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A reversed gas diffusion electrode enables
collection of high purity gas products from
CO, electroreductiont
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Electrochemical CO, reduction (CO,R) in conventional systems typically generates highly diluted
product output streams. This necessitates energy intensive and costly product separation, which
potentially decreases the feasibility and economic viability of the process. Here, we describe the design
and fabrication of a reversed gas diffusion electrode, which makes use of electrolyte pressure to
channel products toward a collection chamber. Importantly, this strategy successfully excludes CO, and
permits gas products to be siphoned off at high purity. We further show that the electrolyte pressure
and gas diffusion layer pore size are the key factors which govern the product collection efficiency.
Using a nanoporous Au catalyst, we showcase the continuous production of high purity syngas over an
extended 76 h period, operating at a full-cell energy efficiency of 37%. Importantly, we also demonstrate
that this system is oxygen-tolerant, with no parasitic loss of current towards the oxygen reduction
reaction even with a 95% CO, + 5% O, gas feed. Taken together, our results introduce a new design
approach for CO,R electrolyzer systems.

Electrochemical CO, reduction (CO,R), if powered by renewable electricity, offers a route to net-zero-emission production of value-added chemicals and fuels.
A crucial challenge is that the product output is typically very dilute and consists mostly of unreacted CO,. There is therefore a need for costly and energy
intensive product separation, which potentially lowers the feasibility and economic viability of the process. Here, we report the design of a ‘reversed’ gas
diffusion electrode that successfully enables the continuous generation and collection of high purity gas products. We also demonstrate that our system is
capable of oxygen-tolerant CO,R. This is important because industrially relevant waste CO, streams likely contain significant amounts of O, impurities.
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Due to a continuous increase in global energy demands, it has
been projected that CO, emissions will triple by 2040."* This
has led to serious climate change concerns and spurred interest
in developing technologies that can efficiently harvest and
store renewable energy.>* To this end, electrochemical CO,
reduction (CO,R) offers a promising and viable pathway
towards the sustainable production of important chemicals
and fuels.>” If powered by renewable energy sources such as
wind and solar, this can help to close the carbon cycle and
reduce our overreliance on fossil fuels.®*°

Motivated by the need to progress CO,R towards economic
viability, recent technoeconomic assessments have identified
the key cost contributors to produce molecules such as
ethylene,®''? formic acid"* " and carbon monoxide.'*™® As
a result, the majority of studies in the literature focus on
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developing electrocatalysts with improved faradaic efficiency,
current density and energy efficiency.>*>* Besides these per-
formance metrics, separation costs have also been highlighted
as a major cost component. For instance, the pressure swing
adsorption process that is required to produce carbon mon-
oxide constitutes more than 60% of capital costs.”* There is
therefore significant interest in designing CO,R electrolyzer
systems that can generate products at high purity to bring down
production costs.

For this purpose, Wang and co-workers have developed
CO,R electrolyzer systems with porous solid-state electrolytes
to output pure concentrated liquid product streams.”'*?>7
Although this strategy has seen great success, there has not yet
been a comparable system to generate gas products at high
purity. This is challenging because the CO, reactant quickly
mixes with any generated gas product molecules. Hence, the
product output stream is typically very dilute and consists
mostly of unreacted CO,.*%>°

For instance, in a conventional H-type cell configuration
(Fig. 1a),* CO, is introduced into the reactor by continuous
bubbling to maintain a CO, saturated aqueous electrolyte.*>>* To
promote CO, mass transport to the catalyst surface, a means of
forced convection via magnetic stirring is typically included in the
system. CO, conversion then takes place on the catalyst surface,
which could for example consist of metal nanoparticles coated onto
a conductive substrate such as glassy carbon. In such a configu-
ration, any generated gas product molecules will quickly mix with
the CO, reactant, thus forming a highly diluted output stream.

We postulate that during electrolysis, gas products could
nucleate on the catalyst surface with high purity, without
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significant mixing with CO,. Such a scenario could be possible
because regions of high activity on the catalyst surface should
in principle be locally depleted of CO,.** This is due to
continuous consumption of CO, to generate products as well
as the expected highly alkaline local pH environment. Corro-
borating our hypothesis is recent work by Berlinguette and co-
workers, where optical coherence tomography imaging revealed
the appearance of discrete CO gas product bubbles on the
catalyst surface that did not instantly mix with the CO,
reactant.’® Importantly, this presents a window of opportunity
to collect these gas product molecules at high purity, provided
if a suitable strategy could be developed.

Motivated by this, we reasoned that replacing the flat sub-
strate with a porous hydrophobic membrane could offer an
effective collection method (Fig. 1b). One side of the hydro-
phobic membrane would be coated with the catalyst and the
other side would face a gas collection chamber (see Fig. S1,
ESIt) at atmospheric pressure.”* The generated gas product
molecules would then be driven by the electrolyte pressure
through the hydrophobic pores and into the collection
chamber.?”*® The system setup configuration is therefore
identical to a conventional gas diffusion electrode (GDE) flow
cell®>*® (Fig. S2, ESIt). However, in our case the reactant is
delivered to the catalyst by saturating the electrolyte with CO,
rather than flowing it through the gas chamber. As such, we
term our operating mode as a ‘reversed’ GDE.

Here, we report that this reversed GDE configuration is
capable of generating high purity gas products. Importantly,
we find that this strategy successfully excludes CO, and permits
gas products to be siphoned off at high purity. We further show
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Fig. 1 Cell configuration schematics. (a) Conventional H-type cell where catalysts are deposited onto a flat substrate and immersed into the CO,
saturated catholyte. Any generated gas products mixes quickly with the CO, feed. (b) ‘Reversed’ gas diffusion electrode cell, where catalysts are
deposited onto a porous hydrophobic membrane. The CO, from the electrolyte is converted to gas products at the catalyst surface and is siphoned off at
high purity into the gas collection chamber. Note: in both schematics, the anode chambers are not drawn.
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that the electrolyte pressure and GDE pore size are key factors
that influence the product collection efficiency. Electrolyte
pressure is the driving force for gas transportation through
the GDE and into the collection chamber. We believe that the
expected local alkaline pH and continuous CO, consumption
also helps suppress CO, flow to the gas chamber, allowing us to
collect gas products with high purity. Using a nanoporous Au
catalyst,""*> we demonstrate continuous production of high
purity syngas over an extended 76 h period. Finally, we show
that this system can operate effectively even with CO, feedstock
that contains significant amounts of O, impurities.

Results and discussion

We began by selecting porous hydrophobic polytetrafluoroethyl-
ene (PTFE) membranes as the substrate of choice for our
reversed GDEs (Fig. S3-S5, ESIT). These substrates are identical
to those previously employed by Sargent and co-workers to
construct conventional GDEs for CO,R."" Magnetron sputtering
was used to deposit 300 nm of Au onto the PTFE substrates with
a range of different pore sizes*® from 0.02, 0.1, 0.45, 1.0 and
3.0 um. Throughout this work, we will refer to these GDEs as
Au/PTFE(X), where X is the pore size in pm. Unless otherwise
stated, all CO,R experiments in this work were performed in the
reversed GDE mode.

Firstly, we performed CO,R with Au/PTFE(0.45) through a
range of current densities (20-140 mA cm ™ ?) using CO, satu-
rated 1.0 M KHCO; electrolyte. Before starting each experiment,
the gas collection chamber was purged for at least 10 min with
N, to flush out any air. The flow of N, was discontinued during
the experiment and the gas chamber outlet was vented to the
atmosphere. For all current densities, we observed the contin-
uous outflow of gas product from the collection chamber
(Video S1 and Fig. S6, ESIt). This indicates that gas product
molecules are indeed permeating through the GDE and suc-
cessfully collected. We qualitatively analyzed the output gas at
80 mA cm* using gas chromatography (GC) and observed the
presence of only CO and H, peaks (Fig. S7, ESI{). Importantly,
this indicates that our gas output is indeed of high purity,
without significant mixing with the CO, reactant.

To evaluate the CO,R FE, we repeated these experiments
with Au/PTFE(0.45) using N, flow (Fig. S8, ESIt) in the collec-
tion chamber. N, flow was included in these experiments in
order to dilute the gas product concentration for quantitative
GC analysis. From the results, we found that at current den-
sities above 80 mA cm?, there is a significant amount of
missing FE (Fig. S9a and Table S3, ESIt). This coincides with
the appearance of bubbles in the electrolyte, which can be
visibly observed in the flow tubing. These observations strongly
indicate that a considerable portion of the generated gas
product is not being collected.

To study this further, we monitored the catalyst surface
using an immersion optical microscope at a current density
of 60 mA cm ™2 and 100 mA cm™ 2. At 60 mA cm™ 2, we did not
observe any bubbles on the catalyst surface (Video S2 and
Fig. S10, ESIt). However, at 100 mA cm™ > we started to observe
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the growth and release of bubbles from the catalyst surface
(Video S3 and Fig. S11, ESIT). These findings imply that there is
a limit to the gas product collection flux, which if exceeded
leads to loss of gas product as bubbles to the electrolyte stream.

For each current density tested, we calculated the gas
product collection flux and collection efficiency by assuming
that all the missing FE can be entirely attributed to catholyte
bubble loss (Fig. 2a). From 20 to 80 mA cm ™2, we observed the
gas collection flux to increase linearly with current density and
>90% collection efficiency throughout (stage 1). However, the
gas collection flux saturates at around 0.63 ml min~" when
current densities of 100 mA cm ™~ and higher are applied (stage 2).
Concomitantly, this leads to a drop in the gas collection
efficiency from 91.7% at 80 mA cm > to only 56.3% at
140 mA cm 2. Intrigued by these results, we were thus moti-
vated to understand the critical parameters that influence gas
product permeation and collection through the GDE.

We first sought to evaluate the impact of Au/PTFE pore size
(0.02, 0.1, 0.45, 1.0 and 3.0 pm) on gas product collection at 80,
100 and 120 mA cm™ 2. Our initial hypothesis was that a larger
GDL pore size would facilitate a higher collection flux and
efficiency, due to more facile gas transport. Contrary to this
intuition, we found no significant differences in the collection
flux and efficiency for pore sizes of 0.02, 0.1 and 0.45 um
(Fig. 2b). In fact, gas product collection even began to decline
for the larger pore sizes (1 and 3 pm). We also performed CO,R
experiments at a wider current density range (20-140 mA cm~?)
with Au/PTFE(3.0). The results demonstrate that the gas
collection of Au/PTFE(3.0) is indeed poorer than that of
Au/PTFE(0.45) (Fig. 2c, Fig. S9b and Table S4, ESIt). Hence,
we find that beyond a certain threshold, a larger pore size is
detrimental to gas product collection.

To understand these results, we conducted dry gas permea-
tion experiments (setup schematic shown in Fig. S12, ESIt) to
study how gas transport through the GDE varies with the pore
size. In these experiments, we exposed H, gas to the Au coated
side of the GDE. The opposite side of the GDE faced a permea-
tion chamber connected to a vacuum pump. The pressure on
the H, side was varied and the resulting gas flux through the
GDE measured using a mass flow meter. The observed gas flux
values (Fig. 3a) were then used to calculate dry gas permeances
(k in GPU) for each PTFE pore size (Fig. 3b and Table S1, ESIT).
We observed that dry gas permeance values are consistently
around two orders of magnitude higher than that of the gas
permeance values in CO,R experiments (Fig. 3b). We postulated
that this is due to presence of electrolyte at the pore entrances
(pore blockage) for all pore sizes (Fig. 3c) and entry of electro-
Iyte into the pores (pore flooding) for the larger pore sizes
(Fig. 3d).

From the results, we found no significant differences in the
gas flux and dry gas permeance values for the smaller pore sizes
(0.02, 0.1 and 0.45 pm) and is consistent with the gas collection
efficiency results in our CO,R experiments. However, at the
larger pore sizes, an opposite trend was observed where 1.0 and
3.0 um yielded higher dry gas permeance values but lower gas
product collection efficiency in CO,R experiments. Based on

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Parameters affecting the gas product collection. (a) Product collection ratio and collection gas flux at different current density (the current density
is calculated based on the geometric area) under a pressure gap of 218 Pa with PTFE with a pore size of 0.45 um. (b) Collection gas flux using PTFE with
different pore sizes under a pressure gap of 218 Pa. (c) Product collection ratio and collection gas flux at different current density under a pressure gap of
218 Pa with a PTFE with a pore size of 3.0 um. (d) Collection gas flux using PTFE with a pore size of 0.45 um under different pressure gap.

these observations, we reasoned that there are two regimes of
‘reversed’ GDE operation. For the smaller pore sizes, gas
transport is likely governed by a combination of Knudsen and
molecular diffusion (Supplementary note S1, ESIt) through the
partially blocked pores. However, at the larger pore sizes, pore
flooding also occurs (Fig. 3d) which results in a decreased gas
collection efficiency even though dry gas permeance values are
higher. From the results obtained, we estimated flooding to be
20.5% for 1 pm and 62.9% for 3 um at an applied current
density of 120 mA cm™? (Supplementary note S1, ESIF).

We reasoned that partial flooding in the larger pore sizes is a
result of a lower liquid entry pressure (LEP). This can be
inferred from the Young-Laplace equation,** where the LEP
is inversely proportional to the pore size:

_ —By,cos?

LEP )

rmax
where B is the pore geometry coefficient, y; is the liquid surface
tension, 6 is the contact angle and ry,.x is the maximum pore
size of the membrane.
To further investigate this, we performed contact angle
measurements on both the 0.45 and 3.0 pm PTFE pore size

© 2025 The Author(s). Published by the Royal Society of Chemistry

(Fig. S4, ESIt). From the results, we found that the contact
angle for Au/PTFE(3.0) is 89°, which is indeed smaller com-
pared to 115° for Au/PTFE(0.45). Hence, these results indicate
that partial flooding occurs for Au/PTFE(3.0) due to a lower
LEP, which in turn leads to a poorer gas collection performance
during CO,R.

Following this, we investigated the effect of the pressure gap
between the electrolyte and the gas collection chamber on the
gas product collection efficiency, with our preceding CO,R
experiments all performed at a pressure gap of 218 Pa
(see Supplementary note S2, ESIT). This can be tuned by simply
adjusting the electrolyte flow rate through the electrochemical
cell (see Supplementary note S2, Fig. S13 and Table S2 for more
details, ESIf). Similar CO,R experiments from 20 to
140 mA cm > were then conducted with pressure gaps of
11 and 328 Pa. From these results, we found that the product
gas flux product at 80 mA cm ? is around 0.44 ml min~*
(collection efficiency 75%) at 11 Pa, increasing to 0.55 ml min~
at 218 Pa and decreasing to only 0.31 ml ml™' at 328 Pa
(product collection ratio of 95% and decreasing to only 55%)
(Fig. 2d). The poorer product gas collection at 11 Pa is also
supported by CO,R experiments over an extended current
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pore sizes.

density range (Fig. S14, S15 and Tables S5, S6, ESIt) with both
Au/PTFE(0.45) and Au/PTFE(3.0). We further note that the
range of these pressure changes are unlikely to significantly
alter the solubility of CO or H,.*®

It is expected that a higher pressure gap increases product
collection flux, but when the differential is too high, it also
forces more electrolyte into the GDL pores leading to partial
flooding, which impedes gas transport to the collection cham-
ber. To understand this, we performed calculations to deter-
mine the partial flooding for Au/PTFE(3.0) at pressure gaps of
218 Pa and 328 Pa. The calculations show that the flooding for
Au/PTFE(3) is 62.9% at 218 Pa, which significantly increases to
94.0% at 328 Pa. Taken together, our experimental results and
calculations indicate that there is an optimum, where too high
a pressure gap leads to a higher degree of liquid entry into the
pores (flooding) and too low a pressure gap leads to insufficient
driving force for gas transport through the PTFE membrane
(Fig. S16, ESI}).

We also studied the effect of catalyst thickness on the gas
collection performance. With a fixed PTFE pore size of 0.45 um,
we sputtered a series of Au catalyst thickness with values of 200,
300 and 500 nm. The results (Fig. S17 and Table S8, ESIt) show
that the GDEs with a catalyst thickness of 200 nm and 300 nm
have similar product collection efficiencies of ~95%. However

322 | EES Catal, 2025, 3, 318-326

for 500 nm, the production collection efficiency decreases to
90%, which suggests that depositing a catalyst layer that is too
thick compromises gas transport. This is supported by perform-
ing dry gas permeation experiments, where we find that gas
permeability is lowest for the 500 nm case (Fig. S18, ESIt).
Having optimized the operating parameters for gas collec-
tion with the reversed GDE, our next goal was to steer the
system towards the production of high purity syngas through
an appropriate choice of catalyst. Importantly, we identified
that a CO FE of 33% must be attained to deliver a H,/CO=2:1
syngas ratio. However, we found that Au/PTFE(0.45) exhibits a
relatively low CO selectivity when tested in the reversed GDE
case, conventional H-cell, and flow cell system (Fig. S19, ESIf).
To improve the performance, we fabricated a nanoporous Au
catalyst (NP Au/PTFE) through a AgAu dealloying method
(Fig. S20, ESIT). We first coated 300 nm of a AgAu alloy onto
the 0.45 pm PTFE substrate through electron-beam evaporation
(Fig. S21, ESIT). The AuAg alloy was then etched in concentrated
HNO; acid to derive the final NP Au/PTFE catalyst (Fig. S22 and
S23, ESIt). Scanning electron microscopy (SEM) (Fig. 4a and
Fig. S24, ESIf) and transmission electron microscopy (TEM)
images (Fig. 4b) show that the nanoporous structure is uni-
formly distributed throughout the catalyst. Selected area elec-
tron diffraction (SAED) patterns (Fig. 4c and Fig. S25, ESIT) and

© 2025 The Author(s). Published by the Royal Society of Chemistry
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powder X-ray diffraction (XRD) patterns (Fig. S26, ESIT) of NP
Au/PTFE reveal its highly polycrystalline nature Au. L;-edge X-
ray absorption spectroscopy (XAS) results (Fig. 4d and e) and Au
4f X-ray photoelectron spectroscopy (XPS) spectra results show
that the catalyst consists of Au in the metallic state (Fig. 4f and
Fig. S27, ESIY).

With NP Au/PTFE, we observed a relatively higher CO FE
when tested in a conventional H-cell and flow cell system
(Fig. S28, ESIf). We then performed CO,R in the reversed
GDE configuration and successfully observed a CO FE of
34.8% at 80 mA cm 2 (Fig. 5a, Fig. $29 and Table S8, ESI¥).
Over an extended current density range (Fig. 5b), we found that
the syngas ratio can be tuned from 1:1 to 7: 1 (H,/CO), with the
highest FE to CO of 46.7% at 60 mA cm™ 2. A long-term stability
test was also conducted with NP Au/PTFE over a 76 h period at
80 mA cm 2. We found no observable performance decline over
this extended duration, maintaining an average CO FE of
~33.6% and a full-cell voltage ~3.45 V (Fig. 5d). Notably, this
affords a high full-cell energy efficiency of 37% for the contin-
uous production and collection of high purity syngas.

We also evaluated the purity of the syngas generated from
NP Au/PTFE using a more sensitive gas chromatography mass
spectrometry (GCMS) method. The GCMS results (Fig. 5¢ and
Fig. S30, S31, ESIt) indicate the presence of a trace amount of CO,,
with a CO:CO, peak area ratio of 11.46. For comparison, we also
performed CO,R in the ‘conventional GDE’ operating mode where
CO, is flowed through the gas chamber as well as bicarbonate
reduction (details available in ESIt). GCMS analysis of their gas

© 2025 The Author(s). Published by the Royal Society of Chemistry

outputs showed significantly lower CO:CO, peak area ratios of only
0.02 and 0.72 for conventional GDE and bicarbonate reduction
respectively. Importantly, this exemplifies the success of our reversed
GDE strategy, which enables the collection of high purity gas
products.

Finally, we demonstrate that our reversed GDE system is also
particularly effective at oxygen-tolerant electrochemical CO,
reduction (Fig. 6a). This is important since industrially relevant
sources of waste CO, likely contain significant amounts of O,
impurities."®™® Strikingly, using NP Au/PTFE at 80 mA cm >, we
found no parasitic loss of current towards the oxygen reduction
reaction (ORR). Hence, a CO FE of ~34.2% could be maintained
even with CO, feedstock containing 2.5% and 5% of O, (Fig. S32,
ESIt). However, at 10% O, we observed loss of 10.5% of FE towards
ORR, with a concomitant drop in the CO FE to 20.6% (Fig. 6b). In
contrast, we found poor oxygen-tolerant performance with the
conventional GDE operating mode, with less than 2% CO FE using
a gas feed containing 5% O, (Fig. S33 and S34, ESIY).

Conclusions

Performing CO,R in conventional systems typically leads to
highly diluted gas product output streams, consisting mainly of
unreacted CO,. This then requires energy intensive and costly
product separation, which potentially decreases the feasibility
and economic viability of the process. Hence, the goal of this
work is to develop a CO,R system capable of generating gas
products at high purity. We postulate that regions with high

EES Catal, 2025, 3, 318-326 | 323
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Fig. 5 High purity syngas production and collection. (a) Product FE to H, and CO for the different catalysts at 80 mA cm ™2 using PTFE with a pore size
0.45 pm as the GDL. (b) Product FE with NP Au/PTFE as catalyst at different current densities. (c) GCMS data of the gas product collected using different
cell configurations with a current density of 80 mA cm™2, without using N, as the carrier gas for the reversed GDE case. Note: conventional GDE uses a
continuous 30 sccm CO; flow rate. The ratios displayed are calculated based on the area of the CO and CO, peaks in the GCMS data. (d) Long term
operation of NP-Au at 80 mA cm~2 in the reversed GDE mode over a 76 h testing period.
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obtained with different O, impurity compositions. In all cases, a constant current density of 80 mA cm ™2 was applied with 1 M KHCOs as the electrolyte.
We calculated the ORR FE by assuming that all missing FE can be entirely attributed to ORR.

324 | EES Catal, 2025, 3, 318-326 © 2025 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ey00253a

Open Access Article. Published on 14 January 2025. Downloaded on 8/4/2025 4:47:35 AM.

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

(cc)

Paper

catalytic activity are likely to be locally depleted of CO, due to
the expected alkaline pH and rapid reactant consumption. This
leads to gas products that are initially generated at high purity
without mixing with CO,. Motivated by this, we deposited our
catalysts onto a porous hydrophobic PTFE membrane, which
channels high purity gas products towards a collection cham-
ber. Through a systematic study, we find that the electrolyte
pressure and PTFE pore size are key parameters that control the
product collection efficiency. Employing a nanoporous Au
catalyst, we achieve continuous production and collection of
high purity syngas (H,/CO = 2:1) at 80 mA cm ™~ over a 76 h
extended duration with a full-cell energy efficiency of 37%.
Furthermore, we demonstrate that our system is oxygen-
tolerant, with no loss of current towards the parasitic oxygen
reduction reaction even with a gas feed containing 5% O,.
Taken together, our findings introduce a new design approach
for CO,R electrolyzer systems for output of high purity gas
product streams.
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