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ABSTRACT: Solar-driven photoelectrochemical conversion of nitrite to ammonia represents a
sustainable yet unexplored approach for environmental remediation and resource recovery. Here,
we demonstrate that Cu5Pd1 alloy nanoparticles, integrated with vertically grown GaN nanowires
on an n+-p Si photocathode (Cu5Pd1/GaN/Si), enable highly efficient and selective nitrite
reduction to ammonia. This photoelectrode achieves a Faradaic efficiency of 99.7% for NH3, with
a yield rate of 162.2 μmol h−1 cm−2 and a nearly 100% selectivity. Additionally, the Cu5Pd1/
GaN/Si photoelectrode maintains robust performance in the presence of various anions and can
effectively remove ∼98% of nitrite even at low concentrations. Density functional theory calculations, supported by in situ
spectroscopic techniques, reveal that Cu−Pd alloying fundamentally alters the nitrite reduction mechanisms. Unlike the *NOH-
mediated pathway on Cu and Pd, which can lead to competing N2 formation, the CuPd alloy preferentially stabilizes the *NHO
intermediate, making NH3 production thermodynamically preferred and highly selective. These findings highlight that a rational
electrocatalyst design can effectively tune reaction pathways to enhance both the efficiency and selectivity of photoelectrocatalytic
nitrite upcycling.
KEYWORDS: NO2

− reduction, NH3 synthesis, Photoelectrochemistry, CuPd alloy, Pathways tuning

■ INTRODUCTION
Overfertilization, industrial production, and fossil fuels
consumption have released significant amounts of nitrate
(NO3−) and nitrite (NO2−) into the environment, disturbing
the global nitrogen cycle and posing serious risks to public
health and the ecosystem.1 NO2−, a key intermediate in NO3−
reduction, has more serious adverse health effects such as the
irreversible oxidation of hemoglobin and carcinogenic
potential.2 The WHO has classed NO2− as a 2A carcinogen,
and the EPA strictly regulates NO2− concentration in drinking
water to below 1 mg/L-N.3,4 Therefore, effective methods are
urgently required to eliminate widespread nitrite in industrial
wastewater, liquid nuclear waste, and surface water.
Owing to the low N-O bond dissociation energy and high

solubility in aqueous solution compared to N2, electrocatalytic
nitrite reduction is considered a “two birds with one stone”
strategy for simultaneous environmental remediation and
ammonia synthesis.5−7 Although driven by renewable energy,
electrocatalysis generally operates effectively at high over-
potentials,8,9 leading to extensive energy consumption and low
energy efficiency. As an alternative, photoelectrocatalysis
assisted by solar energy holds huge potentials in a wide
range of reactions like water splitting,10 CO2 reduction,

11

disinfectant production,12 and biomass valorization,13 since the
working biases can be largely reduced with the compensation
of photoinduced voltages.14,15 To date, photoelectrocatalytic
(PEC) nitrate reduction to ammonia has been investigated
over various photoelectrodes,9,16−21 but the photocathode-
based PEC nitrite conversion is rarely explored, particularly for
the value-added ammonia synthesis.22,23 Compared to the
eight-electron nitrate reduction with a high energy barrier of
NO3− to NO2−, the short-step six-electron nitrite reduction is
appealing for higher energy efficiency toward ammonia.8 Even
though, the complex six-electron and eight-proton transfer
process and the competing reactions (i.e., N2, NO, and H2
formation) still challenge the efficiency and selectivity of
NO2−-to-NH3 conversion.

24,25 In this context, developing a
robust and selective photocathode for solar-driven nitrite-to-
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ammonia conversion with favorable thermodynamics would
offer both environmental and energy advantages.
Si, a low-cost and earth-abundant material, has been widely

explored in photoelectrocatalysis and photovoltaics for solar
energy conversion, due to its suitable band gap, strong visible
light absorption, and mature fabrication infrastructure.26

However, the bare Si photocathodes are not stable in aqueous
solution and are of sluggish chemical activity, requiring
electrocatalyst (also acts as protection layer) to improve
charge carrier transfer, lower overpotential, and enhance
reaction rates and stability.27 One-dimensional GaN nanowires
(NWs), a member of epitaxial III-nitride semiconductors, have
attracted significant attention for applications in photo-
(electro)catalysis and photoelectric devices, benefiting from
tunable optoelectronic properties, chemical stability of a N-rich
surface, and high electron mobility.28,29 Importantly, owing to
the near-perfect alignment for the conduction band edge
between GaN and Si, GaN has been demonstrated highly
appropriate for forming GaN/Si heterojunction photocathode,
leading to efficient electron transfer across the heterointerface
and the significant stability improvement.30 In addition, the
vertically aligned GaN NWs can improve light absorption by
reducing Fresnel reflection and promote catalytic reaction via
providing high surface area for cocatalyst loading, as
successfully demonstrated in PEC water splitting, CO2
reduction, and urea synthesis.31−33 Moreover, our previous
studies have revealed that GaN nanowires (NWs) exhibit

excellent ability for water dissociation under photoelectro-
chemical conditions, which is often challenging for conven-
tional transition metal catalysts.11,27,32 This intrinsic capacity of
GaN NWs may supply sufficient protons for photoelectro-
chemical nitrite reduction to ammonia through proton-coupled
electron transfer processes (deoxygenation and hydrogena-
tion).17,34 Even though, the reaction kinetics on pristine GaN
NWs remain sluggish without cocatalysts. Metallic Pd is known
for its extraordinary hydrogen adsorption capability,35−37 but it
usually benefits N2 generation with low selectivity toward
NH3.

38,39 In spite of this, the high resistance against poisoning
and deactivation of Pd by intermediates makes it still
promising for nitrogen oxyanions purification.40 Optimizing
electronic structures of Pd-based catalysts may adjust
intermediate adsorption and tune reduction pathways to
achieve selective ammonia synthesis. Cu has attracted
significant attention as a cost-effective catalyst for nitrate/
nitrite conversion with reasonable Faradaic efficiency to
ammonia under high overpotentials.25,41,42 Thus, developing
a robust CuPd nanoalloy cocatalyst that integrates with GaN
NWs grown on a Si photoelectrode may enable selective and
efficient PEC nitrite reduction to ammonia at low over-
potentials.
In this study, we investigated photoelectrochemical nitrite

reduction (PEC NO2RR) using CuPd alloy nanoparticles on
GaN nanowires grown on an n+-p Si photocathode. The
optimized Cu5Pd1/GaN/Si photoelectrode exhibited 99.7%

Figure 1. Characterizations of the prepared Cu5Pd1/GaN/Si photocathode. (a) Schematic of the photoelectrode preparation processes. (b) Top
and side view (inset) SEM images of the prepared Cu5Pd1/GaN/Si photoelectrode. (c) HRTEM image and (d) EDS elemental mapping of CuPd
nanoalloy decorated GaN nanowires. The scale bar in (d) is 5 nm. High-resolution XPS spectra of (e) Cu 2p and (f) Pd 3d recorded from different
photoelectrodes, where the black scattered points are the experimental data, and the colorful lines represent fitting data.
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Faradaic efficiency and near-unity selectivity toward NH3 with
a high yield rate of 162.2 μmol h−1 cm−2. The influences of
coexisting anions, electrolyte pH, and NO2− purification
efficiency were investigated. A combination of in situ
attenuated total reflectance Fourier-transform infrared (ATR-
FTIR) spectroscopy and theoretical calculations revealed that a
favorable *NHO-mediated pathway occurred on the CuPd
nanoalloy rather than the *NOH-mediated paths on Cu and
Pd, thus leading to highly efficient and selective nitrite
upcycling.

■ MATERIALS AND METHODS
CuPd Nanoalloy Preparation. Co-catalyst CuPd alloy

nanoparticles were synthesized on a prepared GaN/Si wafer
using a photodeposition method. Specifically, the GaN/Si
wafer was fixed on a Teflon holder and placed into a reaction
chamber containing 60 mL of deionized water and 10 mL of
methanol (Figure S1). Then 10 μL of 0.01 M K2PdCl4 and
varying amounts (x μL, x = 0, 0.5, 1, 3, 5, and 7) of 0.1 M
CuCl2 were added, followed by vacuumizing for 3 min using a
rotary pump. Subsequently, the GaN/Si wafer was irradiated
with a Xe lamp (Cermax, PE300BU) for 30 min and the
sample was thoroughly rinsed with deionized water. For the
preparation of the Cu-loaded GaN/Si photoelectrode, the
same procedure was followed except that only 5 μL of 0.1 M

CuCl2 was added. The resulting samples were labeled as
CuxPd1/GaN/Si, Cu5/GaN/Si, and Pd1/GaN/Si, respectively.
Details on GaN/Si wafer fabrication and characterizations are
provided in the Supporting Information.
Photoelectrochemical Measurements. Photoelectro-

chemical experiments were performed using a three-electrode
configuration in an H-type electrolysis cell, separated by a
Nafion 117 proton exchange membrane. The as-prepared
GaN/Si-based photocathodes served as the working electrode,
with a Pt wire and a Ag/AgCl electrode as the counter and
reference electrodes, respectively. All applied potentials were
converted against reverse hydrogen electrode (VRHE) using the
Nernst equation: VRHE = VAg/AgCl + 0.197 + 0.059 × pH.
Linear sweep voltammetry (LSV) was conducted at a scan rate
of 50 mV/s over the potential range from 0.8 to −1.8 VRHE.
Electrochemical impedance spectroscopy (EIS) was performed
at −0.6 VRHE under light irradiation, across a frequency range
of 0.01 to 105 Hz. Unless stated otherwise, the catholyte and
anolyte were 0.1 M KNO2 and 0.1 M K2SO4, respectively, and
the PEC NO2RR was carried out by using chronoamperometry
for 1 h. Light irradiation with 100 mW cm−2 was provided by
an LCS-100 (ORIEL) solar simulator. Details on product
analysis and the calculation formulas for Faradaic efficiency
and yield rate are provided in Supporting Information.

Figure 2. Photoelectrochemical NO2− reduction performance. (a) Schematic illustration of the three-electrode configuration for
photoelectrochemical measurements. (b) LSV curves and (c) EIS spectra recorded for various photocathodes. (d) Faradaic efficiency of
ammonia and hydrogen produced on the prepared photoelectrodes. (e) Potential-dependent Faradaic efficiency and (f) yield rate of NH3 and H2
on Cu5Pd1/GaN/Si photocathode. (g) NH3 yield rate during PEC reduction under different reaction conditions. (h) 1H NMR spectra of
electrolyte after PEC reaction using 0.1 M K2SO4, K14NO2, or K15NO2 as the feedstock. (i) Faradaic efficiency and yield rate of NH3 during
consecutive cycling experiments. Error bars represent the standard deviations from three independent experiments.
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DFT Calculations. Mechanistic studies are carried out
using DFT calculations, and the computational details are
shown in Supporting Information.

■ RESULTS AND DISCUSSION
Characterizations of CuPd/GaN/Si Photocathode. The

pristine GaN/Si wafer was fabricated using the molecular beam
epitaxy (MBE) growth method. Co-catalyst CuxPd1 nanoalloys
were loaded via photodeposition (illustrated in Figure 1a). In
the XRD pattern (Figure S2), the two prominent peaks at ∼
32.9° and ∼ 34.7° were assigned to the (100) and (002) planes
of wurtzite GaN nanowires, respectively.33,43 The dominant
(002) reflection suggests preferential c-axis-oriented growth of
the GaN NWs. No discernible diffraction peaks corresponding
to CuPd alloy were observed, likely due to the low loading,
small size, and high dispersion on the GaN surface.
Micromorphology of the electrodes was examined using
SEM. The prepared GaN/Si exhibited vertically grown,
smooth GaN NWs with average lengths and diameters of
400 and 40 nm (Figure S3), respectively. Upon cocatalyst
decoration (e.g., Cu5Pd1/GaN/Si), nanoparticles were depos-
ited on the surface of GaN NWs, and the size of the supported
nanoparticles mainly distributed in the range of 6−13 nm with
an average value of ∼9 nm (Figures 1b, S4, and S5). As shown
in Figure 1c, the HRTEM image further confirmed the
successful loading of nanoalloys, and the lattice fringes with d-
spacing of 0.259 and 0.223 nm were observed, corresponding
to the GaN (002) plane and the (111) crystal facet of CuPd
nanoalloy, respectively.31,44 Energy-dispersive X-ray spectros-
copy (Figure 1d) revealed the homogeneous distribution of
Cu, Pd, Ga, N, and O, with the overlapping distribution of Cu
and Pd verifying the formation of a CuPd nanoalloy. In
addition, the EDS analysis indicated the atomic ratio of Cu to
Pd was about 10:1. The existence of oxygen is likely due to the
unavoidable oxidation from exposure to ambient environ-
ment.45

High-resolution X-ray photoelectron spectroscopy (XPS)
was collected to investigate the surface chemical states of the
photoelectrodes. As shown in Figure S6, the XPS spectra of Ga
2p, N 1s, and O 1s remained nearly unchanged before and after
the deposition of Cu5Pd1 alloy nanoparticles, indicating that
the chemical states of GaN nanowires were minimally affected
by surface metal decoration (Detailed peak fitting and analyses
are provided in the Supporting Information). In high-
resolution Cu 2p XPS spectra from the Cu5/GaN/Si
photoelectrode (Figure 1e), peaks at 930.0 and 949.9 eV
correspond to Cu0/Cu+ 2p3/2 and Cu0/Cu+ 2p1/2, while peaks
at 931.3 and 951.2 eV are attributed to Cu2+ 2p3/2 and Cu2+
2p1/2, respectively. Additionally, the peaks observed at
approximately 940 and 960 eV were assigned to the satellite
features of Cu 2p3/2 and Cu 2p1/2, respectively.

18,46 Pd 3d XPS
spectra (Figure 1f) from Pd1/GaN/Si show peaks correspond-
ing to Pd0 3d5/2, Pd2+ 3d5/2, Pd0 3d3/2, and Pd2+ 3d3/2, located
at approximately 333.0, 334.5, 338.3, and 340.2 eV,
respectively.47 The existence of oxidation state of Cu and Pd
suggests the partial oxidation of samples exposed to air.48

Notably, after Cu−Pd alloying, the Cu 2p peaks shifted to
lower values while the Pd 3d peaks shifted toward higher
binding energies, consistent with previous studies on CuPd
nanoalloys.49,50 The binding-energy shifts indicate the
existence of charge transfer between Pd and Cu and the
alternations in their electronic structures upon alloy
formation,51 which may lead to synergistic effects on

photoelectrocatalytic NO2− reduction. Although the Pd 3d
signal intensity in CuPd nanoalloys was weaker than that from
the Pd1/GaN/Si photoelectrode likely due to the competing
photoreduction between Cu2+ and PdCl42−, the successful
formation of CuPd nanoalloys was supported by the EDS
elemental mapping. Moreover, the characteristic peaks
assigned to palladium oxides disappeared after alloying with
Cu, possibly owing to the higher oxidation tendency of Cu
compared to Pd.
Photoelectrochemical Performance of Nitrite Reduc-

tion. As illustrated in Figure 2a, PEC NO2RR was carried out
under ambient conditions in a three-electrode configuration
within an H-type electrolysis cell under simulated solar light
irradiation. The LSV curves (Figure 2b) show that little to no
current was observed in the dark, confirming that the chemical
reaction was primarily driven by solar energy. Under light
illumination, the photocurrent density measured on the
Cu5Pd1/GaN/Si photocathode at −0.6 VRHE decreased from
−7.9 to −30.9 mA cm−2 and the onset potential (Vonset,
defined as at which the current density is −1 mA cm−2) shifted
from 0.04 to 0.29 VRHE, when 0.1 M KNO2 was used in place
of 0.1 M K2SO4 in the cathodic compartment. The results
suggest the preferential and rapid nitrite reduction occurred on
the developed photoelectrode. Besides, in the presence of 0.1
M KNO2, the photocurrent density at −0.6 VRHE followed the
order of Cu5Pd1/GaN/Si > Cu5/GaN/Si > Pd1/GaN/Si >
GaN/Si, with the Vonset values being approximately 0.29, 0.16,
0.05, and −0.46 VRHE, respectively. Importantly, the photo-
current density and Vonset on the Cu5Pd1/Si photocathode
were significantly lower than those with GaN NWs, implying
that the GaN NWs vertically grown on n+-p Si play a crucial
role in enhancing electron transfer and facilitating NO2−

conversion.52 A reduction peak at ∼0.3 VRHE was observed
in LSV curves of Cu-containing photoelectrodes, likely due to
the reduction of Cuδ+ to Cu0.41,53 To further understand the
charge transfer kinetics at the photoelectrode−electrolyte
interface, EIS spectra were measured in the presence of nitrite
and light irradiation. Typically, the radius of the semicircle in a
Nyquist plot positively correlates with the interfacial charge
transfer resistance.54 As shown in Figure 2c, the radius
decreased in the following order: Pd1/GaN/Si > Cu5/GaN/Si
> Cu5Pd1/GaN/Si, which inversely aligns with the trends in
photocurrent density and indicates the faster surface reaction
on the Cu5Pd1 nanoalloy. These measurements suggest that
alloying Pd and Cu on GaN NWs shows huge potentials in
PEC NO2− reduction compared with single-component Cu or
Pd.
Photoelectrocatalytic activities on NO2− reduction to NH3

were evaluated by chronoamperometry, and indophenol blue
spectrophotometry was used to detect NH3 production. As
shown in Figure 2d, at a constant potential of −0.6 VRHE, the
Faradaic efficiency to ammonia (FENH3) on the bare GaN/Si
photoelectrode was only about 16.9%, with a yield rate of 4.5
μmol h−1 cm−2. The introduction of Cu and Pd nanoparticles
improved FENH3 to 64.2% (yield rate, 21.9 μmol h−1 cm−2)
and 43.8% (yield rate, 19.6 μmol h−1 cm−2), respectively.
Significantly, the deposition of CuPd alloy nanoparticles
greatly enhanced both the Faradaic efficiency and the yield
rate for NH3 production. Specifically, the FENH3 values of
86.1%, 91.2%, 94.8%, 99.7%, and 93.5% were achieved on
Cu0.5Pd1/, Cu1Pd1/, Cu3Pd1/, Cu5Pd1/, and Cu7Pd1/GaN/Si
photoelectrode, respectively, with the corresponding yield rate
of 53.3, 85.8, 98.9, 115.5, and 102.2 μmol h−1 cm−2. Hardly
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any byproduct like N2H4 was derived from PEC NO2RR on
Cu5Pd1 alloy nanoparticles (Figure S7), indicative of the near-
unity selectivity to NH3. In contrast, the Cu5Pd1/Si photo-
cathode exhibited inferior performance (FENH3, 65.2%; Yield
rate, 43.2 μmol h−1 cm−2; Figure S8), highlighting the crucial
roles of CuPd alloy nanoparticles deposited on GaN
nanowires, which provide synergistic effects for efficient and
selective PEC NH3 synthesis from NO2

− conversion.
Furthermore, as shown in Figures 2e and 2f, the Cu5Pd1/
GaN/Si photoelectrode exhibited remarkable FENH3 (>95%)
in a wide overpotential range from −0.2 to −0.8 VRHE, and the
highest NH3 yield rate of 162.2 μmol h−1 cm−2 was observed at
−1.0 VRHE. The insufficient nitrite conversion at comparatively
positive voltages might be due to the accumulation of
reduction intermediates on the electrode surface and the
slow proton supply, while the decline at higher potentials is
likely due to the enhanced HER and the limited mass
transport.55,56

Figure 2g shows that almost no NH3 was detected after 1 h
of reaction at open circuit potential (OCP), under dark
condition at −0.6 VRHE, or without NO2− under typical
experimental conditions. The results rule out nitrogen
contamination from the electrolytic cell or electrolyte,
confirming that NH3 was generated from NO2− reduction
via the photoelectrocatalysis process. The isotope labeling
experiments further verified that ammonia was synthesized
from nitrite. As displayed in Figure 2h, a triple coupling peak
corresponding to 14NH4+ and a double peak attributable to
15NH4+ were clearly detected in the 1H NMR spectra of
catholyte after photoelectrocatalysis, when 0.1 M of KNO2 or
K15NO2 was used as nitrogen source, respectively.

57 Mean-
while, no peak was measured when 0.1 M K2SO4 was used as
the catholyte, further confirming that the ammonia was formed
from nitrite conversion. The stability of the Cu5Pd1/GaN/Si
photoelectrode for PEC NO2RR was evaluated through

performing consecutive cycling experiments. Figure 2i shows
that the Faradaic efficiency and yield rate of NH3 remained
consistent across seven cycles, with the photocurrent density
nearly identical in each cycle (Figure S9). Additionally,
postreaction material characterizations were carried out after
a 1-h photoelectrochemical nitrite reduction experiment. As
shown in Figures S10 and S11, the crystal structure,
morphology, and surface chemical states of the photoelectrode
were insignificantly changed after chemical reaction, which
suggested the high chemical and structural stability of the
GaN/Si-based photoelectrode under reductive photoelectro-
chemical conditions. Note that there are currently very few
studies focused on PEC nitrite reduction while PEC nitrate
reduction has been extensively investigated, highlighting the
significance of this frontier research on solar energy-powered
nitrite conversion.9,16,21−23 As shown in Figure 3a and Table
S1, the yield rate and Faradaic efficiency toward ammonia in
previous PEC nitrite and nitrate reduction studies were
generally lower than the values in this study using the
Cu5Pd1/GaN/Si photoelectrode. These results highlight the
importance of photoelectrocatalysis technology in green NH3
synthesis from waste nitrogen-containing sources.
Effect of Environmental Factors. To assess the

adaptivity of the Cu5Pd1/GaN/Si photocathode in real-world
water matrices, the influences of environmental factors such as
coexisting substances, electrolyte pH, and irradiation intensity
were investigated. As shown in Figure 3b, a volcano
relationship between FENH3 and the initial electrolyte pH
was observed, with the initial neutral pH being optimal for
PEC NO2RR in NH3 synthesis. Acidic conditions promoted
adsorption of H+ on the photocathode, enhancing HER, while
alkaline electrolyte suppressed proton availability, hindering
the hydrogenation process.56,58 Figure 3c indicates that the
addition of K2SO4 and KCl with a concentration of 10 mM had
a negligible impact on the Faradaic efficiency to NH3, while

Figure 3. Effects of environmental factors on PEC NO2RR. (a) Performance comparisons with recent studies on photoelectrocatalysis nitrate and
nitrite reduction to ammonia. (b) Effects of electrolyte pH and (c) coexisting anions on the Faradaic efficiency of NH3 production. NO2−
concentration: 0.1 M. (d) Faradaic efficiency and (e) yield rate of NH3 and H2 in PEC NO2RR at different NO2− concentrations. (f) Variations of
NO2− concentration and NH3 production during long-time experiments, where the colored solid lines are the concentrations of NO2− and the
colored dash lines represent the production of NH4+. Error bars represent the standard deviation from three independent experiments.
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KHCO3 and KHPO4 obviously reduced the FENH3, probably
due to the resulting increase in electrolyte pH (Figure S12). In
addition, the maximum photocurrent density, dependent on
the amount of charge carriers, is inherently controlled by light
irradiation intensity (Figure S13a),59 which may influence the
efficiency of PEC NO2RR. Figure S14a shows that the FENH3
maintained over 98% under the investigated irradiation
intensity from 50 to 320 mW cm−2. However, the NH3 yield
rate, as well as the recorded photocurrent density at −0.6 VRHE,
was first increased and then declined with strengthening light
illumination (Figures S13b and S14b). The highest ammonia
production of 213.1 μmol h−1 cm−2 was observed under 1.6
suns irradiation (160 mW cm−2). The decreased performance
was likely due to the limited mass transfer of nitrite, as
supported by the gradually enhanced HER under stronger light
irradiation. This issue can be addressed with the development
and utilization of a flow-cell reactor, even under concentrated
sunlight irradiation (tens to hundreds of suns),60 which is
currently being studied. Overall, these results demonstrate the
robustness of the Cu5Pd1/GaN/Si photocathode for NO2−
reduction in real-world environments.
Nitrite Purification Efficiency. The impact of the nitrite

concentration on the PEC NO2RR was investigated using
initial concentrations of 0.01, 0.03, 0.05, 0.1, and 0.2 M at a
potential of −0.6 VRHE. As shown in Figures 3d and 3e, as the
initial NO2− concentration decreased, both the Faradaic
efficiency and yield rate of NH3 dropped, while the Faradaic
efficiency and production of H2 increased. The results suggest
that the higher NO2

− concentrations favor ammonia
production due to more effective mass transfer and reactant
availability.61,62 To address the issue of low NO2− concen-
trations in wastewater, groundwater, and surface water, solar

energy-driven water evaporation to concentrate NO2− prior to
photoelectrochemical reduction can be a potential strategy for
simultaneous pollution treatment, NH3 synthesis, and clean
water production.63,64 Furthermore, NO2− purification using
this photoelectrocatalysis technology was investigated in long-
time experiments at a constant potential of −0.6 VRHE. Figure
3f depicted that the NO2− concentration steadily decreased
over time, with elimination efficiencies exceeding 98% after 7,
20, and 24 h for initial NO2− concentrations of 0.01, 0.05, and
0.1 M, respectively. Meanwhile, both the photocurrent
densities and FENH3 gradually declined over time due to the
decrease on NO2− concentrations and increase in hydrogen
evolution reaction (Figures S15 and S16). Notably, as shown
in Figure S17, the higher the nitrite concentration, the higher
the nitrogen balance during PEC reduction, and the nitrogen
balance was reduced with reaction time increasing. The results
further suggest that the high-concentration nitrite is beneficial
to efficiently accept electrons for selective ammonia synthesis.
The in situ ATR-FTIR experiments indicated the generation of
the NO intermediate during nitrite reduction (vide infra), and
some other byproducts and intermediates (e.g., NO and N2O)
might also be generated, particularly under a low-concentration
environment. The formation of the undetected nitrogen-
containing species may partially account for the observed
nitrogen loss. In addition, the electrolyte pH was monitored
during long-time PEC nitrite reduction with an initial nitrite
concentration of 0.1 M. As shown in Figure S18, the pH values
were increased to over 11 due to the consumption of protons
for the hydrogenation reaction. The inevitable volatilization of
NH3 under alkaline conditions may contribute to the decrease
in nitrogen balance during a prolonged reaction. Despite this,
the results demonstrate that the sustainable and environ-

Figure 4. Mechanisms investigation of PEC NO2− reduction to NH3. (a) and (b) In situ ATR-FTIR spectra recorded at different reaction stages
and under various potentials, respectively. (c) Free energy profile including only key steps for the reduction of nitrite to ammonia on Cu, CuPd
alloy, and Pd metal surfaces, showing (from left to right) the initial conformational flip of nitrite on the metal surfaces, the possible routes for all
metal surfaces (Cu can have both *NHO and *NOH routes, while only one possible route is preferred in CuPd and Pd), the N2 side reaction, and
the product formation step. (d) DFT-optimized structures of the reaction that flips *ONO to *NO2 conformation on all three metal surfaces,
reaction equation, and free energy differences (ΔG, in eV) for each step. (e) DFT-optimized structures of the selective reduction of *NO on all
three metal surfaces, reaction equations, and free energy differences (ΔG, in eV) for each step.
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mental-friendly photoelectrocatalysis approach can effectively
purify nitrite-containing wastewater while selectively convert-
ing the waste into valuable ammonia. Future optimization of
the system by integrating a BiVO4, WO3, or Fe2O3-based
photoanode would enable the bias-free utilization of both the
reduction and oxidation reactions for environmental pollutants
treatment and biomass-derived chemicals valorization, all
driven by solar energy.18,65,66

Mechanistic Investigation. To elucidate reaction mech-
anisms behind the efficient and selective PEC NO2− reduction
to NH3 on the Cu5Pd1/GaN/Si photoelectrode, in situ ATR-
FTIR measurements were employed to detect intermediates
during photoelectrocatalytic processes. Figure 4a shows time-
dependent in situ ATR-FTIR spectra collected on a Cu5Pd1/
GaN/Si photoelectrode in 0.2 M KNO2 electrolyte at −0.5
VRHE. As the reaction proceeded, a negative absorption band
appeared at ∼1240 cm−1, assigned to the adsorbed *NO2, and
its intensity increased over time, indicating the occurrence of
nitrite consumption and transformation through photoelec-
trochemical conversion.4 In the potential-dependent ATR-
FTIR spectra (Figure 4b), the negative characteristic peak
assigned to NO2− consumption appeared below −0.3 VRHE,
aligning with the enhanced PEC nitrite reduction at more
negative overpotentials. Alongside NO2− consumption, several
characteristic bands associated with reduction intermediates
were observed, including *NO (∼1040 cm−1), *NHx and
*NH2OH (1160−1210 cm−1), and *NH2 (1270−1340 cm−1),
confirming the occurrence of deoxygenation and hydro-
genation of surface-bound *NO2 species.67,68 The absorption
signals of *NO were mainly detected at low overpotentials,
likely because it is easy to reduce to generate NHx species
under a more negative potential. Importantly, the absorption
bands of NH3 and NH4+ were detected at approximately 1108
and 1460 cm−1, respectively, with peak intensities increasing as
the reaction proceeded and under more negative biases. In
contrast, as shown in Figure S19, the in situ ATR-FTIR spectra
recorded from Cu5/GaN/Si and Pd1/GaN/Si photoelectrodes
at −0.5 VRHE showed weaker signals for *NHx, *NH2, and
*NH4+, indicating the low efficiency in nitrite-to-ammonia
conversion on Cu and Pd nanoparticles. Thus, the in situ ATR-
FTIR experiment confirmed that Cu5Pd1 nanoalloys on GaN
NWs showed synergistic effects to enhance hydrogenation
processes for efficient and selective reduction of nitrite to
ammonia.
To further investigate the reaction pathways for nitrite

reduction to ammonia, density functional theory (DFT)
calculations were conducted on four cocatalysts: Pd, Cu,
CuPd 2-site alloy, and CuPd 1-site alloy (Model structure
shown in Figure S20. The catalyst models incorporating either
one or two surface Pd atoms were referred to as CuPd 1-site
alloy and CuPd 2-site alloy, respectively). This theoretical
analysis aimed to explain differences in photoelectrocatalytic
performance and synergistic effects within the nanoalloy.
Figure 4c shows the relative free energies of nitrite reduction
comparing the CuPd 2-site alloy with pure metal slabs,
normalized to the initial *ONO intermediate. Although
adsorption energies vary across different surfaces, normal-
ization to the *ONO binding mode provides a consistent
reference point. This normalization ensures that uniform shifts
in adsorption strength do not affect the computed thermody-
namic barriers, which form the basis for mechanistic
comparisons. Importantly, the binding energies of nitrite on
all examined metal surfaces are negative (Table S4),

confirming that adsorption remains thermodynamically favor-
able and does not hinder the overall reaction. The DFT-
optimized structures and free energy changes for key steps are
detailed in Figures 4d and 4e, as well as in Supporting
Information. The photoelectrocatalytic nitrite reduction, which
involves six-electron and eight-proton transfer, is thermody-
namically favorable on all three metallic surfaces. The process
begins with nitrite adsorption in two possible bidentate
configurations: *ONO (both oxygen atoms interacting with
the surface) or *NO2 (one oxygen and one nitrogen
interacting), and the two modes exist in equilibrium. Notably,
the *NO2 configuration is essential for N-O bond cleavage,
forming *NO and *OH, making the process irreversible
(Figure 4c). While *NO2 adsorption is thermodynamically
accessible on Pd and CuPd 2-site alloy, Cu uniquely favors the
*ONO mode over *NO2 (Figures 4c and 4d). This binding
preference aligns with prior studies on electrochemical nitrate
reduction on Cu, where nitrite was the main product due to
the strong binding of NO3− and the limited accessibility of the
*ONO intermediate, creating a thermodynamic barrier for
further reduction progress.42,69 The preference for *ONO
binding on Cu can also be rationalized using hard and soft acid
and base theory: nitrogen, a softer Lewis base than oxygen,
binds preferentially to the softer Pd, while the harder Lewis
acid Cu favors oxygen binding over nitrogen.70,71 Additionally,
such preference seems to happen at a site where at least two
adjacent Pd atoms exists, as indicated by comparing such a
barrier between the two-site alloy and one-site alloy calculation
shown in Figures S21 and S22.
Following N-O bond dissociation, *NO and *OH form on

the catalyst surface, after which hydroxide removal reduces the
formally charged metal surface, leaving adsorbed *NO. At this
stage, three reaction pathways are possible: (i) hydrogenation
of nitrogen to form *NHO; (ii) hydrogenation of oxygen to
form *NOH; and (iii) N−O bond dissociation to generate *N
and *O. Route iii is thermodynamically unfavorable (Figure
S23). Interestingly, the three metal surfaces exhibit distinct
preferences for pathways i and ii (Figure 4e). Specifically, on
Cu metal, the thermodynamic barriers for *NHO and *NOH
are 0.05 and 0.06 eV, respectively, suggesting both pathways
are accessible under reductive conditions. On metallic Pd, the
thermodynamic barriers increase to 0.58 (*NHO) and 0.32 eV
(*NOH), favoring *NOH formation. On both CuPd alloys,
the trend reverses. On the CuPd two-site alloy, where the
flipping of preference is more pronounced, *NHO formation
requires 0.23 eV and *NOH requires 0.39 eV, indicating a shift
in the reaction pathway during PEC NO2RR due to the Cu−
Pd alloying. It is noteworthy that, when applying a potential
correction of −0.4 V using the computational hydrogen
electrode (CHE) method by Nørskov et al.,72 all reduction
steps of *NO became energetically favorable, except for the
formation of *NHO on Pd (Figures S24 and S25). It is also
interesting to see that under −0.4 V of potential correction all
reduction steps of *NO became energetically favorable, with
the exception of the *NHO forming step on Pd (Figures S24
and S25). All corrected energy barriers are also highly
consistent with previous studies.73,74 Importantly, the
*NHO-mediated pathways were also demonstrated favorable
to electrocatalytic nitrate reduction to NH3,

75,76 which further
supported the rational pathway tuning on CuPd nanoalloys
contributing to the efficient and selective photoelectrochemical
ammonia production in this study.
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The pathway divergence may lead to different products, and
such trends are consistent across the experimental observations
and theoretical pathways. On all three surfaces, subsequent
reactions after the crucial hydrogenation of *NO step that
determines whether the reaction proceeds via pathways i or ii
are energetically downhill from the theoretical calculations.
However, the *NOH-mediated pathway ii can lead to
undesirable N2 formation via an *N radical intermediate,
whereas the *NHO-dominated pathway i selectively produces
ammonia. This trend is supported by the experimentally
observed near-unity selectivity and ∼100% Faradaic efficiency
of Cu5Pd1 nanoalloy (Figure 2d), indicating that nitrite
reduction predominantly follows pathway i on these alloy
nanoparticles integrated with GaN NWs grown on n+-p Si
(Figure S21). In contrast, Pd exhibits significantly lower
Faradaic efficiency in experiments, which is consistent with the
theoretically determined competition between ammonia
formation and N2 release due to the dominant *NOH pathway
(Figure S26). The Cu surface shows intermediate efficiency in
experiments, in agreement with the theoretical studies, as both
*NHO and *NOH pathways are suggested to contribute
equally due to their comparable thermodynamic barriers,
leading to mixed ammonia and N2 production (Figure S27).
Note that entering the *NHO path does not categorically
preclude N2 formation; our mechanistic analysis shows that
alternative decomposition pathways from *NHO�such as N−
H or N-O bond cleavage�either regenerate intermediates like
*NO or proceed toward *NH formation, which is more likely
to yield NH3 upon further reduction. The further dissociation
of *NO is also proven unlikely, as suggested by Figure S23.
Furthermore, to experimentally validate the theoretical

findings, NO2− consumption and NH4+ production on Cu5/
GaN/Si and Pd1/GaN/Si were investigated at −0.6 VRHE for 1
h. Due to background interference, N2 quantification was
challenging, but the difference between reduced NO2

−

concentration and NH4+ production was significant, partic-
ularly for the Pd1/GaN/Si photoelectrode (Figure S28a). The
negligible N2H4 detection (Figure S28b) as well as the uphill
energy barrier of N2H4 formation from *NH2 intermediate
from DFT calculations (Figure 4c and Figures S26−S27)
further confirms that the low NH3 selectivity on Cu5/GaN/Si
and Pd1/GaN/Si photocathodes was likely due to the
generation of N2 through the *NOH-mediated pathway and
some other intermediates and byproducts. Thus, by combining
experimental measurements and theoretical investigations, this
study demonstrates that Cu−Pd alloying steers the photo-
electrocatalytic nitrite reduction predominantly via the *NHO-
mediated pathway, enabling selective NH3 production.

■ ENVIRONMENTAL IMPLICATIONS
Nitrite, a common inorganic pollutant in industrial wastewater,
agricultural runoff, groundwater, and surface water, poses
significant threats to both aquatic life and human health due to
its carcinogenic potential. Traditional treatment methods, such
as ion exchange, reverse osmosis, and biological denitrification,
are hindered by slow reaction kinetics and the risk of
secondary pollution. Ammonia, an important chemical for
fertilizer production and hydrogen storage, is currently
produced by Haber-Bosch processes under high pressures
and temperatures. Converting nitrite waste into valuable
ammonia through photoelectrocatalysis is a sustainable “win-
win” strategy for water purification and resource recovery. In
this study, we demonstrate the efficient and selective

photoelectrochemical nitrite reduction to ammonia using a
CuPd nanoalloy on an earth-abundant GaN/Si photocathode.
This PEC system achieves Faradaic efficiency to ammonia over
95% across a wide potential range, with maximum ammonia
yield rate of approximately 162.2 μmol h−1 cm−2 at −1.0VRHE.
Besides, the PEC NO2RR to NH3 operates effectively in the
presence of various coexisting anions and under different light
irradiation intensities, simultaneously with NO2− removal
efficiency higher than 98%. DFT theoretical calculations, in
combination with in situ ATR-FTIR experiments, reveal the
*NHO-mediated thermodynamically favorable pathways to
selectively produce ammonia occurred on CuPd alloy nano-
particles, which differs from the *NOH-mediated mechanisms
competitively generating N2 on Cu and Pd nanoparticles. The
findings indicate that rationally regulating nitrite reduction
pathways via tuning the electronic structure and components
of electrocatalysts is of great promise in nitrite reduction to
ammonia. This direct solar-powered photoelectrochemical
approach provides a sustainable alternative for decentralized
ammonia production from nitrogen-containing pollutants with
broad implications for waste upgrading and carbon neutrality.
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