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The direct electrochemical conversion of captured CO, (capt-eCO,R) into valuable chemicals has recently
emerged as a promising carbon capture and utilisation technology that will contribute to achieving net-
zero carbon emissions. Conventional electrochemical CO, (eCO,R) typically uses pure CO, gas as
a reactant; thus, this system requires substantial energy and capital allocation across the entire process,
from the initial CO, capture to the post-CO, conditioning for product separation. The capt-eCO,R
addresses these limitations and presents a compelling economic advantage by integrating the CO,
capture and direct electro-conversion of captured CO, in the form of carbamate and (bi)carbonate
without a CO, conditioning process. The capt-eCO.R is still in the early stages of development and is
not as mature as the conventional eCO3R; thus, several challenges remain to be addressed to improve

system performance. This review provides a comprehensive overview of the capt-eCO,R system,
Received 21st February 2024 includi . t i i itabl talyst d strategies t h f ithi
Accepted 2nd April 2024 including various system configurations, suitable catalysts, and strategies to enhance performance within
captured media. The reaction mechanisms depend on the form of captured CO,; therefore, we

DOI: 10.1039/d4ta01178c categorised them according to the type of CO, absorbent. The outlook, ongoing challenges, and
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1. Introduction

The concentration of CO, in the atmosphere has increased over
hundreds of years owing to anthropological activities, reaching
413.2 ppm in 2020, which represents an increase higher than
the average growth rate observed over the past decade (2.5 ppm
per year).! Carbon capture, utilisation, and storage (CCUS)
technology has attracted considerable interest as a means to
overcome the climate crisis caused by CO,.>* Electrochemical
CO, reduction (eCO,R) to produce value-added chemicals is one
of the most significant CCUS technologies owing to its high
potential to achieve net-zero carbon emission through
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strategies for future development are also presented.

integration with renewable energy sources. Although eCO,R has
a relatively low level of technological readiness, recent devel-
opments have markedly improved its practical feasibility.
Among the various components of the eCO,R system, a state-
of-the-art electrolyser or reactor that directly supplies gaseous
CO, to the catalyst layer through a gas diffusion electrode (GDE)
considerably improves the scale and selectivity of the reaction
(Fig. 1a), leading to record-breaking current densities ranging
from hundreds of mA cm ™2 to several A cm™2.5° In addition, the
conventional eCO,R achieves a high Faradaic efficiency (FE) of
more than 90% and 80% in the case of C; (ie. CO and
formate)® and C,. (i.e. ethylene, ethanol acetate, n-propanol,
etc.)*'® compounds, respectively. Nevertheless, techno-
economics analysis (TEA) indicates that the economic viability
of the eCO,R system is limited considering the current levels of
technology and the market price of the target chemicals.'** The
energy-intensive upstream utilisation of CO, as a reactant gas is
one of the factors undermining the technological competitive-
ness of eCO,R.™ Expensive, energy-intensive processes such as
CO, absorption, desorption, and CO, compression are required
to supply high-purity CO, from flue gas or even direct air
capture (DAC). For instance, CO, capture using a commercially
available CO, absorbent, such as monoethanolamine, requires
up to 4.3 GJ tco, ' for amine regeneration.'*'> This drawback
compromises the environmental sustainability of the tech-
nology. To implement a profitable and environmentally
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sustainable eCO,R system, an advanced system linking low-
concentration CO, capture and conversion is critical.

The direct electrochemical conversion of captured CO, (capt-
eCO,R) has recently been recognised as a state-of-the-art eCO,R
system that simplifies the system configuration (Fig. 1b). Rather
than relying on gaseous CO, as a reactant, this system directly
utilises captured CO, in CO, absorbent and thus integrates the
CO, capture and electrochemical conversion processes.
Unreacted CO, gas is absorbed in the reaction media (i.e., CO,
absorbent), allowing concentrated gas products to be obtained
from the capt-eCO,R. In contrast, the conventional gas-fed
eCO,R system (gas-eCO,R) necessitates an additional process
to separate the gas products from the unreacted CO, gas. Thus,
in principle, systems that directly convert captured CO,
conversion do not require energy-intensive processes such as
CO, conditioning (CO, desorption and compression) and
product separation, which are essential in gas-eCO,R (Fig. 1c).*®
Based on these intrinsic advantages, a few studies have
compared the life cycle analysis (LCA) and TEA of capt-eCO,R
systems with those of gas-eCO,R systems. Langie et al
compared the LCA and TEA of the direct electrochemical
conversion of triethylamine (TREA) captured CO, with those of
several syngas production CCU systems such as the reverse
water gas shift reaction and conventional gas-eCO,R."” The capt-
eCO,R system using TREA recorded the most favourable oper-
ating expenditure (OPEX) and lowest break-even syngas price.
Moreover, evaluation of the global warming potential (GWP)
through global sensitivity analysis showed that the capt-eCO,R
system using TREA can achieve near net-zero CO, emissions,
making the capt-eCO,R system industrially feasible, environ-
mentally sustainable, and economically viable. Despite these
advantages, the performance of capt-eCO,R is rather low;

b co,
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however, LCA/TEA analyses suggest that improving the current
density at lower overpotentials may make the system more
compelling. A similar direction of development was proposed
by Gao et al., who found that lower capital expenses could be
achieved with capt-eCO,R, but a carbon-negative system still
requires high current densities of over 0.15 A cm™>.'® Therefore,
to implement a profitable and environmentally sustainable
system, improving technological maturity through technical
development and a greater theoretical understanding of the
capt-eCO,R is urgently required.

In this study, we investigated various capt-eCO,R systems
that employ different types of electrolysers and absorbents. The
solvent in such systems acts as both a CO, absorbent and an
electrolyte, thus determining the form of the captured CO, (e.g.,
carbamate, bicarbonate/carbonate, etc.). Furthermore, because
the CO, reactant is captured in a liquid solvent, system
components such as electrodes, membranes, electrolytes, elec-
trolysers, and other parameters should differ from those of the
conventional gas-eCO,R system. Therefore, this review has
a particular focus on the role of the system elements, the
reaction mechanism of the capt-eCO,R, and strategies to
improve performance based on the form of the captured CO,
and the type of solvent. A perspective on an advanced future
capt-eCO,R system with industrial applications is also
presented.

2. Direct conversion of captured CO,

The capt-eCO,R system achieves the electrochemical conversion
of captured CO, in a liquid electrolyte without additional
feeding of gaseous CO, (Fig. 1b). In this system, carbamates or
bicarbonate/carbonates, the dominant forms of captured CO,
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Fig. 1
gas-eCO; (red line) and capt-eCO,R (blue line).
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(a) Schematic of the GDE electrolyser for eCO3R. (b) System for capt-eCO,R. (c) Comparison of the systematic pathway of conventional
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Table 1 CO, capture agents and its capture ability and capture form of CO,

CO, capture agent Capture ability Concentration Capture condition Capture form Reference
Metal hydroxide KOH ~0.745 molgo, molgon " 0.412 mol L™* 35 °C, 4 bar® Bicarbonate 19
Primary amine Monoethanolamine 0.58 molco, mMolymine 30 wt% 40 °C, 1 bar” Carbamate 20
Secondary amine Diethanolamine 0.53 molco, molymine 30 wt% 40 °C, 1 bar” Carbamate 20
Tertiary amine Triethanolamine 0.39 molco, mMOlymine 30 wt% 40 °C, 1 bar” Bicarbonate 20
Triethylamine ~0.193 molgo, molymine 3M R. T. ambient® 17

“ The capture ability is evaluated by feeding 99% CO,. ? The capture ability is evaluated by feeding 15% CO, and 85% N, concentration.  The
capture ability is evaluated by feeding 5% CO, concentration in flue gas.

in the aqueous absorbent, are utilised directly as reactants. The
formation of carbamate or bicarbonate is determined by the
type of absorbent used. The capture abilities and forms of major
CO, absorbents are outlined in Table 1. Primary and secondary
amines capture one CO, molecule per two amine molecules,
primarily as a carbamate. Theoretically, tertiary amines can
capture one CO, molecule per one amine molecule, but the
reported low CO, capture ability appears to be due to a slow CO,
absorption rate. Potassium hydroxide (KOH) captures one CO,
molecule per one molecule, but salt formation hinders the
recording of the theoretical CO, capture ability. Considering
that the optimal CO, absorbent concentrations for primary/
secondary amines and tertiary/KOH are 30 wt% and 3 M,
respectively, the concentrations of carbamate and bicarbonate/
carbonate would be similar regardless of the types of CO,
absorbents used. Therefore, in this review, we categorised the
previous studies based on the forms of the captured CO,
(Fig. 2). As carbamate and (bi)carbonate electrolytes have
different reaction mechanisms, their utilisation requires
different strategies and approaches.

2.1 CO, captured in carbamate form

Many primary and secondary amines, such as monoethanol-
amine, diethanolamine (DEA), 2-amino-2-methyl-1-propanol
(AMP), and their mixtures, are commercially available CO,
absorbent, primarily capturing CO, as carbamates (RNHCOO™).
Therefore, CO, captured by these types of amines can be easily
integrated into established industrial processes; however, the
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Fig. 2 Reaction mechanism of the direct conversion of CO; into (a) ¢
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Potassium carbonate

utilisation of carbamate can prove challenging owing to the very
strong C-N bond, which necessitates the use of an energy-
intensive amine regeneration process.*"** Furthermore, the
negatively charged moiety of the carbamate results in electro-
static repulsion between the cathode and carbamate. Several
approaches have been developed to overcome the limitations
imposed by the intrinsic properties of carbamate.>**>*

2.1.1 Monoethanolamine media. Monoethanolamine is
the most common adsorbent used in the direct conversion of
captured CO,. Chen et al. first achieved capt-eCO,R in a mono-
ethanolamine medium by experimentally screening several
metal candidates, including In, Sn, Bi, Pb, Pd, Ag, Cu, and Zn to
identify high-performing catalysts in 30% (w/w) monoethanol-
amine solution.” In this experiment, the monoethanolamine
solution was saturated with CO, for 30 min before the experi-
ment, and capt-eCO,R was conducted in a gas-tight H-type cell
under an Ar atmosphere (Fig. 3a). The main products of these
catalysts primarily yielded the same products as conventional
gas-eCO,R, i.e., CO and formic acid; however, the hydrogen
evolution reaction (HER), which competes with the eCO,R,
occurred significantly under these operating conditions,
thereby reducing the efficiency of the system. Several classes of
organic surfactants were added to the monoethanolamine
solution to modulate the water access near the electrode and
reduce the HER activity, including the cationic cetyl-
trimethylammonium bromide (CTAB), anionic sodium dodecyl
sulfate (SDS), and the non-ionic Triton X-100 (Fig. 3b and c).
CTAB outperformed the other surfactants in increasing the
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arbamate and (b) bicarbonate.
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Fig. 3 (a) Schematic of an H-type cell. (b) FE of products obtained with a smooth indium plate at a potential of —0.8 V vs. RHE in mono-

ethanolamine containing 0.1% (w/w) of various surfactants. (c) Structures of the examined surfactants. Copyright 2017,2* Wiley. (d) EIS of the
monoethanolamine/KCl electrolyte collected at open circuit potential, approximately —0.145 V vs. Ag/AgCL. Inset: the equivalent circuit and fit
values of each component. Ry and R; are the series and charge transfer resistances, respectively; Q is the constant phase element. The error of
each component denotes the standard deviation of three independent measurements. (e) In situ surface-enhanced Raman spectra of the
monoethanolamine/KCl electrolyte. (f) Proposed interfacial structure near the electrode surface. (g) Product distribution of monoethanolamine-

CO, conversion to H, and CO at different applied current densities, ranging from 5 mA cm™2 to 100 mA cm

2020,%* Springer Nature.

capt-eCO,R selectivity over the HER (Table 2). For instance, the
In electrode achieved enhanced the FE of CO from 4.8 to 17%
and that of formate from 2.4 to 45.4%.

A similar monoethanolamine utilisation system was devel-
oped by Lee et al.; however, this system also exhibited low capt-
eCO,R performance.* In CO,-saturated monoethanolamine
solution, a Ag catalyst showed a CO FE of just 5% in the
potential range from —0.46 to —0.78 V. Electrochemical
impedance spectroscopy (EIS) and in situ Raman analysis of
capt-eCO,R in monoethanolamine solution showed the forma-
tion of an electrochemical double layer (EDL) composed of
ethanol-ammonium ions and carbamate. Due to the cationic
ethanol-ammonium ion forming an inner Helmholtz layer
owing to the negatively biased electrode surface, electron
transfer must first pass through the ethanol-ammonium ion
before reaching carbamate, which consequently inhibits the
facile conversion of carbamate (Fig. 3f). Various alkali cations,
such as Li", Na", K, Rb", and Cs", were added to the electrolyte
to systematically tune the EDL. Among the various alkali
cations, K" significantly improved the capt-eCO,R performance,

~2in a flow cell system. Copyright

by facilitating the adjustment of EDL, as evidenced by data from
EIS and in situ Raman analysis (Fig. 3d and e). The addition of
Li" and Na' resulted in the production of less CO than the pure
monoethanolamine solution. This trend correlates with the
ionic radius of the cations owing to differences in water solva-
tion. Increasing the reaction temperature to facilitate cleavage
of the C-N bond can also improve the performance of the
system. The current density at 60 °C was 15 times higher than
that at room temperature. By adjusting the EDL with a high
concentration of alkali salt, 2 M KCl, and circulating the cath-
olyte at 60 °C in the flow cell, CO production remarkably
increased to 72% at 50 mA cm 2 and —0.8 V versus reversible
hydrogen electrode (RHE) by directly utilising monoethanol-
amine captured CO, (Fig. 3g).

To understand the capt-eCO,R system, its catalytic activity
was investigated in various absorbent media. Atomically
dispersed nickel-doped carbon (Ni-N/C), a promising capt-
eCO,R catalyst, was applied in CO,-captured 5 M mono-
ethanolamine solutions (Fig. 4a and b).>* The Ni-N/C catalyst
has demonstrated high CO production selectivity comparable to

Table 2 FE of various products during capt-eCO,R on various metal electrodes in CO,-saturated 30% (w/w) monoethanolamine solution with

0.1% (w/w) CTAB*

Catalyst

F.E. (%) In Sn Bi Pb

Pd Ag Cu Zn

—VRuE 08 11 13 08 11 13 0.8 1.1 13 0.8 1.1
H, 41.9 42.0 44.3 68.6 78.5 93.4
CcO 17.0 10.7 11.2 9.0 3.6 2.6
HCOOH 45.4 39.4 36.5 19.0 16.4 2.0

Total
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1.3 01 0.5 0.8 08 11 1.3
69.5 87.1 93.4 79.6 79.2 85.1 91.6 87.3 96.0
70 49 26 19 30 35— — —
243 71 39 85 87 61 4.0 41 01 2.0 2.8
104.3 92.1 92.0 96.6 98.5 98.0 100.8 99.1 99.9 90.0 90.9 94.7 95.6 91.4 96.1 100.8 103.4 100.4 100.5 98.6 91.1 112.1 96.3 104.5

08 11 13 0.8 11 1.3
84.7 89.5 79.7 98.1 91.0 103.0 91.4 102.0
159 92 1.7 — — 3.7 29 0.5
1.7 191 05 01 54 2.0 2.0

62.8
33.4

This journal is © The Royal Society of Chemistry 2024
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Fig. 4 Physical characterisation of Ni—N/C (a) high-angle annular dark-field scanning transmission electron microscopy image. (b) Extended X-
ray absorption fine structure spectra of Ni-N/C and Ni-foil. (c) Schematic of capt-eCO,R in MEA cell with BPM, anode and cathode. (d) Ni-N/C
and cAg performance in membrane electrode assembly using 5 M monoethanolamine. (e) joo of Ni-N/C and cAg with respect to carbamate
concentration. CO FE of (f) Ni-N/C and cAg (g) at various temperatures. Cation effect and sensitivity of Ni-N/C (h) and cAg (i) by occupying

conventional gas-eCO,R. Copyright 2020,2® Royal Society of Chemistry.

that of a Ag catalyst, while the atomically dispersed active sites
efficiently suppress the HER. Using Ni-N/C in an H-type elec-
trolyser using CO,-captured 5 M monoethanolamine solutions,
they achieved a CO partial current density three times higher
than that obtained with a commercial Ag electrode (cAg).
Furthermore, the introduction of a zero-gap membrane elec-
trode assembly (MEA) equipped with a bipolar membrane
(BPM) (Fig. 4c) improved the system efficiency, with Ni-N/C
resulting in a 64.9% CO FE at —50 mA cm 2, 2.5 times higher
than that obtained using the cAg (Fig. 4d). To understand the
catalytic performance of the Ni-N/C catalyst, the reaction
mechanisms were investigated by adjusting the carbamate
concentration (from 1 M to 5 M monoethanolamine) (Fig. 4e).
Interestingly, the reaction rate was unaffected by the carbamate
concentration, indicating a zeroth-order dependence on the
carbamate concentration in this range. This implied that the
CO, released from the carbamate, rather than the carbamate
itself, is the main reactant in the capt-eCO,R. Temperatures
higher than 60 °C typically favoured H, generation and thus
reduced CO selectivity (Fig. 4f and g). The similarity between the
capt-eCO,R pathway and the conventional gas-eCO,R pathway
leads to the high performance of the Ni-N/C catalyst in the CO,-

This journal is © The Royal Society of Chemistry 2024

capturing amine-based solvent, which is attributed to its
outstanding intrinsic activity. The performances of Ni-N/C and
cAg in the capt-eCO,R were further investigated in different CO,
capturing media, such as 1 M 3-amino-1-propanol, 2-(methlya-
mino)ethanol, AMP, DEA, and KHCOj3, in order to investigate
the effect of bulky cations. Considering that alkali metal cations
with a smaller effective size have a higher surface density and
thus stabilise the CO,-intermediate, the Ni-N/C exhibited
remarkable CO FE performance irrespective of the type of
electrolyte. Additionally, the CO FE of cAg decreases signifi-
cantly as the cation size increases. The weak cation sensitivity of
Ni-N/C was further demonstrated in M,CO; electrolytes con-
taining various alkali metal cations (M = Li*, Na*, K*, and Cs")
(Fig. 4h and i). This unique feature of Ni-N/C may be derived
from its potential for zero charge (PZC), which is higher than
that of cAg. The high PZC of Ni-N/C was thought to increase the
surface charge density, which in turn reduces the impact of the
steric bulk of the cation on surface intermediate stabilisation,
thereby showing universal performance. This further highlights
the importance of charge density at the EDL in improving the
capt-eCO,R, in addition to its inherent catalytic activity.

J. Mater. Chem. A, 2024, 12, 10597-10613 | 10601
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Fig. 5 SEM images of as prepared (a) Cu, (b) Ag, and (c) Au nanodendrites. Tafel slope of various electrodes in CO,-saturated solutions of (d)
0.1 M NaHCO3 and (e) 0.05 mol fraction ethanolamine solution. (f) Current efficiency of smooth and nanodendritic electrodes in CO,-saturated
0.05 mol fraction ethanolamine solution at —1.0 V (vs. Ag/AgCl). Copyright 2021,% Wiley.

Modification of the catalyst morphology is an effective
strategy for improving performance and has been applied to the
capt-eCO,R system. Hossain et al. prepared Cu, Ag, and Au
nanodendrites and conducted the capt-eCO,R in CO,-captured
0.05 M ethanolamine solutions (Fig. 5a—c).>” The nanodendrites
exhibited a high electrochemically active surface area with
a large double-layer capacitance, and consequently showed
a higher eCO,R current density than a smooth surface. The Au
nanodendrites outperformed the other electrodes, showing the
highest current efficiency and lowest onset potential. These
properties may arise from the synergistic effect between the
dendritic structure and the intrinsic activity of Au, which is
a well-known catalyst for CO production. The as-synthesised Au
nanodendrites showed the most efficient eCO,R with a high
current density in the linear sweeping voltammetry studies and
recorded the lowest Tafel slope (Fig. 5d and e). A comparison of
the eCO,R performance of nanodendrites in CO,-saturated
NaHCO; and CO,-saturated ethanolamine demonstrated that
ethanolamine is a promising absorbent for the capt-eCO,R
system. Ethanolamine plays an important role in achieving high
current density and catalytic activity because the protonated
NH;" group of ethanolamine increases CO, solubility.?®?
Furthermore, exhibited
a significant performance in capt-eCO,R in ethanolamine,
demonstrating its potential as a catalyst in this system (Fig. 5f).

Recent studies have identified the active species in the
reduction of CO, in monoethanolamine-containing aqueous

as-synthesised Au nanodendrites

electrolytes.*® The carbamate moiety is not the only active site in
aqueous monoethanolamine, and bicarbonate formation
occurred as the partial pressure of CO, increased, as detected by
C NMR. This bicarbonate was formed via carbamate hydro-
lysis and was confirmed by the reduction in pH as the

10602 | J Mater. Chem. A, 2024, 12, 10597-10613

bicarbonate concentration and CO, pressure increased. Though
the reduction of CO, to CO in monoethanolamine is limited by
the adsorption of dissolved CO,, the addition of proton-
donating ammonium cations influences the HER. Further
study is required to achieve a better understanding of the active
state of monoethanolamine during CO, reduction.

2.1.2 Other types of solvents media. Although mono-
ethanolamine is the most common industrial CO, absorbent,
capt-eCO,R systems can employ other types of solvents. Bhat-
tacharya et al. studied the ability of a series of primary,
secondary, and tertiary amines to utilise carbamates/carbamic
acid as a CO, source.** The primary amines included tetrame-
thylguanidine (TMG) and aniline, the secondary amines were
morpholine, DEA, and dimethylamine (DMA), and the tertiary
amines were TREA and triethanolamine (TEOA) (Fig. 6a). The
tertiary amine may absorb CO, as bicarbonate, as discussed in
detail in Section 2.2.2. Employing glassy carbon as the working
electrode, the only product produced was formate; CO and H,
were not detected in this system. The contribution of amines
was examined by cyclic voltammetry (CV) in the presence and
absence of CO,. TMG traps more CO, than the other amines
and therefore drives the equilibrium towards carbamate. TMG
reacts as a Bronsted base towards CO, owing to its steric bulk,
while the other amines are Lewis bases. Upon the addition of
CO,, the Infrared (IR) spectra showed the presence of carbamate
species. No carbonate or bicarbonate vibrations were detected
in the IR spectra when water was added, indicating that no
other species were formed. In this study, TMG was added to
stabilise the carbamates of the other selected amines. In the
absence of TMG, no significant peaks related to any amines
were observed. In the presence of TMG, all the CV data shifted
owing to the formation of carbamate. Among the tertiary

This journal is © The Royal Society of Chemistry 2024
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2020,** The Electrochemical Society. (c) The proposed CO, capture
and conversion system. (d) AMP concentration effect of reaction rate
and FE of formate, glycolate, and oxalate during electrolysis at —2.5 V
vs. Ag/AgCl at 75 °C. Copyright 2021,*2 American Chemical Society.

amines, only TEOA shifted the onset potential to a less negative
value in the presence of TMG. Aniline, TEOA, and morpholine
underwent complexation with CO,, resulting in higher current
densities in CV tests (Fig. 6b). This suggests that these amines
have a greater ability to bind redox-active CO, in solution.
Interestingly, the bicarbonate content increased in the presence
of secondary amines and aniline through an anodic shift of the
onset potentials when water was added, while in the carbamate
content decreased. These amines resulted in a reduction in
potential upon the addition of water to the saturated CO,
solution, indicating that proton or bicarbonate reduction
occurs due to the addition of water. The CV data of the
secondary amines and aniline exhibited an anodic shift upon
the addition of water, except for TMG, indicating the conversion
of carbamate species to bicarbonate. The addition of water had
a negligible effect on the CV of TREA because no carbamate
species were present.

Pérez-Gallent et al. developed an integrated system for CO,
capture and conversion by combining chemical and physical
absorption solvents as electrolytes and increasing the temper-
ature of the system in a mixed solution of AMP and propylene
carbonate (PC).** The system is functioned by combining these
two solvents, where AMP is CO, capturing media and PC is the
physical solvent. This method involves heating an electro-
chemical reactor to liberate the captured CO, (Fig. 6c). The
concentration of AMP affected the reduction of CO, at an
optimal concentration of 2 M. Further increasing the concen-
tration of AMP to 3 M results in a highly viscous solution that
limits the conductivity and mass transfer properties of the
solvent (Fig. 6d). Increasing the temperature also affects the
performance of the system,***® which will be discussed in detail

This journal is © The Royal Society of Chemistry 2024
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in Section 3.3. A Pb catalyst produced formic acid with a FE of
up to 45% and a reaction rate of 0.56 mmol m~> s~ '. Recent
research has indicated that AMP predominantly captures CO, in
the carbamate form, which undergoes hydrolysis in an aqueous
solution to form bicarbonate.**** This phenomenon enhances
the efficacy of AMP relative to other primary amines. Bicar-
bonate conversion is further discussed in Section 2.2.

2.2 (Bi)carbonate conversion

Metal hydroxides such as NaOH and KOH chemically absorb
CO, to form bicarbonates or carbonates depending on the pH of
the solution. Such absorbents offer several advantages over
amine absorbents, including lower volatility and absence of
odour; however, their industrial application is limited by the
drawbacks of salt formation during CO, conditioning, high
regeneration energy, and corrosivity arising from their high
alkalinity.>*** Despite these drawbacks, metal hydroxides are
currently suitable CO, absorbents for DAC systems, owing to
their high selective absorption capacity in low-concentration
CO, environments. Moreover, the application of metal hydrox-
ides to the capt-eCO,R system can address the high regenera-
tion energy issue because the high-temperature (>700 °C)*
calcination process to release captured CO, is replaced by
electrochemical conversion of bicarbonate/carbonate. There-
fore, capt-eCO,R systems using metal hydroxides are promising
systems for achieving net-zero CCUS and carbon-negative direct
air capture and utilisation (DACU).

Tertiary amines absorbents chemically absorb CO, in the
form of bicarbonate. Unlike primary and secondary amines,
tertiary amines do not directly bond with CO, but act as base
catalysts in the CO, capture process (Fig. 7). Compared to
primary and secondary amines, the C-H bonds of tertiary
amines give an energetical advantage over the C-N bonds of
primary and secondary amines in the desorption process.
Additionally, tertiary amines generally have a higher capacity
because one tertiary amine molecule captures one CO, mole-
cule, whereas two molecules of primary and secondary amines
are required to capture one CO, molecule as mentioned in
Section 2. The performance of tertiary amine-based systems is
expected to depend on the amine type, given that metal
hydroxides provide the alkali cations required for electro-
chemical conversion reactions.

2.2.1 Alkaline media. The direct electrochemical conver-
sion of KHCO; is known to exhibit low selectivity and current
density in a conventional H-type cell system.*>*® Li et al. intro-
duced a new reactor configuration to present a new reaction
pathway for the direct utilisation of bicarbonate (Fig. 8a).*” This
method employs a MEA electrolyser with a BPM to separate
water into H' and OH™ using an induced electric field. The
cation- and anion-exchange layers of the BPM contacted the
cathode and anode, respectively, to deliver H™ to the cathode
under a reverse bias (Fig. 8b). This creates an acidic environ-
ment at the cathode surface, and consequently, the bicarbonate
in the catholyte circulating towards the cathode is instantly
converted to CO, because of the pH equilibrium reaction. The
CO, generated in this manner is called in situ CO,. The in situ

J. Mater. Chem. A, 2024, 12, 10597-10613 | 10603


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ta01178c

Open Access Article. Published on 03 d’ abril 2024. Downloaded on 28/1/2026 12:09:14.

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

(cc)

Journal of Materials Chemistry A

co,
«0®

,9,=0+@0

\_?’??c.—_— o

..‘.)

Bicarbonate

Fig. 7 Representation of the process of CO, capture by tertiary amines.

CO, receives electrons from the electrode and is reduced to
produce CO. The suggested reaction pathway was verified
experimentally by replacing the BPM with an anion exchange
membrane (AEM) that does not transfer protons in the same
cell system. The efficiency of the reactor containing the AEM
was significantly lower than that of the reactor containing the
BPM, indicating that the reaction occurred via the proposed
reaction pathway. In this system, the bicarbonate conversion
efficiency increased to 81% CO FE at —25 mA cm™ > and 37% CO
FE at —100 mA cm > in 3 M KHCO; (Fig. 8c), thereby over-
coming the low selectivity and activity observed in existing
systems. This advancement paves the way for further explora-
tion into the direct conversion of bicarbonate. In a follow-up

View Article Online

Review

RyNH*

RyNH*

study, Lees et al. analysed the same flow cell configuration
using a continuum model.** The modeling data presented the
concentration distribution of bicarbonate ions, CO,, pH, and
CO;>" from the cation-exchange layer of BPM to the catalyst
layer as a function of the current density and water dissociation
performance of BPM (Fig. 8d-g). The model supported a previ-
ously proposed mechanism®” based on simulations and exper-
imental results and also suggests that performance results can
be improved by adjusting factors such as the thickness of the
catalyst layer and the efficiency of the BPM.

The bicarbonate conversion products were diversified by
using different catalyst materials. Similar to conventional gas-
eCO,R, the major products are determined by the type of
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catalyst. CO is primarily produced using Ag catalysts. Zhang
et al. used a cathode consisting of porous Ag foam that showed
high activity of 59% CO FE at —100 mA cm > in 3 M KHCO;
(Fig. 9b).* Kim et al. reported that Ni-N/C showed significantly
higher selectivity (91.0%) than cAg catalyst (28.8%) at —0.65
Vgue in 1 M KHCO; (Fig. 9¢). In addition, Li et al. noted that
the H,:CO ratio of syngas, the feedstock for the Fischer-
Tropsch reaction, varied from 2.5 : 1 to 7 : 1, and they produced
a 3:1 ratio of syngas from CO, captured 2 M KOH using a Ag
catalyst.*>® In particular, they also showed operational stability of
145 hours in the system. As a study on the production of
formate, Bonet Navarro et al. used a bulk Sn catalyst to obtain
18% and 47% formate FE in 1.5 M KHCO; in the case of CO,
pre-saturated and CO, pre-saturated 1.5 M KHCO;, respectively,
at —1.6 V vs. Ag/AgCl.** In addition, Li et al. reported that elec-
trodeposited Bi on carbon paper produced formate with 64% FE
at —100 mA cm ™2 and 27% FE at —400 mA cm ™2 in 3 M KHCO;
(Fig. 9a).>> Lees et al. also demonstrated that Cu foam produced
methane with a partial current density of —120 & 10 mA cm ™2 in
34 + 7% yield from capt-eCO,R in 3 M KHCO; with 3 mM
CTAB.” 1D continuum modeling suggests that multi-carbon
products are formed if the H' supply from the membrane is
smoother and the catalyst surface becomes more acidic. To
study the multi-carbon products, Lee et al. composed a bilayer
with one layer consisting of a mixture of Ag catalyst, Nafion, and
poly(tetrafluoroethylene) (PTFE) and the other comprising
a mixture of Cu catalyst and Sustainion.** A flow reactor
equipped with this bilayer recorded 41.6 £ 0.39% C,. FE at
—100 mA cm 2 in 3 M KHCO; (Fig. 9d).
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Another study targeting multi-carbon products found that
controlling the microenvironment was crucial, in addition to
catalyst design. Lee et al investigated instantaneous CO,
detachment by a pH equilibrium reaction of the absorbed CO,
species according to distances between the membrane and the
cathode.” The use of a 0.5 M H,SO, anolyte and Nafion as a cation
exchange membrane (CEM) with various thicknesses of inter-
posers enabled the construction of well-defined spacing between
135 and 540 um (Fig. 10a—c). In this configuration, high C,. FE of
38% at a distance of 135 pm and a current density of —300 mA
cm 2 were obtained in the presence of Cu nanoparticle catalysts
(Fig. 10d). Also noteworthy, the CEM lowered the overpotential of
the system by facilitating proton transfer to the cathodic side
owing to the concentration gradient (Fig. 10e). To enhance C,.
production, cobalt phthalocyanines on carbon nanotubes (CoPc-
CNTs) was applied to the Cu to produce CO from CO, with high
turnover frequencies, resulting in a higher C,. FE of 47% at —300
mA cm™? (Fig. 10f). These efficient systems highlight the impor-
tance of adjusting the mass transport to improve current density.

2.2.2 Tertiary amine media. Process engineering has been
applied to combine the capture and conversion of CO,. Diaz et al.
applied the concept of switchable polarity solvents (SPS) using
a tertiary amine, 1-cyclohexylpiperide (CHP), in which the
polarity changes upon CO, absorption, which results in a change
in its water solubility.>® Based on this property, a reversible amine
cycle can be established when CHP is applied as a CO, absorbent
in the capt-eCO,R system (Fig. 11a). A CEM (Nafion) applied MEA
with a buffer layer between CEM and cathode was prepared,
along with a 1.25 M CHP-H,CO; solution as a catholyte by
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of Cu electrocatalyst and Cu/CoPc-CNTs catalyst at applied current densities ranging from 200 to 400 mA cm™2. Copyright 2023, Elsevier.

capturing CO, in CHP. This concentration (1.25 M) CHP-H,CO;
affords the maximum concentration of CO, and ionic conduc-
tivity. In this configuration, a Ag catalyst showed approximately
30% CO FE at —104 mA cm™ > (Fig. 11b). These studies of bicar-
bonate reduction activity in amine solutions elucidate the
behaviour and activity of tertiary amines in the capt-eCO,R.
Langie et al. developed a unique bicarbonate conversion system
known as a reaction swing absorption (RSA) using TREA as a CO,
absorbent."” The tertiary amine TREA was used in place of a metal
hydroxide owing to its high selectivity towards bicarbonate and
industrially applicable CO, absorption rate. TREA demonstrated
a CO, absorption rate of 84.5% at a flow rate of 0.8 m® h™* with 3%
CO,, and 95.1% at 0.5 m® h™! with 3% CO,, measured in an
absorption tower with a height of 3 m (Fig. 12a and b). Various
membranes, substrates, and cathode catalysts were evaluated to
identify the viable configuration for the utilisation of TREA-
captured CO,. The optimal catalyst for syngas consisted of
hydrophilic nano-coral structured Ag with carbon (coral Ag/C),
which achieved a CO FE of 68.7% at —20 mA cm > and 29.2% at

—200 mA cm 2 in a BPM equipped MEA electrolyser (Fig. 12c).
Remarkably, the CO, concentration in the outlet gas is nearly zero,
highlighting the effective absorption of TREA and its suitability as
a CO, absorbent for the capt-eCO,R system. Also, they have re-
ported up to 70 hours of stable performance in TREA capt-eCO,R
through the use of optimized catalyst. The feasibility of the RSA
system compares favourably with traditional CO,-to-syngas tech-
nologies, such as the reverse water-gas shift reaction and gas-
eCO,R, according to TEA and LCA. RSA is in the early stages of
development and thus incurs higher capital expenditure (CAPEX)
(Fig. 12d); however, it offers the lowest OPEX and break-even prices
among the evaluated CCU processes (Fig. 12e). In the optimistic
scenario, with potential improvements in CO FE and reduced
voltage, the break-even price of RSA could drop to as low as $0.65
per kg of syngas, significantly lowering both the CAPEX and OPEX.
The RSA also showed the highest net present value (NPV), indi-
cating a substantial positive increase in profitability (Fig. 12f). LCA
showed that RSA had the lowest GWP in all tested scenarios,
potentially being as low as 0.27 kg CO, eq. kg™ of syngas, moving
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towards net-zero CO, emissions (Fig. 12g). These findings high-
lighted the economic and environmental advantages of bicar-
bonate systems. Recent achievements in bicarbonate conversion
are summarised in Table 3.

To investigate the dependence of the electrochemical activity on
the type of tertiary amine, Hosseini et al. analysed solutions of
monoethanolamine, diethylenetriamine (DETA), diisopropyl-
amine (DIPA), and aminoethylpiperazine (AEP) with and without
the addition of bicarbonate using CV.*” Of these; only DIPA showed
a significant catalytic effect on bicarbonate reduction, then the
mechanism of carbonate reduction in DIPA was explored electro-
chemically by scan rate control experiments and EIS analysis.

3 Strategy for improve performance
of capt-eCO,R

Recent studies that aimed to identify the active characteristics of
primary amine-based systems have proposed that the release or
dissolution of CO, may constitute an active component rather
than the carbamate itself. Increasing the ratio of free CO, to the
captured absorbent is important to promote more efficient

Year RWGS ~ Gase

experiments. (b) CO, absorption rates at various TREA flow rates at fixed
coral-Ag, and coral Ag/C in 3 M TREA. (d) CAPEX of three processes. (e)
and optimistic scenarios of three processes. (f) NPV of an optimistic
and optimistic scenarios of three processes. Copyright 2022,*” Springer

utilisation regardless of the absorbent type. Similar strategies
have therefore been employed to improve the performance of
capt-eCO,R system, regardless of the type of CO, absorbent.

3.1 Control the wettability of electrodes

In the case of an MEA cell or flow cell for the gas-eCO,R, where
reactions occur at a triple-phase boundary, various strategies
have been applied to reduce the involvement of water on the solid
electrode surface to inhibit the HER and flooding.®*** For
example, porous carbon paper treated with hydrophobic mate-
rials, such as PTFE and microporous layers (MPL), is preferred in
the gas-eCO,R system because it alleviates flooding and enables
gaseous CO, to access the catalyst layer. In contrast, the capt-
eCO,R requires different mass transport approaches to achieve
feasibility because the reactant is delivered in the liquid phase
rather than the gas phase. Hydrophobic treatment of the carbon
substrate inhibits intimate contact between the liquid reactants
and the catalyst layer and may therefore have the opposite effect.

Lees et al. compared the performance of Ag catalysts on
carbon papers under different PTFE and MPL conditions.>
Placing the Ag catalyst on carbon paper without PTFE and MPL

Table 3 The capt-eCO,R performance of reported bicarbonate electrolysers

Catalyst Catholyte Product Faradaic efficiency (%) Current density (mA cm™?) Temperature Pressure Reference
Ag 1.25 M CHP-H,CO; CO 30 —104 25 °C 40 psig 56
Coral Ag/C 3 M TREA Cco 30 —200 R.T. Ambient 17
Ag foam 1.5 M CsHCO;3 CO 80 —100 R.T. Ambient 58
Ag 3 M KHCO; CcO 82 +2 —-100 R.T. Ambient 59
Ag foam 3 M KHCO;3; CO 95 —100 R.T. 4 atm 49
Bi 3 M KHCO; HCOO™ 62+1 —-100 R.T. Ambient 52
Cu foam 3 M KHCO; CH, 30 —400 R.T. Ambient 53
Cu/Ag bilayer 3 M KHCO;3 Cor 41.6 £ 0.39 —100 R.T. Ambient 54
Cu/CoPc-CNTs 1.5 M K,CO; Cyy 47 —300 R.T. Ambient 55

This journal is © The Royal Society of Chemistry 2024
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achieved the highest performance (Fig. 13a and b), indicating
that a well-wetted environment facilitates the approach of the
reactants to the electrode in the capt-eCO,R. Based on this
observation, Zhang et al. used porous Ag foam as an electrode,
which showed significantly higher performance than the control
carbon cloth as mentioned in Section 2.2.1.* Langie et al. also
constructed an MEA cell using carbon papers that were not
treated with PTFE or MPL."” To enhance the hydrophilicity of the
catalyst and improve CO production, the coral Ag/C was prepared
through electrochemical oxidation and reduction processes. The
performance of coral Ag/C was compared with Ag nanoparticles,
coral Ag, and Ag/C to determine the origin of the high perfor-
mance associated with the coral Ag/C. They found that the
hydrophilicity of the catalyst material, through the transition
from Ag nanoparticles to coral Ag and Ag/C structures, along with
the measurement of the contact angle with water, contributes
significantly to the performance improvement (Fig. 12¢ and 13c).
Additionally, the CO production performance of various carbon
papers, both treated and untreated with PTFE, showed a consis-
tent trend where hydrophobic carbon paper resulted in reduced
CO production (Fig. 13d).

3.2 Addition of various additives

CO,, absorbents such as amino-alcohol solutions can interfere
with the catalyst surface in the capt-eCO,R system. As explained
in Section 2.1.1, Lee et al. observed an increase in performance
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by adding alkali cation, especially K*, to the monoethanolamine
solution, and observed the effect of alkali cation on the
composition of electrode surface EDL through Raman spec-
troscopy and EIS analysis.** These results demonstrate that
while bulky amm