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1. Introduction

Carbon dioxide (CO2) is the most notorious greenhouse gas,
which is released by both natural and artificial processes, lead-
ing to atmospheric CO2 levels rising and contributing to global
warming. One possibility is to trap CO2 and to convert it into
fuels and organic materials.[1, 2] Photochemical and electro-
chemical reductions of CO2 are potential cost-effective process-
es for chemical production, which simultaneously take advant-
age of this sustainable energy source.[3] Electrochemical reduc-
tion of CO2 has generated substantial interest as a potential
method for producing valuable chemicals by using CO2 as the
sole carbon source. Potential products obtained from the elec-
troreduction of CO2 generally include CO, HCOOH, HCHO,
CH3OH, CH4, and other hydrocarbons. The selectivity of CO2

electroreduction depends heavily on the reaction conditions
and the catalysts used.[4, 5]

CO2 is an abundant and potentially low-cost carbon source
for the production of fuels and organic chemicals. However,
a major hurdle in CO2 reduction is the kinetic inertness of CO2.
The reduction of CO2 to CO2

� has a standard potential (Eo) of

�1.9 V versus a normal hydrogen electrode (vs. NHE) at pH 7
in water.[6] Over the past three decades, researchers have uti-
lized both homogeneous molecular catalysts[7, 8] and heteroge-
neous catalysts[9–11] to electrochemically reduce CO2 in aqueous
solutions, which could overcome kinetic barriers and poor sta-
bility. The Bocarsly group reported a system for electrochemi-
cal catalytic[7, 8] and photoelectrocatalytic[12] CO2 reduction to
HCOOH, HCHO, and CH3OH, which used a homogeneous pyri-
dinium catalyst. In 2011, Masel and co-workers used a flow re-
actor with silver nanoparticle catalysts suspended in an ionic
liquid to electrochemically reduce CO2.[13] This electrocatalytic
system reduced CO2 to CO at overpotentials below 0.2 V, and
the faradaic efficiency was as high as 96 %.

In heterogeneous catalysis, copper and copper oxide cata-
lysts are capable of selectively producing hydrocarbons from
CO2, but are very inefficient, owing to high overpotentials.
Recent literature reports,[9, 14–17] including those demonstrating
the pathway for electrochemical reduction of CO2 at a copper
electrode based on density functional theory (DFT) and com-
putational hydrogen electrode (CHE) models proposed by Pe-
terson et al. ,[18] confirmed that carbon monoxide is an impor-
tant intermediate in the formation of hydrocarbons and alco-
hols. In the electroreduction process, the desired hydrogen
evolution reaction competes with other reactions that produce
undesired side products. Characterizing the electroreduction
kinetics of all reactions, desired and undesired, will determine
the undesired reactions that are the primary source of faradaic
loss. Previous work has studied silver and gold nanoparticles as
well as other transition-metal catalysts to produce CO and H2

from CO2.[19–22] Electroreduction of CO2 on a catalyst with the
same metal core/shell structure has not previously been re-
ported. In this study, we investigated the electroreduction of
CO2 on different loadings of a Cu(core)/CuO(shell) catalyst in
a flow reactor. Furthermore, we investigated the variation of
electroreduction kinetics in the long-term reaction. These data

We investigate the electrochemical behavior of different load-
ings of a Cu(core)/CuO(shell) catalyst in a standard three-elec-
trode cell, which reveals transformations between Cu, CuI, and
CuO species. The electroreduction of CO2 on the catalyst is
performed in an aqueous solution within a flow reactor. CO
and HCOOH are the main products, with H2 as a byproduct.
When the catalyst loading is 1.0 mg cm�2, the faradaic efficien-
cies of CO and HCOOH are higher than those with other cata-

lyst loadings, with a short reaction time. This paper also focus-
es on the experimental and kinetic details of the electroreduc-
tion process of CO2 to CO and HCOOH when using the Cu/
CuO catalyst. Reactions are modeled by using an in-series, first-
order reaction, and the models are verified to reasonably de-
scribe the two products formed during the electroreduction of
CO2. According to the kinetic analysis, the rate constant for
HCOOH production is higher than that of CO.
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provide a more in-depth understanding of the electroreduction
of CO2 in aqueous solutions.

Experimental Section

Cu(core)/CuO(shell) nanopowder (Alfa Aesar, APS 20–40 nm, 99.9 %,
metal basis) inks were prepared by mixing Millipore water (200 mL),
the catalyst (4 mg), Nafion solution (5.2 mL, 5 wt %, Fuel Cell Earth),
and isopropyl alcohol (200 mL, Fisher scientific, 99.9 %). To fabricate
the cathode for flow-reactor experiments, the mixed inks were sub-
jected to sonication (Vibra-Cell ultrasonic processor, Sonics & Mate-
rials, Inc.) for 15 min and, then, they were hand-painted onto a mi-
croporous Sigracet 35 BC gas-diffusion layer (Ion Power, Inc.). The
cathodes in the flow-reactor experiments were loaded with either
0.5, 1.0, 1.5, or 2.0 mg cm�2 Cu(core)/CuO(shell) catalyst on Sigracet
35 BC. However, all of the anodes (platinum black, Alfa Aesar, with
a high surface area) used in the flow reactor were loaded with
1 mg cm�2 on the Sigracet 35 BC.

Electroanalytical experiments (Autolab potentiostat, PGSTAT-302N,
EcoChemie) were conducted in 1 m KHCO3 (Sigma Aldrich, Granu-
lar, ACS reagent, 99.7 %). A standard three-electrode electrochemi-
cal cell was used, equipped with a glassy carbon electrode as the
working electrode, a platinum gauze as the counter electrode, and
a Ag/AgCl reference electrode in 3 m NaCl. All experiments were
performed at 25 8C under atmospheric pressure. Catalyst inks were
prepared by using the same method described above. The catalyst
layer for the three-electrode-cell experiments was prepared by de-
positing a drop (5 mL) of the catalyst ink on a glassy carbon rotat-
ing-disk electrode (Metrohm 6.1204.300; polished with 0.05 mm
alumina), which was dried under a flow of N2.

The electroreduction in the flow reactor was performed at 25 8C
under atmospheric pressure, and a Nafion 117 membrane was
used to separate the cathode and anode compartments to prevent
oxidation of the reduced CO2 products. An Autolab potentiostat
(Autolab PGSTAT-302N, EcoChemie), operating on chronoampero-
metric mode, measured the resulting current, as previously report-
ed.[20] The individual electrode potentials were measured by using
multimeter devices that were connected to each electrode and
a Ag/AgCl reference electrode in the exit stream. A mass-flow con-
troller (MASS-FLO, MKS instrument) was used to flow CO2 from
a cylinder at 7 sccm. 1 m KHCO3 was injected into the flow reactor
at 0.5 mL min�1 by using a syringe pump (PHD 2000, Harvard Ap-
paratus). The cathode gas products were detected by using gas
chromatography (Thermo Finnegan Trace GC), and the results
were consistent with previously reported values.[19, 21] Cathode
liquid products were detected by a 1H nuclear magnetic resonance
(NMR) spectrometer (VARIAN UNITY INOVA 500, 500 MHz), and di-
methylsulfoxide (DMSO, Fisher Scientific, 99.9 %) was added to
samples (1 mm final concentration) as an internal standard.[3, 23] The
water peak was suppressed by using a presaturation sequence.
The NMR parameters were identical for all collected spectra,
making standard curves to allow the quantification of products in
the electrolyte. After each CO2 reduction reaction, the electrolyte
(200 mL) was mixed with 1 mm DMSO (100 mL) and D2O (400 mL;
Cambridge Isotope Laboratories, Inc. , D 99.9 %) for NMR analysis.

3. Results and Discussion

3.1. Cyclic Voltammetry

The electrochemical behavior of different loadings of a Cu-
(core)/CuO(shell) catalyst was studied in a standard three-elec-

trode cell with 1 m KHCO3 solution. As shown in Figure 1, the
cyclic voltammograms for different catalyst loadings in the
presence of Ar were similar to those in the presence of CO2

after two continuous scans. Nevertheless, the first scan was
clearly different from the second scan. In the first scan, in the
presence of Ar (Figure 1 a1), the reduction peak (peak I) was
close to �1.0 V, and the peak I current increased with increas-
ing catalyst loadings. Peak I may be attributed to the reduction
reaction of CuO to Cu, as the structure of the catalyst was
core/shell. However, there were just two reduction peaks
(peaks III and IV) located between �0.25 and �0.5 V in the
second scan (Figure 1 a2). Two successive oxidation peaks (II)
indicated transitions between the different valence states of
copper, that is, Cu, CuI, and CuII. In general, the cyclic voltam-
metry results for Cu(core)/CuO(shell) indicated transformations
between Cu, CuI, and CuII, which was in agreement with previ-
ous work.[24] When the 1 m KHCO3 solution was saturated with
CO2 (Figures 1 b1 1 b2), the peak currents were much higher
than under an Ar atmosphere when the catalyst loadings were
between 0.5 and 1.5 mg cm�2. After the CO2 had dissolved into
the solution, the CO2 reacted with the catalyst or the protons
at the surface of the electrode, leading to the current im-
proved.[25] The current increased linearly with respect to cata-
lyst loading.

3.2. Electrolysis

Chronoamperometric electrolysis was carried out in a divided
flow reactor, equipped with gas-diffusion electrodes (GDEs), in
the presence of CO2 to further understand the effect of differ-
ent Cu(core)/CuO(shell) catalyst loadings on the electroreduc-
tion of CO2. Figure 2 shows the current density as a function of
the cathode potential for different loadings of the catalyst (0.5,
1.0, 1.5, and 2.0 mg cm�2. The current densities increased with
increasing catalyst loading in the sequence 2.0�1.5>1.0>
0.5 mg cm�2. At a cathode potential of �1.65 V versus Ag/AgCl,
the current density observed for a catalyst loading of
2.0 mg cm�2 was approximately 65 mA cm�2. These results sup-
ported the hypothesis that the conversion of CO2 would be im-
proved by increasing the catalyst loading from 0.5 to
2.0 mg cm�2.[26]

The faradaic efficiency of CO2 electroreduction, in a short re-
action time, in 1 m KHCO3 is shown in Figures 3 a and b. The
experimental results indicate that different catalyst loadings
impact the faradaic efficiencies of CO and HCOOH, and that
the electroreduction of CO2 to CO on the Cu(core)/CuO(shell)
catalyst occurs at a low overpotential (�1.2 V vs. Ag/AgCl).
Specifically, the faradaic efficiency of CO when using a catalyst
loading of 2.0 mg cm�2 was usually higher than the other cata-
lyst loadings, whereas a reverse trend existed for HCOOH,
which demonstrated that the faradaic efficiency could be
higher at smaller catalyst loadings. However, by using the
lower catalyst loading of 1.0 mg cm�2 at �1.78 V versus Ag/
AgCl, the faradaic efficiency of HCOOH was highest with maxi-
mum value of about 20 %, whereas the faradaic efficiency of
CO was around 21 %.
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The effect of catalyst loadings on the partial current density
of different products was also investigated. Plots of the partial
current density versus the cathode potential for the production
of CO and HCOOH are shown in Figures 3 a1 and b1. The
values for the partial current density were produced by multi-

plying the current density (Figure 2) at a given potential by
the faradaic efficiency. The partial current densities of CO and
HCOOH always increased with increasing catalyst loadings. At
�1.78 V versus Ag/AgCl, the partial current densities of CO and
HCOOH were around 12 and 11 mA cm�2, respectively, when
the catalyst loading was 1 mg cm�2 and the current density
was as high as 58 mA cm�2. The result revealed that the selec-
tivity towards both CO and HCOOH was almost the same
during the electroreduction of CO2 on the Cu(core)/CuO(shell)
catalyst. Interestingly, some methanol (ca. 1–3 %) was also pro-
duced, indicating that the catalyst was capable of reducing
CO2 further.

3.3. Kinetic Analysis

Variations in the faradaic efficiencies and partial current densi-
ties for the products indicated that the two products have dif-
ferent reaction rates during the electroreduction of CO2, also
indicating that the multiple proton-coupled electron transfers
to CO2 were thermodynamically facile, which require a large
overpotential even with the help of a catalyst.[8, 27] Therefore,
we investigated the electroreduction kinetics. The possible re-
action pathway of the electrochemical reduction of CO2 on the

Figure 1. Cyclic voltammograms for the cathodes with different Cu(core)/CuO(shell) loadings in 1 m KHCO3 and in the presence of Ar (a1, a2) and CO2 (b1, b2).
Scan rate = 0.1 V s�1.

Figure 2. Effect of cathode potential and Cu(core)/CuO(shell) catalyst loading
on the current density in a flow reactor.
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Cu(core)/CuO(shell) catalyst is proposed in Scheme 1. Competi-
tion existed between the two reactions.

The electroreduction process of CO2 could be described by
a series of first-order differential equations [Eqs. (1)–(3)]:[28]

� d CO2½ �
dt

¼ d CO½ �
dt
þ d HCOOH½ �

dt
þ ::::: ð1Þ

d CO½ �
dt
¼ CO½ �0e�k1 t ð2Þ

d HCOOH½ �
dt

¼ HCOOH½ �0e�k2 t ð3Þ

where t is the reaction time and k1 and k2 are the reaction rate
constants of CO and HCOOH, respectively. According to the

long-term experimental results, the initial conditions are:
[CO2]0 = 3.12 � 10�4 mol and [CO]0 = [HCOOH]0 = 0.

Comparison of the product formation profiles between the
proposed first-order model and the experimental data are
shown in Figure 4. The results indicate that the theoretical
values of the moles of CO and HCOOH at different catalyst
loadings are consistent with the experimental data. The model
fits well with the experimental data, especially for CO. The re-
sults in Figure 4 illustrate that the predicted CO concentration
increased in the first 20 min and then reached a constant
value for the rest of reaction time, whereas the predicted
HCOOH concentration increased quickly within a few minutes
and then reached a constant value. Nevertheless, the mea-
sured amount of HCOOH increased sharply with an increase in
the reaction time to 80 min, and then tended to decrease. No-
tably, when the catalyst loading was 1.5 mg cm�2, the mea-
sured amounts of CO and HCOOH were higher than with other
catalyst loadings with the long reaction time. The experimental
results confirmed that the proposed mathematical model can
predict the first-order model to a reasonable extent for the
electroreduction of CO2 to CO and HCCOH, and they show
that an increase in reaction time could enhance the formation
of the CO2 reduction products.

Figure 3. Faradaic efficiency of CO (a) and HCOOH (b)with different Cu(core)/CuO(shell) loadings in a flow reactor. Partial current densities of CO (a1) and
HCOOH (b1) with different loadings of the Cu(core)/CuO(shell) catalyst.

Scheme 1. The possible reaction pathway for the electroreduction of carbon
dioxide on a Cu(core)/CuO(shell) catalyst.
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Figure 5 displays the rate constants for the two main prod-
ucts (CO and HCOOH) as a function of catalyst loading during
the electroreduction of CO2. The rate constants were calculated
by using the first-order differential equations for k1 and k2, re-
spectively. Notably, k1 is smaller than k2. A small rate constant
indicates a lower reactivity. The small rate constant explains
the low faradaic efficiency of CO compared with that of
HCOOH during the long-term electroreduction process of CO2

on the Cu(core)/CuO(shell) catalyst in this study. When increas-
ing the catalyst loadings, the rate constants increased sharply;
however, k1 reached a constant and k2 tended to decrease at
1.5 and 2.0 mg cm�2 loadings on the GDE. These changes sug-
gest that the different Cu(core)/CuO(shell) catalyst loadings af-
fected the rate of electroreduction of CO2 in aqueous solution.
The catalyst loading was 1.5 mg cm�2, which aided the electro-
chemical reduction of CO2 with the long reaction time.

4. Conclusions

A study of the electrochemical behavior of the Cu(core)/CuO-
(shell) catalyst in 1 m KHCO3 revealed that the catalyst trans-
formed between the various oxidation states of copper,
namely Cu, and CuI, and CuII. The current peak intensity in-
creased with increased catalyst loading. Chronoamperometric
electrolysis was performed in a flow reactor to further investi-
gate the effect of the catalyst loading on the process of CO2

electroreduction. Faradaic efficiencies of CO and HCOOH were
higher at a loading of 1.0 mg cm�2 on the GDE than with other
catalyst loadings, when a short reaction time was used. Reac-
tions were then modeled by using an in-series, first-order reac-
tion, and the differential equations deduced from the models
were compared to the experimental data. It was verified that
the models could reasonably describe the evolution of prod-
ucts during the electroreduction of CO2. Kinetic analysis indi-
cated that the two products had different rate constants, lead-
ing to different reactivates and, therefore, different faradaic ef-
ficiencies. With a long reaction time, different catalyst loadings
affected the rate of CO2electroreduction, and 1.5 mg cm�2 cata-
lyst loading was favored for the electrochemical reduction of
CO2 to CO and HCOOH. Our results suggest that the interplay
between the Cu core and the CuO shell is beneficial for the
electroreduction of CO2, but the catalyst requires further modi-
fication to suppress the pathways leading to other products,
such as H2.
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