feature.
However, the separation of particles below 10 um in size by flotation is challenging due
to the low probability of particle-bubble attachment [106] as well as the entrainment of
hydrophilic particles. In a previous study [107], a recovery and grade of 70% and 90% for
the representative catalyst particles were achieved through froth flotation. This suggests
the need for further improvements. LLPS is presented to overcome the limitation of this
conventional separation method [108]. Two immiscible liquid-phase systems allow the
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Organic phase

Aqueous phase

transfer of hydrophobic particles to the organic phase while hydrophilic particles remain
in the aqueous suspension [109]. Based on LLPS, using a model particle mixture of TiO,
and carbon black, controlling the pH of the initial suspension and the adding of dispersant
allowed the recovery of each material to reach 97% and 99%, with grades of 97% and 99%,
respectively. TiO, ended up in the aqueous phase and carbon black in the organic phase, as
shown in Figure 6.
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Figure 5. Water contact angle of anode and cathode side of different CCM types determined with
static sessile drop method.

Model particle mixture
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Figure 6. Scheme of LLPS for ultrafine particle separation. Hydrophobic particles stabilized in organic
phase, and recovery of hydrophilic particles can be accomplished in aqueous phase.

However, since amphiphilic ionomers are used as binders during the preparation of
catalyst layers, ionomer adsorption on particles may occur, which affects the interaction
between the particles and the phase of LLPS and becomes critical to the further design of
the separation process. The alignment of ionomer molecules affects the surface properties
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of electrode powders, especially as the wetting behavior of the anode material changes to
water-repelling [110,111].

Furthermore, diversity of the chemical composition and microstructure of proton ex-
change membranes, such as those based on Nafion, Aquivion, Flemion, or non-fluorinated
ionomers, can be considered in further studies. In particular, differences in composition
can affect their degradation, and these variations may affect the coated particle properties
such as surface charge, wettability and dispersibility [112]. Consequently, they can also
impact the separation efficiency.

3.2.5. Leaching of Separated Platinum Catalyst from CCM Material

The next step downstream is the metallurgical processing of the concentrates from me-
chanical separation, often using a hydrometallurgical approach for the platinum-containing
cathode. Precious metals can usually be easily dissolved using highly corrosive chemicals
and chemical mixtures such as hydrochloric acid or aqua regia, which is also utilized as
one of the primary leaching agents for platinum. Nevertheless, the use of aqua regia raises
environmental concerns due to gas formation and its per se corrosive nature. To mitigate
environmental concerns, alternative leaching solutions can be employed in the presence of
chloride as a platinum complexing agent [113]. A more environmentally friendly platinum
extraction process is being investigated by using organic acids, such as acetic and citric
acid, with hydrochloric acid [114,115].

The small-scale laboratory leaching experiments were carried out as part of a prelim-
inary study with a synthetic material (platinum on carbon black purchased from Sigma-
Aldrich (CAS: 7440-06-4)) which could be one concentrate originating from the mechanical
decoating and liquid-liquid separation in the proposed recycling chain for PEMWEs
(Section 3.2.4). The leaching results shown here are intended to provide an initial orienta-
tion and assessment of the use of oxidizing agents and organic acids that still need to be
reproduced with further experiments. Varied leaching parameters such as temperature and
leaching agents can be taken from Figure 7. Other leaching conditions, such as solid-liquid
ratio and stirring speed, were kept constant throughout all the experiments.

Aqua Aqua HCI (6M), HCI1 (6M), HCl (6M) HCI (6M) HCI (6M) HCI (6M)
regia, regia, 25°C 60°C H202, H202, NaClO, NacClO,
25°C 60°C 25°C 60°C 25°C 60°C

Figure 7. Leaching efficiency of platinum after 6 h with aqua regia and with hydrochloric acid with
and without oxidants (H,O,, NaClO) at 25 °C and 60 °C.

The platinum leaching with aqua regia has the highest efficiency, i.e., recovery in the
leachate, amounting to >80% regardless of the temperature. The application and needs of
oxidizing agents have already been investigated [113]. The three main reactions from aqua
regia are as follows [116]:
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3HCI + HNO; = NOCI + ClLH,0
Cly + Hy0 = HCl(g) + HCLO
NOCI = NO; +Cl

It can be deduced from the reaction equations that Cl outgasses from the system over
the reaction time as a result of the reactions. As HCl was not continuously added to the
system in the experiments, the yield is lower than would be expected with aqua regia.
The relevance of oxidizing agents during the leaching of platinum can be seen in Figure 7.
Sodium hypochlorite compared to hydrogen peroxide shows a slight additional increase in
efficiency. Figure 8 illustrates the leaching efficiencies of platinum using organic acids in
combination with hydrochloric acid.
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Figure 8. Leaching efficiency, i.e., platinum recovery, after 6 h with hydrochloric acid with organic
acids at 25 °C (a) and 60 °C (b).

The leaching efficiency of hydrochloric acid increases when it is combined with organic
acids. Even if the efficiencies are still very low, at around 40% at 60 °C, using organic acids,
first tests using further oxidizing agents as well as salts show a high potential for leaching
efficiencies of at least >70%. As higher efficiencies than 99% are the state of the art for
platinum leaching, leaching efficiencies higher than 95% should also be targeted for more
environmentally friendly leaching agents, aiming in particular at sustainability and process
intensification, but these require further investigation and up-scaling.

After leaching, the liquid phase is separated from the insoluble carbon residue by
filtration. The dissolved platinum can be recovered from the solution and the (re)use of
the remaining carbon with residual platinum must be investigated. The optimization of
leaching and acid recycling will involve the optimization of the filtration and washing steps
as well [117,118].

4. Conclusions

Due to the wide range of different PEMWE stack designs, it is challenging to focus on
one single technological concept for recycling. Therefore, the whole variety of designs in
the literature was presented in a morphological box, and based on a literature review, the
relevant characteristics for a model stack were defined. In addition, each component was
critically accessed regarding its recyclability and target elements.

With the knowledge of the structure of a PEMWE stack from the first part, a conceptual
outline of a combined mechanical and hydrometallurgical recycling chain was developed.
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This includes the dismantling of the stack, followed by mechanical processing, including
MEA /CCM shredding, sorting, CCM decoating, CCM dissolution and anode and cathode
separation. The precious metals from the catalysts are then recovered hydrometallurgically.
Finally, the carbon from the cathode can be reused. The main findings of the individual
tests of the processes can be summed up as follows:

e  During disassembly, adhesive joints were found that were not caused by the manufac-
turing process but by the operation of the electrolyzer at high pressures. These joints
can be broken by an automated non-destructive cutting tool.

e  Dry mechanical decoating of the CCM showed that the electrode layers can be liberated
from the membrane material by mechanical stress. Depending on the type of CCM
and the electrode side, up to 99% decoating efficiency was achieved.

e Alternatively to mechanical decoating, the membrane coating of the CCM was dis-
solved at high temperatures and pressures, which enabled us to recover the valuable
membrane material as an ionomer dispersion. More than 99% iridium and platinum
recovery has been achieved in small-scale experiments.

e A separation process based on the wetting properties of the mixed materials can be
used to separate mechanically liberated iridium-containing anode material from the
platinum-containing cathode material.

e The platinum-containing catalyst on the cathode side can be dissolved with high
efficiency using standard metallurgical processes. However, these involve highly
corrosive chemicals, so a more environmentally friendly alternative was sought and
tested on carbon-supported platinum. Using hydrochloric acid in combination with
organic acids and other oxidizing agents and salts, leaching efficiencies of >70% could
be achieved even before optimization.

These individual highlights, some of which have been tested on model materials, still
need to be validated on real EoL electrolyzer materials and scaled up from small- and
laboratory-scale investigations to pilot- and production-scale projects. In addition, the
entire process chain needs to be validated in sequence, which would require a PEMWE
stack to be processed through all the steps of the entire chain. These results can then be used
to calculate element-specific recoveries, which can also be used for life cycle assessment
and techno-economic assessment.
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Abbreviations

The following abbreviations are used in this manuscript:

BPP Bipolar plate

CcCM Catalyst-coated membrane

EoL End of Life

GDL Gas diffusion layer

LGDL Liquid-gas diffusion layer

LLPS Liquid-liquid phase/particle separation
PEM Proton exchange membrane

PEMFC PEM fuel cell
PEMWE PEM water electrolyzer

PGM Platinum-group metal

PFSA Perfluorosulfonic acid

PTE Porous transport electrodes

PTFE Polytetrafluoroethylene

PTL Porous transport layer

uXRF Micro-X-ray fluorescence spectroscopy
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