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The electrochemical reduction of carbon dioxide to valuable fossil-free products opens up a way to close the

carbon cycle, if based solely on renewable energy sources. Making the process industrially viable, however,

needs high CO2 conversion rates, efficient electrodes, and high selectivity for desired products. To reach this

goal, highly catalytically active porous electrodes with maximized surface areas are required. We combined

pulsed electrochemical deposition of the Ag foam catalyst with ionomer infiltration of the electrode to

produce Ag-based gas diffusion electrodes (GDEs) in a facile and fast production process. Using the dynamic

hydrogen bubble templation method (DHBT), we utilized the parasitic hydrogen evolution reaction (HER) to

aid the solvent free structuring of the 3D catalyst network and directly manufacture a GDE. Different

deposition parameters and in particular pulse-to-pause ratios increased the amount of deposited catalyst and

successfully reduced the overpotential during CO2RR operation. To inhibit electrode flooding and decrease

CO2 mass transport limitations during CO2RR, we further infiltrated the electrode with a suitable

perfluorosulfonic acid ionomer. SEM and EDS analyses showed a homogeneous Ag/F distribution along the

cross section of the electrodes. These electrodes catalyzed the conversion of CO2 to CO at industrially viable

current densities of 500 mA cm�2 with an unprecedented faradaic efficiency up to 76% in 1 M KHCO3.

Broader context
A new direct fabrication method for polymer-based Ag-DHBT-GDEs was developed, combining pulsed electrochemical deposition of Ag catalysts with ionomer
infiltration of a sputtered Ag-GDL. The sputtering process prepared the insulating polymer fabric by depositing a conductive thin layer. This allowed for the
electrochemical deposition of Ag catalysts, resulting in a conductive GDL that maintained its porous structure essential for gas transport during CO2

electrolysis. The DHBT method utilized the parasitic HER to structure the 3D catalyst network and directly fabricate a future benchmark GDE. While
galvanostatic deposition (DC) produced Ag foam structures, they did not show improved performance compared to sputtered Ag electrodes. To address this, a
pulsed DHBT process (PC) was introduced, resulting in efficient Ag deposition with high mass loading and ECSA values. Linear sweep voltammetry tests
demonstrated improved performance for PC-DHBT electrodes compared to DC-DHBT-GDEs at industrially relevant current densities. To further enhance CO2

electrolysis, the Ag foam GDE was infiltrated with a perfluorosulfonic acid ionomer. This prevented flooding and improved CO2 mass transport. SEM and EDS
analysis confirmed a homogeneous Ag/F distribution. The infiltrated electrode enabled CO2 electrolysis at higher current densities while maintaining its CO
selectivity. Overall, this chapter presents a novel approach for fabricating polymer-based Ag-DHBT-GDEs using a combination of sputtering, electrochemical
deposition and ionomer infiltration. The developed GDE allows for efficient CO2 electrolysis with unprecedented performance and selectivity.

1. Introduction

Electrochemical carbon dioxide reduction reaction (CO2RR) can
contribute decisively to overcoming the challenge of rising
greenhouse gas emissions on our planet. Combining renewable
energy sources like wind and solar power with the CO2RR, the
carbon cycle can be closed and fossil-free chemicals like syngas
(CO + H2), formic and acetic acid, or hydrocarbons, such as
ethylene, can be produced, depending on the catalyst material
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applied.1 Ag-based catalysts are very promising in the field of
CO2RR, since they show high selectivities towards the reduction
of CO2 to CO with current efficiencies close to 100%. A highly
efficient reduction process achieving high conversion rates is
also indispensable to make the concept industrially viable.
Towards this goal, highly catalytically active porous electrodes
with large surface areas are required. All of the above requirements
are met by 3D porous metal foam electrodes, that provide a free-
standing structure, a connected hierarchical pore system with
increased surface area and high mass transfer coefficients.2,3

An efficient, fast and solvent-free electrochemical deposition
method to produce highly porous 3D structured foam electrodes
is the dynamic hydrogen bubble templation (DHBT).4–6 This
technique takes advantage of the parasitic hydrogen evolution
reaction (HER) by which metal foam electrodes can be produced
within seconds in a very controlled fashion. Metal ions are reduced
and electrochemically deposited by applying sufficiently high
overpotentials, while simultaneously the hydrogen bubbles
originating from the HER detach from the substrate and work
as a negative template for the formation of macro-porous layers
and nanoscale interconnecting foam walls.7–10

Most of the electrodes fabricated by DHBT are tested in
H-cell configurations and evaluated for CO2RR in aqueous
electrolyte, saturated with CO2.4–6,11–19 Here, the successful
design of the DHBT foam electrodes and its effects on the
CO2RR performance can be studied very effectively. A signifi-
cant drawback in aqueous-fed systems is the limited CO2

solubility, resulting in long diffusion pathways of CO2 within
the bulk electrolyte. Consequently, CO2 electrolysis cannot be
performed at industrially relevant conditions in aqueous
solution in H-cell configurations due to the rapid depletion of
CO2 within the porous electrodes. Hence, lab scale testing is
limited to maximum current densities of approx. 35 mA cm�2,
which is far below the commercially relevant current densities
(Z200 mA cm�2).20–22 Therefore, the transfer of these foam
electrodes towards GDEs is necessary to take the next develop-
ment step towards industrial application in order to approach a
higher technology readiness level. One way to bypass such
limitations is the utilization of gas diffusion electrodes (GDEs)
in flow cell configurations and thereby avoiding the solvation limit
of CO2 and decreasing diffusion lengths to approx. 50 nm.22

By intense contact and thus creating a three-phase boundary
between the liquid phase, the gas phase and the catalytically
active material, the mass transport is enhanced and industrially-
required current densities can be accomplished.23–26 GDEs based
on conductive materials are very prominent in the field of CO2RR,
where carbon felts or metal meshes function as current collector
and gas diffusion layers (GDL).27 Non-conductive GDLs based on
polytetrafluoroethylene (PTFE) have become popular only recently
and provide higher flooding resistance and achieve more stable
conditions with improved CO2RR activity.23,28–32

On top of the GDLs, a coating of the active catalytic layer
needs to be airbrushed,33 doctor-bladed,34,35 sputtered32,36,37

or electrochemically deposited38–40 to achieve a porous 3D
composite structure. Luo et al.41 reported a manufacturing
strategy to enhance the CO2RR activity by electrochemical

deposition of a porous Zn catalyst on a Cu substrate and
turning the metal structure into a GDE by fine-tuning with
hydrophobic parts. Zelocualtecatl Montiel et al.33 deposited Bi
foam structures electrochemically on a Cu substrate, which
were removed by ultrasonication in an alcoholic solvent, before
the Bi nanoparticle containing ink was airbrushed on a carbon
GDL to manufacture the final GDE. These examples show that
the DHBT approach can be implemented to manufacture a GDE
in a facile and fast way. Yet, the goal of directly applying the
electrochemical DHBT process for Ag catalysts on a polymer
substrate and upscaling it to GDE processing has not been
reached. This work addresses the development of a fast manu-
facturing routine for Ag-based GDE, which catalyze the CO2RR
towards CO up to industrial current densities. Based on a non-
conductive polymer filter material as gas diffusion layer, we
implemented a thin conductive Ag layer on its surface by
sputtering technique. By pulsed electrodeposition above the
limiting current density a porous Ag foam was deposited on top
of the porous sputter layer, forming a highly porous and active
3D structured electrode. Ultimately, the infiltration with a
perfluorinated ionomer led to a GDE which enabled CO2RR
towards CO at current densities up to 500 mA cm�2 in KHCO3

electrolyte with unprecedented high selectivity.

2. Experimental section
Preparation of Ag foam GDEs

All Ag foam GDEs were produced by the DHBT method at room
temperature, using a two-electrode setup. To enable electro-
deposition, a thin electrically conductive Ag layer (thickness =
120 nm) was galvanostatically sputtered (Balzers Union SCD 004)
on top of a porous substrate, which consisted of a polymeric
bilayer fibre fabric (polytetrafluoroethylene, PTFE and polypropy-
lene, PP, Sterlitech Aspire Laminated ePTFE membrane QP952).
The Ag-sputtered fibre fabrics were used as working electrodes
(WE) and placed in a glass beaker, filled with an acidic aqueous
electrolyte (0.02 M Ag2SO4 + 1.5 M H2SO4) together with a platinum
foil (0.1 mm thickness, 99.995%, Goodfellow) which served as
counter electrode (CE). For DHBT synthesis direct current (DC)
and pulsed current (PC) deposition was applied using a potentio-
stat (Gamry Ref 3000, Gamry Instruments, USA). Different charge
densities were used (20, 30, 40 and 50 A s cm�2) and the pulse-to-
pause ratios were varied (2 : 0, 2 : 1, 1 : 1, 1 : 2, 1 : 4), while the pause
time was kept constant at 10 ms. To maintain a constant geometric
area (Ageo) of 5.8 cm2, the sputtered substrates were mounted into
an in-house built holder. During deposition, the distance between
WE and CE was maintained at 8 mm. After deposition the GDEs
were removed from the electrolytic bath immediately, dip washed
in 0.1 M KHCO3 to neutralize residual sulphuric acid, before they
were dip washed with ultrapure water and dried in air.

Hydrophobic treatment of the DHBT-GDEs

A hydrophobic treatment of the GDEs was carried out by
dropcasting a perfluorosulfonic acid (PFSA) suspension onto
the electrodes. The suspension contained 1-propanol, water
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and 12–18 wt% (7–11 mg) of a short side chain ionomer with an
equivalent weight of 800 gmol�1 (3 M-800EW, 3 M, USA). For
the dropcasting process a planar position of the GDE was
necessary to guarantee a uniform distribution of the ionomer
suspension. After the dropcasting process the GDEs were dried
in air for 24 h.

Electrode performance and product analysis

Performance tests and CO2RR experiments of the GDEs with a
geometric surface area of 3.14 cm2 were performed in three-
electrode set-ups at room temperature in the same custom-built
gas-tight polymer flow-cell (SI-2, ESI†) in two testing facilities
(Bayreuth and Clausthal). In Bayreuth testing was performed
using a potentiostat (Gamry Reference 3000, Gamry Instruments,
USA). While testing, Ag-based GDEs, a platinum mesh (Ageo =
3.14 cm2, 99.95%, Biologic) and a HydroFlexs (Gaskatel GmbH,
Germany) reversible hydrogen electrode (RHE) functioned as
working electrode (WE), counter electrode (CE) and reference
electrode (RE), respectively. Electrolyte containing compartments
were separated by a Selemion anion exchange membrane (AGC
Chemicals Europe, England). The gas compartment of the cell was
continuously supplied with CO2 (Z99.995%, Air Liquide, France),
at a flow rate of 20 N mL min�1, using a calibrated mass flow
controller (Bronkhorst, Netherlands), while a backpressure of
30 mbar was maintained by a backpressure controller (Bronkhorst,
Netherlands). The electrolyte utilized for the CO2RR (1 M KHCO3

solution) was prepared of powder (499.7% KHCO3, Carl
Roth, Germany) and ultrapure water (Barnstead GenPure Pro,
Thermo Scientific, USA) respectively. The electrolyte was sup-
plied and pumped using peristaltic pumps (DOSAFlex, Dosa-
tronic GmbH, Germany) with a constant pump rate of 3 L h�1.
Linear sweep voltammetry measurements (LSV) were accom-
plished applying the current interrupt (CI) mode to correct for
the inner ohmic resistance (iR). The potential range was
scanned with a constant rate of 10 mV s�1 up to �1.5 V vs.
RHE. CO2RR chronopotentiometric measurements (CP) lasted
up to 100 hours. For the CO2RR, different current densities
(10, 30, 50, 100, 200, 300, 400 and 500 mA cm�2) were tested.
The gas outlet of the cell was in-line connected to a gas
chromatograph (GC) (GC-2014, Shimadzu, Japan) to detect
and quantify the gaseous products of the CO2RR. The product
gases H2, CO, and CO2 were analyzed every 5 min of electrolysis
and separated in HayeSep capillary columns connected in
series (HayeSep Q + HayeSep R, 80/100 mesh, 2 + 2 m � 1/8
in.). The GC was equipped with a thermal conductivity detector
(TCD) for the detection of H2. A flame ionization detector (FID)
was used to detect CO (in the form of CH4 after passing through
a methanation unit before passing the FID, carrier gas = Ar 5.0).

In Clausthal, the 1 M KHCO3 solution prepared from KHCO3

(499 wt%, Carl Roth) was cycled through the catholyte and
anolyte chambers at a flow rate of 480 mL min�1 each in
isolated cycles. The electrolyte chambers were separated by an
anion exchange membrane (fumaseps FAA-3-130-PK, fumatech).
CO2 (99.995%, Linde) was supplied to the gas chamber at a
flow rate of 50 N mL min�1. The experiments were conducted
at ambient temperature (25 1C), with a catholyte pressure of

1000 mbar and a gas pressure of 1030 mbar, corresponding to
a 30 mbar differential pressure over the GDE. Measurements
were performed using an electrochemical workstation (Zahner
ZenniumPro, Zahner GmbH) in a three-electrode configuration,
with the GDE as WE, a nickel mesh as CE and a RHE (HydroFlex,
Gaskatel) as reference. Each current density was applied galva-
nostatically for 30 min, starting from lowest to highest. At the
15 min and 30 min mark for each current density, gas products
from gas and electrolyte chamber were analyzed using gas chro-
matography (Trace1310, ThermoFischer) in a two channel setup
with column stripper (Hayesep Q and 5 Å molecular sieve),
equipped with two TCDs.

The WE potential was continuously measured against the
reference electrode and averaged for each current density after
steady-state was reached. iR compensation was conducted for
each point of measurement using the high frequency response
method (HFR) to accurately account for the changing ohmic
resistance caused by bubble formation.42,43 For this, an alter-
nating current with an amplitude of 20 mA and a frequency of
15 kHz was superimposed over the direct current. The impe-
dance response at this frequency was determined beforehand
by impedance spectroscopy to be free of capacitive and induc-
tive features at the measured current densities for the given
setup. The faradaic efficiencies (FE) of the specific products i
were determined by dividing their partial currents Ii by the total
current It using eqn (1), where xi, zi, F, and :

n are the volume
fractions of the detected gaseous product, the number of
electrons involved for a given reduction product, the Faraday
constant, and the molar flow rate, respectively.

FEi ¼
Ii

It
¼ xi � zi � F � _n

It
(1)

Electrochemical surface area

The electrochemical surface area (ECSA) of the GDEs was
measured in alkaline electrolyte (1 M KHCO3), in a three-
electrode set-up, using an in-house built H-cell. After condition-
ing the electrodes at the starting potential of 0.07 V vs. RHE for
30 s, the cyclic voltammograms (CVs) were recorded in the
non-faradaic region between 0.03–0.07 V vs. RHE. The electro-
chemical double layer capacitance (CDL) was calculated accord-
ing to eqn (2), where I was the average value of the charging
current from the anodic and cathodic sweep, and V, the scan
rate used to calculate the ECSA from eqn (3). Ten different scan
rates were applied (10 to 100 mV s�1) and the step size was set
to 2 mV. The double layer capacitance of the reference (Cref =
1.5 � 10�4 F � 7.6 � 10�8 F) was determined experimentally
from multiple CVs at ten different scan rates with the protocol
described above, using a Ag sputtered polymer substrate,
as described in the section about the preparation of the Ag
foam GDEs.

CDL ¼
I

v
(2)

ECSA ¼ CDL

CRef
� Ageo (3)
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Gravimetric measurements

A high precision balance (Kern ABT 220-5DM, resolution of
0.01 mg) was used to weigh the Ag catalysts before and after
electrodeposition and the corresponding mass differences (Dm)
were calculated with respect to the total masses of the sputtered
substrate.

Contact angle measurements

To evaluate the hydrophobic properties of the GDEs, contact
angle measurements were conducted using an aqueous 1 M
KHCO3 solution. A drop of liquid (10 ml) was dispensed onto the
centre of the tested electrode, using the dispensing option of
the SCA 20 software (DataPhysics Instruments, Germany).

Microstructure analysis

High resolution images were recorded using the secondary
electron detector (SED) of a scanning electron microscope
(SEM) (Zeiss Ultra plus, Carl Zeiss, Germany). To analyse the
cross-section of electrodes at high resolution a Zeiss Crossbeam
340 Gallium-Focused Ion Beam-SEM (FIB-SEM) was applied.
Pieces of 5 mm � 10 mm were cut out from the centre of the
electrode with a scalpel and were mounted on a sample holder
using a carbon pad. For the microstructural investigation, the
sample surfaces and the cutting surfaces were analysed. FIB
cuts were performed by applying an acceleration voltage of
3 keV and a current of 30 nA. Images were taken at an
acceleration voltage of 1 keV. For chemical analyses a Bruker
XFlash 6–100 energy-dispersive X-ray spectroscopy (EDS) detec-
tor was used. For these measurements an acceleration voltage
of 5 keV was applied.

X-ray diffraction

The Ag phase in the samples was analyzed by X-ray diffraction
(Philips X’Pert-MPD PW 3040/00) in Bragg–Brentano geometry
using unfiltered CuKa radiation (PW3373/00 Cu LFF at 40 kV
and 40 mA). The 10 mm � 20 mm samples were placed on a
sample holder steel disc and the sample height was adjusted
using a dial gauge (Käfer GmbH, Germany). Diffractograms
were recorded with a proportional point detector (WP3011) at a
step size of 0.021 2y and a scan rate of 0.121 2y min�1 between
101 and 901 2y. Cu Ka2 reflections were removed post measure-
ment with Highscore software.

Physisorption measurements

The IUPAC recommendations for gas physisorption were taken
into account to conduct the gas physisorption measurements.44

Therefore, the measurements were performed with Krypton as
adsorptive gas at 77.15 K. Krypton physisorption data were
collected in the p/p0 range of 0.09–0.2 (fixed p0: 0.35 kPa)
by using an Anton Paar QuantaTec ASiQ-MP-MP-AG setup.
The data were evaluated via Brunauer–Emmett–Teller (BET)
method.45 Prior to the measurements the samples were cut in
pieces and degassed at 120 1C for 12 h.

Capillary flow porometry

Flow-through pores and bubble point pressure were deter-
mined using capillary flow porometry (Porometer 3Gzh, Quan-
tachrome). A high-wetting liquid, with contact angle of zero,
(Porofil, Quantachrome) was applied to the probe of 18 mm
diameter, which was adjusted in the device. Afterwards, the
fluid was driven out of the pores with a pressure gradient. The
resulting air flow was detected on top of the probe. The bubble
point pressure was determined at a flow rate of 0.1 L min�1.
The flow-through pore distribution was finally determined by
comparing the air flow through the wet and dry sample.

3. Results and discussion
Modification of the polymer substrate for electrodeposition

To turn the insulating polymer fabric into a suitable substrate
for electrodeposition, it was necessary to apply a conductive
layer that retains its porous character to enable gas permeabil-
ity in the GDE application. Fig. 1a shows the substrate that
consists of a bipolymeric fibre fabric, made of a thin PTFE fibre
layer (thickness B 20 mm) on top of a larger PET fibre layer
(thickness B 105 mm), functioning as backing layer to increase
its mechanical stability. Fig. 1b shows the thin Ag layer, which
was sputtered on top of the polymer fibres and served as the
contact layer for the later GDE structure.

We chose Ag as contact layer material to avoid any influence
or contamination by an additional metal on the CO2RR. Next to
the electrical conductivity, which enables high-quality electro-
deposition and high CO2RR activity at the later stages, another
requirement for an efficient GDE is the facile and even supply
of CO2 gas to the final catalyst layer. Therefore, the Ag sputter
layer needed to be as thick as possible for electrical conductivity
without losing its porosity as caused by a completely closed Ag
surface layer on top of the PTFE fibres. The optimum para-
meters for the sputtered layer are shown in Table 1.

Fig. 1 Analysis of electrode microstructure by scanning electron micro-
scopy. (a) Cross-section of a pristine polymer fibre fabric and (b) top-down
view of the polymer substrate, which was sputtered with Ag for 360 s.

Table 1 Parameters (time, current) used for sputtering and the deposited
mass, specific mass and thickness of the thin Ag layer on the polymer
substrate to obtain a conductive GDL for electrodeposition

Parameter Value

Time, t [s] 360–420
Current, I [A] 0.016
Dm [mg] 1.09 � 0.12
Specific mass, mspec [mg cm�2] 0.13
Thickness, d [nm] 123.68 � 13.95
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Preparation and characterization of the DHBT microstructure

The sputtered Ag/polymer fibre substrate was used as WE in
the electrochemical DHBT process as described in the experi-
mental section above. Fig. 2a shows a graphical representation
of the DHBT process, which makes use of the HER taking place
on the conductive substrate, with its bubbles as the negative
template responsible for the final porous foam structure. SEM
images in Fig. 2b show the characteristic DHBT foam structure,
consisting of microporous craters formed by hydrogen bubbles
and the nanoporous foam walls consisting of Ag nano needles.
An EDS analysis of the cross-section of a GDE after DHBT can
be seen in the ESI†(SI-5), where the porous Ag foam forms the
top layer of the GDE, with the hydrophobic PTFE layer under-
neath. This PTFE coating should prevent the electrolyte from
entering the pores and prevent electrolyte flooding during

CO2RR operation. Fig. 2c shows the XRD patterns of the
stainless steel sample holder, the polymer substrate and the
two Ag samples. Five small reflections can be attributed to
the sample holder itself. XRD measurement of the polymer
substrate revealed a decrease in intensity of the background
signal. Additionally, amorphous reflections of the semi-
crystalline structure of the PET (reflex at 221 and 261 2y) and
the sharp crystalline peak of the PTFE and PET at 181 2y can be
detected.46,47 Adding a very thin Ag sputter layer of approx.
130 nm on top results in five small reflections at 381, 441, 641,
771 and 811 2y, representing the (111), (200), (220), (311) and
(222) plane of the sputtered Ag. The XRD pattern of the
electrodeposited Ag foam shows an increase in intensity of
all characteristic fcc Ag reflections, accompanied by a decrease
in intensity of the crystalline PTFE and amorphous PET
reflections, indicating the successful preparation of a ready-
to-use metallic GDE.

Parameter selection for dynamic hydrogen bubble templation

To analyse the successful implementation of the DHBT process,
the electrodeposited Ag mass was measured and the Ag deposi-
tion Efficiency (DEAg) was calculated (eqn (S1), ESI†). Fig. 3a
demonstrates an increase in deposited Ag mass with increasing
charge densities under galvanostatic deposition mode. By DC
deposition, the highest Ag catalyst loading with B26 mg Ag at
50 A s cm�2 can be reached. For each electrode, the DEAg stays
approximately on the same level for every deposition charge
density (SI-1, ESI†). This result indicates that the increase in Ag
loading is a consequence of increasing deposition time during
DC deposition rather than of increased coulombic efficiency
during the DHBT process. Based on the measurements of the
double-layer capacitance, the calculated ECSA also increased
with increasing deposition time under DC mode, compared to
the sputtered electrode (300 s) (Fig. 3a). Similar results have
been shown and reported for model electrodes for H-cell
applications in an earlier study.48

The sputtered electrode (sputter time = 300 s) and the DC elec-
trode with the highest ECSA and Dm, respectively (DC-50 A s cm�2),
were tested and compared for their electrochemical performance
in testing conditions identical to the CO2RR (Fig. 3b). In com-
parison to the sputtered electrode, the DC-50 A s cm�2 electrode
exhibits slightly elevated current densities within the potential
range of�0.6 to 1.0 V vs. RHE. This most certainly represents the
onset potential for CO2RR at approximately �0.65 V vs. RHE,
equating to an approximate current density of �10 mA cm�2.
Below �1.0 V vs. RHE, the current densities of both electrodes
increase steeply, with the sputtered electrode showing slightly
higher values. The desirable value of 200 mA cm�2 can be
reached for both electrodes at the tested potential of �1.2 V vs.
RHE. Consequently, the intricate foam structure does not appear
to lead to beneficial effects and higher performance.

As the DHBT electrode shows similar behaviour in the LSV
sweep compared to the sputtered GDE at the target value of
200 mA cm�2, we focused on reducing the electrode over-
potential by increasing the catalyst loading and hence, the
electrode performance. A similar strategy of reduced overpotentials

Fig. 2 Analysis of the dynamic hydrogen bubble templation process. (a)
Graphical representation of the working principle of the DHBT method, (b)
SEM images of the Ag foam pores by HER occurring during DHBT method
and high resolution image of a Ag pore with agglomerated Ag nano-
particles on top of the porous sputter layer, (c) XRD pattern of the
reference steel plate (ICDD: 04-006-1881), PTFE-PET substrate (ICDD:
00-054-1595, 00-050-2275), the Ag sputter layer (ICDD: 04-001-2617)
and the Ag DHBT foam (04-006-1881).
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to increase the electrodes flooding resistance by inhibiting electro-
wetting, has been reported by Yang et al.49,50 Hence, we went from
DC to PC electrodeposition, to realize a higher metal deposition
efficiency by limiting HER during electrodeposition.51 By interrupt-
ing the direct current a quasi-stationary state of the reduction
products during electrodeposition is obtained, while the depletion
of the metal ions close to the surface area can be reduced and the
competing HER should be limited. Nikolić et al.52 demonstrated
that inhibiting electrolyte stirring by less pronounced HER bubble
formation resulted in the formation of dendrites and small metal

agglomerates, due to decreasing pulse-to-pause ratios in PC deposi-
tion. This effect should result in an increased surface area which we
intended for optimized activity.

Fig. 4 illustrates the results of deposited Ag mass, the
DEAg and the resulting total ECSA values as well as the specific
ECSA in dependence of the applied pulse-to-pause ratios.
Higher charge densities as well as lower pulse-to-pause ratios
show an increase in Ag mass loadings (Fig. 4a). Electrodes
deposited with the lowest pulse-to-pause ratio (1 : 4) show the
highest increase in Ag loading, which results in the highest

Fig. 3 Characterization of the Ag-sputtered electrode compared to the DHBT electrodes manufactured in DC mode. (a) Deposited Ag mass and ECSA
values of Ag-sputtered electrode and DHBT foam electrodes with increasing charge densities during DC mode, (b) linear sweep voltammetry curves for
the Ag sputter electrode and the DC-50 A s cm�2 electrode to test their electrochemical performance (IR corrected potentials by applied CI method).

Fig. 4 Electrochemically deposited masses (a) and the calculated FE of the DHBT in dependence of the varied pulse-to-pause ratios (b), calculated ECSA
values by measurement of the double layer capacity and specific ECSA (d) of the deposited samples with 50 A s cm�2 in dependence of the pulse-to-
pause ratios.
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DEAg (Fig. 4b). Interestingly, the DEAg stayed on a similar level
for pulse-to-pause ratios of 2 : 1 and 1 : 1 but increased at 1 : 2
and 1 : 4 with increasing deposition time. The reason for this
might be the reduced cell potential with increasing deposition
time (SI-3, ESI†). This effect is more pronounced at lower pulse-
to-pause ratios, as the deposition times here are higher, when
comparing the same charge density. These results indicate that
the Ag loading can be significantly increased by higher deposi-
tion charges and shorter current pulses, so that Ag+ ions have
enough time to diffuse from the bulk electrolyte to the elec-
trode surface, where the electrochemical reduction takes place
to form the delicate Ag foam structures.

Fig. 4c shows the calculated ECSA values based on the
measurements of the double-layer capacitance. As the total
ECSA values increased with increasing deposition times, elec-
trodes deposited with 50 A s cm�2 show the highest values at
every deposition condition. Except for one sample (30 A s cm�2_2 :
1), where the low ECSA value could be explained by a detached
foam structure, we can report an increasing trend of ECSA by
decreasing pulse-to-pause ratios for every deposition time.
As the increase in deposited mass requires a higher volume
and the decrease in pulse-to-pause ratios results in a decrease
in agglomerate size, we therefore assume that the total value
of ECSA is directly linked to the Ag mass deposited after
the successful DHBT process (SI-4, ESI†). Including the error
for deposited masses of 7.2% for 20 A s cm�2 and 3.4% for
50 A s cm�2, the correlation between the deposited mass and
the ECSA is as high as 0.94. Thus, we can assume that the
correlation is linear and almost ideal.

Since the analysis of the specific ECSA (Fig. 4d) shows an
increase for decreasing pulse times, the mass change can not be
the only affecting component. The reason for the rise in specific
ECSA could be found in the microstructure of the foam, which may
change with the pulse duration due to the necessity for the system
to build new crystallisation nuclei at the start of each pulse.
A quantitative analysis of Ag particles can be done by FIB tomo-
graphy, which has been proven to be a successful characterisation
method for Ag foam model electrodes in an earlier study.48

To analyze the electrochemical performance of the electro-
des, LSV measurements in flow cell mode were performed
(Fig. 5a). The various specimen achieve higher current densities
and hence, a higher performance of the electrodes with
decreasing pulse-to-pause ratios. A comparison of all tested
electrodes reveals, that the overpotential was reduced by
approximately 200 mV by the electrode deposited with the
lowest pulse-to-pause ratio (50 A s cm�2_1 : 4). Since PC_2 : 0
and PC_1 : 4 electrodes show large differences in performance
and 2 : 1, 1 : 1 and 1 : 2 samples show almost similar behaviour
despite significant Ag mass differences of 29 mg, 33 mg and
45 mg, the mass of the deposited catalyst is not the only reason
for the increase in performance. Also, the foam morphology has
a large influence and depends on the pulse-to-pause ratio.
Since DC electrodes were deposited at higher current densities
with a more pronounced formation of larger foam craters and
larger Ag agglomerates, it can be assumed that this macropor-
osity is not desired, as it showed poor electrode performance.
Hence, a more compact and densely structured nanoporous
foam, which is deposited at lower pulse-to-pause ratios appears
to be more suitable for the CO2RR. This result is in good
agreement with a previous study, where model electrodes
deposited at higher current densities resulted in higher cataly-
tically active morphologies by a more compact and dense foam
structure, which showed increased CO2RR performance.48

As the CO2RR performance of the electrodes cannot be
evaluated by LSV scans alone, due to parallel CO2RR and
HER, galvanostatic operation at various current densities for
1 h was tested. The results of the galvanostatic CO2RR experi-
ments are shown in Fig. 5b. At relatively low current densities of
10 mA cm�2, the DC electrode already shows higher HER
selectivity than the PC_50A s cm�2_1 : 4 electrode. Increasing
the galvanostatic operation from 10 to 50 mA cm�2 shifted the
selectivity towards HER even for the PC electrode. This beha-
viour can be explained by a hydrophilic Ag catalyst layer and
therefore significant mass transport limitations for CO2. As the
electrode consists of pure Ag, the surface of the electrode is
completely flooded with electrolyte and the reacting CO2 gas

Fig. 5 Electrochemical performance of the electrodeposited electrodes compared to the sputtered electrode. (a) Linear sweep voltammetry
measurements for GDEs deposited with a charge density of 50 A s cm�2, (b) faradaic efficiency of the detected CO2RR products after 1 h of operation (b).
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requires long pathways to be transported to the three-phase
boundary regions.

Without hydrophobic components to reduce diffusion
lengths in the GDE, the mass transport limitations are reached
quickly by increasing current densities. As a result, the CO2RR
selectivity shifts towards the undesired HER. Therefore, an
additional hydrophobic component is needed to improve the
performance of the GDE structure.

Perfluorinated ionomer infiltration for higher performance

Several approaches have been reported in the literature over the
last few years on how to manage GDE flooding by the electrolyte
and control electrode wettability.50 Especially incorporating
different fluorinated and non-fluorinated polymers, such as
PTFE, PFSA (e.g. Nafion) or PSMIM (e.g. Sustanion), can estab-
lish a suitable hydrophobic microenvironment.29,31,35,53,54 This
results in decreased electrode flooding and promotes gas
transport in the catalyst layer, which in turn will lead to
improved current densities during the CO2RR.23,50,55 Further-
more, functional groups containing ionomers, such as PFSA
with its sulfonic acid group, can not only provide hydrophobic
regions (PTFE backbone), but also water pathways inside the
ionomer structure within the GDE during CO2RR operation.
This beneficial acidic microenvironment results in a higher ion
transport, which is sufficient to sustain a proton supply for the
complex multistep CO2 reduction reaction.23,56–58 These iono-
mer properties can be significantly improved by the choice of
the ionomer type, the dispersion solvents or drying parameters
and will have a strong influence on viscosity, distribution in
the catalyst layer, structural conformation, water uptake and

therefore ion conductivity.55 Garcı́a de Arquer et al.23 designed
and implemented a catalyst:ionomer bulk heterojunction
(CIBH) based on a long-side-chain PFSA into the Ag-GDEs
and reported a CO2RR partial current density as high as
400 mA cm�2.

To enable the formation of favorable connected three-phase
boundaries within the GDE structure, we implemented an
infiltration process of a short side-chain perfluorosulfonic acid
ionomer (3M-800EW). The beneficial effect of its low equivalent
weight and the short-side chain results in a higher proton
conductivity than long-side-chain ionomers used in previous
studies.55,59 Studies by Lees et al.58 showed that an optimized
ionomer loading is needed for the electrodes to perform at a
high FECO. With increasing ionomer loading the FECO

decreases and promotes the HER due to blockage of the pores
by the ionomer. Consequently, we studied the influence of
different ionomer loadings in our Ag foam GDE on the hydro-
phobic behaviour of the surface and the resulting ECSA.
A graphical representation of the dropcasting infiltration pro-
cess is shown in Fig. 6a.

To study the influence of different ionomer concentrations
on the hydrophobic behaviour of the electrode surface, the
resulting contact angles were measured and presented in
Fig. 6b. The contact angle increases by increasing ionomer
concentration from approximately 31 of the pure Ag foam to 891
and 1101 for 12 wt% and 18 wt% PFSA, respectively, which
implies an increase in hydrophobicity of the surface. To inves-
tigate the quality of the infiltration process within the GDE we
performed line scans on cross-sections of the GDEs. The results
in Fig. 6c present an almost uniform F distribution across the

Fig. 6 Graphical representation of the PFSA infiltration and its influence on the Ag electrode. (a) Infiltration routine of the electrodes, (b) surface contact
angle of the Ag foam electrodes before and after infiltration with different PFSA contents, (c) F distribution along the thickness of the GDE and (d) effect of
different weight percentage of perfluorinated polymer on the ECSA of the GDE.
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thickness of the Ag foam on top of the PTFE layer of the
polymer substrate. The increase in F signal at the bottom of
the electrode is related to the PTFE fibre layer itself (SI-5, ESI†).
To estimate the influence of the perfluorinated ionomer on the
active catalytic sites we conducted ECSA measurements. The
results in Fig. 6d clearly indicate that the ECSA is decreased
with higher ionomer concentration as expected.50,60

To monitor possible changes in morphology regarding
catalyst surface area, pore volume and pore diameter during
the different processing steps, the BET method and capillary
flow porometry were used, yielding the results shown in Fig. 7.
By sputtering a thin layer of Ag on top of the polymer substrate,
the surface area and the pore volume increased from
0.69 m2 g�1 to 0.85 m2 g�1 and from 34.5 cm3g�1 to
37.6 cm3g�1, respectively. Electrodeposition of the porous Ag
foam only showed a minor increase of the surface area as well
as pore volume, which was as expected according to earlier
results.48 The infiltration of the Ag foam by the ionomer closed
almost 50% of the pore volume compared to the starting
substrate, which resulted in a BET surface area of 0.35 m2 g�1

and a pore volume of 20.8 cm3 g�1.
To compare our manufactured GDE to a commercially

available, state of the art GDE, an Ag based Covestro GDE61

was tested up to current densities of 300 mA cm�2 (Fig. 8a) in
the same electrochemical cell set-up. After showing the highest
FECO of 100% at 30 mA cm�2, the FE decreased consistently
with increasing current densities at galvanostatic operation and
CO2RR shifted towards HER. At current densities of 300 mA cm�2

the commercial GDE showed a FECO of 55%. During testing, the
working potential at the GDE linearly increased with increasing
current densities.

The Ag DHBT GDE with the most pronounced hydrophobic
behaviour (18 wt.-%) was tested in galvanostatic CO2RR at each
current density in comparison (Fig. 8b). Here, it needs to
be mentioned that unlike other groups that tested similar
electrode arrangements,31 only traces of C1+ products were
produced, as we confirmed by NMR analysis (SI-7a, ESI†). Since
it has been reported that Ag electrodes successfully convert CO2

to products other than CO during electrochemical reduction,
the reason for this may be the flow cell design and the use of an
anion exchange membrane. A use of the latter can cause
diffusion of carbonate (CO3

2�) and formate ions to the anolyte
compartment, which results in the electrochemical oxidation of
the products.62 As the main aim in this study was the optimiza-
tion of GDEs for CO production, investigation of tuning pro-
duct selectivity by different cell-designs and ion exchange
membranes is part of ongoing work.

The galvanostatic CO2RR performance of the Ag DHBT GDE
was investigated, revealing excellent CO selectivity. At a current
density of 10 mA cm�2, the FECO reached 100%, and it
remained above 93% within the range of 30 mA cm�2 to
200 mA cm�2, while exhibiting negligible selectivity for the
competing HER. Further increasing the applied current densi-
ties up to 300 mA cm�2, our fabricated Ag DHBT GDE exhibited
a remarkable FECO of 91%, showcasing a performance improve-
ment of 65% compared to the commercial GDE, especially at
industrially relevant current densities. Even at higher current
densities of 500 mA cm�2, the FECO remained above 76%,
indicating the prevailance of CO2RR throughout the tested
range. Notably, the WE potentials increased for both electrodes
with increasing current densities, exhibiting similar values.
While Ag electrodes are generally known for efficient CO2

conversion to CO,32,36,63 our GDE demonstrates exceptionally
high CO selectivity at elevated current densities (500 mA cm�2)
in a 1 M KHCO3 electrolyte. This performance surpasses
current literature results and establishes our GDE as a future
benchmark electrode32,36,63–67 (Table S2, ESI†).

We believe that the CO conversion performance of our Ag
DHBT GDE can be achieved by the interplay of controlled pore
sizes, amount of high surface area catalyst and the well dis-
tributed phase-separated PFSA. The hydrophobic property plays
an important role in preventing the electrode from flooding,
whereas the hydrophilic part can control the transport and
availability of protons at the catalyst surface. The high number
of catalytically active sites, given by the Ag nanostructured GDE
reduces the energy barrier of the initial electron transfer step

Fig. 7 Characterization of the microstructure at each processing step during GDE manufacturing. (a) Calculated BET surface area by and measured pore
volume by capillary flow porometry, (b) distribution of pore diameters.
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and consequently, improves the stabilization of the important
COOHads intermediate.68 As already proposed in previous stu-
dies on the CO2RR mechanisms,57,69,70 the rate-limiting factor
in this reaction is the combined proton and electron donation
step (PEDS). We assume that the SO3

� group of PFSA can pro-
vide protons for the reaction quickly and efficiently, resulting in
a fast conversion rate from COOHads to COads. In addition to
that, SO3

� groups can have a decisive effect on OH� inhibition,
generating higher pH values, which are required for the suc-
cessful suppression of the HER, as already stated by Berlinguette
et al.58 and Bell et al.53,54 We propose that the interplay of the

COOHads stabilizing nanostructured Ag morphology, the fast PEDS
by the highly proton conductive PFSA and the increase of local
pH by OH� species provided by the fast cathodic reactions (CO2RR/
HER), are responsible for FECO of more than 90% at current
densities up to 300 mA cm�2.

To investigate the stability of the Ag DHBT GDE under
conditions relevant to industrial applications, we performed
galvanostatic long-term measurements at 200 mA cm�2 for a
duration of up to 100 h (Fig. 9). Initially, during the initial 42 h,
the GDE exhibited remarkably stable operating potentials with
minor shifts of approximately 50 mV. In this phase of CO2RR,

Fig. 8 Normalized faradaic efficiencies of CO and H2 after galvanostatic operation at current densities up to 500 mA cm�2 and the recorded WE
potential after correction for the inner resistance. (a) CO2RR results of a commercial Covestro GDE and (b) CO2RR results of the Ag DHBT GDE. Each
curve represents the mean of two replicate measurements with the respective standard deviations indicated by the shaded areas.

Fig. 9 Long-term stability tests of the DHBT-GDE in galvanostatic mode at 200 mA cm�2 for 100 h. (a) WE potential without compensation and
normalized FE of the only detected products over 100 h, (b) WE potential and FE of 1 h of operation each, during three different operating stages.
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we posit the existence of short diffusion pathways, facilitating
the reaction of solvated CO2 within the two-phase boundary at
the catalytically active Ag particles, with subsequent rapid
desorption of the formed CO molecules.

Between the 43rd and 54th h of operation, the formation of
salt precipitates was initiated on the backside of the GDE (PET
layer). This led to an initial obstruction of CO2 pathways toward
the catalyst layer within the GDE and the gas-outlet of the flow
cell. Consequently, there was a gradual transition from flow-by
to flow-through mode, causing CO2 to traverse the GDE towards
the electrolyte side. This transition manifested as a progres-
sively intensifying ‘‘saw-tooth’’ pattern in the potential curve,
which became more pronounced over extended operation
periods. Simultaneously, an increase in hydrogen evolution
reaction (HER) selectivity occurred as protons were electro-
chemically reduced.71,72 During the shift from flow-by to flow-
through mode, the working potential of the electrode experienced
an alteration of around 100 mV. Subsequent to 54 h of operation,
the electrode functioned entirely in CO2 flow-through mode,
resulting in a potential shift of about 200 mV.

The severe changes in overpotential during the course of the
experiment can be attributed to the shift from flow-by to flow-
through mode, triggered by the accumulation of salt precipi-
tates obstructing the CO2 outlet in the electrochemical cell. The
restriction on CO2 gas exiting through its designated outlet
prompted its permeation through the porous GDE. This transi-
tion not only enhanced mass transport by directly traversing
the porous Ag foam layer, but also led to an augmented
concentration of CO2 within the electrolyte due to its dissolution.
The HER rate was reduced and maintained below 5%, contributing
to an average FECO of 96% over the 100 h duration.

Post-mortem analysis of the microstructure after electro-
chemical long-term CO2RR by FIB-SEM analysis revealed only
minor changes in needle shape of the foam walls, but an overall
change in the foam morphology can be excluded. FIB-SEM-EDS
analysis detected potassium within the structure, which can be
attributed to certain amounts of precipitated salt crystals after
100 h of operation. The ionomer appears to be long-term stable
as the F signal is homogeneously detected across the cross-
section of the electrode (SI-9, SI-11 and SI-12, ESI†). The
potassium detection through FIB analysis, as illustrated in
SI-12 (ESI†), serves as strong evidence supporting the presence
of electrolyte within the porous structure of the GDE during its
operation. While this outcome implies that electrolyte has
infiltrated throughout the entire thickness of the electrode’s
porous structure, the notably high FECO value suggests the
continued existence of unobstructed pathways for gas diffu-
sion. Consequently, it is reasonable to infer that there is a
partial saturation of the GDE with electrolyte during operation,
aligning with the desirable state of having a wetted GDE,
without it being flooded.73 Analysis of the electrolyte compart-
ments by 19F-NMR have shown, that no degradation of the PFSA
occurs during the long-term electrochemical CO2RR experi-
ment highlighting the stability of the system at industrially
relevant conditions (SI-7b, ESI†). The low solubility limits of
carbonate and bicarbonate species can lead to salt precipitation

by crystallization on the surface of the GDL due to shielding
effects that limit the evaporation of water between isolated salt
crystals and their porous and hygroscopic nature, which pumps
the electrolyte through its structure via capillary forces. Conse-
quently, gas diffusion pathways in the electrode pores are
blocked by precipitated salts, which consume CO2 and form
bicarbonates through reactions with the carbonate deposits.50

Jeanty et al.74 demonstrated the importance of preventing the
gas chamber from flooding and how the degree of turbulence
and the amount of gas movement in the gas chamber can be
improved, leading to optimised long-term stability of CO2

electrolysis by avoiding salt deposits.

4. Conclusions

We demonstrated a simple and rapid fabrication process for
Ag-based GDEs by combining pulsed DHBT of Ag catalysts with
ionomer infiltration. Before DHBT, a sputtering process was
necessary to transform the insulating bipolymeric fibre fabric
into a conductive substrate. The sputtered layer met the
requirements for electrodeposition, leading to a conductive GDL
that could withstand deposition currents up to 500 mA cm�2

without losing its porous character, which was essential for gas
transport and distribution in the Ag foam catalyst structure during
CO2RR.

Galvanostatic deposition of Ag foams showed no advantage
in electrode performance over sputtered Ag electrodes. There-
fore, we switched from direct current DHBT to pulsed current
DHBT and varied the pulse-to-pause ratios. The study revealed
an efficient Ag deposition process resulting in high Ag mass
deposition and high ECSA values while maintaining the porous
foam structure by decreasing pulsing times. Linear sweep
voltammetry tests showed a performance enhancement of
about 200 mV at industrially viable current densities of PC
DHBT electrodes compared to DC DHBT electrodes, resulting
in slightly higher CO2RR selectivity at galvanostatic CO2RR
operation. Increasing the operating current density required
further electrode development, as HER became predominant
for pure Ag foam electrodes at intermediate current densities.
The incorporation of perfluorinated PFSA ionomer into the Ag
foam GDE enabled efficient CO2RR operation at high current
densities of up to 500 mA cm�2, while preserving a remarkable
faradaic selectivity of 76% for CO production. This notable
accomplishment positions the infiltrated electrode as a bench-
mark when compared to previous studies (Table S2, ESI†).
In order to study the electrolyte distribution and the formation
of the three-phase-boundary within the electrodes, operando
analysis by synchrotron imaging should become the next step
to gain more insights into electrolyte intrusion into the porous
structure under operating conditions.72,75 These studies can
help to improve electrode design by confining the pore struc-
ture during the manufacturing process and resulting in even
better CO2RR performance.

Future work will incorporate the study of high current
density deposition on the structure-performance relationship
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of the DHBT-GDE and the effect on the long term stability due
to prevention of salt precipitations at the backside of the
electrode, which needs to be improved to enhance the lifetime
of the GDE. Additionally, we intend to present an extensive 4D
depiction of electrolyte distribution. This will contribute to
cultivating a profound comprehension of the exact localization
of the three-phase boundary within porous Ag GDEs during
CO2RR operations, thereby enhancing our understanding.
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40 J. Zhang, W. Luo and A. Züttel, Self-supported copper-based
gas diffusion electrodes for CO2 electrochemical reduction,
J. Mater. Chem. A, 2019, 7, 26285–26292, DOI: 10.1039/
C9TA06736A.

41 W. Luo, J. Zhang, M. Li and A. Züttel, Boosting CO Produc-
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