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A photochemical diode artificial photosynthesis
system for unassisted high efficiency overall pure
water splitting
Faqrul A. Chowdhury1, Michel L. Trudeau2, Hong Guo3 & Zetian Mi1,4

The conversion of solar energy into chemical fuels can potentially address many of the energy

and environment related challenges we face today. In this study, we have demonstrated a

photochemical diode artificial photosynthesis system that can enable efficient, unassisted

overall pure water splitting without using any sacrificial reagent. By precisely controlling

charge carrier flow at the nanoscale, the wafer-level photochemical diode arrays exhibited

solar-to-hydrogen efficiency ~3.3% in neutral (pH ~ 7.0) overall water splitting reaction. In

part of the visible spectrum (400–485 nm), the energy conversion efficiency and apparent

quantum yield reaches ~8.75% and ~20%, respectively, which are the highest values ever

reported for one-step visible-light driven photocatalytic overall pure water splitting. The

effective manipulation and control of charge carrier flow in nanostructured photocatalysts

provides critical insight in achieving high efficiency artificial photosynthesis, including the

efficient and selective reduction of CO2 to hydrocarbon fuels.
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Solar water splitting, by harvesting abundant solar energy
and storing it in the clean chemical energy form1–4, has
been considered as one of the most promising approaches

of renewable energy production and environmental remedia-
tion5–8. Significantly, the capacity to directly split seawater is
ideally suited for large scale solar fuel production. While tre-
mendous progress has been made in photoelectrochemical (PEC)
water splitting in the past decades, it is not suited to split nearly
pH neutral water such as sea water. Alternatively, photochemical
or photocatalytic dissociation of water has been intensively stu-
died, which can perform one-step overall neutral water splitting.
In this approach, the counter electrode, in the form of micro/
nano-scale co-catalyst, is monolithically integrated on the pho-
tocatalyst surface9–11. As such, it has often been referred to as a
wireless version of PEC water splitting, which does not require
conductive electrolyte and conductive substrate for its operation,
as the ionic diffusion problem is greatly reduced due to integrated
nature of the device. Owing to the much simpler configuration,
photocatalytic water splitting is amenable to cheap, large-scale
hydrogen generation12–16. However, one inherent limitation with
this approach is the simultaneous production of hydrogen (H2)

and oxygen (O2) gases in proximity to each other, which need to
be separated safely for practical applications, such as in a Fuel cell.

Both photocatalytic and PEC water splitting approaches
intrinsically require four photons, i.e., four active electron–hole
pairs to split two water molecules (H2O) into one O2 and two H2

molecules, described as, 2H2O ¼ 2H2 þ O2 (Supplementary
Note 1). However, to achieve unassisted overall water splitting
using the single-absorber photocatalytic process, the conduction
and valence band edges of the photocatalyst must straddle the
proton reduction and water oxidation (redox) potentials,
respectively, while possessing a sufficiently narrow bandgap to
absorb a large part of the solar spectrum. Due to such stringent
requirements, there are very few photocatalysts that can perform
unassisted, overall water splitting reaction under visible light
irradiation. In addition, for semiconductor-based photocatalysts,
efficient separation of photo-generated charge carriers (electrons
and holes) towards the appropriate catalytic sites has remained
challenging, particularly for photocatalytic water splitting wherein
no external bias is applied. While numerous efforts have been
undertaken to address the critical issue of efficient charge
separation through surface and interface engineering and the
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Fig. 1 Structural and optical properties of InGaN photochemical diode. a Schematic illustration of wafer-level unassisted photocatalytic overall water
splitting on double-band nanowire arrays36, which are vertically aligned on a planar substrate and decorated with co-catalysts for hydrogen evolution
reaction (HER). Unlike tandem PEC cells or photovoltaic (PV) devices66–69 this approach does not require any carrier recombination/transfer or current
matching between the layers along vertical direction. Both water oxidation and proton reduction reaction occur on the radial non-polar surfaces of each
layer. b Energy-band representation of the proposed photochemical diode (PCD) with radial thicknes “d” showing the built-in electric field (band-bending)
that separates the charge carriers (electron and hole) and drives towards the opposite cathode and anode surfaces. In contrast to conventional p-n PCD
(Supplementary Fig. 1 and Supplementary Note 1), only single photon absorption is required to generate one active electron–hole pair to participate in redox
reaction (like Schottky-type photochemical diode). c A 45° tilted SEM image of InGaN:Mg PCD nanostructures, vertically aligned on Si substrate. Scale bar,
1 µm. The magnified image of the nanosheets is also presented in the inset for clarity. d Schematic (real space) depiction of the dynamic behaviors of
charge carriers in a single-photon PCD upon photoexcitation. Electron enriched surface (cathode) of the PCD is largely decorated with photo-deposited
HER co-catalysts (Rh/Cr2O3 core/shell nanoparticles). e Room temperature photoluminescence (PL) spectrum from as-grown p-InGaN PCDs for different
indium incorporations (correspond to different bandgaps, depicted using distinct colors). The inset shows ~20-fold reduction in PL intensity for the
photochemical diodes compared to that of nanowires
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selective loading of co-catalysts to create spatially separated redox
reaction sites11,17–22, it has remained elusive to achieve a precise
control of charge carrier flow within the bulk and to steer photo-
excited electrons and holes to their reduction and oxidation sites,
respectively. To date, the best reported solar-to-hydrogen (STH)
conversion efficiency for pH neutral photocatalytic water splitting
is limited to ~1%, or less, compared to the 10–16% reported for
PEC devices13,16,23–29 in conductive electrolytes. Recently, it has
been discovered that the energy bandgap of group III-nitride
semiconductors, e.g., Ga(In)N, can straddle water redox poten-
tials for a wide absorption wavelength range (ultra-violet, visible,
and near-infrared)30–32, thereby holding an enormous promise
for high efficiency one-step overall water splitting33–36. Moreover,
the surfaces of III-nitride semiconductors can be tuned to be
nitrogen-rich to protect against photo-corrosion and oxida-
tion37,38, thus making them suitable for stable and efficient
photocatalysis.

In this work, we propose and demonstrate multi-band
InGaN nanosheet photochemical diode (PCD)39 structures,
which can spontaneously induce charge carrier separation and
steer charge carriers toward the distinct redox sites for water
oxidation and proton reduction. During the synthesis of InGaN
photochemical diode nanosheet structure, p-type dopant (Mg)
concentrations are rationally tailored, which induces a large
built-in electric field between the two parallel surfaces. Con-
sequently, the two surfaces are enriched with photo-generated
holes and electrons to perform water oxidation and proton
reduction reactions, respectively. In addition to the efficient
charge carrier separation and extraction, the spatial separation
of catalytic sites in such a nanoscale photochemical diode
effectively reduces carrier recombination and back reaction.
Subsequently, we demonstrate herein a double-band InGaN

nanosheet device, which exhibits a solar-to-hydrogen conver-
sion efficiency of ~3.3% for pH neutral overall water splitting.
The capacity to achieve controllable charge carrier separation
and extraction at the nanoscale will also be instrumental to
break the efficiency bottleneck for artificial photosynthesis,
including reduction of CO2 to hydrocarbon fuels.

Results
Design and properties of the photochemical diode. Schemati-
cally shown in Fig. 1a is the typical overall neutral pH water
splitting on multi-band (GaN/InGaN) nanowire photocatalysts
vertically aligned on the substrate (Si). Redox sites (and co-cat-
alysts) in such axially symmetric nanostructures are randomly
distributed on the surfaces. In contrast, gradient in p-type dopant
(Mg) concentrations leads to a large work function difference (up
to 300meV) between the two parallel surfaces of a photochemical
diode. The resulting p-p+ nanoscale lateral junction, schemati-
cally illustrated in Fig. 1b, induces unidirectional flow of photo-
excited charge carriers, i.e., electrons and holes migrate toward
the surfaces with a relatively small and large work function (Φred

and Φox), respectively. Shown in Fig. 1a, the energy bandgap of
the nanosheet structures can be further varied along the vertical
direction, i.e. the photon absorption path. The resulting multi-
band photocatalysts promise photocatalytic solar water splitting
with the highest efficiency possible7,40. Figure 1b schematically
illustrates the energy bands of the proposed InGaN nanosheet
structures, which are grown directly on Si substrate using plasma-
assisted molecular beam epitaxy (MBE) . During the epitaxy
process, p-type dopants (Mg) are impingent primarily on one side
of the nanosheet structure (see Methods). The resulting Mg-
doping gradient along the lateral dimension of the nanosheet
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Fig. 2 Surface selectivity of InGaN photochemical diode for Rh-nanoparticle deposition. Comparison of STEM-SE and EDXS elemental mapping on two
different surfaces of InGaN nanosheet (decorated with Rh-nanoparticles) shows that a very few Rh nanoparticles were deposited on the anode (outer)
surface, whereas b significantly large number of Rh-nanoparticles get deposited on the cathode (inner) surface. Scale bars, 400 nm. HRSTEM-BF lattice
fringe image from InGaN photochemical diode nanosheet, illustrating c defect-free single crystalline In0.22Ga0.78N anode surface, and d Rh nanoparticles on
the crystalline cathode surface of photochemical diode. Scale bars, 5 nm. A radial density filter was used for Fig. 2c
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establishes a strong built-in electric field, schematically shown in
Fig. 1b, which separates the photo-generated electrons and holes,
and drives them towards opposite surfaces, thus reducing the
probability of recombination. Figure 1c shows the typical bird’s-
eye-view SEM images of InGaN nanostructures, which are
comprised of axially asymmetric nanosheets with parallel non-
polar surfaces. A simplistic view of the dynamic behaviors of
charge carriers are depicted in Fig. 1d, which includes
electron–hole pair generation upon photo-excitation, bulk
recombination, carrier separation and migration towards laterally
opposite direction. Consequently, the two catalytic surfaces are
enriched with electrons and holes, respectively. The electron
enriched surface (cathode) of the photochemical diode largely
facilitates photo-deposition of proton reduction co-catalysts (Rh/
Cr2O3 core/shell nanoparticles) (see Methods), which in turn
enhances the hydrogen evolution reaction (HER) significantly.
Water oxidation reaction takes place on the hole enriched surface
(anode). Details about conventional photochemical diode and
junction engineering approach can be found in Supplementary
Fig. 1 and Supplementary Note 1. One direct evidence for the
efficient charge carrier separation and extraction of the presented
InGaN nanosheet structures, compared to the conventional
nanowires, is the significantly reduced photoluminescence
intensity. Shown in the inset of Fig. 1e, the photoluminescence
(PL) emission intensity of InGaN nanosheets is nearly 20 times
smaller, compared to that of InGaN nanowires grown under

similar conditions. Therefore, with significantly reduced charge
carrier recombination, InGaN nanosheets are expected to exhibit
noticeably higher photocatalytic activity than corresponding
nanowire structures41 (Supplementary Figs. 2–3 and Supple-
mentary Notes 2–3). By varying the epitaxy conditions, the
energy bandgap of InGaN nanosheets, evident by the photo-
luminescence emission spectra, can be tuned over a large part of
the visible spectral range, shown in Fig. 1e.

Surface selectivity for oxidation and reduction. Scanning
transmission electron microscopy (STEM) imaging, supported by
the energy dispersive X-ray scanning (EDXS) analysis on p-type
InGaN nanosheet photochemical diodes, decorated with Rh-
nanoparticles, shows a significant difference in the number of
nanoparticles loading between the two parallel surfaces. As shown
in Fig. 2b, preferential photo-reduction of Rh-metal precursors to
Rh-nanoparticles is facilitated on the reduction surface (cathode)
due to its electron enrichment compared to that on the oxidation
surface (anode) in Fig. 2a. Scanning transmission electron
microscopy (STEM)-ZC/BF images further confirm Rh-nano-
particles’ deposition on the reduction sites of InGaN photo-
chemical diode nanostructure (Supplementary Fig. 4). High-
resolution STEM bright-field lattice image also depicts high
crystalline quality of the defect-free In0.22Ga0.78N nanostructure
surfaces, shown in Fig. 2c, d. For comparison, non-selective,
rather random distribution of metal nanoparticles on the non-
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Fig. 3 Surface charge properties of In0.22Ga0.78N:Mg photochemical diode. a ARXPS valence spectrum for cathode and anode surface of p-InGaN
photochemical diode nanosheets, depicting the offset in surface valence band maximum (EVS) relative to surface Fermi-level (EFS). b Schematic illustration
of probing photochemical diode surfaces for valence spectra using ARXPS. Angles on the imaginary plane normal to c-axis (parallel to the substrate) are
the radial scanning angles (α, clockwise), and “θ’“ denotes the angle of X-ray excitation relative to c-axis (See Methods). c EFS−EVS for Mg-doped
In0.22Ga0.78N nanosheets and nanowire arrays, derived from ARXPS valence spectrum as a function of scanning angle. Periodic fluctuation is clearly
observed for EFS position on the photochemical diode nanosheets relative to EVS. An error bar of ~±0.03 eV corresponds to uncertainties involved in
measuring EVS and C 1s peak. d, 3D depiction of photochemical diode nanosheets with an arbitrary radial thickness ‘d’. Inner surface of the curved
nanosheet is denoted as the cathode surface as per Fig. 2. e Neutral pH overall water splitting on the surfaces of photochemical diode nanostructures,
presented schematically as a top view at the plane (X-X′) of cross-section in Fig. 3d. ηa and ηc represents the anodic and cathodic over-potentials for water
oxidation and proton reduction reaction, respectively. With the directional (opposite) migration of electrons and holes, redox reactions can be coupled
between parallel (cathode and anode) surfaces of vertically aligned adjacent photochemical diode nanosheets
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polar surfaces of conventional nanowires are also presented in
Supplementary Fig. 5.

To further gain a deep insight regarding the deviation in
photo-deposition behavior, near-surface band-structure of as-
grown p-InGaN nanowires and p-InGaN nanosheets were
characterized using angle resolved X-ray photoelectron spectro-
scopy (ARXPS). Illustrated in Fig. 3a, the measured surface
valence band maximum (EVS) values between the two non-polar
surfaces (relative to surface Fermi-level, EFS) are significantly
different, with EVS for the cathode surface being ~300 meV larger
than that for the anode surface. This suggests the presence of a
built-in potential ~300 meV (ΔE) along the lateral dimension of
the nanosheet structure, as shown schematically in Fig. 1b.
Subsequently, surface dependence of EVS was analyzed by
measuring the valence spectra vs. radial scanning angle, α
(Fig. 3b). Variations of EFS−EVS as a functional of scanning angle
is illustrated in Fig. 3c for the entire range of α, further
confirming the strong dependence of EVS on different surfaces.
The sharp change in EFS-EVS (ΔEVS) vs. scanning angle can be
ascribed to the transition from one parallel surface to another,
e.g., from anode to cathode surface, whereas the slow and gradual
change (δEVS) is attributed to the curvature and orientation of
nanosheet arrays. In contrast, conventional InGaN nanowires
exhibit nearly constant EVS at different scanning angles, also
shown in Fig. 3c for comparison. Further comparative analysis
between the surface potentials of nanowire and nanosheet
structures is discussed in Supplementary Fig. 2 and

Supplementary Note 3. A quantitative estimation for the band-
diagram of InGaN nanosheet structures is shown in Supplemen-
tary Fig. 6a, which is derived from the XPS and TEM analysis
performed on InGaN nanosheets with optimum bandgap for
enhanced photocatalytic activity. It is evident that the large built-
in potential leads to the spontaneous accumulation of electrons
and holes on the cathode and anode surfaces, respectively36. This
implies that the origin of preferential photo-deposition of noble
metal nanoparticles on cathode surface of p-InGaN photoche-
mical diode, as shown in Fig. 2a–d, is due to the reduction of
noble metal precursors by photo-excited electrons enriched on
that surface.

It is worthwhile mentioning that anisotropic facet-dependent
co-catalyst deposition had been reported previously to ensure
spatial separation of oxygen evolution reaction (OER) and
HER co-catalysts42–48, and thus to provide enhanced carrier
separation in the near-surface region (Supplementary Note 4).
However, bulk recombination remains a limiting factor for
their low apparent quantum efficiency in water splitting. Unique
to the presented photochemical diode nanostructure is the net
lateral band-bending between two spatially separated redox
surfaces. Water oxidation and proton reduction reactions occur
at the two distinct reaction sites on photochemical diode
nanosheets, and are coupled between the parallel anode and
cathode surfaces49,50, schematically illustrated in Fig. 3d, e.
Under concentrated sunlight, the band-bending can be reduced
in the bulk, which can further lower the recombination
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probability by making the built-in electric field nearly linear and
hence the flow/separation of charge carriers unidirectional
(Supplementary Fig. 6b).

Characterization and performance analysis of double-band
PCD. Double-band GaN:Mg/InGaN:Mg nanostructures were
grown on Si wafer using plasma-assisted molecular beam epitaxy
(See Methods)34–36. The nanosheet structures are vertically
standing on the Si substrate, having an areal density in the range
of ~1.5 × 1010 cm−2 (Fig. 1c). The photochemical diodes have an
average height ~1.5–2 µm, and the thickness varies from ~50 to
120 nm. The PL spectra revealed an optical emission peak at
~485 nm, as shown in Fig. 4a, which can be attributed to InGaN
bandgap of 2.56 eV. The average indium incorporation is esti-
mated to be ~22% for the grown nanostructures. Detailed STEM
and EDXS analysis confirms the existence of a continuous long
InGaN segment, simultaneously showing the distribution of Rh/
Cr2O3 nanoparticles on the surface34,36 (Supplementary Note 5).
The p-type behavior of Mg-doped crystalline In0.22Ga0.78N pho-
tochemical diodes is confirmed by photo-electrochemical char-
acterization that includes open-circuit potential (OCP), Mott-
Schottky and photocurrent measurements (Supplementary Fig. 7
and Supplementary Note 6).

The nanosheet arrays were tested for both hydrogen evolution
reaction (HER) in aqueous methanol (CH3OH) solution, as well
as neutral pH overall water splitting (OWS). A 300W Xenon
lamp was used as a concentrated irradiation source for photo-
excitation, which has an intensity equivalent to ~32 suns when
measured on the nanostructure substrate (Supplementary Fig. 8).
Rh nanoparticles and Rh/Cr2O3 core–shell nanostructures were
photo-deposited as the co-catalysts for HER and OWS reactions,
respectively. In the wavelength range of 200–485 nm (incident
intensity of ~611 mW cm−2, see Supplementary Notes 7–8),
stoichiometric gas evolution from neutral pH water splitting was
measured at a rate of ~1.62 mmol h−1 cm−2 H2 and ~0.784
mmol h−1 cm−2 O2, resulting in an AQE ~45.85%, which is more
than two-fold higher than previously reported AQE of ~20% for
double-band nanowire heterostructures36. Time evolution of
photocatalytic hydrogen production from the photochemical
diode arrays are shown in Supplementary Fig. 9. Under visible
light irradiation (> 400 nm), the evolution rate was measured as
~0.5 mmol h−1 cm−2 for H2, and the AQE from the photo-
chemical diode nanosheets (nanowires) was estimated to be
~19.93% (12.3%).

Evidently, significant enhancement in overall photocatalytic
water splitting activity had been derived from photochemical
diode nanosheets compared to that from nanowire heterostruc-
tures. For comparison, the amount of hydrogen evolution from
the photochemical diodes is increased by more than a factor of
two using full arc illumination with AM1.5 G filter. This, in turn,
enhanced the energy conversion efficiency (ECE) from ~7.5 to
~17.5%. Moreover, an impressive ~3.3% of solar-to-hydrogen
conversion efficiency has been measured in this study, which is
significantly higher than that estimated from dual-band nanowire
structures, as depicted in Fig. 4b. Repeated cycles for the
stoichiometric hydrogen and oxygen evolution in neutral pH
water splitting using AM1.5 G filter are demonstrated in Fig. 4c
(Supplementary Movie 1 and 2). Illustrated in Fig. 4b, d are the
comparative study of hydrogen evolution and corresponding
AQE and ECE from neutral pH overall water splitting under full
arc illumination using AM1.5 G optical filter and under visible
light irradiation using a 400 nm long-pass optical filter. The
photochemical diode nanostructures remain stable after the
photocatalytic reactions, and negligible signs of degradation was
observed after ~4 h of overall neutral pH water splitting and

hydrogen evolution reaction from aqueous methanol solution
(shown in Supplementary Fig. 10). The stability of the co-catalyst
nanoparticles on photocatalyst surface was further confirmed
from TEM analysis.

Discussion
In the end, we discuss the unique charge transfer mechanism in
nanosheet photochemical diodes and the impact on solar-to-
hydrogen efficiency in photocatalytic overall water splitting. In
nanostructured photocatalysts, charge carrier transport is no
longer diffusion limited; the effective extraction of photo-
generated charge carrier is often restricted by surface and inter-
face electronic properties, e.g., the presence of surface band
bending34,36,51–53. To date, it has remained a grand challenge to
precisely steer charge carrier flow in nanostructured photo-
catalysts, due to the lack of control over their surface band
bending. In our previous studies, we have demonstrated that by
minimizing the surface potential for hole transport, the STH
efficiency for photocatalytic overall pure water splitting on InGaN
nanowire arrays was significantly enhanced from <0.1 to over
1%34–36. Further improvement of the STH efficiency, however,
has been fundamentally limited by charge carrier recombination
(Supplementary Fig. 11a-b), including both surface and bulk
recombination. In this work, we have shown that such a critical
challenge can be effectively addressed in nanosheet photo-
chemical diodes. The asymmetric dopant incorporation in InGaN
nanosheets and the resulting built-in electric field, schematically
shown in Fig. 1b, offers several essential benefits for photo-
catalytic overall water splitting. It leads to the unidirectional
charge carrier flow, i.e., the accumulation of photo-generated
electrons and holes on the cathode and anode surfaces of the
same nanosheet structure, respectively. The efficient separation of
photo-excited charge carriers is unambiguously supported by the
preferential deposition of HER co-catalysts only on the cathode
surfaces of InGaN nanosheets (Fig. 2b), the significant reduction
of photoluminescence emission compared to conventional
nanowires (inset of Fig. 1e), and the large difference in surface
potential (~300 meV) between the anode and cathode surfaces
(Fig. 3c). Over 90% of the photo-excited electrons and holes are
spatially separated on the cathode and anode surfaces36, thereby
minimizing both surface and bulk recombination54, detailed in
Supplementary Fig. 11. Moreover, reverse diffusion currents due
to the concentration gradient is minimized by the energy barriers
(Supplementary Fig. 11c-d, Supplementary Note 9) and surface
trapping of carriers in co-catalyst nanoparticles17,19–22. Sig-
nificantly, the rational design and synthesis of anode and cathode
surfaces in nanostructured photocatalysts can effectively increase
the surface area for water oxidation reaction, which is often the
rate-limiting process of water splitting55–59. Water oxidation and
proton reduction reactions can be coupled between spatially
separated reaction sites (parallel electrodes), i.e., the cathode and
anode surfaces49,50 of two adjacent photochemical diodes
(Fig. 3e), thereby drastically suppressing back reaction. In addi-
tion, the effective surface relaxation of nanosheet structures
allows for the optimization of the bandgap and band-bending of
InGaN photochemical diodes through variations in indium
incorporation and Mg-doping concentration, to ensure sufficient
cathodic and anodic over-potentials, and to minimize the surface
potential barrier for achieving high photocatalytic efficiency.

The demonstrated STH ~3.3% is significantly higher than
previously reported efficiency values for neutral pH one-step
overall water splitting13,16,23, which generally range from 0.1 to
1.1%. It is worth mentioning that an STH of ~5% had been
reported on CoO nanocrystals14, which are barely stable in harsh
photocatalytic environment. The nanocrystal surfaces become
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corroded due to difficulties in co-catalyst loading, and further
studies seem to be necessary to understand the mechanism and to
confirm the reproducibility16. Recent studies on a different 2-step
approach of water splitting15 showed ~2% of STH using CDots-
C3N4. This approach requires efficient generation as well as
subsequent decomposition of H2O2, putting further constraints
on the bandgap of suitable photocatalyst (>1.78 eV, compared to
~1.23 eV for neutral pH overall water splitting, excluding neces-
sary over-potentials). A device comprised of catalysts loaded on
triple-junction photovoltaic cell demonstrated STH of ~2.5% in
an earlier study60, which, however, utilizes conductive 1M
potassium borate electrolyte (pH ~ 9.2). Noticeably, many of
these relatively high efficiency devices16,60 were designed based
on conventional photochemical diode61 (Supplementary Note 1)
which requires the use of ohmic-contact for efficient charge
carrier transport. For example, co-catalyst loaded SrTiO3:La,Rh|
Au(contact)|BiVO4:Mo device16 increases the STH up to ~1.1%
compared to that of ~0.1% using their powder suspensions in Z-
scheme with Fe3+/2+ redox couples62. The use of planar ohmic-
contact reduces active surface area for redox reaction and often
requires conductive electrolyte to compensate for the distance
between cathode and anode surfaces (by selectively adjusting the
pH or adding supporting electrolyte in near-neutral pH condi-
tion). Moreover, it has been extremely difficult to realize such
ohmic-contact in nanostructured photocatalysts. In this context,
our nanosheet photochemical diodes do not require ohmic-
contact or majority carrier recombination. They offer large (and
hole-enriched) anode surface for water oxidation, while enabling
selective deposition of HER co-catalysts (Rh/Cr2O3) on electron-
enriched cathode surface, with the least probability of carrier
interference, crowding, and recombination. Moreover, solar
energy, being a planar resource, can be more effectively harvested
(per unit area) in such vertically aligned wafer-level nanosheet
structures.

In summary, we have demonstrated photochemical diode
artificial photosynthesis system that can enable relatively efficient
overall pure water splitting (STH ~3.3%). The wafer level pho-
tochemical diodes consist of vertically aligned InGaN nanosheets,
with well-defined anode and cathode surfaces for water oxidation
and proton reduction, respectively. Unique to such nanosheet
photochemical diodes is that charge carrier flow can be precisely
controlled at the nanoscale without any external bias: photo-
generated electrons and holes are instantaneously separated due
to the built-in electric field along the lateral dimension of
nanosheets, leading to the spontaneous population of anode and
cathode surfaces by holes and electrons, respectively. The spatially
separated electron and hole gas significantly minimizes surface
and bulk recombination and suppresses back reaction, which
have been some of the major challenges in achieving efficient
photocatalytic water splitting to date. The effective manipulation
and control of charge carrier flow in nanostructured photo-
catalysts not only significantly enhances the efficiency of photo-
catalytic water splitting, but also provides critical insight in
achieving high efficiency artificial photosynthesis, including the
efficient and selective reduction of CO2 to hydrocarbon fuels.
Future work also includes the development of an axial photo-
chemical diode by connecting the two semiconductor segments of
the nanowire/nanosheet with a transparent tunnel junction or
transparent ohmic contact, which can significantly enhance the
STH efficiency63,64.

Methods
Molecular beam epitaxial (MBE) growth. InGaN photochemical diode nanos-
tructures were grown on Si (111) substrate by radio frequency (RF) plasma-assisted
MBE under nitrogen rich conditions. To remove organic contaminants, the Si
substrate was thoroughly cleaned with acetone and methanol solvent. The native

oxide on the substrate was removed prior to loading into the MBE chamber by
cleaning with 10% hydrofluoric acid (HF). The residual oxide was then desorbed,
by in situ annealing of the substrate at ~780 °C before the growth initiation. The
clean Si (111) 7 × 7 reconstructed surface from reflection high-energy electron
diffraction (RHEED) analysis further confirms the desorption. To promote the
formation and nucleation of nanowires, a thin (~1ML) Ga seeding layer was
deposited. Ga, In, and Mg fluxes were controlled using respective thermal effusion
cells, whereas the nitrogen radicals were supplied from an RF-plasma source. The
growth conditions were optimized after several iterations for better crystalline
quality and photocatalytic performance in overall water splitting reaction. Instead
of multi-stack InGaN:Mg/GaN:Mg layers35,36, a continuous InGaN:Mg layer was
grown spontaneously on top of GaN:Ge nanowire template followed by a final
GaN:Mg capping layer (relatively smaller than InGaN in length, in proportion to
fraction of UV region in the spectrum). A nitrogen flow rate of 1.0 standard cubic
centimeters per minute (sccm), and a forward plasma power of ~350W were used
during the growth. Other growth parameters include Ga beam equivalent pressure
(BEP) in the range of 6 × 10−8 Torr, In BEP approximately 7.8 × 10−8 Torr, Mg
BEP in the range of 2 × 10−11 Torr corresponding to Mg cell temperature (TMg) of
~200 °C, and Mg BEP of ~1.5 × 10−9 Torr which corresponds to TMg of ~270 °C.
To facilitate the formation of Mg-doping gradient in the lateral direction and to
counteract the spinodal decomposition of In-N in the surface, the substrate was
kept steady during the growth of the photochemical diode. Amount of nitrogen
species and metal fluxes in the growth environment were further optimized to
ensure essential nitrogen vapor pressure in the vicinity of the growth front, and to
reduce long-distance diffusion of indium atom along the growth axis. Mg-doping
gradient (due to the surface dependent incorporation) can also be influenced by the
super-saturation for Ga-rich or N-rich condition at the localized level65. The GaN
template was grown at ~780 °C, and the growth temperatures for InGaN were
varied from 650 to 705 °C.

Micro-photoluminescence (μ-PL). A 405 nm laser or a 325 nm He-Cd laser
(Kimmon Koha) was used as excitation source for the μ-PL measurement. The
laser beam was focused to a circular spot (~5 μm) on the sample using a 60×
objective, which also collects the emitted light from the sample. The collected
optical emission was then spectrally resolved using a high-resolution spectrometer
(JY HR-550) and detected by a CCD or a photon counting mode photomultiplier
tube.

Micro-Raman analysis. The room-temperature micro-Raman measurements were
performed using an external 514 nm argon ion laser as excitation source. A 50×
objective (numerical aperture ∼0.9) was employed for focusing the laser excitation
to a spot beam of ∼1 μm diameter and to direct an estimated ∼7 mW of power on
the sample surface. The Raman signal was collected in the backscattering geometry
where the (non-polarized) laser beam was incident at normal to the planar sub-
strate. The Raman spectra were then resolved via an 1800 l mm−1 grating, and
detected at 0.2 cm−1 resolution by a CCD, mounted on the inVia confocal Raman
spectrometer from Renishaw.

Scanning transmission electron microscopy (STEM). STEM-SE, STEM-BF, and
STEM-HAADF imaging were performed using a Hitachi HD2700 Cs-corrected
dedicated STEM, which is equipped with a cold field emission emitter and operated
at 200 kV with an electron beam diameter of ~0.1 nm (~0.2 nm in HR mode). A 60
mm2 silicon drift detector (SDD) from Bruker was used for STEM EDXS analysis.
The image in Fig. 2c was processed using a radial difference filter.

Photo-deposition of co-catalysts. The photochemical diode and the nanowire
arrays were decorated with Rh/Cr2O3 core–shell nanostructures using a stepwise
photodeposition technique from their respective liquid precursors. Rh nano-
particles were photodeposited from 14 µl of sodium hexachlororhodate (III) (0.5 M
Na3RhCl6, Sigma-Aldrich), which is subsequently followed by the Cr2O3 photo-
deposition from 14 µl of potassium chromate (0.5 M K2CrO4, Sigma-Aldrich)
precursor in aqueous methanol solution (20%). The stepwise deposition ensures
the formation of Rh/Cr2O3 core–shell nanostructures which prevent the back
reaction.

Angle-resolved X-ray photoelectron spectroscopy (ARXPS). Thermo-Fisher
Scientific K-Alpha XPS system was used for the analysis. The system was equipped
with a monochromatic Al-Kα X-ray source (hυ= 1486.6 eV) and 180° double
focusing hemispherical analyzer. The analysis chamber pressure was as low as 10
−8 Torr. The non-polar surfaces of the nanostructure arrays were excited with the
X-ray beam, incident at 60° angle with substrate normal. The EFS−EVS was esti-
mated from the ARXPS valence spectra. Both Au 4f (84.0 eV) and C 1s (284.8 eV)
peaks were used to calibrate the binding energies. As shown in Fig. 3a, the position
of surface valence band (EVS) with respect to the surface Fermi level (EFS, binding
energy= 0 eV) can be estimated by measuring the intersection point between the
linear extrapolation of the valence band leading edge and the extended baseline.

Photocatalytic reaction. The experimental configuration was composed of a
reaction system and an evaluation system. The wafer sample, fixed by a homemade
PTFE holder was placed in a Pyrex chamber containing appropriate solutions.
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Prior to each photocatalytic experiment, the distilled water was purged for 20–30
min using Ar gas to remove the dissolved gases. After evacuating the chamber, the
system was illuminated by a Xenon lamp (Cermax, PE300BUV); adequate trans-
mittance for both UV and visible light was secured by placing a quartz lid in
between the reaction chamber and the lamp. The evolved gases were then collected
using a vacuum-tight syringe and evaluated by a gas chromatograph (GC, Shi-
madzu GC-8A) equipped with a thermal conducting detector (TCD). High purity
Ar was used as carrier gas. Wavelength dependence of the photocatalytic activity
and quantum efficiency was systematically analyzed and measured by using
appropriate high-pass and band-pass filters. Due to the manual sampling of the H2

and O2 gases, the experimental error was approximately 10%.

Data availability. The data that support the findings of this study are available
within the paper [and its supplementary information files]. Further details
regarding the data are available from the corresponding author upon reasonable
request.

Received: 23 November 2017 Accepted: 2 April 2018

References
1. Su, J. & Vayssieres, L. A place in the sun for artificial photosynthesis? ACS

Energy Lett. 1, 121–135 (2016).
2. Osterloh, F. E. & Parkinson, B. A. Recent developments in solar water-splitting

photocatalysis. MRS Bull. 36, 17–22 (2011).
3. Lewis, N. S. & Nocera, D. G. Powering the planet: chemical challenges in solar

energy utilization. Proc. Natl Acad. Sci. 103, 15729–15735 (2006).
4. Turner, J. A., Williams, M. C. & Rajeshwar, K. Hydrogen economy based on

renewable energy sources. Electrochem. Soc. Interface 13, 24 (2004).
5. Lewis, N. S. Research opportunities to advance solar energy utilization. Science

351, 6271 (2016).
6. Tachibana, Y., Vayssieres, L. & Durrant, J. R. Artificial photosynthesis for solar

water-splitting. Nat. Photonics 6, 511–518 (2012).
7. Blankenship, R. E. et al. Comparing photosynthetic and photovoltaic

efficiencies and recognizing the potential for improvement. Science 332, 805
(2011).

8. Turner, J. A. Sustainable hydrogen production. Science 305, 972 (2004).
9. Zou, Z., Ye, J., Sayama, K. & Arakawa, H. Direct splitting of water under

visible light irradiation with an oxide semiconductor photocatalyst. Nature
414, 625–627 (2001).

10. Maeda, K. et al. Photocatalyst releasing hydrogen from water. Nature 440,
295–295 (2006).

11. Kudo, A. & Miseki, Y. Heterogeneous photocatalyst materials for water
splitting. Chem. Soc. Rev. 38, 253–278 (2009).

12. Chen, X., Liu, L., Yu, P. Y. & Mao, S. S. Increasing solar absorption for
photocatalysis with black hydrogenated titanium dioxide nanocrystals. Science
331, 746 (2011).

13. Mubeen, S. et al. An autonomous photosynthetic device in which all charge
carriers derive from surface plasmons. Nat. Nanotechnol. 8, 247–251 (2013).

14. Liao, L. et al. Efficient solar water-splitting using a nanocrystalline CoO
photocatalyst. Nat. Nanotechnol. 9, 69–73 (2014).

15. Liu, J. et al. Metal-free efficient photocatalyst for stable visible water splitting
via a two-electron pathway. Science 347, 970 (2015).

16. Wang, Q. et al. Scalable water splitting on particulate photocatalyst sheets with
a solar-to-hydrogen energy conversion efficiency exceeding 1%. Nat. Mater.
15, 611–615 (2016).

17. Moniz, S. J. A., Shevlin, S. A., Martin, D. J., Guo, Z.-X. & Tang, J. Visible-light
driven heterojunction photocatalysts for water splitting—a critical review.
Energy Environ. Sci. 8, 731–759 (2015).

18. Bai, S. & Xiong, Y. Some recent developments in surface and interface design
for photocatalytic and electrocatalytic hybrid structures. Chem. Commun. 51,
10261–10271 (2015).

19. Marschall, R. Semiconductor composites: strategies for enhancing charge
carrier separation to improve photocatalytic activity. Adv. Funct. Mater. 24,
2421–2440 (2014).

20. Batzill, M. Fundamental aspects of surface engineering of transition metal
oxide photocatalysts. Energy Environ. Sci. 4, 3275–3286 (2011).

21. Osterloh, F. E. Inorganic materials as catalysts for photochemical splitting of
water. Chem. Mater. 20, 35–54 (2008).

22. Boonchun, A., Umezawa, N., Ohno, T., Ouyang, S. & Ye, J. Role of
photoexcited electrons in hydrogen evolution from platinum co-catalysts
loaded on anatase TiO2: a first-principles study. J. Mater. Chem. A 1,
6664–6669 (2013).

23. Liu, C., Tang, J., Chen, H. M., Liu, B. & Yang, P. A fully integrated nanosystem
of semiconductor nanowires for direct solar water splitting. Nano. Lett. 13,
2989–2992 (2013).

24. Cox, C. R., Lee, J. Z., Nocera, D. G. & Buonassisi, T. Ten-percent solar-to-fuel
conversion with nonprecious materials. Proc. Natl Acad. Sci. 111,
14057–14061 (2014).

25. Khaselev, O. & Turner, J. A. A Monolithic photovoltaic-photoelectrochemical
device for hydrogen production via water splitting. Science 280, 425 (1998).

26. Lee, M. H. et al. p-Type InP nanopillar photocathodes for efficient solar-
driven hydrogen production. Angew. Chem. Int. Ed. 51, 10760–10764 (2012).

27. Wang, H.-P. et al. High-performance a-Si/c-Si heterojunction photoelectrodes
for photoelectrochemical oxygen and hydrogen evolution. Nano Lett. 15,
2817–2824 (2015).

28. Young, J. L. et al. Direct solar-to-hydrogen conversion via inverted
metamorphic multi-junction semiconductor architectures. Nat. Energy 2,
17028 (2017).

29. Cheng, W.-H. et al. Monolithic photoelectrochemical device for 19% direct
water splitting. Pre-print at arXiv:1706.01493 (2017).

30. Wu, J. When group-III nitrides go infrared: New properties and perspectives.
J. Appl. Phys. 106, 011101 (2009).

31. Moses, P. G., de Walle, Van & C., G. Band bowing and band alignment in
InGaN alloys. Appl. Phys. Lett. 96, 021908 (2010).

32. Theodore, D. M. & Roberto, P. Optoelectronic device physics and technology
of nitride semiconductors from the UV to the terahertz. Rep. Prog. Phys. 80,
106501 (2017).

33. Wang, D. et al. Wafer-level photocatalytic water splitting on gan nanowire
arrays grown by molecular beam epitaxy. Nano Lett. 11, 2353–2357 (2011).

34. Kibria, M. G. et al. Tuning the surface Fermi level on p-type gallium nitride
nanowires for efficient overall water splitting. Nat. Commun. 5, 3825 (2014).

35. Chowdhury, F. A., Mi, Z., Kibria, M. G. & Trudeau, M. L. Group III-nitride
nanowire structures for photocatalytic hydrogen evolution under visible light
irradiation. APL Mater. 3, 104408 (2015).

36. Kibria, M. G. et al. Visible light-driven efficient overall water splitting using p-
type metal-nitride nanowire arrays. Nat. Commun. 6, 6797 (2015).

37. Kharche, N., Hybertsen, M. S. & Muckerman, J. T. Computational
investigation of structural and electronic properties of aqueous interfaces of
GaN, ZnO, and a GaN/ZnO alloy. Phys. Chem. Chem. Phys. 16, 12057–12066
(2014).

38. Kibria, M. G. et al. Atomic-scale origin of long-term stability and high
performance of p-GaN nanowire arrays for photocatalytic overall pure water
splitting. Adv. Mater. 28, 8388–8397 (2016).

39. Nozik, A. J. Photochemical diodes. Appl. Phys. Lett. 30, 567–569 (1977).
40. Bolton, J. R., Strickler, S. J. & Connolly, J. S. Limiting and realizable efficiencies

of solar photolysis of water. Nature 316, 495–500 (1985).
41. Liqiang, J. et al. Review of photoluminescence performance of nano-sized

semiconductor materials and its relationships with photocatalytic activity. Sol.
Energy Mater. Sol. Cells 90, 1773–1787 (2006).

42. Mu, L. et al. Enhancing charge separation on high symmetry SrTiO3 exposed
with anisotropic facets for photocatalytic water splitting. Energy Environ. Sci.
9, 2463–2469 (2016).

43. Min, S., Wang, F. & Lu, G. Graphene-induced spatial charge separation for
selective water splitting over TiO2 photocatalyst. Catal. Commun. 80, 28–32
(2016).

44. Zhang, Q. et al. Effect of redox cocatalysts location on photocatalytic overall
water splitting over cubic NaTaO3 semiconductor crystals exposed with
equivalent facets. ACS Catal. 6, 2182–2191 (2016).

45. Zhang, Q. et al. The dependence of photocatalytic activity on the selective and
nonselective deposition of noble metal cocatalysts on the facets of rutile TiO2.
J. Catal. 337, 36–44 (2016).

46. Li, R. et al. Spatial separation of photogenerated electrons and holes among
{010} and {110} crystal facets of BiVO4. Nat. Commun. 4, 1432 (2013).

47. Li, R., Han, H., Zhang, F., Wang, D. & Li, C. Highly efficient photocatalysts
constructed by rational assembly of dual-cocatalysts separately on different
facets of BiVO4. Energy Environ. Sci. 7, 1369–1376 (2014).

48. Zhao, M. et al. Photocatalytic reactivity of {121} and {211} facets of brookite
TiO2 crystals. J. Mater. Chem. A 3, 2331–2337 (2015).

49. Giocondi, J. L. & Rohrer, G. S. Spatial separation of photochemical oxidation
and reduction reactions on the surface of ferroelectric BaTiO3. J. Phys. Chem.
B 105, 8275–8277 (2001).

50. Li, R. et al. Achieving overall water splitting using titanium dioxide-based
photocatalysts of different phases. Energy Environ. Sci. 8, 2377–2382 (2015).

51. Barbet, S. et al. Surface potential of n- and p-type GaN measured by Kelvin
force microscopy. Appl. Phys. Lett. 93, 212107 (2008).

52. Sezen, H., Ozbay, E., Aktas, O. & Suzer, S. Transient surface photovoltage in
n- and p-GaN as probed by x-ray photoelectron spectroscopy. Appl. Phys.
Lett. 98, 111901 (2011).

ARTICLE NATURE COMMUNICATIONS | DOI: 10.1038/s41467-018-04067-1

8 NATURE COMMUNICATIONS |  (2018) 9:1707 | DOI: 10.1038/s41467-018-04067-1 | www.nature.com/naturecommunications

www.nature.com/naturecommunications


53. Zhang, Z. & Yates, J. T. Band bending in semiconductors: chemical and
physical consequences at surfaces and interfaces. Chem. Rev. 112, 5520–5551
(2012).

54. Yang, Y. et al. Acid treatment enables suppression of electron–hole
recombination in hematite for photoelectrochemical water splitting. Angew.
Chem. 128, 3464–3468 (2016).

55. Godin, R., Kafizas, A. & Durrant, J. R. Electron transfer dynamics in fuel
producing photosystems. Curr. Opin. Electrochem. 2, 136–143 (2017).

56. Morris, M. R., Pendlebury, S. R., Hong, J., Dunn, S. & Durrant, J. R. Effect of
internal electric fields on charge carrier dynamics in a ferroelectric material for
solar energy conversion. Adv. Mater. 28, 7123–7128 (2016).

57. Doan, H. Q., Pollock, K. L. & Cuk, T. Transient optical diffraction of GaN/
aqueous interfaces: Interfacial carrier mobility dependence on surface
reactivity. Chem. Phys. Lett. 649, 1–7 (2016).

58. Waegele, M. M., Chen, X., Herlihy, D. M. & Cuk, T. How surface potential
determines the kinetics of the first hole transfer of photocatalytic water
oxidation. J. Am. Chem. Soc. 136, 10632–10639 (2014).

59. Barreca, D. et al. Fe2O3–TiO2 nano-heterostructure photoanodes for highly
efficient solar water oxidation. Adv. Mater. Interfaces 2, 1500313 (2015).

60. Reece, S. Y. et al. Wireless solar water splitting using silicon-based
semiconductors and earth-abundant catalysts. Science 334, 645 (2011).

61. Nozik, A. J. & Memming, R. Physical chemistry of semiconductor−liquid
interfaces. J. Phys. Chem. 100, 13061–13078 (1996).

62. Kato, H., Sasaki, Y., Shirakura, N. & Kudo, A. Synthesis of highly active
rhodium-doped SrTiO3 powders in Z-scheme systems for visible-light-driven
photocatalytic overall water splitting. J. Mater. Chem. A 1, 12327–12333
(2013).

63. Fan, S. et al. High efficiency solar-to-hydrogen conversion on a monolithically
integrated InGaN/GaN/Si adaptive tunnel junction photocathode. Nano Lett.
15, 2721–2726 (2015).

64. Fan, S., Shih, I. & Mi, Z. A monolithically integrated InGaN nanowire/Si
tandem photoanode approaching the ideal bandgap configuration of 1.75/1.13
eV. Adv. Energy Mater. 7, 1614–6840 (2017).

65. Collazo, R. et al. Fabrication of a GaN p/n lateral polarity junction by polar
doping selectivity. Phys. Status Solidi 5, 1977–1979 (2008).

66. Li, M. et al. Solution-processed organic tandem solar cells with power
conversion efficiencies 12%. Nat. Photonics 11, 85–90 (2017).

67. Zhang, K., Ma, M., Li, P., Wang, D. H. & Park, J. H. Water splitting progress
in tandem devices: moving photolysis beyond electrolysis. Adv. Energy Mater.
6, 1600602 (2016).

68. Prévot, M. S. & Sivula, K. Photoelectrochemical tandem cells for solar water
splitting. J. Phys. Chem. C 117, 17879–17893 (2013).

69. Brillet, J. et al. Highly efficient water splitting by a dual-absorber tandem cell.
Nat. Photonics 6, 824–828 (2012).

Acknowledgements
This work was supported by the the U.S. Department of Energy, Office of Energy
Efficiency and Renewable Energy, Fuel Cell Technologies Office under award no.
EE0008086 and Emissions Reduction Alberta. Electron microscopy imaging was con-
ducted both at IREQ of Hydro-Québec and at the Facility for Electron Microscopy
Research (FEMR) at McGill University. F.A.C. acknowledges the Vanier Canada Grad-
uate Scholarships (VCGS) for their support.

Author contributions
F.A.C. and Z.M. designed the study and conducted the MBE growths. F.A.C. performed
the photocatalytic experiments, characterization measurements and theoretical estima-
tions. M.L.T. and F.A.C. contributed to the TEM imaging and analysis. F.A.C., Z.M. and
H.G. analyzed and discussed the results. F.A.C. prepared the illustrations. F.A.C. and Z.
M. wrote the manuscript with contributions from other co-authors.

Additional information
Supplementary Information accompanies this paper at https://doi.org/10.1038/s41467-
018-04067-1.

Competing interests: The authors declare no competing interests.

Reprints and permission information is available online at http://npg.nature.com/
reprintsandpermissions/

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in
published maps and institutional affiliations.

Open Access This article is licensed under a Creative Commons
Attribution 4.0 International License, which permits use, sharing,

adaptation, distribution and reproduction in any medium or format, as long as you give
appropriate credit to the original author(s) and the source, provide a link to the Creative
Commons license, and indicate if changes were made. The images or other third party
material in this article are included in the article’s Creative Commons license, unless
indicated otherwise in a credit line to the material. If material is not included in the
article’s Creative Commons license and your intended use is not permitted by statutory
regulation or exceeds the permitted use, you will need to obtain permission directly from
the copyright holder. To view a copy of this license, visit http://creativecommons.org/
licenses/by/4.0/.

© The Author(s) 2018

NATURE COMMUNICATIONS | DOI: 10.1038/s41467-018-04067-1 ARTICLE

NATURE COMMUNICATIONS |  (2018) 9:1707 | DOI: 10.1038/s41467-018-04067-1 |www.nature.com/naturecommunications 9

https://doi.org/10.1038/s41467-018-04067-1
https://doi.org/10.1038/s41467-018-04067-1
http://npg.nature.com/reprintsandpermissions/
http://npg.nature.com/reprintsandpermissions/
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
www.nature.com/naturecommunications
www.nature.com/naturecommunications

	A photochemical diode artificial photosynthesis system for unassisted high efficiency overall pure water splitting
	Results
	Design and properties of the photochemical diode
	Surface selectivity for oxidation and reduction
	Characterization and performance analysis of double-band PCD

	Discussion
	Methods
	Molecular beam epitaxial (MBE) growth
	Micro-photoluminescence (μ-PL)
	Micro-Raman analysis
	Scanning transmission electron microscopy (STEM)
	Photo-deposition of co-catalysts
	Angle-resolved X-ray photoelectron spectroscopy (ARXPS)
	Photocatalytic reaction
	Data availability

	References
	Acknowledgements
	Author contributions
	Competing interests
	ACKNOWLEDGEMENTS




