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Metal—nitrogen—carbon catalysts for
electrochemical CO, reduction: from design to
industrial applications

Shengyao Wang, Ahmed Badreldin and Ying Li (2 *

The electrochemical CO, reduction reaction (eCO,RR) offers a promising route for converting CO, into
value-added chemicals and fuels using renewable electricity. Developing efficient, stable, and scalable
catalysts is key to advancing this technology for commercialization. As non-precious metal catalysts,
transition metal—nitrogen—doped carbon (M—N-C) materials have demonstrated excellent catalytic per-
formance due to their tunable electronic structure, high activity, and structural stability. Herein, we pro-
vide a comprehensive overview of our group’s work in designing and optimizing M—N-C catalysts for
the eCO,RR, focusing on metal site engineering, carbon substrate modification, and heteroatom doping
strategies to enhance electrocatalytic efficiency and selectivity. We have also discussed the challenges
and progress in scaling up the synthesis of M-N-C catalysts, integrating M-N-C materials into
membrane electrode assembly (MEA) electrolyzers, and employing tandem electrocatalytic systems to
achieve multi-carbon products. Comparisons between tandem catalysts and tandem electrolyzers based
on M-N-C materials are presented. The potential of coupling the eCO,RR with thermocatalysis for pro-
ducing other high-value products is also briefly discussed in this review. We envision that the M—N-C
catalyst-based eCO,RR will offer a viable pathway for cost-effective CO, utilization, while future
research may focus on demonstrating long-term stability in large-scale electrolyzers and the develop-
ment of efficient tandem reactor systems to further validate the commercialization potential.
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1. Introduction

As global energy consumption continues to rise, fossil fuels are
still the main energy source for modern society."”* However, the
increasing emissions of carbon dioxide (CO,) into the atmo-
sphere due to fossil fuel consumption significantly contribute
to climate change and serious environmental consequences.’
In recent years, to reduce CO, emissions and for better carbon
management, researchers have developed various carbon
capture, utilization, and storage (CCUS) strategies."” Based
on the form of energy input, CO, reduction is generally classi-
fied into thermocatalytic, electrocatalytic, and photocatalytic
processes.®™! Among them, the electrochemical CO, reduction
reaction (eCO,RR) has attracted rapidly increasing attention
because it can convert CO, into value-added chemicals and
fuels, such as carbon monoxide (CO), formic acid (HCOOH),
methanol (CH3;0H), ethylene (C,H,), and ethanol (C,HsOH),
under mild operating conditions. In particular, when powered
by renewable electricity, the eCO,RR has the potential to
achieve carbon neutrality, or even negative carbon emissions.
Thus, it is considered one of the key technologies to achieve a
net-zero society in the future."

Despite being a promising technology, many scientific and
technical challenges should be addressed before the eCO,RR
can be applied at the industrial scale. First, CO, has a highly
stable molecular structure, with C—0O bond dissociation ener-
gies as high as 750-806 kJ mol ', requiring high activation
energy for reduction."® Second, the eCO,RR involves a complex
multi-electron and multi-proton transfer pathway, and compe-
tition between different reaction routes often leads to low target
product selectivity.'* For example, the reduction of CO, to CH,
requires eight electron transfers, while the reduction to
HCOOH requires only two electron transfers, but the equili-
brium potentials of common eCO,RR products are all around
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1.1 V, which only differ by about +0.1 V, making them
thermodynamically non-selective.'® Additionally, the hydrogen
evolution reaction (HER) is a major side reaction of the
eCO,RR, especially at low overpotentials, and the HER can
compete with CO, reduction and significantly lower the far-
adaic efficiency (FE), or selectivity, of the target products.
Therefore, developing highly efficient and selective electroca-
talysts that can reduce the required overpotential (i.e., voltage
needed to sustain a certain production rate or current density)
and suppress side reactions is key to advancing this technology.

Among the various products of the eCO,RR, CO stands out
because of its demonstrated superior selectivity and industrial
viability. The FE of CO, reduction to CO has reached nearly
100% in recent studies, whereas C,., products require multiple
CO, molecules to co-adsorb and react, leading to significantly
lower selectivity.'® For instance, the highest FE reported for
ethylene, ethanol, and n-propanol is about 83%, 81%, and 30%,
respectively.’””® Since CO formation follows a two-electron
transfer process, it avoids the complex multi-step pathways
required for C,, products, resulting in faster reaction kinetics,
lower overpotential, and reduced electricity costs.>’ Beyond its
high selectivity, CO also offers significant advantages in pro-
duct separation. For liquid products like formic acid it requires
energy-intensive separation processes (~$60 per ton), whereas
CO, a gaseous product, can be efficiently purified using pres-
sure swing adsorption (PSA) technology, with a separation cost
of approximately $10 per ton, making it highly suitable for
large-scale implementation.*! Techno-economic analysis (TEA)
has shown that the levelized production cost of CO via the
eCO,RR is approximately $0.45 per kg, slightly lower than that
of formic acid ($0.47 per kg), and both are below their respec-
tive 2023 market prices ($0.6 per kg and $0.68 per kg).*?
Additionally, CO has a much larger industrial market compared
to formic acid.® CO is a key intermediate in syngas (H,/CO)
production, which is widely utilized in the Fischer-Tropsch
(F-T) process to synthesize gasoline, diesel, and other high-
value hydrocarbons, as well as in metal refining and chemical
synthesis.>**> Therefore, electrocatalytic CO, reduction to CO
represents the most economical and technically feasible
approach for large-scale CO, electrochemical conversion.

As early as the 1980s, Hori et al. discovered that gold (Au)
electrocatalysts could efficiently reduce CO, to CO at low
potentials, achieving faradaic efficiencies of up to 91% and
partial current densities of 3.7 mA cm™>.%® In pursuit of a more
cost-effective alternative, Lu et al. first developed a nanoporous
silver (Ag) catalyst for the eCO,RR, which exhibited a CO
faradaic efficiency (FEgo) of up to 92%.%” In recent years,
researchers have further optimized the nanostructure of Ag to
enhance CO selectivity and reaction activity. For example, Liu’s
group synthesized five-fold twinned Ag nanowires (NWs) using
a bromide-mediated polyol method, achieving a maximum
FEco of 99.3% and an energy efficiency (EE) of 61.3%.>® How-
ever, pure Ag nanoparticles have a high surface energy, making
it challenging to maintain their structure and size during long-
term operation.”® The electrochemical reduction of CO, to CO
is strongly influenced by the size, crystal structure, and
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morphology of Ag nanoparticles. Moreover, as a noble metal,
silver is relatively expensive and not earth-abundant, posing
inherent cost and scalability limitations. While some Ag-based
catalysts can reach FEqo above 90%, achieving a higher FE close
to 100% often requires precise size control and surface struc-
ture modifications, which not only increase synthetic complex-
ity but also further elevate catalyst costs.*® Due to these
challenges, researchers have begun exploring more economic-
ally viable non-precious metal catalysts.

Transition metal-nitrogen-carbon (M-N-C) catalysts have
emerged as a key research focus in the field of CO, reduction
due to their high catalytic activity, excellent selectivity, and
structural stability.*" The single-atom metal sites coordinate
with various nitrogen functional groups in the carbon frame-
work, such as pyridinic nitrogen, pyrrolic nitrogen, and graphi-
tic nitrogen, forming well-defined M-N, active centers, or
single-atom catalysts (SACs).>”> These coordination environ-
ments not only modulate the electronic structure of the active
sites, enhancing CO, adsorption and activation, but also con-
tribute to catalyst stability by preventing metal atom aggrega-
tion or leaching during operation.>® The catalytic activity of M-
N-C is primarily attributed to atomically dispersed metal
centers, instead of being dictated by specific nanoparticle sizes,
which enables high CO selectivity across a broad range of
operating conditions.**

Unlike metal nanoparticles, where multiple adjacent metal
sites can facilitate C-C coupling via a Langmuir-Hinshelwood
(LH) mechanism, M-N-C catalysts feature isolated atomic sites
that hinder the co-adsorption and interaction of CO intermedi-
ates, thereby limiting the formation of C,, products.®® This
inherent site isolation makes M-N-C catalysts particularly
selective toward CO production. Additionally, under working
potentials, the metal sites in M-N-C SACs experience charge
accumulation effects, which promote the chemisorption of
CO,. While this enhances CO, activation, the adsorbed *CO,
preferentially undergoes protonation to form *COOH rather
than *OCHO, ultimately favoring CO selectivity.*®

Many recent studies have shown that M-N-C catalysts can
inherently achieve CO faradaic efficiencies exceeding 95%
across a wide range of formulations.*’° Compared to noble
metal catalysts, M-N-C systems are composed of earth-
abundant transition metals (e.g., Fe, Co, Ni) and nitrogen-
doped carbon materials, offering advantages such as lower
cost, greater scalability, and tunable catalytic properties. As a
subclass of SACs, M-N-C catalysts exhibit near-maximum
atomic utilization, tunable coordination environments, strong
metal-support interactions, and excellent electrical conductiv-
ity, making them highly promising electrocatalysts for the
eCO,RR.*0*!

In the exploration of M-N-C catalysts, research has primar-
ily focused on three key aspects: (1) optimizing metal centers by
selecting suitable metal species and tuning their coordination
environments to enhance CO, reduction activity and selectivity;
(2) improving catalyst stability and electron modulation
through nitrogen coordination and other heteroatom doping;
and (3) engineering the base carbon substrates, such as
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graphene, CNTs, and graphitic carbon nitride (g-C3;N,), to
optimize electron transport and enhance catalytic stability.

Our research group has made seminal contributions to the
aforementioned key areas in advancing M-N-C catalysts for the
eCO,RR, and this feature article summarizes our past accom-
plishments focusing on metal site engineering, nitrogen and
other heteroatom doping strategies, variations in carbon sub-
strates, and discussion of metal-free nitrogen-doped carbon
(NC) systems. Additionally, a review of the progress from the
larger M-N-C research community is incorporated to provide
an in-depth analysis of how the recent material innovations
influence catalytic performance. Furthermore, a perspective is
presented to give insights on the future development of M-N-C
catalysts, highlighting key advancements in scalable synthesis,
industrial implementation in electrolyzers, application of
M-N-C catalysts in tandem reactions, and the integration of
electrocatalysis with thermocatalysis for production beyond
CO. This article aims to provide a comprehensive understand-
ing of the key design principles of M-N-C catalysts for the
eCO,RR and the critical requirements for large-scale industrial
applications.

2. Rational design of M—N-C catalysts

Significant progress has been made in the development of
M-N-C catalysts for the eCO,RR. In this section, we review
key optimization strategies by discussing how the modulation
of metal centers, nitrogen coordination, and carbon substrates
affects electrocatalytic performance. The discussion is based on
our representative studies, providing insights into the struc-
ture-performance relationship of M—-N-C catalysts.

2.1 Metal sites

2.1.1 Systematic screening of metal centers. In earlier
studies, researchers explored various metal-site M-N-C cata-
lysts for the eCO,RR. Varela et al. successfully synthesized three
catalysts, Fe-N-C, Mn-N-C, and FeMn-N-C, through high-
temperature pyrolysis and acid leaching, using Fe and Mn
chlorides as metal precursors and polyaniline (PANI) and
Ketjen Black carbon as the carbon substrate.”” These catalysts
achieved CO selectivity of up to 80% at —0.5 V vs. RHE, with
mass activities comparable to or even higher than carbon-
supported gold catalysts (Au/C), while also reducing the onset
potential by 100 mV compared to Au/C. Zhao et al. used a zinc-
based metal-organic framework (MOF), namely ZIF-8, as a
precursor for the carbon substrate, followed by introducing
Ni*" via an ion-exchange method, and carbonized the material
at 1000 °C to synthesize single-atom Ni-doped nitrogen-
doped carbon (Ni SAs/N-C).** The catalyst showed 71.9% CO
faradaic efficiency at —0.9 V vs. RHE, a turnover frequency
(TOF) of 5273 h™" at —1.0 V vs. RHE, and a current density of
10.48 mA cm™? in an H-cell in 0.5 M KHCO;. This early work
confirmed that Ni SAs/N-C exhibited superior performance
compared with Ni nanoparticle catalysts (Ni NPs/N-C) when
coupled with N-doped carbon substrates. The H-cell remains

This journal is © The Royal Society of Chemistry 2025
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the most commonly used configuration for CO,RR catalyst
evaluation due to its simplicity and reproducibility, particularly
in early-stage performance screening.** Unless otherwise spe-
cified, the electrochemical performance data discussed in this
review were obtained from H-cell measurements.

Notwithstanding, these early-explored electrocatalysts still
face challenges such as low activity, large overpotentials, and
limited CO selectivity. Furthermore, differences in carbon and
nitrogen precursors, synthesis methods, and heat treatment
conditions lead to variations in carbon structure, metal site
distribution, and nitrogen doping levels. These inconsistencies
make it difficult to directly compare results across studies. As a
result, the relationship between catalytic activity and metal
center type remained unclear at the early-stage, and the cata-
lytic mechanisms of different metals in the CO,RR were not
fully understood during earlier explorations. A systematic
screening of metal centers was needed to guide the rational
design of high-performance M-N-C catalysts.

In an effort to address these limitations, our group synthe-
sized five M-N-C catalysts (Cr, Mn, Fe, Co, and Ni) using a
unified solid-phase pyrolysis strategy and systematically com-
pared their eCO,RR performance and possible reduction
mechanisms.*® All five synthesized catalysts exhibited M-N
coordination environments with similar nitrogen con-
figurations, including pyridinic N (~398.5 eV), graphitic N
(~400.7 eV), and oxidized N (~402.8 eV). Additionally, they
maintained very close metal loading levels of 2.49 4+ 0.30 wt%,
ensuring valid activity comparisons. Electrochemical tests
revealed that Fe-N-C and Ni-N-C significantly enhanced
CO,-to-CO selectivity compared to metal-free N-C catalysts.
Fe-N-C demonstrated the lowest overpotential, achieving a
maximum FE¢q of 87% at 0.38 V, while Ni-N-C exhibited the

View Article Online
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highest CO selectivity (96% FE¢o at 0.64 V) and a TOF of 1060
h™" (Fig. 1a). In contrast, Mn-N-C and Cr-N-C favored the
competing HER. Although Co-N-C exhibited some CO,
reduction activity at low overpotentials, its CO selectivity
decreases substantially at higher applied voltages compared
to Ni-N-C. These results highlight Fe and Ni as the most
effective metal centers for the eCO,RR, whereas Mn, Co,
and Cr display weaker activity due to electronic and
coordination limitations. To further investigate the CO,RR
mechanism, Tafel slope analysis was carried out (Fig. 1b).
Ni-N-C and Co-N-C showed relatively low slopes of 118 and
147 mV dec ', respectively, which suggest that the rate-
determining step involves the initial one-electron transfer to
CO,, forming a surface-adsorbed *CO,  intermediate. This
intermediate then reacts with another electron and two protons
to generate *CO and H,0, followed by CO desorption (Fig. 1c).
In contrast, Fe-N-C, Mn-N-C, and Cr-N-C exhibited higher
slopes of around 200 mV dec™'. The rate-determining step in
these cases may involve a proton-coupled electron transfer
process, where CO, is first converted to a *COOH intermediate.
This intermediate is further reduced by one proton and one
electron to form *CO and H,O, followed by desorption (Fig. 1c).
These differences likely originate from variations in the elec-
tronic structure of M-N sites, which affect the binding strength
of CO, and related intermediates. The analysis provides a basis
for tuning metal centers in M-N-C catalysts to optimize
eCO,RR activity and reaction pathways.

2.1.2 Metal-nitrogen coordination environment. In
addition to the choice of metal centers in M-N-C catalysts,
the M-N coordination environment also plays a crucial role in
catalytic performance. M-N, coordination is believed to be the
most common and stable configuration, but variations exist
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Fig. 1 (a) Summarization of maximum FEco and CO TOF at the corresponding overpotentials of M—N-C at different metal sites. (b) Tafel slopes for

M-N-Cs with different metal sites. (c) Proposed CO,RR mechanisms on M—N-C.* Reprinted with Permission. Copyright 2018 Elsevier. (d) Illustration of

M-N, coordination environments: M=N4—Cyq vs. M=N5,,—Cg.*® Reprinted

with permission. Copyright 2018 American Chemical Society. (e) Schematic

of CoNs/HNPCSs.*° Reprinted with permission. Copyright 2018 American Chemical Society. (f) FEco at different applied potentials over Niga—N,—C.5°

Reprinted with permission. Copyright 2020 Wiley.
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among the M-N, types, and it was not clear how the variations
affect structure-performance relationships at the atomic level.
Our group explored this fundamental issue by systematically
investigating the impact of different metal-N, coordination
configurations on eCO,RR activity using both experimental
and theoretical approaches.

In one of our studies, two distinct N, coordination config-
urations were identified (Fig. 1c): (1) M-N,-Cy, (bulk site),
where metal atoms are embedded within the graphitic layer
and fully surrounded by carbon atoms; and (2) M-N,.,-Cg (edge
site), where metal atoms are anchored at the edges of two
adjacent N-doped graphitic layers, forming coordination bonds
with two nitrogen atoms from each respective layer.*® This
structural arrangement induces localized distortion in the
carbon skeleton, deviating the metal site from a planar
structure.”” A MOF-derived synthesis method was successfully
applied to prepare atomically dispersed Fe-N-C and Co-N-C
catalysts without metallic phases. We systematically studied
two typical N,-coordinated configurations in M-N-C structures
through combined experimental and theoretical investigations.
Density functional theory (DFT) calculations revealed that for
Fe and Co metal centers, the M-N,,,-Cjg structure serves as the
primary active site for the CO,RR. As shown in Fig. 1d, the
reaction enthalpy change (AH) between the rate-limiting
COOH* to CO* + OH* step for M-N,,,-Cg is approximately
—1.18 eV, whereas that of M-N,-C;, exceeds +1.11 eV. This
suggests that the M-N,,,-Cjg structure has a thermodynamically
downhill COOH* dissociation step. In contrast, M—-N,—Cy,, with
its metal active site deeply embedded in the carbon framework,
exhibits weak *COOH binding (positive AH). This increases the
required energy barrier for COOH* dissociation, effectively
slowing down the eCO,RR rate and enhancing competition
from the HER, as HER is thermodynamically more favorable
than eCO,RR at these sites.

Besides Fe- and Co-based M-N-Cs, another study of our
group further explored the structure-performance relationship
on single-atom Ni-N-C catalysts, which were synthesized
through calcination of chemically doped ZIF-8.*® Electrochemi-
cal tests in H-cell demonstrated a high FEgo of 96% at an
overpotential of —0.57 V. Theoretical calculations further sup-
ported that Ni-N,,, sites exhibited enhanced CO, reduction
activity compared to bulk-hosted Ni-N, configurations, as they
facilitate the breaking of the C-O bond in the limiting COOH*
intermediate. These findings collectively highlight the crucial
role of coordination environment engineering in optimizing
M-N-C catalysts for the CO,RR.

Furthermore, besides the well-accepted M-N, structure,
other configurations (M-N,; x = 5, 3, 2) have been reported
in M-N-C catalysts, whereas the x value is determined
through direct or indirect evidence from characterization or
computation.®>* Pan et al. designed a catalyst based on a
single-atom Co-Nj coordination structure (Fig. 1e) by anchor-
ing atomically dispersed Co onto nitrogen-doped porous car-
bon spheres (HNPCSs) via a polymer-derived strategy.*® X-ray
absorption near-edge structure (XANES) results indicated that
the oxidation state of Co ranged between +2 and +3, while

10488 | Chem. Commun., 2025, 61, 10484-10504
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extended X-ray absorption fine structure (EXAFS) fitting further
verified a coordination number of approximately 5, with no
detectable Co-Co coordination peak, confirming the atomically
dispersed nature of Co. The Co-Nj catalyst, with a loading of
3.54 wt%, achieved a FEgo of 99.4% at —0.79 V vs. RHE and
maintained an FEco above 90% over a wide potential range
from —0.57 to —0.88 V vs. RHE. Combined experimental and
DFT studies confirmed that the Co-Nj site serves as the active
center for CO, activation and COOH* intermediate formation,
while also promoting efficient CO desorption.

Gong et al. developed a strategy to regulate the coordination
environment of single-atom Ni catalysts using a bimetallic
MgNi-MOF-74 precursor.”® By vatrying the pyrolysis tempera-
ture, they successfully synthesized a series of Ni single-atom
catalysts (Nigs—N,—C) with different nitrogen coordination num-
bers. XANES analysis revealed that the oxidation state of Ni in
all Nigy-N,~C samples ranged between Ni° and Ni**, while
EXAFS fitting confirmed the atomic dispersion of Ni and the
presence of different Ni-N coordination states (2, 3, 4). Electro-
chemical CO, reduction tests demonstrated that Nigy—N,-C
exhibited a high FEqo of 98% at —0.8 V vs. RHE, with a TOF
of 1622 h™', significantly outperforming Nigy-N3;-C and Nigy—
N,-C (Fig. 1f). DFT calculations supported the experimental
findings, indicating that the Ni-N, configuration facilitates CO,
activation by stabilizing the COOH* intermediate and reducing
the reaction energy barrier for CO, reduction.

Overall, the coordination number and type of nitrogen in M-
N, sites endow them with unique catalytic properties. However,
the optimal M-N, coordination structure for the CO,RR
remains a subject of debate. For example, some studies suggest
that Co-N, sites exhibit superior CO, reduction activity com-
pared to Co-N, and Co-Nj sites while others report that Co-N,
is the most active site.>** Additionally, research has shown
that synthesis conditions, such as pyrolysis temperature, play a
crucial role in tuning the coordination environment. For
instance, M-N, sites may transform into M-N, sites at elevated
temperatures.>® Sa et al. prepared Ni-Nj sites through thermal
transformation of planar Ni-N, structures, which exhibited a
4.7-fold increase in TOF compared to their NiPc/CNT with Ni-
N, structure. In situ XANES further revealed a Ni*' to Ni'
reduction in Ni-N;.>” Liu et al. employed operando XAS and
near-ambient XPS to investigate the catalytic evolution of a Ni
SAC during the eCO,RR, revealing a reversible Ni**/Ni* redox
transition and suggesting that the Ni-N, structure in the Ni"
state serves as the active site for CO, activation.”® This work
highlighted the dynamic redox behavior of Ni-N, sites under
operating conditions and underscored the importance of real-
time characterization for identifying true active species. Never-
theless, in most studies, the identification of M-N, coordina-
tion structures relies on ex situ XAS fitting, which only captures
static information before or after the CO,RR. This approach
cannot reveal potential structural evolution under dynamic
electrochemical environments, potentially overlooking the true
active state during catalysis. Therefore, future research should
integrate advanced characterization techniques (e.g., in situ
XAS, X-ray photoelectron spectroscopy (XPS)) with theoretical

This journal is © The Royal Society of Chemistry 2025
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calculations to achieve a deeper understanding of the struc-
ture-performance relationship in M-N-C catalysts and further
optimize their catalytic activity.*®

2.2 Nitrogen source and other heteroatom doping

2.2.1 Choice of nitrogen precursors. Nitrogen doping plays
a critical role in enhancing the catalytic activity of M-N-C
materials, as it influences both the electronic properties and
structural stability of the catalyst. Pyridinic-N, graphitic-N, and
pyrrolic-N are the most commonly observed N species in N-
doped carbon catalysts. Pyridinic-N is often associated with
coordinating metal centers (M-N,) and is widely considered to
contribute to enhanced CO, reduction activity, though the exact
role of each nitrogen species remains under debate.®® A wide
range of solid nitrogen-containing precursors have been
explored for M-N-C catalyst synthesis through a pyrolysis
process, including urea, melamine, dicyanamide, benzylamine,
acetonitrile, aniline, and nitrogen-containing heterocyclic
compounds.®*"®* Meanwhile, gaseous nitrogen sources (e.g.,
NH; and N,) have also been employed as the precursor but
usually at higher temperatures to effectively dope N. However,
conventional nitrogen sources (e.g., urea) have some limita-
tions in the doping process, such as the need for higher
temperatures to achieve nitrogen doping and lack of strong
chemical or physical interactions with the carbon carriers,
which leads to the volatilization and escape of most nitrogen
species as gases during pyrolysis.®*®® This reduces the nitrogen
doping efficiency and therefore typically will require larger
amounts of upstream solid nitrogen precursors. In addition,
conventional synthesis of M-N-C catalysts often involves strong
acid treatment to remove metallic or metallic nitride nano-
particles that are typically not as active as their M-N-C counter-
parts. This not only increases the complexity of the synthesis
but also requires additional steps for waste management.
Therefore, there is an urgent need to develop synthesis strate-
gies with high nitrogen doping efficiencies, and facile and
environmentally benign processes.

To that end, we developed a novel synthesis strategy for
M-N-C catalysts using sulfamethoxazole (SMX), a pharmaceu-
tical waste found in wastewater, as the nitrogen source by first
adsorbing SMX onto a carbon substrate before pyrolysis.’”
Unlike conventional one-step pyrolysis of solid precursors, this
approach enables higher nitrogen utilization efficiency by
ensuring intimate contact between the nitrogen source and
carbon substrate prior to pyrolysis. However, the choice of
nitrogen precursor is crucial, as not all nitrogen-containing
compounds exhibit strong affinity for CNTs. SMX demonstrates
strong m-m interactions with carbon materials in aqueous
solution. This enables efficient adsorption onto commercial
CNTs before pyrolysis, ensuring more uniform nitrogen dis-
tribution across the carbon surface. By adsorbing SMX onto
commercial carbon nanotubes (CNTs) from an aqueous
solution under stirring, followed by drying at 60 °C overnight
and subsequent pyrolysis at 650 °C for 3 hours under an argon
atmosphere, we successfully synthesized Fe-N-C catalysts with
0.5 at% Fe loading. The Fe content in the catalyst originates from
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intrinsic metal impurities in commercial CNTs, thus no addition
of extra metal is necessary. Structural characterization confirmed
the single-atom Fe-N, site in CNT-SMX. Brunauer-Emmett-Teller
(BET) analysis showed a surface area of 170.6 m> g, significantly
higher than untreated CNT (81.1 m” g~ '), indicating that SMX
promotes microporous structure formation, thereby improving
CO, mass transfer during the eCO,RR.

eCO,RR tests demonstrated the superior performance of
CNT-SMX. In an H-cell at —0.76 V vs. RHE, CNT-SMX achieved
a FEqo of 91.5% (Fig. 2a) with a CO generation current of
14 mA cm 2, whereas CNT-melamine (prepared using the same
aqueous adsorption approach but using melamine) only
reached 60.8% FEgo and 1 mA cm 2. Further flow-cell tests
confirmed the high performance of CNT-SMX at industrially
relevant conditions, maintaining 97.5% CO selectivity at
300 mA cm ™2 and above 98% FE towards CO for over 24 hours
of operation at a constant current density of 100 mA cm >
Compared to previous reports on M-N-C catalysts, CNT-SMX
required 2 to 4 orders of magnitude less nitrogen precursor
while maintaining high CO selectivity and current density.

XPS analysis provided insight into the nitrogen doping
efficiency of CNT-SMX. CNT-SMX synthesized via the solution
method achieved a nitrogen atomic concentration of 0.80 at%,
comparable to CNT-melamine prepared by the traditional dry
process (0.77 at%). Remarkably, this was achieved using only 1/
100 the amount of nitrogen precursor compared to melamine
usage, demonstrating a significantly higher nitrogen utilization
efficiency. This suggests that the lower performance of CNT-
melamine is likely due to its weaker adsorption on CNT
surfaces, leading to lower nitrogen incorporation efficiency.
This multi-layer adsorption likely increases the probability of
nitrogen-containing intermediates encountering intrinsic
metal impurities in CNTs during pyrolysis, thereby promoting
the formation of M-N active sites. Additionally, our method
eliminates the need for post-pyrolysis acid washing, simplifying
the synthesis process and reducing environmental concerns
associated with metal-containing effluents. These findings
highlight a sustainable approach of converting wastes (SMX)
and unwanted products (metal impurities in CNTs) into useful
products (CNT-SMX catalysts).

Ever since, solution-based adsorption strategies have been
applied to improve nitrogen utilization efficiency and tailor M-
N coordination environments. Zhao et al. synthesized nitrogen-
doped carbon materials using a solution-based method to
investigate the curvature effect of carbon materials on the
eCO,RR.®® In their synthesis process, oxidized carbon nano-
tubes (OCNTs) were mixed with dicyandiamide (DICY) in
ultrapure water, followed by ultrasonic treatment and overnight
stirring. The mixture was then freeze-dried and annealed under
a nitrogen atmosphere to achieve nitrogen doping. Electroche-
mical tests demonstrated that the resulting nitrogen-doped
CNTs (N-CNTs) achieved nearly 100% FEgo at —0.6 V vs. RHE
and maintained 91% FEco over a 12 hours stability test,
showcasing excellent selectivity and stability.

2.2.2 Heteroatom doping beyond nitrogen. Doping of het-
eroatoms beyond nitrogen is an effective approach to further
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(a) CO faradaic efficiency of CNT catalysts using SMX and melamine as nitrogen sources.*’
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(b) and (c) Schematic illustration of the fabrication process for Fe=NS-C and CO FEs on Fe-S-C, Fe~N-C, FeS@NC, and Fe—NS—C.®” Reproduced with

permission. Copyright 2020 Elsevier. (d) and (e) Schematic of CO productio

(NC, SNC, Ni-NC and Ni-SNC).°® Reproduced with permission. Copyright 2022 Elsevier. (f) and (g) TOF for CO of Ni—
N>Cl/C.%° Reproduced with permission. Copyright 2023 Wiley.
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modulate the electronic structure of M-N-C catalysts. For
example, Fe-N-C, a promising CO,RR catalyst, still faces chal-
lenges such as low active site density and limited intrinsic
catalytic activity. Active site density is primarily governed by the
synthesis method, whereas intrinsic catalytic activity is influ-
enced by the coordination environment, affecting the electronic
properties and binding energies of key intermediates. To
address these issues, our group developed a copolymer-
assisted sulfur doping (S-doping) strategy, which synergistically
optimizes both the electronic environment of Fe-N, active sites
and the microstructure of the carbon support.®”

Using 5,5'-ethylenedithio-2,2'-bipyridine (EDTO) as a sulfur-
containing ligand, we synthesized Fe-NS-C catalysts via a
polymerization-pyrolysis-etching—annealing process, as shown
in Fig. 2b. BET analysis revealed that Fe-NS-C exhibits a
surface area of 1353 m* g, significantly larger than Fe-N-C
(639 m> g ') and Fe-S-C (440 m® g ). Fe-NS-C achieved a
FEco of 98% at —0.8 V vs. RHE, outperforming Fe-N-C (89%)
and Fe-S-C (64%) at the same applied potential (Fig. 2c).
Furthermore, Fe-NS-C maintained stable CO selectivity for
over 30 hours of continuous operation with minimal current
density decay. DFT calculations further demonstrated that
S-doping shifts the Fermi level of Fe-N, upward, increasing
electron density at the active site. This modulation reduces the
free energy barrier for COOH* intermediate formation, thereby
enhancing CO,RR kinetics and improving catalytic efficiency.
These findings highlight S-doping as a key strategy for improv-
ing Fe-N-C catalysts, offering enhanced activity, selectivity, and
stability.

Notably, the effectiveness of sulfur doping is not limited to
Fe-based catalysts; recent studies have demonstrated its ability
to enhance CO,RR performance in other M-N-C systems as
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well. Yang et al. developed a sulfur-doped single-atom catalyst
Ni-SNC (Fig. 2d) by calcining sulfate-doped Zn/Ni ZIF at
1000 °C under an argon atmosphere.®® Structural analysis
confirmed the formation of Ni-N;-S active sites, which were
shown to effectively lower the energy barrier for CO, reduction.
DFT results showed that compared to Ni-NC, the Ni-SNC
catalyst exhibited an energy barrier of only 0.69 eV for CO,-to-
COOH* conversion, significantly lower than the 2.02 eV barrier
for Ni-NC. eCO,RR tests demonstrated that Ni-SNC achieved
an FEco above 90% over a potential range of —0.6 to —0.9 V vs.
RHE, with a peak FEgo of 95% at —0.8 V (Fig. 2e). The
introduction of sulfur was found to enhance local charge
density, facilitating COOH* formation and improving CO
desorption, thereby enhancing CO,RR performance.

Beyond sulfur doping, researchers have also explored other
heteroatom dopants, such as chlorine, phosphorus, and fluor-
ine, to further tailor the electronic structure of M-N-C catalysts
for the CO,RR.”>”7? For instance, Song et al. developed a Ni-
N,Cl/C catalyst using a chlorine-functionalized carbon support,
achieving a TOF of 15 808 h~'—significantly higher than that of
Ni-N,/C (1476 h™"), as shown in Fig. 2f.°® TOF represents the
number of catalytic cycles per active site per hour, making it a
key indicator of the intrinsic activity of a catalyst. The signifi-
cantly higher TOF of Ni-N,Cl/C suggests that chlorine functio-
nalization enhances the catalytic efficiency of individual active
sites. This catalyst exhibited an FE¢o of 97.6% at —0.8 Vvs. RHE
(Fig. 2g) and maintained a CO faradaic efficiency above 80%
over a potential range from —0.6 to —1.2 V vs. RHE. Yang et al.
developed a phosphorus-doped Ni-N-C catalyst (Ni-NPC) to
enhance CO,RR performance.”” eCO,RR tests demonstrated
that Ni-NPC achieved a high FEqo of 92% and a current density
of 22.6 mA cm~> at —0.8 V vs. RHE. DFT calculations revealed

This journal is © The Royal Society of Chemistry 2025
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that P-doping modulated the charge distribution, significantly
reducing the free energy barrier for COOH* formation, thereby
enhancing CO, reduction kinetics.

2.3 Carbon substrate

2.3.1 Hybrid carbon structures. Various carbon substrates,
including carbon nanotubes (CNTs), graphene, and graphitic
carbon nitride (g-C;N,), have been widely utilized in electro-
catalysis due to their excellent electrical conductivity and
structural tunability.”*””® However, conventional carbon sup-
ports often suffer from insufficient active site exposure and
poor mass transport properties, which limits their practical
catalytic performance.

In our early efforts to optimize carbon substrates, our group
developed a SiO,-confined pyrolysis strategy to construct Fe-N
doped on a CNT/CNS hierarchical hybrid carbon structure
(NFe-CNT/CNS).”” SiO, acts as a confinement template, pre-
venting Fe particle aggregation while inducing the transforma-
tion of CNTs into sheet-like carbon nanosheets (CNS) at high
temperatures. Compared to NFe@CNT (3.86 at% N, 0.52 at%
Fe), NFe-CNT/CNS exhibits higher nitrogen (4.64 at%) and iron
(0.66 at%) contents. The hybrid structure synergistically
enhances both electron transport and active site exposure by
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combining the high conductivity of CNTs with the large surface
area and abundant defects of CNS. The interconnected CNT/
CNS network further facilitates mass transport during the
CO,RR. Electrochemical tests show the catalyst achieved a FE¢o
of 69% at —0.19 V vs. RHE, significantly better than that of
polycrystalline silver (—1.04 V) and cobalt porphyrin MOF
(—0.58 V), which are known CO,RR catalysts. Moreover, a low
Tafel slope of 89 mV dec " indicates that CO,RR on NFe-CNT/
CNS has a faster initial electron transfer to a CO, molecule
compared to that on NFe@CNT, indicative of a higher kinetic
rate. This study highlights the importance of rationally design-
ing engineered carbon structures to enhance CO,RR perfor-
mance. The synergistic effect of the CNT/CNS composite
provides a promising strategy for optimizing future M-N-C
catalysts.

Inspired by the advantages of the early-discovered hierarch-
ical carbon structure, our group further optimized the design of
Fe-N-C catalysts by oxidatively (partially) unzipping CNTs to
form graphene nanoribbons (GNRs), leading to the construc-
tion of a hierarchical CNT@GNR structure with dispersed Fe—
N, sites (Fig. 3a).”® A mild oxidation treatment using KMnO,4
partially unzipped the CNTs, generating GNRs while retaining
the CNT backbone, forming an interconnected hierarchical
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(a) Schematic illustration of transforming multiwalled CNTs into Fe—N/CNT@GNR and structural evolution from CNTs to CNT@GNR to GNR by

adjusting the KMnO,4 : CNT mass ratios. (b) BET surface area for Fe—N/CNT@GNR with different KMnO,4: CNT mass ratios. (c) Faradaic efficiency of CO
production for Fe~N/CNT, Fe~N/CNT@GNR-1/2/3, and Fe—-N/GNR.”® Reprinted with permission. Copyright 2020 American Chemical Society.
(d) Schematic diagram of the process of synthesizing Ni—-N-CNS/CNT using the CVD method.®* Reprinted with permission. Copyright 2021 American
Chemical Society. (e) Schematic diagram of the 3D mesoporous carbon skeleton synthesized from self-grown templates.® Reprinted with permission.
Copyright 2017 Royal Society of Chemistry. (f) and (g) CO desorption and TOF comparison of edge-hosted vs. bulk-hosted Fe—Ny sites; comparison of
CO faradaic efficiency for N—G and Fe—N—-G catalysts with and without pores.8* Reprinted with permission. Copyright 2020 American Chemical Society.
(h) Comparison of CO faradaic efficiency for graphite and petroleum coke as the carbon substrate.®® Reprinted with permission. Copyright 2020
American Chemical Society. (i) Comparison of CO faradaic efficiency for corn starch and graphene oxide as the carbon substrate.8°
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network. During this process, residual Fe nanoparticles (origi-
nating from the CNT growth catalyst) were directly converted
into single-atom Fe-N, active sites, which were uniformly
dispersed on the CNT@GNR structure. This hybrid structure
significantly improved CO, reduction performance by increas-
ing Fe-N, site exposure and enhancing electron transport and
gas diffusion. As shown in Fig. 3a, oxidation degree played a
crucial role in determining the final carbon structure and catalytic
performance. When the KMnO,-to-CNT mass ratio was below 3,
oxidation was insufficient, limiting GNR formation and Fe-N, site
exposure. BET analysis (Fig. 3b) showed that Fe-N/CNT@GNR-2
had a specific surface area of 224 m* g~ ', more than double that
of Fe-N/CNT (104 m? g~ ). As a result, Fe-N/CNT@GNR achieved
a CO partial current density of 22.6 mA cm ™2 with a FEco of 98%
at —0.76 V vs. RHE, outperforming Fe-N/CNT (82% FE) and Fe-N/
GNR (92% FE) (Fig. 3c). Conversely, excessive oxidation led to
GNR stacking, which hindered mass transport. The best perfor-
mance was achieved with Fe-N/CNT@GNR-2, which balanced the
high conductivity of CNTs with the large surface area of GNRs,
maximizing Fe-N, site exposure and optimizing the CO,
reduction pathway. DFT calculations indicate that the Fe-N/
CNT@GNR-2 hybrid structure exhibits excellent CO, reduction
catalytic activity by enhancing CO, adsorption, lowering the
COOH formation energy barrier, facilitating CO desorption, and
suppressing the HER, which aligns with the superior catalytic
performance observed experimentally.

Two-dimensional graphene and one-dimensional carbon
nanotubes each exhibit excellent properties but also have
certain limitations. Graphene tends to undergo interlayer
stacking, while CNTs have a relatively low density of active
sites.””8"  Although the CNT@GNR structure effectively
enhances CO,RR activity, its synthesis process still requires
oxidation and exfoliation steps, which may limit scalability. To
address this challenge and improve material scalability, we
developed a one-step chemical vapor deposition (CVD) method
to synthesize a Ni- and N-co-doped carbon nanosheet/
carbon nanotube (CNS/CNT) composite structure.’’ In this
approach, pre-synthesized Ni-containing nitrogen-doped car-
bon nanosheets (Ni-N-CNS) serve as the growth substrate,
while C,H, is introduced as the carbon source to induce
in situ CNT growth, forming an interconnected 3D hierarchical
network (Fig. 3d). Compared with conventional CVD methods,
this strategy eliminates multiple processing steps, avoiding
strong acid or oxidant pretreatment and post-synthesis wash-
ing, thereby significantly reducing synthesis costs and improv-
ing scalability. Electrochemical tests showed that after 20
minutes of CVD growth, the Ni-N-CNS/CNT catalyst achieved
a FEgo of 90% at —0.66 V vs. RHE in H-cell tests, with a CO
partial current density of 18.9 mA cm 2. In flow-cell tests, the
catalyst maintained FEco at 85% under a high current density
of 600 mA cm 2, outperforming many previously reported
M-N-C catalysts.

Many recent studies have also explored hybrid carbon
structures for the eCO,RR. Zhang et al. developed a MOF-
derived 1D/3D N-doped porous carbon (NPC) material and
investigated the spatial confinement effect on the eCO,RR.**
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Using Zn-MOF-74 as a precursor, high-temperature carboniza-
tion produced 1D carbon nanorods and 3D N-doped carbon
framework hybrid structures. This design significantly
enhanced CO, adsorption and charge transfer, leading to a
CO/H, ratio of 5.06 at —0.55 V vs. RHE, with a CO production
rate of 31 mmol g ' h™', which is 13.7 times and 21.4 times
higher than MOF-74-derived 1D porous carbon and N-doped
carbon from molecular sieve carbonization, respectively. This
enhancement was attributed to the electron transfer capability
from the 3D N-doped carbon framework to the 1D carbon
structure, along with improved CO, adsorption and mass
transport properties. These findings reinforce the crucial role
of interconnected hybrid carbon frameworks in achieving high
stability, selectivity, and catalytic activity for the CO,RR.

2.3.2 Structure defects and porous design. Mesoporous
carbons (MPCs) have been widely used as catalyst supports
due to their high specific surface area, excellent conductivity,
and tunable pore structures. Among the various synthesis
methods, template-assisted strategies are the most commonly
used due to their controllable pore sizes and scalability.®®%”
These methods typically involve co-assembly of a carbon pre-
cursor with an external template (e.g., silica, block copolymers),
followed by high-temperature carbonization to construct the
mesoporous structure and introduce heteroatom doping. How-
ever, despite their advantages, template-assisted methods still
have limitations in practical applications. The weak interac-
tions between the template and precursor can lead to incom-
plete assembly in external templating strategies, resulting in
structural inhomogeneity in the final carbon material.*® Addi-
tionally, nano-templates tend to aggregate during pyrolysis,
which compromises pore structure control and reduces the
density of active site distribution. More importantly, template
removal typically relies on strong acids, strong bases, or organic
solvents for etching, which increases synthesis costs, compli-
cates processing, and poses challenges for environmental sus-
tainability and large-scale production.

To overcome the limitations of traditional template-assisted
methods, we developed a self-growth-templating strategy using
a vitamin B12 (VB12) and NaCl co-assembly system to synthe-
size a 3D mesoporous N/P/Co co-doped carbon (MPC) frame-
work via one-step high-temperature pyrolysis.®* This method
simplifies the conventional hard templating approach while
enhancing both the porous structure and electronic properties
of the catalyst. In this strategy, VB12 acts as both the C and N
precursor and the Co pre-coordination agent, ensuring uniform
metal dispersion and forming stable Co-N structures during
high-temperature processing. Meanwhile, NaCl serves as a
sacrificial template, promoting the formation of a mesoporous
carbon framework during pyrolysis (Fig. 3e) and being easily
removed via water washing, thereby eliminating the need for
additional chemical etching or activation steps.

The resulting 3D mesoporous carbon framework exhibits
highly interconnected pore channels (~30 nm in diameter)
and a large specific surface area (1036 m> g~ '), with uniformly
distributed N, P, and Co dopants. Structural analysis revealed
that pyridinic and pyrrolic N were bonded with the Co forming

This journal is © The Royal Society of Chemistry 2025
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Co—N coordination, while P exists as P-O/P-C species, mod-
ulating the electronic environment of carbon. In CO,RR tests,
the catalyst achieved a maximum FEcg of 62% at —0.19 V vs.
RHE, with a low Tafel slope of 129 mV dec . Additionally, in
long-term stability tests, the FEo exhibited only minor degra-
dation, demonstrating good structural stability and anti-
deactivation capabilities. This 3D N/P/Co co-doped mesoporous
carbon framework, synthesized via a one-step method without
additional hard templates, simplifies the conventional catalyst
preparation process and offers a more efficient and scalable
design strategy for optimizing carbon substrates in M-N-C
systems.

Beyond mesoporous carbon, graphene-based materials have
also been widely used as a carbon support in M-N-C catalysts.
Conventional bulk Fe-N, sites on graphene tend to strongly
adsorb CO, hindering desorption and limiting catalytic perfor-
mance. To overcome this issue, we developed a pore-edge
tailoring strategy, introducing nanoscale pores into the gra-
phene framework to optimize Fe-N, electronic environments
and enhance CO formation efficiency.®* Using H,0, chemical
etching of graphene oxide followed by high-temperature
reduction and nitridation, we created a porous Fe-N-G-p
catalyst with Fe-N, sites anchored at the pore edges of the
reduced graphene structure. Structural analysis confirmed the
presence of edge-located Fe-N, sites, while electrochemical
tests showed that Fe-N-G-p achieved a FEco of 94% at
—0.58 V vs. RHE (Fig. 3f), a 13% increase over non-porous Fe-
N-G, with a threefold enhancement in TOF for CO generation.
DFT calculations revealed that Fe-N, sites at pore edges exhib-
ited a downward shift in the d-band center, weakening Fe-C
interactions and facilitating CO desorption, thereby accelerat-
ing CO,RR kinetics. As shown in Fig. 3g, the calculated CO
adsorption energy for edge-hosted Fe-N, was —0.72 eV, signifi-
cantly weaker than that of bulk-hosted Fe-N, (—1.06 eV),
indicating that CO desorption is much easier at the pore edges.
The DFT results showcased good consistency with experimental
observations. Moreover, compared to non-porous Fe-N-G, Fe—
N-G-p exhibited a higher electrochemical active surface area
(ECSA) and lower charge transfer resistance (Rcr), further
supporting the role of pore-edge Fe-Nj sites in facilitating the
CO,RR.

The above studies show that the pore structure and edge
structure can effectively optimize the active site distribution
and electronic environment of M-N-C catalysts, and thus
enhance the CO, reduction activity. In addition to the direct
effect on the catalytic sites, the pore structure may also indir-
ectly regulate the reaction microenvironment, thus affecting
the kinetics and selectivity of CO, reduction.?®*°

Recently, Zhao et al. investigated the influence of meso-
porous structures on the eCO,RR, revealing how pore architec-
tures affect both CO, transport and local reaction conditions.”*
By tuning precursor carbonization, they synthesized Fe-N-C
catalysts with dominant 9 nm mesopores (p-Fe-N-C) and 3 nm
micropores (s-Fe-N-C). While p-Fe-N-C exhibited a higher CO
partial current density (24.6 mA cm ™~ at —0.65 V vs. RHE) than
s-Fe-N-C (15.3 mA cm ™ ?), its CO selectivity was lower due to an
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enhancement in the parasitic HER. The study demonstrates
that although mesopores facilitate CO, diffusion, they also
buffer the local pH, which prevents the accumulation of
hydroxide ions (OH™). This reduces the suppression of the
HER, thereby increasing H, generation and slightly decreasing
CO selectivity in mesopore-rich Fe-N-C catalysts. These find-
ings highlight the need for a delicate balance in pore structure
optimization, where enhancing CO, mass transport must be
carefully controlled to avoid side reactions. This further rein-
forces the importance of integrating electronic and structural
design strategies in M-N-C catalysts to optimize CO, electro-
reduction performance.

2.3.3 Sustainable carbon precursors. Beyond structural
design of carbon substrates, our research group further
explored the use of low-cost and sustainable carbon precursors
for the synthesis of M-N-C catalysts. Petroleum coke (PC), an
abundant industrial byproduct, was employed as a carbon
support to develop an efficient eCO,RR catalyst.*® To increase
its surface area and facilitate anchoring of metal atoms, we first
applied oxidation pretreatment to introduce surface functional
groups on the PC. We then doped Ni and Fe on the treated PC,
resulting in a high-performance Ni/Fe-N-PC catalyst. This
catalyst exhibited exceptional eCO,RR activity, achieving a FEgo
of 97% at —0.8 V vs. RHE, with a CO partial current density of
20 mA cm >, Stability tests further demonstrated its durability,
maintaining over 90% CO selectivity with minimal current
decay after 24 hours of continuous operation at —0.7 V vs.
RHE. Furthermore, we compared our PC-based catalyst with
one made from more-expensive, high-purity graphite as the
carbon substrate. As shown in Fig. 3h, Ni-N-PC exhibited
almost identical FEco distribution to Ni-N-Gr, with both
achieving 97% CO selectivity at —0.8 V vs. RHE. For Fe-doped
catalysts, Fe-N-PC demonstrated higher CO selectivity than
Fe-N-Gr across all tested potentials. These results demonstrate
that PC-based catalysts can achieve eCO,RR performances
comparable to or better than graphite-based counterparts,
while significantly lowering raw material costs and formulating
a utilization scheme for waste PC. Later, the use of PC as a
carbon substrate in the eCO,RR was explored in other studies.
Ning et al. reported an ammonia etching strategy to modify PC,
which effectively increased the surface area and pyridinic-N
content, leading to enhanced catalytic activity for the CO,RR.**
Their N-PC catalyst achieved a FE¢o of 82% at —0.9 V vs. RHE,
maintaining 80% CO selectivity over 20 hours of continuous
operation.

Beyond utilizing industrial waste, we also explored biomass-
derived materials as sustainable carbon sources. Specifically,
we investigated corn starch (CS) as a bio-based carbon source
and developed an environmentally friendly catalyst synthesis
method.® In this approach, corn starch was used to effectively
adsorb Ni from simulated wastewater, followed by nitrogen-
doping pyrolysis to synthesize single-atom Ni-N-C catalysts
(CS-N-Ni). This process eliminates the need for post-
treatment to remove excess metals via acid washing. As shown
in Fig. 3i, the CS-N-Ni catalyst achieved a FEco of 92% at
—0.8 V (vs. RHE), comparable to that of graphene oxide (GO)-
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derived Ni-N-C catalysts, which exhibited an FE of CO
of 81%. Both catalysts displayed similar current densities
(~11.5 mA cm™?), confirming that CS can serve as an effective
alternative to GO without compromising electrocatalytic perfor-
mance. More importantly, CS is an abundant and renewable
resource, whereas GO synthesis remains costly and requires
extensive chemical processing. The potential of converting two
wastes (Ni from wastewater and CS from agriculture wastes) into
valuable catalyst products makes our method truly sustainable.

Overall, our research group developed two strategies
for synthesizing CO, reduction catalysts based on industrial
byproducts and renewable biomass as carbon precursors.
These strategies provide complementary advantages—indus-
trial waste-derived catalysts offer economic feasibility while
biomass-derived catalysts enable environmental sustainability.
It is important to note that sustainability and large-scale
production of carbon substrates are not limited to specific
precursors but rather represent a scalable research direction.
The core contribution of this study lies in validating the
feasibility of sustainable carbon substrates and proposing a
research framework for sustainable CO, reduction catalyst
development. Looking ahead, as more industrial byproducts
and biomass resources become available, the optimal choice of
carbon precursors will depend on material availability, eco-
nomic considerations, and application scenarios.

2.4 Metal-free nitrogen-doped carbon catalysts

In 2009, Dai et al. first reported a metal-free nitrogen-doped
carbon nanotube (N-CNT) catalyst for the oxygen reduction
reaction (ORR) under alkaline conditions.”® Vertically aligned
nitrogen-doped carbon nanotubes (VA-NCNTs) were synthe-
sized, demonstrating superior catalytic activity and durability
compared to commercial platinum-carbon (Pt/C) catalysts.
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This groundbreaking work spurred interest in metal-free
carbon-based electrocatalysts across various electrochemical
applications. Notwithstanding, N-C catalysts exhibit low cata-
Iytic activity and limited suppression of the HER during the
eCO,RR, resulting in poor selectivity and efficiency.®* Some
studies have shown that the concentration and electronic
structure of N-doped sites play a crucial role in catalytic
performance, particularly pyridinic nitrogen (Pyri-N), which
interacts directly with CO, molecules and is considered the
primary active site for the eCO,RR.%>%°

To enhance activity and selectivity, we developed a fluorine
and nitrogen co-doped mesoporous carbon (NF-C) catalyst
using a sacrificial soft-templating approach (Fig. 4a).”” The
synthesis employed dicyandiamide, sucrose, and ammonium
fluoride, where g-C3;N, acted as a hard/soft template and
fluorine/nitrogen sources were released upon thermal decom-
position. Compared to N-C, NF-C exhibited a higher nitrogen
content (14.1 at% vs. 10.8 at%) and a significantly increased
pyridinic-N fraction (72% vs. 40%), confirming that fluorine
doping enhances Pyri-N site formation. BET analysis further
revealed that NF-C-950 possessed nearly double the surface
area of N-C-950 (197 m”> g~' vs. 105 m> g~ '), suggesting
improved CO, mass transport properties. At —0.6 V vs. RHE,
the FEco of NF-C-950 reached 90%, significantly higher than
that of N-C-950 (64%), while the CO partial current density
increased to 1.9 mA ecm™ 2, nearly 15 times higher than that of
N-C-950 (0.13 mA cm™?) (Fig. 4b). DFT calculations further
revealed that fluorine doping reduced the *COOH adsorption
energy (from 1.54 to 0.42 eV) and increased the thermodynamic
preference for the CO,RR over the HER, explaining the
enhanced activity and selectivity.

Beyond fluorine doping, we further explored sulfur doping
in N-C catalysts for the CO,RR.”® Using a thiourea-citric acid
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pyrolysis strategy (Fig. 4c), we synthesized sulfur-nitrogen co-
doped carbon (NS-C) catalysts with enhanced catalytic perfor-
mance. As shown in Fig. 4d, NS-C-900 achieved an FEo of 92%
at —0.6 V vs. RHE, significantly surpassing that of N-C-900
(75%). In addition, NS-C-900 exhibited a lower onset potential
(—0.4 V vs. RHE) and a reduced Tafel slope (94 mV dec " vs.
146 mV dec™" for N-C-900), indicating improved CO, activation
and faster reaction kinetics. Sulfur doping not only enriched
Pyri-N content (52% vs. 43%) but also enhanced porosity
(160 m*> g™ "), facilitating mass transport and increasing active
site exposure. DFT calculations further revealed that sulfur low-
ered the adsorption free energy of the COOH intermediate (from
0.92 eV to 0.30 eV upon S-doping), effectively reducing the CO,
activation barrier and accelerating catalytic rates. These findings
highlight sulfur doping as an effective strategy for improving
CO,RR selectivity and activity in metal-free catalysts.

In addition to N-F and N-S systems, other non-metal co-
doping strategies have also been explored to further optimize
electronic properties and catalytic performance. Chen et al.
developed an N,P co-doped carbon aerogel (NPCA) catalyst
using a simple gelatin-starch method, followed by carboniza-
tion at 900 °C.°° NPCA-900 exhibited an impressive FEco of
99.1% (Fig. 4e), with a CO partial current density of 143.6 mA
cm 2, significantly outperforming single N- or P-doped carbon
aerogels. Similarly, Yan et al. synthesized an N,P co-doped
aerogel catalyst that achieved 91.44% FE of CO.'* Liu et al.
explored a boron and nitrogen co-doped nanodiamond (BND)
catalyst, which exhibited exceptional CO,-to-ethanol selectivity,
reaching 93.2% FE at —1.0 V vs. RHE.'®" N-doped diamond
(NDD) preferentially reduces CO, to the C, product CH;COO™,
whereas the major product of B-doped diamond (BDD) is
HCHO. Both experimental and DFT results indicate that the
synergistic effect of B and N co-doping is essential for the
production of CH;CH,OH by BND.

Looking ahead, metal-free N-C catalysts are emerging as
cost-effective, tunable, and highly active materials for CO,
electroreduction. Future research will focus on enhancing
catalytic activity, optimizing product selectivity, and improving
long-term stability. While non-metal doping has been shown to
modulate electronic structures, improve CO, adsorption, and
facilitate C-C coupling, achieving stability under high current
densities remains a key challenge. Expanding co-doping stra-
tegies with different elements may further optimize electron
transfer pathways and reduce overpotential, while defect engi-
neering and interfacial tuning could enhance overall catalytic
performance.

Despite the promising performance of metal-free nitrogen-
doped carbon (N-C) materials in CO, electroreduction, the true
nature of their active sites remains under debate. Studies by
Compton, Pumera, and others have shown that many so-called
“metal-free” carbon nanomaterials often contain residual tran-
sition metal (TM) impurities that are difficult to fully
remove.'*>'% For example, in carbon nanotubes (CNTs), even
prolonged acid washing may still leave up to ~1.0 wt% of
residual metals such as Fe, Co, or Ni.'®*'*® These impurities
have been demonstrated to dominate the electrochemical
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behavior of the carbon materials, masking their intrinsic
activity. Notably, CNTs containing as little as 0.045 wt% Fe
were found to govern the electrocatalytic performance for H,0,
reduction.'®® Moreover, such metal residues can exist as encap-
sulated nanoparticles within graphite layers, which remain
electrochemically active through diffusion or ion intercalation,
even when buried deep in the carbon matrix."*”

In graphene-based materials, the issue of metal impurities is
even more complex. Even when using ultra-high-purity
graphite (99.999%) as the precursor, metal contaminants such
as Mn, Fe, and Ni are inevitably introduced during the oxida-
tion and reduction steps used to prepare GO or rGO, some of
which originate from the oxidants (e.g., KMnO,, K,FeO,) or
other chemical reagents used in processing.'°®*% These trace
impurities, often undetectable by standard characterization
techniques like XPS, can still significantly influence the elec-
trochemical properties of the carbon framework. These find-
ings challenge the definition of ‘“metal-free” catalysts and
highlight the necessity of careful quantification and identifi-
cation of metal residues when evaluating structure-activity
relationships.'””

In addition to impurities inherent in carbon substrates,
trace metal ions in electrolytes can also contribute to the
formation of active sites during the CO,RR. Kim et al. reported
that even under metal-free synthesis conditions, trace Fe>* ions
(2.5 ppm) present in the electrolyte could be electrochemically
reduced and selectively deposited onto electron-rich regions of
N-doped carbon during operation, forming Fe-N, coordination
structures in situ."'® These newly formed Fe-N sites signifi-
cantly enhanced -catalytic performance, with their NC-PPV
catalyst achieving joo > 3.8 mA cm ? and FEgo, > 90% at
—0.6 V vs. RHE, maintaining this performance over 120 hours
of continuous operation. Structural characterization confirmed
the formation of Fe-N bonds. This study revealed a “self-
activation” mechanism, whereby trace metal impurities from
the electrolyte can be transformed into catalytically active M-N,,
sites during the CO,RR, potentially leading to the misattribu-
tion of activity to the intrinsic properties of metal-free N-C
catalysts. Therefore, strict control and monitoring of metal
impurities in both carbon precursors and electrolyte solutions
are essential for accurate interpretation of catalytic perfor-
mance in metal-free systems.

Taken together, these findings raise critical questions about
the actual contribution of pyridinic-N and other heteroatoms to
catalytic activity, necessitating further rigorous investigation to
distinguish intrinsic activity from impurity-derived effects.

3. Towards commercialization:
scaling-up M—-N-C catalysts and
electrolyzers

In the previous sections, we discussed the systematic optimiza-
tion of the key components of the M-N-C catalysts, including

metal sites, carbon substrates and heteroatom doping, and
explored the catalytic performance of metal-free NC. These
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optimization strategies greatly enhanced the CO,RR selectivity,
activity, and stability of the catalysts, resulting in excellent
catalytic performance under laboratory conditions. However,
practical application requires more than improved catalytic
properties. Currently, the SAC preparation process is still
complex, leading to low SAC catalyst yields.'™" Increasing the
synthesis scale to the kilogram level while maintaining perfor-
mance consistency is essential for advancing their practical
use. For instance, Ismail et al. reported that increasing the
absolute precursor loading from 100 mg to 1 g significantly
altered the product structure, leading to the formation of metal
carbide particles instead of isolated M-N, sites."'> This high-
lights that scalability must be carefully balanced with structural
fidelity to ensure the preservation of active site configurations.
In addition to catalyst production, integrating M-N-C materials
into large-scale electrolyzers is a key step toward industrial
implementation. Among different electrolyzer designs,
membrane electrode assembly (MEA)-based systems provide
an effective platform for applying M-N-C catalysts due to their
compact design and high efficiency. Expanding the electrode
area and stacking multiple MEAs are two commonly used
strategies for increasing electrolyzer capacity.'™ To advance
M-N-C catalysts toward commercialization, this section dis-
cusses both the large-scale synthesis of M-N-C catalysts and
their integration into expanded electrolyzer systems. These
efforts are crucial for bridging the gap between laboratory
research and industrial applications, paving the way for large-
scale CO, electrolysis.

3.1 Scaling up catalyst synthesis

In recent years, researchers have explored various strategies to
improve the scalable synthesis of M-N-C catalysts. Han et al.
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reported a hydrogen-bonded organic framework (HOF)-derived
method, producing 1.1 g of Ni-N; SACs through high-
temperature pyrolysis with dicyandiamide (DCDA) as the nitro-
gen source.''® The catalyst exhibited a remarkable FEqo of
95.6%, a TOF of 34000 h™' at —0.8 V vs. RHE, and stable
operation for 24 hours at —1.0 V vs. RHE. To further improve
catalyst yield and simplify the synthesis, Sun et al. developed a
microwave-assisted synthesis strategy, enabling the preparation
of 2.5 g of Co-N; SACs (Fig. 5a).""* This method exploits the
strong microwave absorption capacity of defective carbon
nanotubes (CNTs), rapidly heating them within 2 min to create
a localized high-temperature environment, allowing for simul-
taneous Co site anchoring and nitrogen doping (Fig. 5b). This
approach significantly reduces energy consumption and metal
agglomeration, while achieving >90% FEo in an H-cell system
and 96.0% FEco in a flow cell at a high current density of 350
mA cm > Further increasing the synthesis scale, Han et al.
employed a polymerization-pyrolysis strategy, using commer-
cial Vulcan carbon as the support and loading Fe through
pyrrole monomer polymerization, followed by Ni precursor
addition and pyrolysis at 800 °C."*® By scaling up the amount
of precursors and solvents, they achieved catalyst production at
the 8 g level. However, despite these advances, these synthesis
strategies still rely on complex multi-step procedures, including
metal precursor introduction, acid washing, and multiple high-
temperature treatments.

In 2023, our research group invented a simpler, more
efficient, and scalable strategy for M-N-C catalyst synthesis,
successfully achieving batch production at the 10 g level
(Fig. 5¢c)—breaking the existing scale-up bottleneck and offer-
ing new possibilities for commercial utilization of CO,
electrocatalysts.” Unlike conventional multi-step M-N-C
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