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Graphdiyne/copper sulfide heterostructure
for active conversion of CO, to formic acidf
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The synthesis of electrocatalysts with high selectivity, activity, and stability for the CO, reduction

reaction (CO,RR) is a promising

and sustainable route to convert CO, into value-added chemicals at

room temperatures and pressures. Here we report a new heterostructured electrocatalyst of graphdiyne/

copper sulfide (GDY/CuS,) via the controlled in situ growth of GDY on the surface of CuS,. Our results

show that the introduction of GDY can effectively induce the formation of mixed-valence Cuf(, 1) and
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1. Introduction

The electrocatalytic carbon dioxide reduction reaction (CO,RR)
at room temperatures and ambient pressures provides an
effective route for the production of high-value-added chemicals
and fuels from CO,."™ Formic acid (HCOOH), an important
hydrogen carrier, plays an important role in the storage and
transportation of hydrogen energy.”” However, the catalysts
reported for the CO,RR suffer from sluggish kinetics due to the
high overpotentials required to drive the CO,RR process, in which
the competing hydrogen evolution reaction (HER) occurs. Besides,
the multi-proton/multi-electron transfer in the CO,RR process
commonly results in multiple types of gas- and/or liquid-phase
products (carbon monoxide, methane, ethylene, formic acid, for-
maldehyde, methanol, ethanol, etc.).**° These drawbacks of tradi-
tional catalysts lead to both low reaction selectivity and activity.
During the past decades, many methods, such as alloying,'"
chemical doping,"™"® catalyst surface modification,"* etc., have
been reported to improve the performance of the electrocata-
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incomplete charge transfer between the GDY and Cu atoms, which enhance the conductivity, produce
new active sites, and finally result in a higher catalytic performance. In addition, the GDY grown on the
surface of the catalysts endows the sample with a high long-term stability. Benefitting from above

high CO,-to-formate conversion performance with a high faradaic

efficiency (FE) and long-term stability at room temperatures and ambient pressures.

Iytic CO,RR. The design and synthesis of new electrocatalysts that
demonstrate high selectivity (faradaic efficiency (FE)), a high
reaction rate (large current densities) and long-term stability for
CO,-to-HCOOH conversion are still of great significance.
Graphdiyne (GDY) is a new two-dimensional all-carbon
network in which each benzene ring (sp*hybridized C) is
connected via alkyne bonds (sp-hybridized C)."> The specific
sp-/sp>-cohybridized structure of GDY endows it with many
unique and fascinating properties that are superior to traditional
carbon materials, e.g., the presence of abundant carbon chemical
bonds, large conjugated  structures, natural cavities, a favourable
band gap, etc. More attractively, the highly uneven distribution of
surface charges and incomplete charge transfer between GDY and
metal atoms can produce more active sites and a higher intrinsic
activity, and efficiently regulate the adsorption/desorption beha-
viour of reaction intermediates on active site surfaces. Another
unique property of GDY is that its controlled growth on arbitrary
substrates can be carried out under ambient conditions, which
shows great advantages in the controlled synthesis of high-
performance interface structures for catalysis.">>' GDY has
brought new opportunities for transformative breakthroughs in
many fields, including catalysis, energy, photoelectric conversion
devices, intelligent information systems, life sciences, and so
on.*>* These advantages make GDY an ideal material for the
synthesis of highly active and selective catalysts for the CO,RR.
In this work, we report the controlled synthesis of GDY/CusS,
heterostructured catalysts by using the advantage of GDY in that
it can be grown on arbitrary substrate surfaces. Experimental
results show that the incomplete charge transfer between GDY
and copper atoms and the GDY-induced formation of mixed-
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valence Cu species can produce more active sites and improve
the catalytic selectivity and activity for the CO,RR at room
temperatures and ambient pressures.

2. Experimental section
2.1 Materials

Tetrahydrofuran, ethyl acetate, acetone, sodium chloride, N,N,
N',N'-tetramethylethylenediamine, pyridine, and thiourea were
purchased from Beijing Reagent Company. The copper foam
was cleaned using acetone, 3 M HCI, deionized water, and
ethanol before use. All organic reagents are analytical reagents.

2.2 Catalyst synthesis

Synthesis of CusS,. Freshly cleaned copper foam was placed in a
stainless-steel autoclave containing 10 mL thiourea solution

Cu Foam

View Article Online
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(1.445 mmol L") and heated at 150 °C for 5 hours. After
completion of the reaction, the sample was washed three times
with ethanol and dried under vacuum.

Synthesis of GDY/CusS,. The obtained CuS, was placed in a
reactor containing 6 mg mL™' hexaethynylbenzene (HEB),
10 mL ethyl acetate, 10 mL dichloromethane and 1 mL pyridine
for seven days. After completion of the reaction, the sample was
washed thoroughly with dichloromethane and acetone and
dried under vacuum.

Results and discussion

Fig. 1a shows the synthesis route for GDY/CusS,. Using copper
foam as the substrate, a three-dimensional porous Cus, electrode
was obtained through a simple hydrothermal reaction. The
obtained CusS;, electrode was then used directly as the substrate

u‘

Glaser-Hay
Coupling

Cus, GDY/CuS,

Fig. 1 (a) Schematic representation of the synthesis route of GDY/CuS,; and (b) low- and (c) high-magnification SEM images of CusS,. (d) Energy
dispersive spectroscopy mapping of Cus,. (e) Low- and (f) high-magnification SEM images of GDY/Cus,. (g) Cross-section SEM image of GDY/CuS,; and

(h, i and j) energy dispersive spectroscopy mapping of GDY/Cus,.

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2023  Mater. Chem. Front., 2023, 7, 2620-2627 | 2621
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for the in situ growth of GDY via a cross-coupling reaction to
synthesize the GDY/CuS, heterostructure. Scanning electron
microscopy (SEM) images (Fig. 1b and c) show that the surface
of the copper foam (Fig. S1, ESIt) changed from smooth to
porous with a granular distribution on the surface of the copper
foam. Energy dispersive spectroscopy mapping of CuS, (Fig. 1d)
shows that the surface element components are Cu element
and S element, which preliminarily confirms the successful
synthesis of CuS,. CuS, acts as a catalyst for the cross-coupling
reaction and a growth substrate for the controlled growth of
GDY. After the Glaser-Hay coupling reaction, a film of GDY
nanosheets with a three-dimensional porous morphology was
formed on the surface of the CuS, electrode (Fig. 1e and f). The
cross-section image (Fig. 1g) further confirmed the successful
growth of the GDY film on the surface of copper sulfide. X-ray
energy dispersive spectra for GDY/CuS, (Fig. 1h-j) reveal the
presence and uniform distribution of C, Cu, and S elements in
the catalyst.

The morphology of the samples was next characterized
using transmission electron microscopy (TEM). As shown in
Fig. 2a and b, the pure GDY electrode has a three-dimensional
porous structure comprised of two-dimensional GDY nanosheets.
The high-resolution TEM image (Fig. 2c) shows that the spacing
distance of GDY is 0.335 nm. The elemental mapping images

View Article Online
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(Fig. 2d) show the uniform distribution of elemental C over the
GDY nanosheets. For GDY/CuS,, the three-dimensional porous
morphology was well maintained (Fig. 2e) with nanoparticles
uniformly distributed on the surface of GDY (Fig. 2f-h). The
HRTEM image (Fig. 2i) shows that the growth of GDY on the
CuS, surface had occurred. The elemental mapping results of
the GDY/CuS, heterostructure (Fig. 2j-m) reveal the uniform
distribution of the Cu, S, and C elements in the heterojunction
catalyst. Moreover, full XPS survey spectra confirms the presence
of C, Cu, S, and O elements in the sample (ESL,} Fig. S2) once
again demonstrating the successful construction of the hetero-
junction catalyst.

XPS measurements were performed to determine the
chemical structures of the samples. As shown in Fig. 3a, four
peaks at 932.7/933.6 eV and 952.8/953.7 eV, which correspond
to the +1 and +2 valences in Cu 2p3/, and Cu 2p,,, respectively,
were observed from the high-resolution Cu 2p XPS spectra,
revealing the mixed valence of copper in the GDY/Cus, catalyst.
Besides, the Cu 2p spectra of GDY/CuS, showed a positive shift
of 0.4 eV in binding energy compared with pure copper sulfide,
which indicates the loss of electrons from Cu. For the C 1s XPS
spectra (Fig. 3b), four characteristic peaks at 284.5 eV, 285.0 €V,
286.9 eV, and 288.5 eV, corresponding to C-C (sp’>-C), C-C
(sp-C), C-O, and C=0O0, respectively, were observed. The area

Fig. 2 (a) TEM and (b and c) HRTEM images of the GDY nanosheet. (

d) STEM image (left) and corresponding elemental mapping (right) of the elemental

C of GDY. (e—g) TEM and (h and i) HRTEM images of GDY/CuS,, (j) STEM image and corresponding elemental mapping of (k) C, () Cu, and (m) S elements

of the GDY/CusS, electrode.
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Fig. 3 High-resolution (a) Cu 2p, (b) C 1s, and (c) S 2p XPS spectra of CuS, and GDY/CusS,. (d) Raman spectra of CuS, and GDY/CusS,.

ratio of sp>-C to sp-C peaks (0.5) for GDY/CuS, is consistent
with that of pure GDY. Compared with pure GDY, the peak of
sp-C in GDY/CuS, showed a negative shift of 0.2 eV, indicating
that sp-C receives electrons. Fig. 3c shows the S 2p XPS spectra
of the samples. The peak positions at 162.3 and 163.6 €V in the
figure correspond to the two peaks of S> 2ps,, and S* 2py,,
respectively. The XPS results demonstrate the incomplete charge
transfer between GDY and metal copper atoms, which is bene-
ficial for enhancing the catalytic activity. The Raman spectra
(Fig. 3d) show both the characteristic peaks of CuS, and the
characteristic peaks of graphdiyne, which further proves that the
GDY/CusS; heterojunction catalyst was successfully synthesized.

A three-electrode system was applied to test the electrocata-
lytic CO,RR performance to formic acid in 0.1 M KHCO;
electrolyte. Fig. 4a shows the linear sweep voltammetry (LSV)
curves of the as-prepared samples. The current density of the
GDY/CuS; electrode in the CO,-saturated 0.1 M KHCO; electrolyte
is significantly larger than that in the Ar-saturated 0.1 M KHCO;
electrolyte, which indicates that the GDY/CuS, electrode has a
clear carbon dioxide reduction ability. At the same potentials, the
current density for GDY/CuS, was larger than that of CuS,. These
results confirm that the introduction of GDY can significantly
improve the CO,RR activity of the catalyst. The electrolyte after the
electrocatalytic CO,RR at different voltages was analysed using
NMR (Fig. 4b and c). The faradaic efficiency values of the gas

phase products and liquid phase products of GDY/CuS, under
different bias voltages are shown in Fig. 4d. It was observed that
the gas phase products were mainly hydrogen. Fig. 4e shows the
potential-dependent FE and total current density of the CO,RR
to formic acid. GDY/CuS, exhibits a high FE for formic acid
production of 70% at —0.9 V vs. RHE, with a total current density
reaching —65.6 mA cm >, which are better than that of pure CusS,
samples at the same potential (Fig. S3, ESIf). Overall, the side
reaction of CO and hydrocarbon production has been significantly
inhibited under the bias voltage of —0.9 V vs. RHE. Such a
catalytic performance could be maintained over a 4 hour period
(Fig. 4f). SEM images for the samples obtained after the stability
test show that there is almost no variation in the morphology
(Fig. S4, ESIY). In situ ATR-FTIR characterization was employed to
identify the chemical structure of the intermediates involved
during the electrochemical CO,RR. As shown in Fig. 4g, after
subtracting the background of the open circuit potential infrared
spectrum, the intensity of three bands of 1640, 2100, and
2340 cm™ ' can be observed. The strong positive band in the
1640 cm ' region can be assigned to interfacial H,O, which
accumulates in the electrocatalyst due to catalysis or the increasing
negative polarization of the electrode.*® The positive strong band in
the 2340 cm™ " region is attributed mainly to the adsorption of CO,
on the electrode surface.”” The positive band located in the
2100 cm™ " region observed between —0.7 V and —1.5 V vs. RHE

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2023 Mater. Chem. Front., 2023, 7, 2620-2627 | 2623
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Fig. 4 (a) Linear sweep voltammetry of CuS, and GDY/CuS, recorded in CO,- and Ar- saturated electrolytes. (b and c) *H NMR spectra of the electrolyte after
the CO,RR at the GDY/CuS, electrode at different applied potentials. (d) Potential—faradaic efficiency (FE) curves for the products (HCOOH, H,, CO, C,H4, and
CzHe) produced during the CO,RR on GDY/CUS,. (e) Plot of FE and current density of GDY/CuS; vs. the potential. (f) Stability and the corresponding faradaic
efficiency for HCOOH produced with GDY/CuS, at —0.9 V vs. RHE in CO,-saturated 0.1 M KHCOs. (g and h) Potential-dependent in situ ATR-FTIR spectra of
the GDY/CuS, electrode with CO, purging. (i) Comparison between GDY/CuS, and reported Cu-based electrodes for the CO,RR.

corresponds to the adsorbed CO (CO,qs) molecules and adsorbed
carbonate on the electrode surface.”*° During the electrolysis
process, the CO product ratio was low, which indicates that CO,qs
was tightly bound to the surface with a low desorption rate. In
Fig. 4h, the bands at 1544 and 1420 em ™", corresponding to the
desorption of carbonate and the desorption of *COOH (carboxy-
late)/HCOO* (formate),”" are absent. The absence of the HCOO*
and CO,qs adsorption bands and the low selectivity for CO indicate

HCOO-

Fig. 5 Proposed reaction pathway of CO,-to-HCOOH conversion.

that the main formation mechanism of formate is mainly through
the reaction of physiosorbed CO, with Hugs (CO, + Hags + € —
HCOO™).*>”> The Pourbaix diagram of the Cu-S system calculated
by Liu et al*> indicated that S is unable to exist stably at the
potential of formic acid production and will dissolve in the
electrolyte.*>** Some monodisperse S will remain, and this residual
S exists in substitutive form during the CO,RR due to the sluggish
reaction kinetics.>>**>* These residual S species were supposed to
be effective on CO* adsorption, so that specific surface reaction
sites are blocked, and a solution-phase CO, reduction pathway
occurs for highly selective HCOOH production. The CO,-to-
HCOOH performance reported is better than most other Cu-
based catalysts (Fig. 4i). The unique incomplete charge transfer
between GDY and metal atoms, and the high CO, affinity of GDY, can
effectively increase the number of active sites and regulate the
adsorption/desorption capacity of key reaction intermediates, achiev-
ing an efficient and stable CO,-to-HCOOH conversion (Fig. 5).

Conclusions

In summary, we have developed an active CO,-to-HCOOH
heterostructured electrocatalyst of GDY/CuS, via the in situ
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growth of GDY on the surface of CuS,. The incomplete charge
transfer between GDY and Cu atoms improved the catalyst
conductivity, produced more active sites, and ultimately
improved the catalytic performance. The faradaic efficiency of
carbon dioxide reduction to formic acid reaches 70%, and a
total current density of 65.6 mA cm™> at —0.9 V vs. RHE is
achieved. This work provides an effective strategy to enhance
the selective catalysis of formate over low-cost Cu-based cata-
lysts and expands the material options to produce this com-
mercially valuable fuel and chemical.
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