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Graphene-based membranes are emerging as promising materials for energy and chemical conversion due
to their exceptional proton conductivity and stability. In this study, we report a graphene oxide (GO)
nanosheet membrane for electrochemical hydrogenation reactions. The GO membrane demonstrates
excellent proton conductivity, confirmed through concentration cell measurement and complex

impedance spectroscopy, and efficiently facilitates proton transport when integrated with active
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Accepted 1st April 2025 platinum catalysts as the cathode and anode. This system enables selective hydrogenation of alkynes and
alkenes into their corresponding alkanes, achieving selectivities of 82% to 93%. This work highlights the

DOI: 10.1039/d55c00423c potential of graphene-based membrane reactors as cost-effective, scalable, and energy-efficient
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Introduction

Proton conductors," which enable the efficient transfer of
protons, have attracted significant interest due to their critical
role in advancing various fields, including biological systems
and chemical filtration technologies.>® Achieving ultrahigh
proton conductivity remains a key objective in energy-related
applications such as steam electrolysis,* fuel cells,” and
hydrogen separation,® where proton exchange efficiency directly
impacts the device's performance.” To date, various materials
such as Nafion,®* metal-organic frameworks,® covalent organic
frameworks,' and oxidized carbon-based materials,"*** have
demonstrated promising proton conducting properties.'®
However, many of these materials face challenges related to
fabrication complexity and high production costs, limiting their
practical applications.

Cost-effective oxidized carbon allotropes are highly prom-
ising due to their excellent conductivity, ease of production, and
stable, non-toxic nature. Proton transport in these materials
occurs efficiently through an adsorbed water film on hydro-
philic active sites, such as oxygen-containing groups, embedded
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alternative to traditional hydrogenation methods.

within the hydrophobic carbon skeleton.'*** Additionally, the
structural characteristics of oxidized carbon allotropes enable
hybridization with guest molecules, further enhancing proton
conduction pathways.'* Among these materials, graphene oxide
(GO) stands out as a two-dimensional (2D) oxidized carbon
material with exceptional performance. Its flexible, planar
structure facilitates the uniform distribution of hydrophilic
sites within its interior and along the edges of its nanosheets.
Its unique properties have led to the development of graphene-
based proton-exchange membranes (PEMs), which are particu-
larly promising for electrochemical applications."” GO, a deriv-
ative of graphene, further enhances proton conductivity,*®
making it an ideal candidate for use in membrane reactors for
energy-efficient chemical transformations.

The ability of GO membranes to selectively conduct protons
while preventing direct hydrogen interaction with substrates
offers distinct advantages compared to traditional catalytic
methods, which require high temperatures and hydrogen
pressures (Fig. 1). Unlike conventional thermocatalytic hydro-
genation, which is energy-intensive and often results in high
waste generation,'® electrochemical hydrogenation using a GO-
based PEM operates under ambient conditions, reducing
energy consumption and minimizing environmental impact. As
a proton-conducting membrane, GO offers a cost-effective and
scalable alternative to conventional palladium (Pd)-based
membranes.*”*" Pd membranes are widely recognized for their
excellent performance in hydrogen-related applications;*
however, their reliance on rare and expensive metals limits
large-scale adoption.”*** This challenge underscores the need
for sustainable, abundant, and affordable materials that can
drive innovation in hydrogenation technologies. However,

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Reactions conditions and reactivities comparing thermo-
chemical hydrogenation with the graphene oxide membrane reactor.
The membrane reactor uniquely enables mild condition hydrogena-
tion and simplified product separation.

a major challenge of GO membranes is their low stability under
humid conditions,” which compromises their long-term
performances. To address these issues several chemical modi-
fications using dopants have been explored to enhance their
durability.***” Among these, the incorporation of Ce ions has
proven highly effective in maintaining both high conductivity
and stability,” making cerium functionalized graphene oxide
(CeGO) a promising candidate for electrochemical hydrogena-
tion applications.

Hydrogenation, a cornerstone of chemical synthesis, is vital
across industries such as petrochemicals, pharmaceuticals, and
agrochemicals.””** However, conventional methods are energy-
intensive, requiring high temperatures, and often producing
significant waste.*

This study demonstrates the use of a GO-based PEM reactor
for electrochemical hydrogenation. The GO membrane facili-
tates efficient proton conduction and selective hydrogenation of
alkenes and alkynes under mild conditions, achieving up to
93% selectivity. By eliminating the need for Pd and high-
pressure H,, this approach offers a sustainable and scalable
pathway for hydrogenation processes.

Results and discussion

GO, synthesized through a modified Tour's method* via
chemical oxidation and exfoliation of natural graphite, served

Fig. 2 Cross-sectional SEM image of the graphene oxide (GO)
membrane, illustrating a well-organized laminated structure assem-
bled via vacuum filtration. The observed stratification indicates the
alignment of GO nanosheets, supporting both membrane'’s stability
and selective proton permeability.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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as the basis for membrane fabrication. Using the vacuum
filtration technique, individual GO nanosheets were assembled
into a well-organized laminated structure, as confirmed by
scanning electron microscopy (Fig. 2 SEM cross-section).
However, a major challenge with GO membranes is their low
stability, primarily due to the detachment of oxygen functional
groups from the GO framework.** This detachment reduces the
interlayer spacing between stacked GO nanosheets, thereby
leading to a decrease in the proton conductivity, as reported
previously.?® To address this, cerium ions (3-4 nm) were con-
trollably added to the GO dispersions before vacuum filtration.
The resulting membranes, termed CeGO, were fabricated under
optimized mixing conditions (Fig. S17).

The X-ray diffraction (XRD) patterns further supported the
structural changes induced by Ce' incorporation. While
parental GO exhibited a d-spacing of 1.1 nm, the CeGO
membrane showed an increased d-spacing of 1.18 nm, with
a corresponding shift in the XRD peak to lower 26 values
(Fig. 3a). This increase indicates the intercalation of Ce" within
the interlayer gallery space of GO sheets.”® The chemical func-
tionalities of GO suggest two primary interaction modes for Ce"
within the GO membrane (Scheme 1), (i) bridging the edge of
the sheets via carboxyl group coordination and (ii) intercalating
between the basal planes through either weak alkoxide bonds.
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Fig. 3 (a) XRD patterns of GO and CeGO membranes, (b) FTIR spectra
of GO and CeGO, (c) high-resolution XPS survey spectrum of S 1s and
(d) Ce 3d XPS spectrum of CeGO.

Scheme 1 Schematic representation of Ce* grafting in the graphene
oxide framework. For clarity, only a few functional groups are shown
for clarity.
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Energy dispersive X-ray spectroscopy (EDX) mapping of the
CeGO membrane cross-section confirmed the homogeneous
distribution of Ce" across the laminated structure (Fig. 2). These
structural modifications significantly enhance the stability of
the CeGO membrane, as intercalated Ce" mitigates the collapse
of interlayer spacing while contributing to improved proton
conductivity.

The Fourier-transform infrared (FT-IR) spectra of parental
GO displayed characteristic peaks for C=0, aromatic C=C,
carboxy C-O, and epoxy C-O stretch. In comparison, the FT-IR
spectra of the CeGO membrane showed reduced intensity for
the carboxy COOH and epoxy C-O-C stretches, with a noticeable
shift in peak position (Fig. 3b). These changes indicate inter-
actions between the carboxy and epoxy groups of GO and the
Ce" ions, suggesting proper integration of Ce’ into the GO
framework through strong electrostatic interactions.’** To gain
more insight into the oxygen functionalities in GO membranes,
X-ray photoelectron spectroscopy (XPS) measurements were
conducted, as shown in Fig. S2.T The C 1s XPS spectrum was
deconvoluted to identify the carbon-oxygen bonds (Fig. S37).
The relative intensities of the oxygen functional groups in the
CeGO membrane decreased due to the incorporation of Ce ions.
Furthermore, the S 1s and Ce XPS spectra confirmed the
retaining of Ce’ species in the CeGO membrane during the
filtration process (Fig. 3c, d and S27). Specifically, the Ce 3d
band exhibited Ce 3ds,, and Ce 3d;,, spin-orbit doublet peaks,
respectively. The peaks 3ds/, at 881.9 eV and 886.3 eV: 3d;), at
900.5 eV and 904.2 eV are primarily attributed to the +3 oxida-
tion state of cerium. However, the appearance of the peaks at
888.6 eV, and 908.1 eV and the weak high-binding energy peak
at 917.7 eV indicate the presence of Ce*" species.?**7 Ce ions
have large coordination numbers and interact strongly with the
oxygen functional groups of GO, thereby suppressing the
desorption of the oxygen functional groups and improving
stability.

The structural and chemical modifications of the CeGO
membrane, described earlier, suggested improved stability and
functional properties due to the incorporation of Ce' ions. To
verify the impact of these modifications on proton conduction,
we measured the transport number (¢ = 1) of the CeGO
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membrane reactor using a concentration cell setup (Fig. 4a).
The electromotive force (EMF) generated between the anode
and the cathode was recorded upon varying the hydrogen
concentration at the anode. The time-dependent EMF response
of the GO membrane fitted with Pt@graphene electrodes
(synthesis method is presented in the ESIT) at room tempera-
ture demonstrated good sensitivity to hydrogen (Fig. 4a, inset),
confirming equilibrium between hydrogen and protons with
a reaction (n) of 2 (H, = 2H" + 2¢7). The linear dependence of
EMF on the logarithm of hydrogen concentration in Ar (Fig. 4a)
showed a slope of 28.2 mV per decades, consistent with Nernst's
equation n = 2 (29.5 mV per decade):

RT
—t lnp,H2

Pu,

EMF =

where R is the gas constant, T is the absolute temperature, F is
the Faraday constant, and py,, p'Hz are the hydrogen partial
pressures are at the anode and cathode, respectively. The
calculated ¢ for the CeGO membrane was close to unity (0.956)
with a slight deviation at higher lnp ,HZ

Pu,
trical conductivity in the membrane. Furthermore, the proton
conductivity of the CeGO membrane was measured at room
temperature using complex impedance spectroscopy (Fig. 4b).
Fitting the impedance data to an equitant circuit revealed the
contribution from bulk resistance, surface resistance, and
interface capacitance. The parental GO sheets exhibited
a proton conductivity of 0.140 mS cm ™' at room temperature,
comparable to that of commercial Nafion (approximately 0.1-
0.05 mS cm ™ 1).%

The addition of Ce" using a facile one-pot method led to
significant enhancements in proton conduction, increasing the
proton conductivity to 0.397 mS cm ™", over twice that of the
unmodified GO membrane (Fig. 4b). This improvement is
attributed to the presence of Ce' ions, which facilitate stronger
interlayer interactions and promote efficient proton transport
pathways. This finding highlights the dual role of Ce in
enhancing both the structural integrity and functional perfor-
mances of GO-based membranes. To demonstrate the potential
of the graphene-based membrane reactor for energy-efficient

, suggesting slight elec-
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(a) Dependence of EMF on hydrogen concentration in Ar gas at room temperature. (b) Electrochemical impedance spectroscopy of GO
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production of value-added chemicals, we explored the electro-
catalytic hydrogenation of phenylacetylene to ethylbenzene as
a model reaction. Hydrogenation, a fundamental chemical
process, involves adding hydrogen atoms to unsaturated bonds
or replacing functional groups, enabling the synthesis of more
valuable molecules. This process is essential to various indus-
tries, including petrochemicals, pharmaceuticals, agrochemi-
cals, fine chemicals, etc.

Extensive catalytic research has highlighted the efficiency of
metals such as Pd, Pt, and Ni in hydrogenation reactions, prized
for their high selectivity, ease of workup, and catalyst recycla-
bility, contributing to excellent atomic efficiency.**** However,
traditional thermocatalytic hydrogenation typically requires
high temperatures and elevated H, pressures, resulting in
significant energy consumption and costs. Electrochemical
hydrogenation, in contrast, eliminates the need for harsh
chemical oxidants and reductants, offering a continuous,
energy-efficient, and milder process. This approach is more
sustainable and enhances selectivity, making it a favorable
alternative to diverse applications.

The key component of the membrane reactor is a thin CeGO
membrane, which serves as a hydrogen-permeable layer. A
Teflon sheet with carbon paper physically separates the elec-
trolysis compartment from the hydrogenation compartment,
which contains a solution of alkenes or alkynes dissolved in
isopropanol. The H, split on the surface of the catalyst
(Pt@graphene) generates protons (H'), which diffuse through
the CeGO membrane®*** and react with organic compounds in
the hydrogenation chamber. This architecture enables electro-
chemical and hydrogenation reactions to occur in separate
compartments, with the hydrogenation compartment featuring
an opening to sample reaction solution during hydrogenation
reactions (Fig. S47).

For the electrocatalytic hydrogenation reaction, the hydro-
genation chamber was filled with 0.03 M phenylacetylene dis-
solved in isopropanol.

Electrolysis was conducted for 24 hours at a constant current
density of 100 mA cm 2, corresponding to the geometric surface
area of one face of the Pt@graphene catalyst. The reactor
operated at ambient pressure and room temperature, and the
reaction progress was monitored using gas chromatography-
mass spectrometry (GC-MS). The Pt@graphene hybrid was
synthesized by thermal annealing of fresh nanodiamonds at
1100 °C under an argon atmosphere (details are in the ESIT).

Initially, 0.03 M phenylacetylene in IPA was tested with
a bare GO membrane (entry 1b, Table 1). No ethylbenzene
formation was observed after 24 hours, and the pristine GO
membrane dissolved in IPA. To overcome this limitation, we
employed a CeGO membrane and explored its hydrogenation
chemistry with Pt@graphene, achieving an ethylbenzene yield
of 83% (entry 1, Table 1). Encouraged by this result, we exam-
ined the influence of applied current density and reaction time
on the hydrogenation process. Electrochemical hydrogenation
was performed at current densities of 50 and 100 mA cm 2.
Increasing the current density from 50 to 100 mA cm >
enhanced the conversion of phenylacetylene to ethylbenzene
from 45% to 83% over 24 hours (Fig. S10at). Notably, at 100 mA

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Hydrogenation reaction converting alkyne compounds into
alkanes in a CeGO-based membrane reactor, at ambient pressure and
room temperature®

=
| N Reaction | N
—»
AG Conditions AF
R
Entry® Reactant Product Yield?/%
=
1 83
=
=
3 89
MeO
MeO
=
4 91
Cl
Cl
=
5 90
Br Br
“ Reaction conditions: CeGO membrane sandwiched with

Pt@graphene, 28 °C, 100 mA cm 2, solvent isopropanol, reaction time
24 h, H, 5 mL min~'. ? Yield calculated using decane as an internal
standard. ¢ GO membrane was used and no products were detected.

cm 2, the conversion remained consistently higher across all
time points. Time-dependent cell voltage measurements at
different applied current densities (Fig. S10bf) further
confirmed the durability of the CeGO membrane during the
hydrogenation reaction. We then tested the broad reactant
scope of hydrogenation chemistries with the Pt@graphene-
coated CeGO membrane (Table 1). The products were
confirmed by GC-MS analysis (Fig. S11-S15t) and quantified
using decane as the internal standard. Ethylbenzene (entry 1,
Table 1), methyl ethylbenzene (entry 2, Table 1), and chloroethyl
benzene (entry 4, Table 1) were synthesized with high purity and
selectivity. Similarly, ethyl benzene 2a was obtained from
styrene in 93% yield. Substituted styrene has been reduced to
the corresponding products, as shown in Table 2. Typically, the
introduction of electron-withdrawing groups onto the benzene
ring of the substrates (such as entries 4 and 5 Table 1, and/or 2¢
Table 2) reduced the electron density of the ring, thereby

Chem. Sci., 2025, 16, 8416-8421 | 8419
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Table 2 Hydrogenation reaction converting alkene compounds into
alkanes in a CeGO membrane reactor, at ambient pressure and room
temperature®

N Reaction
conditions
a, (93%) b, (88%) c, (85%)
% Reaction  conditions: CeGO membrane sandwiched with

Pt@graphene, 28 °C, 100 mA cm ™2, solvent isopropanol, reaction time
24 h, H, 5 mL min~ .

enhancing the reactivity in hydrogenation. The yield remained
consistent, demonstrating the efficiency and adaptability of our
reaction system.

As previously reported, hydrogen permeation occurs through
conduction in the CeGO membrane.*® First, hydrogen is electro-
chemically oxidized to protons and electrons on the surface of
the membrane coated with an electrocatalyst (Pt@graphene)
(H, — 2H" + 2e7). These protons diffuse into the CeGO
membrane and finally react to form the corresponding product
on the other side of the membrane. The most critical advantage
of this technology is the 100% selectivity toward H, when
a dense, crack-free CeGO membrane is used. Notably, the use of
the Pt@graphene sandwiched CeGO membrane with IPA
solvent in the hydrogenation chamber effectively minimized the
formation of the byproducts over a long time, such as 24 hours.
This outcome is particularly significant, as byproducts are often
observed in related hydrogenation reactions.***

We developed a novel room temperature (25-30 °C)
electrochemistry-assisted selective hydrogenation method for
converting alkynes and alkenes into their corresponding prod-
ucts using molecular hydrogen as the hydrogen source. This
process demonstrates highly efficient catalytic performance,
low energy requirement, and enhanced safety, showcasing its
potential for future industrial applications. Furthermore, the
CeGO membrane exhibited excellent long-term stability as
confirmed by the immersion test in water, where no significant
structural degradation was observed (Fig. S161). To advance this
technology toward industrial relevance, further studies could
focus on developing cost-effective modified graphene-based
membranes, such as ultrathin self-supporting GO asymmetric
membranes, with improved hydrogen permeability and cata-
lytic efficiency.

Conclusions

In this study, we developed CeGO membranes as a cost-effective
and efficient alternative for electrocatalytic hydrogenation,
overcoming the limitations of traditional Pd- and Nafion-based

systems. The CeGO membranes demonstrated enhanced
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proton conductivity, stability, and hydrogen selectivity,
enabling the efficient hydrogenation of phenylacetylene to
ethylbenzene under mild conditions. By integrating CeGO
membranes into a reactor design that separates electrochemical
and hydrogenation reactions, we achieved a sustainable process
using water or H, as a proton source. This work highlights the
potential of CeGO membranes for advancing sustainable
chemical processes and paves the way for broader applications
in catalytic and electrochemical technologies.

Data availability
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available in the ESL.}
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