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The electrocatalytic methanol oxidation reaction (MOR) is a viable approach for realizing high value-added
formate transformation from biomass byproducts. However, usually it is restricted by the excess adsorption
of intermediates (CO,4) and overoxidation of catalysts, which results in low product selectivity and
inactivation of the active sites. Herein, a novel Cu-O-Ni electron-transfer channel was constructed by
loading NiCuO, on nickel foam (NF) to inhibit the overoxidation of Ni and enhance the formate
selectivity of the MOR. The optimized NiCuO,-2/NF demonstrated excellent MOR catalytic performance
at industrial current density (Esgo = 1.42 V) and high faradaic efficiency of ~100%, as well as durable
formate generation up to 600 h at ~500 mA cm™2. The directional electron transfer from Cu to Ni and
enhanced lattice stability could alleviate the overoxidation of Ni(i) active sites to guarantee reversible
Ni(/Ni(n) cycles and endow NiCuO,-2/NF with high stability under increased current density,
respectively. An established electrolytic cell created by coupling the MOR with the hydrogen evolution
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Introduction

Methanol (MeOH) is the simplest alcohol, and it can be easily
produced by chemical or biomass industrial synthesis."
Compared with other organic molecules, the price of methanol
(~350 $ per ton) is relatively cheap and can be selectively
oxidized to high value-added products such as formic acid (FA)
and formate salts (~1300 $ per ton),> which are important
chemicals in rubber and pharmaceutical industries. Compared
with the traditional industrial method with large amounts of
energy consumed, the generation of formic acid (formate)
through an electrocatalytic methanol oxidation reaction (MOR)
driven by renewable energy is a green and zero-carbon emission
strategy.>* Moreover, the electrochemical thermodynamic
potential of the MOR (0.103 V) to FA is much lower than that of
the oxygen evolution reaction (OER; 1.23 V),” which can also be
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concurrently generated the high value-added product of formate at the anode.

used to replace the OER and couple with production of H, in the
electrocatalytic water-splitting system, achieving low electric
consumption for hydrogen production and generating high
value-added formate at the anode.®” Unfortunately, the MOR
usually suffers from being strongly absorbed by intermediates
(CO.4), leading to further oxidization to low-value CO, at high
current densities (>100 mA c¢cm™?), and losing its economic
value.® Therefore, it is of great importance to develop highly
selective MOR catalysts.

Precious metal catalysts have been considered to be efficient
catalysts toward the MOR, but scarce reserves, high prices and
especially the susceptibility to poisoning by the intermediate
CO,q greatly restrict their wide application.’ In contrast, earth-
abundant transition metal-based catalysts show great poten-
tial towards the MOR. Among them, Ni-based electrocatalysts
have attracted great attention thanks to their cost-effectiveness,
low overpotential and formate production with high faradaic
efficiency (>90%).**> In an electrochemical process, nickel-
based catalysts often undergo electrochemical oxidation,
hydroxylation and surface reconstruction to generate electro-
catalytic activity. It has been widely believed that Ni or Ni oxides
first form Ni(OH), in an alkaline environment, which is trans-
formed further into active NiOOH with the increase in poten-
tial."® The strong electron-gaining ability of Ni** in the formed
NiOOH can efficiently oxidize methanol molecules and then be

Chem. Sci., 2024, 15, 1013-11020 | 11013


http://crossmark.crossref.org/dialog/?doi=10.1039/d4sc00842a&domain=pdf&date_stamp=2024-07-13
http://orcid.org/0000-0002-7111-5599
http://orcid.org/0000-0001-8790-195X
https://doi.org/10.1039/d4sc00842a
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4sc00842a
https://pubs.rsc.org/en/journals/journal/SC
https://pubs.rsc.org/en/journals/journal/SC?issueid=SC015028

Open Access Article. Published on 07 June 2024. Downloaded on 2/4/2026 7:32:35 PM.

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

(cc)

Chemical Science

reduced back into Ni**, thus realizing a reversible cycle of Ni**/
Ni*" in the MOR." Unfortunately, the further development of
Ni-based electrocatalysts in methanol economy is restricted due
to the following three reasons. (1) The excess adsorption of
intermediates during the MOR poisons Ni active sites," thus
limiting the continuous conversion from methanol to formate.
(2) The overoxidation of Ni species, such as the transformation
from Ni*" to Ni*" at high voltages, destroys the reversible Ni**/
Ni** cycle, resulting in a dramatic decrease in activity.'® (3) The
current density of the MOR is still low, which is not suitable for
industrial production (>300 mA cm ?). Thus, developing
durable Ni-based catalysts with high formate selectivity at high
current densities is a big challenge.

It has been reported that M,-O-M; units with different
metals can establish interface-bonding channels to enhance
charge transfer and modulate the charge state of the surface
adsorbate to activate reaction intermediates."” Considering the
special characteristics of Cu, such as half-fully occupied 4s
orbitals, a flexible hybrid spin state and abundant chemical
valences,'®'* we proposed the construction of Cu-O-Ni units.
Among the latter, on the one hand, Cu serves as an electron
donor to generate directional electron transfer from Cu to Ni
through O atoms to lower the excess accumulation of interme-
diate CO,q at Ni active sites. On the other hand, Cu inhibits the
overoxidation of Ni*" species during the MOR to stabilize the
metastable high-valence Ni** active sites.? Besides, through the
constructed Cu-O-Ni electron-transfer channel, the dehydro-
genation ability of Ni is enhanced, leading to excellent MOR
activity at high current density.

Specifically, we constructed a novel Cu—O-Ni unit to inhibit
the overoxidation of Ni (Ni*" — Ni*') by introducing Cu, in
which the bimetallic oxide (NiCuO,) was loaded on nickel foam
(NF) as an efficient MOR electrocatalyst via a two-step method
involving electrochemical deposition and thermal treatment.
The optimal NiCuO,-2/NF electrocatalyst with an electro-
chemical deposition time of 2000 s exhibited excellent catalytic
activity towards the MOR at an industrial-scale current density
of 500 mA cm? with only 1.42 V (vs. RHE) and high formate
faradaic efficiencies of ~100%. Impressively, the NiCuO,-2/NF
catalyst could catalyze methanol oxidation stably up to 600 h
at a high current density of ~500 mA cm ™2, which is superior to
reported Ni-based MOR catalysts. Based on XPS, electro-
chemical results and operando impedance measurements, we
revealed that the introduction of Cu could generate an electron-
transfer channel from Cu to Ni, which consequently promoted
the CH;0H* dehydrogenation ability of Ni and stabilized Ni**
active sites. Besides, the strong Cu-O-Ni interaction at oxide
interfaces also avoids the overoxidation of Ni species (Ni*" —
Ni**) to a certain extent, making it possible to catalyze methanol
effectively and stably at industrial-grade current densities (>300
mA cm?). By coupling the MOR with a cathodic HER, the
integrated two-electrode system using NiCuO,-2/NF as both
anode and cathode catalysts could reach a current density of
400 mA cm™? at 2.02 V, which is lower than that of the elec-
trolytic water splitting by ~230 mV, thereby consolidating the
application potential in commercial H, production and
biomass increment conversion.
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Results and discussion
Synthesis and characterizations

NiCuO, nanostructures were grown on NF by a two-step method
based on electrochemical deposition, followed by further heat
treatment (Fig. 1a). First, the pretreated NF was immersed and
successively deposited electrochemically in H,SO, solutions
with NiCl,’6H,O0 and CuCl,’6H,0O as Ni and Cu sources,
respectively. Then, the resultant NiCu/NF precursor was heated
slightly in a muffle furnace to obtain NiCuO,/NF. To study the
effect of different amounts of Cu doping, NiCuO, samples were
prepared by changing the electrodeposition time from 1000 s to
4000 s in CuCl, solutions.

Scanning electron microscopy (SEM) images (Fig. 1b)
showed that NiCuO,-2/NF with an electrodeposition time of
2000 s consisted of both nanoneedles and cubic nanoparticles,
which covered the surface of NF densely and uniformly.
NiCuO,-1/NF (Fig. S1t) showed a similar structure to NiCuO,-2/
NF, but was not fully grown due to the insufficient electrode-
position time. As the electrodeposition time increased further,
the nanoneedles gradually disappeared and only cubic and
agglomerated nanoparticles were observed for NiCuO,-3/NF
(Fig. S2t) compared with the flat or irregular morphology of
control samples of CuO,/NF (Fig. S31) and Ni/NF (Fig. S47).
Furthermore, the needle-like and cubic morphologies were also
confirmed by transmission electron microscopy (TEM) images
(Fig. 1c). The TEM images (Fig. S5 and S67) of control samples
showed similar evolution trends to those in the SEM images.
The lattice spacings of 2.41 A and 2.08 A in high-resolution TEM
(HRTEM) images (Fig. 1d and e) corresponded with the (111)
plane of NiCuO, and (111) plane of NiCu alloy, respectively. It
has been reported that the (111) crystal planes of Cu and Ni can
enhance the MOR activity of catalysts. Thus, the exposure of
(111) crystal faces in NiCuO,/NF facilitated the adsorption and
dissociation of methanol molecules and enhanced the high
MOR electrocatalytic activity. Besides, the high-angle annular
dark field (HAADF) image and corresponding energy dispersive
spectroscopy (EDS) mappings demonstrated the uniform
distribution of Ni, Cu and O elements in both nanoneedles and
nanoparticles of NiCuO,-2/NF (Fig. 1f-i). The content ratio of Ni
to Cu in NiCuO, gradually decreased with the longer electro-
deposition time of Cu source, and the specific data are dis-
played in Tables S1 and S2.f

X-ray diffraction (XRD) patterns were recorded to identify the
crystalline structure of as-prepared catalysts. Ni/NF showed
three obvious characteristic peaks with 26 of 44.5°, 51.8° and
76.4° corresponding to cubic-phase Ni (PDF#87-0712)
(Fig. S71).2* After introduction of the Cu source (Fig. 2a), the
diffraction peaks at 43.5° and 44.6° could be assigned to the
cubic phases of NiCu alloy and NiCuO, oxide, respectively. The
slight shifts to a low angle of the corresponding characteristic
peaks (PDF#85-1326, PDF#73-1519) for NiCuO,, as well as the
elemental mapping analysis stated above confirmed the
generation of Cu-Ni lattice mixing. The atom substitution of Cu
to Ni for pristine NiO lattice led to the generation of Cu-O-Ni
units. Besides, the intensity ratio of NiCuO, to NiCu increased

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1

with a longer electrodeposition time, revealing that the intro-
duction of Cu could facilitate the generation of oxidized Ni
species. The diffraction peaks at 28.7° and 47.6° attributed to
cubic CuCl (PDF#77-2383) disappeared after the -electro-
chemical test. The XRD pattern of CuO,/NF (Fig. S8t) showed
similar diffraction peaks to those of NiCuO,.

The chemical compositions and oxidation states of as-
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(a) Synthesis of NiCuO,/NF (schematic). (b) SEM, (c) TEM, (d and e) HRTEM images and (f—i) EDS elemental mappings of NiCuO,-2/NF.

photoelectron spectroscopy (XPS). As shown in Fig. 2b, Cu, Ni,
O, C and Cl elements could be observed for NiCuO,-1/NF,
NiCuO,-2/NF and NiCuO,-3/NF, data which were consistent
with XRD results.

Fig. 2¢ shows the XPS Ni 2p spectra for Ni/NF, NiCuO,-1/NF,
NiCuO,-2/NF and NiCuO,-3/NF. Ni/NF mainly demonstrated the
metal Ni° with corresponding binding energies at about 853

synthesized catalysts were probed using the X-ray and 870.2 eV assigned to Ni® 2ps/,, and Ni® 2p,,, respectively.
a J b —Cu2p C
X NiCuO,-1/NF
_ [nicuo,s X " LN _os cis _cizp
S G g ) ~ |NiCuO,-1/NF |
S g ' : 3 o
> |NiCuo,-2 A ~ A/J_‘- ' 8 L
= > ' 1 -
2 B / ' NICUO.-2/NF 2 [nicvo,2F
g 11 (200)1111)(220) g e ¥ 2 Y
€ |NiCuO,-1 ” h = ) <
= A 1= ! ! =
= CuCl ' 1 %
4 NiO i | NiCuO,-3/NF
i 5 ¥
10 20 30 40 50 1200 1000 800 600 400 200 O 890 885 880 875 870 865 860 855 850
2 Theta (degree) Binding energy (eV) Binding energy (eV)
Cu2 A f 1.0
d [cuone vy o U2 floyo| € | ofs M-OH / 1 MoH
Sat. cu P f NG — o*
I 2 I\ J ] o*
] NiCuO,-1/NF AT N - 0.8 ! - -
=3 ' 1Al = - 3
© [Nicuo,NF ! p \ <
= ) (N - 1 1%y © 0.6
= 1 - = £ /) g
[ [ . [ 1A ‘@ |Nicuo,-2NF P =
§ [Nowone A = i — § 04
£ Ik IS 1\ I E—,
1 ] - A\ o
NiCuO,-3/INF [ ; £\ 0.24
.—-.\l" NiCuO,-3/INF AN T —‘ _‘
¥ T
0.

970 965 960 955 950 945 940 935 930 540 538 536 534

Binding energy (eV)

Fig. 2

Binding energy (eV)

532 530 528 526 524 o, e Moo Mo, Mo
CINg TN IR

(@) XRD patterns for NiCuO,-1, NiCuO,-2 and NiCuO,-3. Survey XPS spectrum (b), high-resolution XPS Ni 2p (c), Cu 2p (d), O 1s (e) and

corresponding histograms (f) of M-OH/Q?~ sub-bands for as-prepared catalysts.
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After Cu introduction, the chemical valence of Ni in NiCuO,/NF
composites increased to Ni(u), and the binding energies at 856.1
and 873.3 eV were attributed to Ni*" 2ps, and Ni*" 2py,,
respectively.”> Among NiCuO,/NF composites, NiCuO,-2/NF
exhibited a slightly negative shift in Ni 2p spectra, indicating
the local electronic transfer from Cu to Ni. The Cu 2p spectra in
Fig. 2d display the characteristic sub-bands at the binding
energies of 933.2, 935.2, 953 and 955.2 eV, which were assigned
to Cu'® 2p;,, Cu** 2ps,, Cu™ 2py, and Cu®' 2py,, respec-
tively.>® The specific ratios of Cu®>" to Cu”® in the material
gradually increased as the amount of Cu loading increased,
which is consistent with the result of Ni 2p XPS spectra. Further,
the O 1s spectra (Fig. 2e, S10 and S117) of as-prepared catalysts
were deconvoluted into two sub-bands at ~530.4 and ~531.8 €V,
which corresponded to lattice oxygen (metal-bonded O*~) and
surface-chemisorbed oxygen (oxygen in M-OH), respectively.**
NiCuO,-2 showed the highest proportion of 0>~ (Fig. 2f), which
is beneficial for lattice stability under high current densities.

During the MOR, Ni** species in Ni-based materials tend to
be in situ electrochemically oxidized to form active Ni** with
high MOR catalytic activity. Unfortunately, as the current
density increases to industrial grade, active Ni** can undergo
further oxidation, leading to a reduction in catalytic activity.
According to the XPS results, the introduction of Cu in NiCuO,-
2/NF to construct a Cu-O-Ni unit could stabilize the lattice and
prevent the further oxidation of Ni** during the MOR, leading to
the ultra-long MOR stability of NiCuO,-2/NF.

Electrocatalytic performance evaluation

The MOR performances of as-prepared catalysts were investi-
gated in 1 M KOH solution with different concentrations of
MeOH using linear sweep voltammetry (LSV). First, the onset
oxidation potentials of the MOR (Fig. 3a) for NiCuO,-2/NF
decreased significantly after the addition of MeOH to the elec-
trolyte. The MOR current density increased significantly with
increasing of the concentration of MeOH up to 1 M. As the
concentration increased to 2 M, the current density for the MOR
began to decrease owing to excess adsorption of methanol
molecules. Therefore, 1 M of MeOH was chosen as the additive
concentration for subsequent MOR measurements. The cyclic
voltammetry (CV) curves in Fig. 3b suggested that all of the
catalysts had one pair of reversible redox peaks corresponding
to the Ni**/Ni** transformation.? The sharp increase in current
densities above ~1.2 V matched well with the Ni(u) — Ni(u)
OOH oxidation, and the backward scanning peak of NiCuO,/NF
corresponding to Ni(m) reduction shifted to the lower potential
compared with Ni/NF. More impressively, the lower reduction
potential of Ni(m) — Ni(u) in NiCuO,-2/NF was responsible to
the higher current density and better MOR performance.

The LSV curves in Fig. 3c suggested that NiCuO,-2/NF
exhibited the best MOR performance in as-prepared catalysts.
NiCuO,-2/NF needed only 1.42 V to reach an industrial-scale
current density of 500 mA cm ™2, which was lower than that of
Ni/NF, CuO,/NF, NiCuO,-1/NF and NiCuO,-3/NF by 153, 104, 50
and 16 mV, respectively. This result indicated that the amount
of Cu species introduced in NiCuO,-2/NF with electrochemical
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deposition of 2000 s was optimal for the MOR performance, and
that excessive Cu species would cover the catalyst surface and
inhibit the oxidation of Ni(u) to active Ni(m). The onset poten-
tials (~1.3 V) of three NiCuO,/NF species were close to that of
the Ni(u)/Ni(ur) redox couple, confirming that Ni(u) was the
active species for the MOR. Moreover, the Tafel slope of NiCuO,-
2/NF was 87.2 mV dec™ ' (Fig. 3d), which was much lower than
that of CuO,/NF (100 mV dec™ '), Ni/NF (116.1 mV dec ),
NiCuO,-1/NF (91.1 mV dec ') and NiCuO,-1/NF (107.2 mV
dec™), implying the fast MOR kinetics of NiCuO,-2/NF. Fig. 3e
reveals the electrochemical impedance spectroscopy (EIS) data.
The resistance to electron transfer increased in the order Ni/NF
> NiCuO,-1/NF > NiCuO,-3/NF > NiCuO,-2/NF, which was in
good agreement with the LSV results stated above. The lower
resistance and faster charge transport/diffusion ability of
NiCuO,-2/NF contributed to the more significant enhancement
of MOR catalytic activity.

Furthermore, "H and "*C nuclear magnetic resonance (NMR)
spectroscopy were carried out to identify the products of MOR.
Formate was the main product after chronoamperometric (i-t)
tests for 1 h (Fig. S121), and the faradaic efficiency (FE) for
methanol-to-formate oxidation at different current densities
was also investigated. The FE of MOR for NiCuO,-2/NF was
~100% at different current densities and >96.8% even at a high
current density of 500 mA cm %, suggesting the ultrahigh
selectivity of NiCuO,-2/NF (Fig. 3f). Furthermore, the formate
concentrations generated by the NiCuO,2/NF anode at
different current densities were investigated. The average
generation rate of formate was 83.09, 107.14, 148.75 and
184.03 mmol cm > h™" at a current density of 200, 300, 400 and
500 mA cm >, respectively.

Specifically, the durability of the operation and prospect of
industrial application of NiCuO,-2/NF was estimated by chro-
noamperometry at an especially high current density (~500 mA
ecm ™) under 1.63 V (vs. RHE, without iR-compensation).
Encouragingly, the current density did not experience severe
degradation after the stability test of up to 600 h, indicating the
superior stability of NiCuO,-2/NF for the MOR. After the
stability test, there was no obvious change in the main crystal-
line phases of NiCu alloy and NiCuO, in NiCuO,-2/NF except for
the disappearance of the diffluent NiCl phase (Fig. S137). The
slight shift to a low angle was attributed to the introduction of
more Cu in the NiCuO, lattice. The emergence of high-valence
Cu”" and Cu" peaks in Raman spectrum (Fig. S14t) suggested
a deeper alloying effect of Cu during the MOR.** SEM and TEM
images of post-testing NiCuO,-2/NF showed a morphology of
nanoplates, and no impurity phase was observed (Fig. S15 and
S167). Besides, the XPS results after the stability test (Fig. S177)
showed that high-valence Ni*" species were not formed in
NiCuO,-2/NF. Hence, the formation of Ni*" was suppressed by
the introduction of Cu species. The addition of Cu as the
charge-compensation agent could inhibit the overoxidation of
Ni and promote lattice stability for the NiCuO,-2/NF catalyst.
Compared with reported self-supporting nickel-based MOR
catalysts, the designed NiCuO,-2/NF obtained in our study was
extremely competitive and showed superior stability for the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(a) Polarization curves of NiCuO,-2/NF at different concentrations of methanol in KOH (1 M). (b) CV curves, (c) LSV curves and (d)

corresponding Tafel plots of samples (with 100% iR compensation). (e) Nyquist plots measured in KOH (1 M) + MeOH (1 M). (f) FE and averaged
generation rates of formate at the anode. (g) Chronoamperometry (/-t) curves of NiCuO,-2/NF at a constant potential of 1.63 V (vs. RHE). (h)
Comparisons of test duration and corresponding current density between this work and catalysts reported in the literature.?6-32

longest period of time at industrial-grade current densities
(Fig. 3h and Table S3+).

Insight into the MOR mechanism

Operando electrochemical impedance spectroscopy (EIS) was
employed to reveal the electrochemical mechanism of NiCuO,-
2/NF during MOR under different potentials. In the low-
frequency region (0.01-10 Hz), the peak is usually regarded as
nonhomogeneous charge distribution associated with the
surface oxidizing species on the electrode surface (OER/
MOR).**** First, from the Bodes plots of NiCuO,-2/NF (Fig. 4a
and b), an apparent peak could be found at a potential of 1.25 V
during the MOR, lower than that during the OER (1.5 V), indi-
cating faster MOR kinetics than for the OER. The Nyquist plots
of NICuO,-2/NF (Fig. S187) also showed a smaller semicircle,
denoting the lower impedance and more rapid electronic
transfer towards the MOR. Impressively, the peak at 1.25 V
shifted slowly to a higher frequency and lower phase angle with
increasing the potential to 1.50 V (Fig. 4c), which was because
the reaction kinetics of methanol oxidation are superior to the
OER under low potentials .> As the polarization potential
changed to >1.50 V, the frequency peak decreased with
increasing voltage, leading to a decrease in Faraday resistance
and an increase in the surface reaction rate.

© 2024 The Author(s). Published by the Royal Society of Chemistry

Furthermore, the MOR and OER measurements of multi-
potential steps were performed on NiCuO,-2/NF to investigate
the MOR active sites and catalytic mechanism (Fig. 4d). First,
the initial applied potential for the NiCuO,-2/NF anode was set
to 1.62 V (vs. RHE) to produce abundant Ni"'~-OOH species.
Then, the applied potential was switched to 0.57 V (vs. RHE)
after entering an open-circuit state for 90 s. Under OER condi-
tions, NiCuO,-2/NF showed significant reduction currents at
0.57 V (vs. RHE), suggesting non-spontaneous reduction of Ni**
in the absence of methanol. In contrast, when methanol was
added in the open-circuit state, only weak reduction currents
appeared at 0.57 V (vs. RHE), suggesting that the addition of
methanol promoted the transition of Ni** to Ni** under MOR
conditions. In addition, when methanol was added prior to the
measurement, higher current densities were observed at 1.62 V
(vs. RHE) compared with the data obtained under OER condi-
tions, confirming the occurrence of the MOR. After the open
circuit, only a weak current density was detected at 0.57 V (vs.
RHE), indicating that the generated Ni(m) had been consumed
simultaneously under MOR conditions. Therefore, we
concluded that the MOR process of NiCuO,-2/NF involved the
reversible Ni(u)/Ni(m) cycle (Fig. 4e): (i) the Ni(u) species in
NiCuO,-2/NF are oxidized to high-valence Ni(m) under the
oxidation potential; (ii) methanol is oxidized to formic acid by
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Fig.4 Reaction mechanism of catalysts. (a)—(c) Bode plots of NiCuO,-2/NF for the OER (a) and MOR (b) at different potentials. (d) Multi-potential
step curves of NiCuO,-2/NF in KOH solution (1 M) without and with MeOH (1 M). In all panels, the orange-, yellow-, and light blue-shaded areas
indicate application of a constant voltage of 1.62 V (vs. RHE), an open-circuit process and a constant voltage of 0.57 V (vs. RHE), respectively. (e)

The MOR reaction scheme at different potentials on NiCuO,-2/NF.

the real active site Ni(u1), and the accumulated Ni(m) is reduced
back to initial Ni(u) concurrently. At the same time, the FE of
methanol to formic acid increases steadily with increasing
voltage and remains stable after reaching a maximum value
until 1.50 V (vs. RHE), which agreed well with the result shown
in Fig. 4c. Besides, through combining the electrochemical test
results, the introduction of Cu could avoid the overoxidation of
Ni species (Ni** — Ni**), thus maintaining the reversible Ni(m)/

Ni(1m) cycle and realizing superior MOR activity, especially under
high current densities.

Co-electrolysis in MeOH-water solution

The NiCuO,-2/NF sample also showed HER catalytic ability in
KOH (1 M) with/without containing methanol (1 M) (Fig. S197).
Hence, a MeOH-water solution electrolyser in the two-electrode
system was constructed with NiCuO,-2/NF simultaneously used
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Fig. 5

(a) Scheme for a two-electrode electrolyzer for concurrent electrolytic production of hydrogen and value-added chemicals, and LSV

curves of NiCuO,-2/NF in KOH (1.0 M) with and without addition of methanol (1 M). (b) FEs of generated formate at the anode after operating at
200, 300, 400 and 500 mA cm™ for 1 h. (c) Chronoamperometry (I-t) curves by NiCuO,-2/NF-equipped MOR|HER at a constant potential of

2.03V.
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as the catalyst at both the cathode and anode. As exemplified in
Fig. 5a, the MOR occurred at the anode to produce high value-
added products, and the HER occurred at the cathode to
generate H,. To reach a current density of 400 mA cm ™2, the
MeOH-water electrolysis cell required a cell voltage of only
2.02 V. This was lower (by ~230 mV) than that in the electrolyte
without MeOH (2.25 V), suggesting a significantly reduced
electric consumption by coupling the MOR with the HER and
valued chemical productions at the anode simultaneously.

In order to determine the oxidation products and calculate
the corresponding FE, the MeOH-water electrolysis cell cata-
lyzed by NiCuO,-2/NF catalysts was operated at a current density
of 200, 300, 400, and 500 mA cm ™2, respectively, and the liquid
samples were collected after running for 1 h. It is noteworthy
that FE could be maintained >96% at high current densities,
even at 400 and 500 mA cm > (Fig. 5b). According to the long-
term chronoamperometry test at 2.03 V (Fig. 5¢), the NiCuO,~
2/NF equipped two-electrode system could stand for 360 h
without an obvious decrease in current density. Hence, it could
find application as a bifunctional electrocatalyst in H, produc-
tion and biomass increment conversion.

Conclusions

A novel Cu-O-Ni charge-transfer channel was developed in
NiCuO, bimetallic oxide to boost MOR electrocatalytic activity.
The as-prepared NiCuO,-2/NF catalyst exhibited an excellent
electrocatalytic MOR performance. As low as 1.42 V (vs. RHE)
was needed to achieve a high current density of 500 mA cm™2,
FE of ~100% for formate generation and superior stability up to
600 h at industrial current densities were observed. The high
MOR performance of NiCuO,-2/NF was because the over-
oxidation of active site Ni(ur) could be effectively inhibited by
the introduction of Cu through the formed Cu-O-Ni electron-
transfer channel to maintain the reversible Ni(u)/Ni(m) trans-
formation. On the other hand, the electronic transfer from Cu
to Ni alleviated the accumulation of intermediate CO,q at Ni
sites, which led to the remarkable catalytic activity and stability
at an increased current density. Besides, an established elec-
trolytic cell created by coupling the MOR with the HER with
NiCuO,-2/NF as both anode and cathode catalysts outputs eli-
cited a current density of 400 mA cm > at 2.02 V, which is
~230 mV lower than that obtained by the splitting of pure water.
This work provides a new perspective for the design of efficient
and stable MOR electrocatalysts at high current density, and
also promotes the development for energy-saving H, production
by coupling the oxidation of small molecules in biomass.
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