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ABSTRACT: The electrochemical reduction of CO2 (ECO2R) is a
promising method for reducing CO2 emissions and producing carbon-
neutral fuels if long-term durability of electrodes can be achieved by
identifying and addressing electrode degradation mechanisms. This work
investigates the degradation of gas diffusion electrodes (GDEs) in a flowing,
alkaline CO2 electrolyzer via the formation of carbonate deposits on the GDE
surface. These carbonate deposits were found to impede electrode
performance after only 6 h of operation at current densities ranging from
−50 to −200 mA cm−2. The rate of carbonate deposit formation on the GDE
surface was determined to increase with increasing electrolyte molarity and
became more prevalent in K+-containing as opposed to Cs+-containing
electrolytes. Electrolyte composition and concentration also had significant effects on the morphology, distribution, and surface
coverage of the carbonate deposits. For example, carbonates formed in K+-containing electrolytes formed concentrated deposit
regions of varying morphology on the GDE surface, while those formed in Cs+-containing electrolytes appeared as small crystals, well
dispersed across the electrode surface. Both deposits occluding the catalyst layer surface and those found within the microporous
layer and carbon fiber substrate of the electrode were found to diminish performance in ECO2R, leading to rapid loss of CO
production after ∼50% of the catalyst layer surface was occluded. Additionally, carbonate deposits reduced GDE hydrophobicity,
leading to increased flooding and internal deposits within the GDE substrate. Electrolyte engineering-based solutions are suggested
for improved GDE durability in future work.
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1. INTRODUCTION

1.1. Background. The electrochemical reduction of carbon
dioxide (CO2) (ECO2R) is a promising technology for the
production of intermediates for high-energy-density fuels and
commodity chemicals in a carbon-neutral manner using
renewable energy; currently, these chemicals are produced
via carbon-intensive methods, often using nonrenewable
feedstocks.1 The implementation of ECO2R combined with
other technologies to reduce anthropogenic CO2 emissions is
essential to combat climate change, which currently threatens
widespread damage to the earth’s ecosystems and human
communities.2,3

Prior work by many research groups has led to the discovery
of several primary catalysts that exhibit high activity and
stability for products such as carbon monoxide (CO), formate,
ethylene (C2H4), and ethanol (C2H5OH).

1,4 Many of these
catalysts are now being evaluated for performance and
durability in scalable cell configurations including flow
electrolyzer and membrane electrode assembly (MEA)-based
systems. Traditional and flow-based electrochemical systems
using silver- or gold-based nanoparticle catalysts are routinely
able to achieve ≥90% faradic efficiency (FE) for CO
production.5,6 Notable results have been achieved for

conversion to C2 products on copper-based catalysts; for
example, Hoang et al. reported 60% FE for C2H4 and 25% for
C2H5OH on a copper−silver alloy.7 Recent efforts to create
MEA-based ECO2R electrolyzers may further aid in maintain-
ing high performance over thousands of hours.8,9

Both MEA-based and flow cell electrolysis systems rely on
gas diffusion electrodes (GDEs) to overcome low solubility
and mass transport limitations of CO2 in aqueous electrolytes.
GDEs are composed of (i) a catalyst layer (CL) containing the
catalyst and a polymer binder such as Nafion, which provides
stability and hydrophobicity, (ii) a microporous layer (MPL),
whe r e a hyd rophob i c po l ymer such a s po l y -
(tetrafluoroethylene) (PTFE) is mixed with carbon to resist
the incursion of liquid past the catalyst layer, and (iii) a carbon
fiber substrate (CFS) for mechanical stability, also wet-proofed
with PTFE.10 Figure 1a shows the flow of liquid and gas in the
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layer of the GDE, while Figure 1b shows an enhanced scanning
electron microscopy (SEM) cross section of the CL, MPL, and
CFS. During operation, gaseous CO2 diffuses through the CFS
and MPL to the CL, where it comes in contact with the
catalyst and a flowing, liquid electrolyte, allowing the ECO2R
reaction to occur at the triple phase boundary (TPB). While
this description is somewhat of an oversimplification, the TPB
model highlights the need to maintain MPL and CL
hydrophobicity for the continued reduction of CO2 to
ECO2R products.11

To date, only a few GDE-based systems have been operated
successfully for extended periods of time. Benchmarks for the
ECO2R system durability, to achieve technoeconomic
feasibility, range from 3000 to 20 000 h.12−14 In our review
of durability in these systems, we found that the majority of
ECO2R systems reported to date are tested for 10 h or fewer.15

Exceptions include dioxide materials’ MEA-based setup, which
converts CO2 to CO for 6 months (4380 h) at a current
density of −50 mA cm−2, and Siemens’ flow electrolyzer, which
converts CO2 to syngas for 1200 h at a current density of −300
mA cm−2. These long-term studies, however, also exhibited
gradual drops in performance. For most of these durability
studies, short or long, detailed insight into the physical and
chemical mechanisms causing gradual degradation of the
GDEs is still lacking.
1.2. CO2 and Alkaline Media. Flow electrolyzer systems

employing GDEs are commonly operated in alkaline
conditions due to suppression of the competing hydrogen
evolution reaction (HER) at pH > 12 and the fact that highly
conductive alkaline electrolytes such as potassium hydroxide
(KOH) improve ECO2R kinetics, leading to higher current
densities for a given cell potential than neutral electrolytes.16,17

In an alkaline environment, CO2 will react to form carbonate
and bicarbonate compounds in an alkaline solution via
reactions 1 and 2: first, CO2 reacts with OH− to form

bicarbonate (HCO3
−); second, bicarbonate is deprotonated by

a hydroxide to form a carbonate (CO3
2−) and water

FCO OH HCO (aq)2 3+ − −
(1)

FHCO (aq) OH CO (aq) H O3 3
2

2+ +− − −
(2)

Carbonate formation presents an issue in a variety of
applications, for example, the formation of calcium carbonate
scale in water purification systems.18 The natural uptake of
CO2 by the oceans, which acts as a buffer to some
anthropogenic CO2 emissions, leads to gradual ocean acid-
ification by the formation of HCO3

−.19 In electrochemical
systems such as alkaline fuel cells or CO2 electrolyzers,
carbonate deposits can form directly on the electrode, blocking
the catalyst surface, thereby hampering transport and reducing
the number of available active sites.20−24 A recent paper by
Leonard et al. explored carbonate formation on GDEs as the
dominant factor leading to flooding in a flow electrolyzer;
flooding is a process by which liquid penetrates the
hydrophobic MPL, moving the TPB away from the catalyst
layer and eventually halting the reaction.25 Additionally,
Rabinowitz and Kanan recently commented on the detrimental
impact of carbonate formation on energy efficiency in low-
temperature ECO2R systems.26 However, to date, the specific
conditions leading to promotion or inhibition of carbonate
formation on GDEs and growth rate of carbonate deposits in
alkaline flow ECO2R systems have not been studied.
Our work reported here provides an in-depth look at the

way by which carbonate deposit formation influences GDE
performance under various electrolyte conditions when
converting CO2 to CO at high current densities (−50 to
−200 mA cm−2). We use a thorough pre-and-post-testing
characterization protocol employing SEM, energy-dispersive X-
ray spectroscopy (EDX), X-ray diffraction spectrometry
(XRD), and other techniques to investigate the role of
electrolyte concentration and composition on the formation of
carbonate deposits on the Ag-coated GDEs. We show that the
widespread deposition of carbonate on the catalyst layer is
responsible for electrode performance degradation and that
carbonate-forming reactions are driven by both increasing
electrolyte molarity and increasing applied current density.
Additionally, we observe a change in carbonate deposit
morphology when switching electrolyte cation from K+ to
Cs+. We believe that switching to a larger cation (Cs+) results
in more well-dispersed carbonate crystals, this slowing but not
eliminating carbonate-related performance degradation at high
electrolyte concentrations. Finally, we show that these
carbonate deposits may facilitate penetration of the electrolyte
into layers of the GDE via loss of catalyst layer hydrophobicity,
resulting in further GDE degradation.

2. ELECTROCHEMICAL TESTING AND
CHARACTERIZATION METHODS
2.1. Electrode Preparation. The cathodes were prepared in

batches of 4 by sonicating 10 mg of Ag nanopowder (Sigma-Aldrich,
<150 nm particle size, 99% trace metal basis) with 300 μL of
deionized water, 26 μL of Nafion (5 wt % Fuel Cell Earth) binder,
and 300 μL of isopropyl alcohol (IPA) for 20−30 min. This ink was
airbrushed onto a Sigracet 35 BC GDE (Fuel Cell Store) carbon
paper substrate to obtain a loading of 0.5 mg cm−2 (±10%), with the
custom airbrushing setup described previously.27 Next, the cathodes
were cut into approximately 1 cm × 2.5 cm rectangles to fit into the
flow cell. The area used in each reaction was held constant at 1 cm2

Figure 1. (a) Schematic of the layers of a typical GDE including the
carbon fiber substrate, a microporous layer composed of carbon and
PTFE, and the catalyst layer. Gaseous CO2 diffuses through the back
of the electrode, while the catalyst layer is in contact with the liquid
electrolyte. (b) Modified SEM cross section of a Ag-coated Sigracet
35 BC GDE substrate with a thickness of each layer indicated.
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both the gas flow chamber and electrolyte flow chamber measure 0.5
cm × 2 cm.
Anodes were prepared in a similar manner, using iridium(IV) oxide

nanoparticles (Alfa Aesar, nonhydrate). The anode ink was prepared
by mixing 80 mg of IrO2 nanoparticles with 256 μL of Nafion binder
and about 2400 mL each of deionized water and IPA. The ink was
airbrushed to obtain an anode loading of 4 mg cm−2 (±10%).
2.2. Electrochemical Cell. All of our experiments were carried

out in custom electrochemical flow cells designed by our lab and
manufactured by the machine shop at UIUC. The flow cell design,
pictured in Figure S1, includes a stainless steel cathode and gas flow
chamber, a polyether ether ketone (PEEK) electrolyte flow chamber,
and a stainless steel anode chamber. All tubing is 0.5 mm in diameter.
For each experiment, the cell was assembled using a silicone gasket
around the cathode to maintain an airtight environment for the
cathode reaction and manually clamped together. Polyethylene tubing
was used for both gas and electrolyte flow. More information on cell
assembly and design can be found in the Supporting Information.
2.3. Electrolysis Operation Conditions. An electrolyte flow rate

of 1 mL min−1 was established using a peristaltic pump (Cole Parmer
Masterflex L/S). CO2 was flowed into the cell using a mass flow
controller (Cole Parmer) at a rate of 17 sccm. A Ag/AgCl reference
electrode (Basi RE-5B) fitted with a porous frit was connected to the
electrolyte inlet tube. The active area of each electrode was 1 cm2

during testing. Current was applied, and cell potential was measured
using a potentiostat (Metrohm Autolab PGSTAT302N). Gas
products were collected and analyzed using a gas chromatograph
(Thermo Finnegan Trace GC) furnished with a thermal conductivity
detector.
CO2 electroreduction was carried out using a variety of electrolytes

(all salts purchased from Sigma-Aldrich); 1, 2, and 3 M KOH were
prepared using semiconductor-grade ultrapure (99.9%) KOH pellets,
1, 2, and 3 M cesium hydroxide (CsOH) were prepared using

(99.9%) CsOH powder, 3 M sodium hydroxide (NaOH) was
prepared using (≥98%) NaOH powder, 2 M potassium carbonate
(K2CO3) was prepared using (≥99%) K2CO3 powder, and 2 M
potassium bicarbonate (KHCO3) was prepared using (99.7%)
KHCO3 powder. For all experiments except where noted, a constant
current of −200 mA cm−2 was applied to the cell for 6 h.
Chronopotentiometry, or operation with a constant applied current,
was chosen because the electrochemical responses of the system are
easily controlled in this mode. We recorded cathode potential using
digital multimeters (Crenova, MS8233D) and assessed the CO FE by
using the Thermo Finnegan Trace GC to measure CO and CO2 at
half-hour intervals; the FE was calculated according to the instrument
calibration and ratio of CO and CO2 peaks. More information about
the FE calculation can be found in the Supporting Information. After
completing each experiment, all cathodes were immediately and
thoroughly rinsed with DI water for 10 s each and dried with nitrogen
before being stored for characterization.

2.4. Electrode Characterization Protocol. Before testing, fresh
electrodes were imaged using SEM (FEI Quanta FEG 450 ESEM);
the microscope was operated at 15 kV, and images were taken at 80×,
250×, 500×, 1000×, and 5000× magnifications to compare the overall
surface morphology as well as microscale structure after operation in
various conditions. Approximately 70% of the used electrode surface
was imaged at low magnification. EDX (FEI Quanta FEG 450 ESEM)
was performed using the same instrument; each sample was scanned
across a surface area of 0.5 and 0.04 mm2 to compare the presence of
carbon, fluorine, silver, and electrolyte cations (K+, Cs+, Na+) at
various length scales. Sample composition was additionally analyzed
using XRD (PANalytical Philips X’pert MRD System #2); the source
was operated at 45 kV and 40 mA current. Thirty min scans of each
sample were taken; the 2-θ angle was swept from 5 to 100°. XRD
peaks were analyzed using Jade software, and peaks were matched
with the powder diffraction database from the International Center

Figure 2. (a) Plot of CO FE over time for each of the GDEs during the electrochemical testing (freshly prepared 0.5 mg cm−2 Ag-coated GDEs
were tested in each electrolyte for 6 h at a −200 mA cm−2 constant current); (b) SEM images (80× magnification top row and 500× bottom row)
of the surface of each of four GDEs, one pristine and three that were tested for 6 h in 1, 2, and 3 M KOH, respectively.
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for Diffraction Data. In some cases, powder XRD measurements were
taken of pure compounds to provide accurate peak matching since
some of the alkaline salt compounds we studied were not robustly
represented in the database.
Post testing, all of the above measurements (SEM, EDX, XRD)

were repeated on the used electrodes. Microcomputed tomography
(Micro-CT, Xradia MicroXCT-200) was performed on some of the
electrodes to image internal solid deposits; 721 images were taken at
30 kV and 6 W, starting at −180° and rotating to +180°. The three-
dimensional (3D) images were reconstructed using XM Reconstruc-
tor and XM Viewer software. Finally, contact angle measurements
were taken of fresh and used electrodes (Rame-́Hart Model 250
Contact Angle Goniometer) to quantify loss of hydrophobicity in
used GDEs.

3. RESULTS AND DISCUSSION

3.1. Durability Testing in KOH Electrolytes. CO2
reduction was performed in 1, 2, and 3 M KOH. Figure 2a
shows the CO FE, which was recorded at half-hour intervals,
and Figure 2b shows SEM images of the surface of both an
unused electrode and each electrode post testing at 80× and
500× magnifications. The FE for CO remains consistent or
declines slowly across all three electrolytes until 2 h when CO
production for the 3 M KOH sample begins to rapidly decline
(Figure 2a). During the 1 and 2 M tests, we see minor FE
fluctuations since operating at high current density results in
bubble formation from CO production on the catalyst layer,
which can influence product and CO2 flow rates at the time of
GC injection. Additionally, the 2 M test shows overall higher
FE than the 1 M test due to higher electrolyte conductivity and
pH. The 3 M test begins with similarly high performance, but
FE decreases sharply beginning around 2 h of operation. At the
end of the 6 h test, the GDEs tested in 1, 2, and 3 M KOH
retained a CO FE of 75, 97, and 51%, respectively. The
cathode potentials increased over the testing period for the
GDEs tested in 2 and 3 M KOH, while the cathode potential
did not show an observable trend for the GDE tested in 1 M
KOH (Figure S4).
Used electrodes exhibit varying levels of carbonate coverage

post testing (Figure 2b). While the surface of the GDE tested
in 1 M KOH is free of large-scale blemishes and deposits post
testing, it does show smaller deposits that are visible at both
high and low magnifications. The surface of the 2 M GDE has
more substantial, fractal-like deposits; greater magnification
reveals these deposits to be dense, solid regions on top of the
Ag catalyst layer. The surface of the 3 M GDE is almost
completely covered by deposits that appear similar to those on
the surface of the 2 M KOH GDE at high magnification. When
correlating the electrochemical performance of each GDE with
the post-testing surface images, we can infer that the observed
decreases in electrochemical performance are caused by
occlusion of the catalyst layer surface by carbonate deposits
during the 6 h testing period and that these deposits form
more quickly in higher molarity electrolyte.
The relationship between electrolyte molarity and surface

deposit coverage can be seen more clearly in Figure 3.
MATLAB image analysis of electrodes tested in 1, 2, and 3 M
KOH was used to calculate surface coverage by carbonate and
shows an increase from around 15% surface coverage of
deposits after 6 h of testing in 1 M KOH to around 70%
surface coverage after testing in 3 M KOH. Experiments done
with 0.5, 1.5, and 2.5 M KOH confirm this trend, in terms of
both performance (Figure S2) and surface coverage by
deposits (Figure S3). Therefore, testing in 1 M KOH for 6 h

results in around 15% surface coverage of carbonate deposits
and a 13% loss of FE; testing in 2 M KOH results in around
50% surface coverage and a 3% loss in FE; testing in 3 M KOH
results in around 70% surface coverage and 45% loss in FE.
This suggests that surface coverage by carbonates is not the
only mechanism responsible for degradation in the case of <2
M electrolytesinstead, greater degradation may be related to
the higher cathode and cell potentials needed to sustain the
applied −200 mA cm−2 current density (see the Supporting
Information and Table S1). Investigation of degradation
modes in low-molarity electrolytes will be the subject of future
work; here, we focus on the issue of carbonation formation.
We can see that this carbonate-related degradation begins
rapidly after more than 50% of the surface is covered by
deposits (Figure S3).
The deposits were identified as potassium-rich regions via

EDX surface mapping (Figure 4a−d), confirming that they
originated from a reaction with the electrolyte. While the
unused sample shows only silver from the catalyst layer and
carbon from the substrate, the used samples reveal large
regions of potassium. More specifically, the deposits were
identified as primarily containing potassium bicarbonate
(KHCO3) via XRD (Figure 5). This was initially surprising
because the rate constant for deprotonation of KHCO3 to
potassium carbonate (K2CO3) is high (k = 6.0 × 109 L mol−1

s−1).11 However, when we investigate the relative solubilities in
water at 20 °C, we see that KHCO3 (22.4 g/100 mL) is 5−6
times less soluble than K2CO3 (112 g/100 mL),28 which may
explain its greater extent of precipitation.
The effect of applied current on deposit formation was

explored by applying a −50 mA cm−2 constant current density
for 6 h in 3 M KOH and comparing post-testing electrodes to
those imaged above (Figure 6a). Additionally, we conducted a
control experiment where 17 sccm of CO2 and 1 mL min−1 of
3 M KOH were flowed through the electrochemical cell, but
no current was applied. The electrode from the control
experiment does not exhibit visible surface deposits, while
those on the electrode tested at −50 mA cm−2 are less
widespread than those on the original sample tested at −200
mA cm−2 (Figure 6b). From these results, we hypothesize that
both OH− from the electrolyte and additional OH− anions
produced at the reaction interface by the ECO2R reaction drive
the production of bicarbonate. The bicarbonate locally exceeds

Figure 3. Image analysis performed in MATLAB counting number of
pixels assigned to potassium bicarbonate deposits on surface vs total
catalyst layer pixels, giving a ratio of surface coverage, for samples run
at different KOH molarities. More information on image analysis can
be found in the Supporting Information.
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its solubility, initiating deposit nucleation and growth on the
catalyst layer surface (Figure 6c). Thus, at both higher applied
current densities and higher electrolyte concentrations, we see
a correspondingly greater amount of carbonate deposits on the
electrode surface, accompanied by declining electrochemical
performance as the catalyst layer is occluded by these deposits.
While we have shown in previous work that increasing from
0.5 to 3 M KOH results in almost a fourfold improvement in
CO production,29 this clearly does not correspond to an
increase in durability. By 3 h of testing in 3 M KOH, GDE
surface coverage by deposits exceeds 50%, followed by a
decline in CO FE that continues for the duration of the test.
While deposit morphologies vary (Figure S5), all tested
samples experienced catalyst layer occlusion by carbonate
deposits.

3.2. Durability Testing in CsOH Electrolytes. Figure 7
shows the performance of GDEs tested in 1, 2, and 3 cesium
hydroxide (CsOH). CsOH-based electrolytes have a higher
conductivity than KOH-based electrolytes. Additionally, larger
cations such as Cs+ experience less hydration than smaller
cations, giving them a higher propensity for adsorption on the
electrode surface, which is thought to provide the benefit of
stabilizing the CO2

− intermediate.30 This leads to improved
electroreduction kinetics and lower cell and cathode potentials
(higher cell and cathode energy efficiency).16 Additionally,
cesium bicarbonate (CsHCO3) is more soluble than KHCO3
(67.77 g/100 mL H2O vs 22.4 g/100 mL H2O),

31,32 which
suggests a reduced propensity for deposit formation in Cs-
based electrolytes. Therefore, testing the long-term perform-
ance of Sigracet GDEs in CsOH was expected to provide
important insights regarding the prospects of this electrolyte.
When Ag-coated GDEs were tested in CsOH instead of

KOH, we saw several differences in both performance and
post-testing characterization. The GDEs tested in 1, 2, and 3 M
CsOH retained a CO FE of 88, 108, and 87%, respectively
(Figure 7a), corresponding to performance losses of 8.37, 4.86,
and 21.8%. The cathode potentials did not exhibit observable
trends over the 6 h testing period (Figure S6). The decline in
performance in these cathodes also appears to be due to the
formation of carbonate deposits on the surface of the catalyst
layer, but the deposit morphology differs greatly from those
found on the surface of the samples tested in KOH. Visually,
the CsOH deposits take the form of small and generally well-
dispersed crystals on the surface of the electrode (Figure 7b).

Figure 4. SEM images for scale (left) and EDX images taken at 500×
magnification (right), showing the presence of K+ (corresponding to
carbonate and bicarbonate deposits from the electrolyte), Ag
(corresponding to the catalyst), F− (corresponding to the binder
used in the catalyst ink), and C (corresponding to the carbon-based
Sigracet 35 BC substrate). (a) Pristine electrode pretesting. (b)
Electrode tested in 1 M KOH for 6 h. (c) Electrode tested in 2 M
KOH for 6 h. (d) Electrode tested in 3 M KOH for 6 h. Each higher-
magnification EDX scan was taken from the corresponding lower-
magnification SEM image shown, but the scan location is
approximate.

Figure 5. (a) XRD data of an unused sample and a sample tested in 3 M KOH, both for a Ag-coated GDE on a Sigracet 35 BC substrate, with
peaks identified as KHCO3, PTFE, C (graphite allotrope), and Ag; (b) patterns from the International Center for Diffraction Database for KHCO3
and two separate records for K2CO3, showing that KHCO3 was the best fit for peaks in used samples.
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Crystals of increasing average sizes are observed when
increasing the electrolyte concentration from 1 to 2 or 3 M
CsOH, but they generally do not form the concentrated
regions or fractal-like features seen on the electrodes tested in
KOH. Because of the relatively well-dispersed and uniform
nature of the small carbonate crystal deposits formed in CsOH,
the EDX maps of these samples post testing show a repeatable
trend of increasing surface coverage with increasing electrolyte
molarity (Figure S8). The samples tested in KOH do not show
a similar trend because KHCO3 deposits on the surface are
concentrated in dense and irregular regions. On the other
hand, the samples tested in CsOH were not suitable for the
MATLAB image analysis by the method previously outlined
because there was not a high level of contrast between the
deposits and the catalyst layer. Overall, the CsHCO3 deposit
morphology and even distribution may account for the fact
that the performance decrease of the GDE tested in 3 M
CsOH is less severe than that of the GDE tested in 3 M KOH
since the catalyst layer is less occluded by large-scale deposits.
Multiple factors undoubtedly impact the difference that we

observed in deposit morphology and distribution when
switching electrolyte cation from K+ to Cs+. We believe that
the greater solubility of CsHCO3 compared to that of KHCO3
plays a role, as well as the impact of cation size on carbonate
deposit nucleation and growth. A comprehensive study
comparing the nucleation and growth kinetics of these two
compounds does not exist to the best of our knowledge, but
kinetic studies done in similar conditions propose several
possible explanations. Previous work done on barium sulfate
and calcium nucleation and growth in multiple electrolytes
suggests that the hydration and radius of the cation play a
major role. For smaller and more strongly hydrated cations, the
barrier to primary nucleation is higher due to the difficulty of

removing water molecules from the ion solvation shell, a first
step to crystal formation. This may result in faster nucleation
when using a larger and less hydrated cation (Cs+) and slower
nucleation and a higher local concentration of carbonate
species when using a smaller cation (K+). This could explain
why we see many small crystals nucleating on the surface of
GDEs tested in CsOH, while those tested in KOH grow large
deposits from a smaller number of nucleation sites once local
solubility limits are exceeded. The lesser degree of coverage of
the catalyst layer when using CsOH as an electrolyte may be
attributable to the fact that both smaller crystals are more
soluble (Ostwald’s rule) and CsHCO3 has a higher overall
solubility in solution; these kinetics are specific for different
electrolyte solutions and should be studied further.
In summary, switching the electrolyte cation from K+ to Cs+

enhances the performance and durability when using 3 M
electrolytes but does not eliminate the growth of deposits on
the catalyst layer and subsequent performance decline due to
loss of active area. The interplay of ionic radius, ion hydration,
and solubility in K+- vs Cs+-containing electrolytes and its
impact on the nucleation and growth mechanisms of KHCO3
and CsHCO3 deposits should be studied in detail for a deeper
understanding of the effect of electrolyte composition on the
durability of GDEs and ECO2R systems.

3.3. Other Electrolytes. Six hour durability tests at −200
mA cm−2 were also performed in 2 M NaOH, 2 M KHCO3,
and 2 M K2CO3 to further explore the impact of different
anions and cations (Figure 8). Na+ is not a practical cation for
extensive testing due to poor solubility, inducing the rapid loss
of (initially low) CO FE and frequent blocking of tubes in our
cell during testing. Of the anions tested, OH− showed the best
performance; this is likely attributable to the higher pH of 2 M
KOH (13.78), compared to those of 2 M K2CO3 (12.89) and

Figure 6. (a) FE data from 6 h of testing in 3 M KOH on two different samples for constant applied currents of −50 and −200 mA cm−2; (b) SEM
images taken at 80× magnification of an unused electrode, an electrode used in the control experiment with no applied current, and the −50 and
−200 mA cm−2 applied current samples. (c) Schematic of the local OH− production from CO2 reduction feeding into bicarbonate and carbonate
formation.
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2 M KHCO3 (8.84). Similarly, 2 M KOH has a conductivity of
352 mS cm−1, while 2 M K2CO3 and 2 M KHCO3 exhibit
lower conductivities at 190 and 100 mS cm−1, respec-
tively.16,33−35 This correlation is generally reflected in the FE
values of these electrolytes, with the more alkaline and more
conductive 2 M KOH performing better due to enhanced
charge transfer. Samples tested in 2 M K2CO3 and 2 M
KH2CO3 electrolytes showed widespread carbonate deposits
on the surface of the catalyst layer (Figure S9). This, together
with the data in Figure 8, demonstrates that, of the different
alkaline electrolytes tested, GDEs operated in CsOH electro-
lytes are most promising for long-term operation.
3.4. Characterizing Carbonate Deposits within the

GDE. To expand our study of the detrimental impacts of
carbonate formation on our GDEs, we took contact angle data
both for unused GDEs and for those tested in various
electrolytes (Figure 9a). Although our GDE/Ag catalyst layer
is initially extremely hydrophobic, exhibiting a contact angle of
∼155° with water, this hydrophobicity is lost after testing for 6
h; the extent of the decrease in contact angle correlates with
increasing electrolyte molarity. This can be attributed to the
influence of carbonate deposits on the catalyst layer; both
KHCO3 and K2CO3 contain hydrophilic polar carboxyl groups.
The control sample tested in 3 M KOH with no applied
current maintained a high contact angle (∼143°) due to the
absence of widespread carbonate deposits on the surface,
confirming the role of both electrolyte and applied current in
deposit formation and degradation.

Additionally, we imaged the internal structure of some of
our used electrodes using Micro-CT. Figure 9b compares a
pristine GDE to those tested for 6 h in 3 M KOH and 3 M
CsOH at −200 mA cm−2. Regions of increased brightness
correspond to increased X-ray absorption by dense elements.
Initially, the catalyst layer is brightest due to the presence of Ag
nanoparticles; in used samples, increased brightness of the
catalyst layer and concentrated internal deposits embedded in
the MPL/CFS most likely indicate the presence of K+ and Cs+.
These changes can be due to (1) deposition of potassium
bicarbonate on the catalyst layer surface, as previously
discussed, and/or (2) formation of potassium-based deposits,
most likely potassium bicarbonate, within the layers of the
electrode substrate itself, due to flooding.
The phenomenon of flooding in GDEs has been widely

studied.25,36−38 The incursion of liquid can cause the TPB to
move away from the catalyst layer and into the substrate. As
previously discussed, carbonate anions are highly hydrophilic
compared to the Nafion polymer binder in the catalyst layer.
The coverage of large portions of the surface by carbonate
deposits would greatly decrease hydrophobicity, thus increas-
ing the possibility of flooding events, as aqueous electrolyte is
no longer repelled strongly. In all tests in electrolytes with
concentrations of 2 M or greater, we observed periodic minor
flooding of the electrolyte into the gas outlet, confirming that
this is a common issue. In multiple used electrodes imaged via
Micro-CT, bright deposits within the electrode structure are
evident, likely carbonate deposits. These internal deposits were
more prevalent in electrodes tested in KOH compared to those

Figure 7. (a) Plot of CO FE over time for each of the GDEs during the electrochemical testing (−200 mA cm−2 constant current)first data point
in a 3 M CsOH curve is an outlier due to cell blockage during the beginning of the experiment; (b) SEM images (top 80× magnification and
bottom 500× magnification) of the surface of each of four GDEs, one pristine and three that were tested for 6 h in 1, 2, and 3 M CsOH,
respectively.
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tested in CsOH, indicating that perhaps the morphology of the
surface KHCO3 deposits leads to a greater frequency of
flooding events. The presence of these internal deposits
indicates degradation via blockage of the pores of the GDE in
addition to loss of active area from surface deposits. These
internal deposits may hamper the diffusion of CO2 to the
catalyst layer, as well as CO product diffusion away from the
catalyst layer when operating the cell at high current densities.

4. CONCLUSIONS

In this work, we investigate the performance of Ag-coated
Sigracet 35 BC GDEs in a range of electrolytes, alkaline (0.5−3
M KOH and 1−3 M CsOH) and neutral (2 M K2CO3 and 2
M KHCO3). We determine that the loss of CO FE is due to
the formation of solid, carbonate/bicarbonate deposits on the
catalyst layer surface, as well as the formation of these deposits
within the pores of the MPL and CFS. These internal deposits
occur due to the loss of hydrophobicity over time resulting in
flooding events. We demonstrate via electrochemical testing in
combination with pre- and post-testing characterization using
SEM, EDX, and XRD that the rate of formation and
subsequent deposition of these deposits on the electrode
surface increase with bulk OH− concentration and with local
OH− concentration produced by the CO2 reduction reaction.
Therefore, operating at high current densities and using a
higher molarity electrolyte will increase the rate of degradation;
the benefits of high-molarity alkaline electrolyte must be
balanced with the increased degradation via carbonate deposits
on the GDE. Additionally, we show that the rate of carbonate
deposition and catalyst layer occlusion can be slowed but not
eliminated by switching the electrolyte cation from K+ to Cs+,
likely due to the higher solubility of CsHCO3 and lesser
hydration of the Cs+ cation leading to smaller and more well-
dispersed deposits on the catalyst layer when using CsOH.
Future study of electrolyte-dependent deposit nucleation and

Figure 8. Experiments were done varying the electrolyte anion (a)
and cation (b) to compare performance. In (a), we see that samples
tested in 2 M K2CO3 and 2 M KHCO3 show low FE for CO due to
the less alkaline and conductive nature of these electrolytes. The post-
testing images of the electrode surfaces show large-scale deposits
similar to those found on the surface of the 2 and 3 M KOH
electrodes (Figure S9). In (b), the performance in KOH and CsOH is
as previously reported, while testing in NaOH was fraught by flooding
and other issues due to blocking of the tubes of our electrolyzer by
salt from the electrolyte, leading to this sample being unusable for
analysis.

Figure 9. (a) Contact angle data for samples tested in various molarities of KOH and CsOH; the red region highlights samples testing KOH, the
yellow region highlights the sample testing in KOH without the application of current, and the blue region highlights the samples tested in CsOH.
Increasing molarity (and associated increased carbonate deposits) correlates with a decrease in contact angle. (b) Micro-CT images of unused GDE
(left), GDE tested in 3 M KOH for 6 h at −200 mA cm−2 (middle), and GDE tested in 3 M CsOH for 6 h at −200 mA cm−2 (right). The presence
of potassium or cesium on the catalyst layer and within the MPL and CFS of the electrode substrate is visible as bright regions of high density.
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growth kinetics can provide more insights into the specific
mechanisms controlling morphology and growth rate in each
electrolyte.
To study the formation of these deposits more effectively,

future work could be done to develop an in situ cell and setup
such as those using atomic force microscopy (AFM) by Huang
et al. and Shen et al. on solid electrolyte interphases for
lithium-ion batteries.39,40 Recently, a study of Cu-coated GDEs
via in situ surface-enhanced Raman spectroscopy was under-
taken by our lab and others; this setup could similarly be
adapted for future study.41

Moving forward, we can see several paths to enhanced
durability for alkaline flow systems. First, although preliminary
attempts to remove these deposits via rinsing in water and
sonication in acetic acid after 6 h of testing were unsuccessful
(Figure S10), more frequent and earlier periodic rinsing with
water/acidic electrolytes during operation could prevent
deposits from growing and remove deposits that are not
strongly adhered to the surface. Second, engineering the
surface of the catalyst layer via membrane/binder composition
or physical nanostructuring could prevent carbonates from the
electrolyte from depositing and nucleating larger crystals on
the catalyst layer surface; some work on self-cleaning
electrodes has already been done by Weng et al. and others.42

In other works, we have applied a 5 μm overlayer of Sustainion
to our Ag-coated GDEs, which inhibited the formation of
carbonates in the surface; tailoring binder composition and
placement could be key to solving this durability challenge.43

Third, the electrolyte itself could be engineered to prevent the
formation of carbonate compounds.
Elaborating on the third point, as previously mentioned, we

have seen in this study that GDEs tested in CsOH exhibit
smaller and more evenly dispersed deposits when compared to
those tested in KOH. Since KOH is less expensive than CsOH,
it would be worthwhile to test if the durability benefits of this
CsOH electrolyte are still present or even enhanced when
mixed in a variety of concentrations with KOH; we have seen
the benefits of this type of electrolyte engineering in previous
work.16,29 Additionally, other instances have been reported,
where the addition of an inhibiting agent has prevented the
formation of carbonates in the water treatment and oil-refining
fields;44−47 exploring the potential for the use of inhibitor
additives in alkaline electrolytes could be a promising avenue
of study. Mitigating the carbonate problem will allow us to
focus on other degradation issues that may impact GDEs at
longer time scales and will ensure that operation in alkaline
conditions is viable for long-term CO2 electrolysis. To
implement alkaline flow electrolyzers for ECO2R on a wider
scale, this crucial performance barrier must be overcome.
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