
ARTICLE

Received 21 Jan 2017 | Accepted 16 May 2017 | Published 29 Jun 2017

Interfacial engineering of metal-insulator-
semiconductor junctions for efficient and stable
photoelectrochemical water oxidation
Ibadillah A. Digdaya1, Gede W.P. Adhyaksa2, Bartek J. Trześniewski1, Erik C. Garnett2 & Wilson A. Smith1

Solar-assisted water splitting can potentially provide an efficient route for large-scale

renewable energy conversion and storage. It is essential for such a system to provide a

sufficiently high photocurrent and photovoltage to drive the water oxidation reaction. Here we

demonstrate a photoanode that is capable of achieving a high photovoltage by engineering

the interfacial energetics of metal–insulator–semiconductor junctions. We evaluate the

importance of using two metals to decouple the functionalities for a Schottky contact and a

highly efficient catalyst. We also illustrate the improvement of the photovoltage upon

incidental oxidation of the metallic surface layer in KOH solution. Additionally, we analyse the

role of the thin insulating layer to the pinning and depinning of Fermi level that is responsible

to the resulting photovoltage. Finally, we report the advantage of using dual metal overlayers

as a simple protection route for highly efficient metal–insulator–semiconductor photoanodes

by showing over 200 h of operational stability.
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P
hotoelectrochemical (PEC) water splitting has been
envisioned as a sustainable approach to produce clean
and renewable fuel by the direct conversion of solar to

chemical energy1–3. One important step during the PEC
process is charge separation, which is determined by the
energetics of the semiconductor/liquid junction, or by a buried
rectifying junction4. The buried junction can be established by
variations in doping (homojunction), offsets in the conduction
and valence band levels at an interface (heterojunction), or
by differences in Fermi level at a metal-semiconductor (MS)
interface (Schottky junction)5–10. For example, when an n-type
semiconductor is in contact with a high work function metal, the
electron Fermi-level falls close to the valence band at the interface
and creates a potential barrier that repels the majority carriers
and selectively conducts the minority carriers11. The height of
this potential barrier determines the built-in voltage, and
therefore the maximum achievable photovoltage. However,
direct contact between the semiconductor and metal can lead to
surface recombination due to the presence of metal-induced gap
states that can cause Fermi level pinning12–14, thus diminishing
the barrier height of the Schottky MS junction. This problem
can be effectively tackled by inserting a thin insulator layer
that separates the metal and semiconductor, known as a metal–
insulator–semiconductor (MIS) junction.

The MIS junction concept has recently attracted considerable
attention both in photovoltaic (PV) and PEC applications, mainly
due to the simplicity of device fabrication and processing that only
requires a thin passivating tunnel dielectric and a metal, as well as
the versatility of obtaining the desired barrier height by the wide
selection of metals with various work functions15,16. The major
challenge of MIS structures for solar energy conversion devices,
however, is that the metal contact should completely cover the
semiconductor surface in order to have a homogenous formation
of the Schottky junction17. This required metal coverage can lead
to a significant increase of light reflection, reducing the light
absorption in the semiconductor, and consequently decreasing the
photocurrent output17. Despite this unfavourable structure,
advanced nanoscale-structuring of metal contacts have been
successful to partially circumvent the optical problem by
allowing light to transmit to the absorber layer through the
contactless surface while still enabling charge collection through
nanostructured metal contacts18–21.

The key advantage of MIS structures for PEC devices is the fact
that metals have a high density of states for efficient collection
and transport of minority carriers. This means that any collected
minority charge carriers can be readily transferred to the
electrolyte through the catalyst to drive an electrochemical
reaction instead of flowing through the external circuit as in
PV cells. This simple route allows the ability to use thin metals
(that is, 1–10 nm) as the charge collector as well as the carrier
conduction mediator22–25. The thin metal film allows the reaction
to occur throughout the whole surface, and thus enabling the
photogenerated current to flow perpendicular to the metal film.
Additionally, the complete coverage of the metal film results in a
buried Schottky junction and allows the Fermi level of the metal
to float and adjust with the current density and kinetics of the
reaction. Furthermore, a thin metal contact allows for a
significant portion of light to transmit into the absorber layer
for photocurrent generation.

Despite the great advantage of the MIS structure for solar water
splitting, there remains a major trade-off between the high
efficiency and the long-term durability. Therefore, many efforts
have also concentrated on protecting the photoelectrodes either
using a stable oxide insertion layer11–13 or corrosion-resistant
overlayers26–28. Another protection scheme can be achieved by
tuning the metallic component of the MIS structure. Nickel (Ni)

is an attractive material that has all the functionalities required for
MIS photoanodes: high work function for high photovoltage
generation, high catalytic activity for water oxidation and high
chemical stability in strongly alkaline solutions29,30. Kenney et al.
have shown that a thin Ni film (2 nm) was sufficient to create a
Schottky junction with the semiconductor and readily oxidized to
NiOx, forming a Ni/NiOx/electrolyte interface which results in a
higher effective work function of the composite layers27.
However, such a thin Ni layer was not able to completely
protect the underlying photoanode in a highly corrosive
electrolyte at pH 14. As a result, the performance of the device
started to degrade after 24 h of operation in 1 M KOH electrolyte
solution. On the other hand, it was also found that the thicker Ni
(that is, 5 nm) was able to avoid corrosion in 1 M KOH, but
suffered from low photovoltage due to the low Schottky barrier
height formed by Si/SiOx/Ni27.

Herein we demonstrate a MIS photoanode that can yield a high
efficiency and high stability by engineering the metal–insulator and
insulator–semiconductor interfaces. Specifically, we introduce a
high quality tunnelling Al2O3 layer that is capable to substantially
reduce the Fermi-level pinning and allows for Schottky junction
formation between the metal and semiconductor. Additionally, we
use two metals to decouple the metal properties for Schottky
junction formation and to protect and promote catalytic
functionalities for water oxidation. We investigate the role of the
bi-metallic layers to the energetics at the rectifying junction that is
responsible for the high photovoltage of the photoanode. Finally,
using a simple yet effective protection strategy, we demonstrate a
more than 200-h operation of an MIS photoanode that shows
constant high photocurrents in a strong base solution.

Results
Fabrication of photoanodes. MIS photoanodes were fabricated
using moderately phosphorus-doped (100) n-type silicon (Si)
wafers (resistivity 0.1–0.3O cm, thickness 525 mm). The Si wafers
were first cleaned using Piranha solution containing a 3:1 mixture
of H2SO4 and H2O2 to remove particles and organics. Next, the Si
wafers were dipped in HF (2%) for 2 min to etch the native oxide,
followed by rinsing using deionized water and drying using N2

gas. The interfacial silicon oxide layer were grown on the Si
substrate in a Radio Corporation of America Standard Clean
(RCA-SC2) solution (from hereafter called SiOx,RCA, unless spe-
cified otherwise), containing a mixture of H2O, HCl and H2O2

with a volume ratio of 5:1:1 at 75 �C for 10 min, resulting an oxide
thickness of 1.8 nm, as measured by ellipsometer. The dielectric
layer was immediately deposited onto the Si by atomic layer
deposition (ALD) of approximately 1-nm thick aluminium oxide
(Al2O3). The Schottky contact was formed by depositing 2 nm of
platinum (Pt) by radio frequency (rf) sputtering. Finally, the
photoanode was completed by depositing 4 nm of Ni that acts
both as a catalyst and a protection layer. The metallic components
(that is, Pt and Ni) were kept very thin to minimize the light
reflection while still providing sufficiently high Schottky barrier
for high photovoltage generation and effective protection for the
underlying layers. The schematic structure of the MIS photo-
anode is shown in Fig. 1.

PEC performance. The PEC performance of the MIS
photoanodes was evaluated by performing cyclic voltammetry
(CV) in 1 M potassium hydroxide (KOH) under simulated solar
illumination in three electrode measurements without correction
for resistance losses in the electrolyte solution. Figure 2 shows the
evolution of current-potential (j–V) characteristics of the
photoanodes over the course of 18 h. The initial photocurrent
onset potential (defined as the potential required to achieve an
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anodic current of 100 mA cm� 2) was � 56 mV, and cathodically
shifted to � 168 mV relative to the formal potential for water
oxidation (E00 (O2/OH� )¼ 1.23 V versus a reversible hydrogen
electrode, RHE) after 3 h in the 1 M KOH electrolyte. The photo-
current onset potential further shifted to � 233 mV relative to
E00 (O2/OH� ), and the photocurrent density of the photoanode
was 19.2 mA cm� 2 at E00 (O2/OH� ). The series resistance of the
system was 4.24O cm2, as measured using electrochemical
impedance spectroscopy (EIS), and the photocurrent density at E00

(O2/OH� ) after compensation for the series resistance was
25 mA cm� 2 (see Supplementary Fig. 1). The dark current was
measured to be close to zero, implying that the high observed
current under illumination was related to the photogeneration of
charge carriers. The saturated photocurrent density of the photo-
anode was increased from 25.5 mA cm� 2 during the first scan to
28.5 mA cm� 2 after 18 h in contact with 1 M KOH electrolyte
(hereafter we define a prolonged contact with KOH electrolyte in
the absence of an applied potential as the ageing process31).
The increase of the limiting photocurrent density is attributed to
the oxidation of the thin Ni (4 nm) to the more transparent NiOx or
Ni(OH)2 during the ageing process that reduced the light reflection
(see Supplementary Fig. 2), and thus allowing for more light
transmission to the absorber layer. The photovoltage of
this structure was estimated by comparing the onset potential
of the photoanode under illumination and the non-photoactive
pþ -Si/SiOx,RCA/Pt/Ni (here the degenerate pþ -Si simply acted as a
conductive substrate), and was measured to be 490 mV.
The equivalent PV response21,32 indicated that the equivalent
open-circuit voltage (Voc) was 496 mV (see Supplementary Note 1
and Supplementary Fig. 3).

Figure 2b shows the magnification of Fig. 2a near the onset
potential for water oxidation. The initial oxidation peak of Ni within
the n-Si/SiOx,RCA/Al2O3/Pt/Ni photoanode was � 390 mV relative
to the initial Ni oxidation peak in the non-photoactive
pþ -Si/SiOx,RCA/Pt/Ni. This value suggests that the initial photo-
voltage of the photoanode during the first scan was 385 mV. After
18 h in contact with KOH, the redox peaks of the non-photoactive
pþ -Si/SiOx,RCA/Pt/Ni anodically shifted by þ 30 mV. This potential
shift is attributed to the incorporation of Fe into the Ni(OH)2 on the
Ni surface during ageing process in a non-purified KOH
electrolyte31,33, which is responsible for the catalytic activation of

Ni for the oxygen evolution reaction. In contrast, the redox peaks of
Ni within the n-Si/SiOx,RCA/Al2O3/Pt/Ni photoanode shifted
cathodically by � 75 mV relative to the initial scan. This cathodic
shift of the Ni redox peaks in the photoanode indicated that the
photovoltage of the photoanode indeed increased during the ageing
process in KOH. The increase of the photovoltage of the photoanode
was further ascertained by comparing the electrochemical open-
circuit potential (OCP) of the photoanode measured against a
reference electrode (scaled in RHE) in the dark and under
illumination (Fig. 3). The change in the OCP between the dark and
illuminated conditions indicates the photovoltage of the photoanode.
Consistently, the OCP of the sample after the first scan was 400 mV,
and increased to 490 mV after 18 h in the electrolyte, showing
excellent agreement with the j–V measurements shown in Fig. 2.
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Figure 1 | Metal–insulator–semiconductor photoanode. Schematic of

planar MIS photoanodes for water oxidation and magnification of the

interfaces, showing functionalities of each layer.
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Figure 2 | Cyclic voltammetries. (a) Three-electrode (photo) current

density versus applied voltage (j–V) curves of n-Si/SiOx,RCA/Al2O3/Pt/Ni

photoanode during ageing in 1 M KOH under simulated AM1.5 illumination.

A total of three illuminated voltammetry scans are shown: one for initial

fresh sample (blue line), one after 3 h (green line) and one after 18 h

(black line) of ageing in the electrolyte. The dark voltammetry scan of the

n-Si/SiOx,RCA/Al2O3/Pt/Ni is shown as the dotted purple line. For

comparison, the j–V behaviour of the non-photoactive pþ -Si/SiOx,RCA/Pt/

Ni is shown (red line). The black vertical dashed line indicates the potential

for water oxidation, E00 (O2/OH� ). (b) The magnification of Fig. 2a,

showing the shift of the redox peaks of Ni over the course of 18 h.
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The energetics of the semiconductor at the Schottky junction
were evaluated by using EIS in a solution containing an
electrochemically reversible one-electron Fe(CN)6

3� /4� redox
couple9,10. The space-charge capacitances (Csc) of the
semiconductor were obtained by fitting the EIS results with an
equivalent electronic circuit that consisted of parallel resistor and
parallel capacitor, corresponding to the space-charge region of the
semiconductor (Supplementary Fig. 4). The flat band potential
(Efb) was estimated by taking the value of the intercept between the
extrapolated linear region of the inverse square space-charge
capacitance (Csc

� 2) with the x-axis in the Mott–Schottky plot in
Fig. 4. The Efb of the fresh n-Si/SiOx,RCA/Al2O3/Pt/Ni was � 0.6 V
versus Fe(CN)6

3� /4� and the aged sample was � 0.73 V
versus Fe(CN)6

3� /4� . The slope of the linear region of the Csc
� 2

of both samples was 3.35±0.02� 1014 F� 2 cm4 V� 1, correspond-
ing to a donor density (ND) of 3.54� 1016 cm� 3 (see Supplemen-
tary Note 2), which also implies a corresponding resistivity (r) of
B0.185O cm, in accordance with the range specified by the
manufacturer of the Si wafer (0.1–0.3O cm). The calculated barrier
height of the Si within the fresh and the aged n-Si/SiOx,RCA/Al2O3/
Pt/Ni photoanode was 0.77 and 0.9 eV, respectively
(Supplementary Note 2). Such a large barrier height should give
rise to a strong inversion layer near the Si surface, and thus would
result in a large observed photovoltage, mainly due to the
associated increase of band bending, and the subsequent
improvement of charge-carrier extraction as well as separation
inside the semiconductor.

To confirm the composition of the n-Si/SiOx,RCA/Al2O3/Pt/Ni
after the ageing treatment, X-ray photoelectron spectroscopy (XPS)
experiments were performed using low energy ion etching with an
average etching rate of approximately 3 Å per step. Figure 5a shows
the Ni 2p XPS peaks on the sample starting from step 0 (no
etching) to step 10 (approximate depth of 3 nm). The results
indicated that in an alkaline solution the Ni surface mostly
transformed to Ni(OH)2, and prolonged ageing partially modified
the bulk Ni into NiOx, as observed after three steps of etching and
reached a maximum after five steps. Strong Ni 2p signals
corresponding to the metallic Ni were observed and became
dominant as the etching depth increased to ten steps. These XPS
spectra substantiate that the initial metallic Ni film (thickness of
4 nm) was transformed into a Ni/NiOx/Ni(OH2) composite after
18 h in contact with aqueous KOH solution. Figure 5b shows the
XPS depth profiling analysis corresponding to Ni 2p, Pt 4f, Al 2s
and Si 2p. The Al 2s signal was used in this analysis due to the

difficulty to identify the Al 2p signals that overlapped with the
Pt 4f (Supplementary Note 3). In total, 36 etching steps were taken
and the full elemental scan can be found in Supplementary Fig. 6.
Consistently with the previous study, oxidation of the composite
film by the electrolyte did not go further than B2.5 nm (ref. 27), as
indicated by the dominant signal of metallic Ni at etching step 10
(approximate depth 3 nm), as well as the absence of NiO or
Ni(OH)2 signals at the Pt interface. This implies that the Al2O3 and
Si underneath were still fully protected by the Ni after 18 h.
Without Ni and Pt, Al2O3 easily corroded in 1 M KOH, as
indicated by the absence of Al 2p signal in Supplementary Fig. 7.

The improvement of the barrier height of the n-Si/SiOx,RCA/
Al2O3/Pt/Ni photoanode after 18 h of ageing in KOH solution
was closely related to the inability of the 2 nm Pt to completely
screen the charge at the Si interface, and thus the effective
screening was also influenced by the increased work function of
the Ni surface layer upon oxidation in a strongly alkaline
electrolyte. Previous studies have shown that the effective metal
screening and the associated barrier height in a bimetal Schottky
structure depends on the inner metal thickness20,34. The XPS
depth profiling analysis equipped with ion etching in Fig. 5 shows
that the Ni film was partially transformed into Ni(OH)2 and NiOx

on the surface after 18 h in 1 M KOH. According to the Pourbaix
diagram (Supplementary Fig. 8), Ni readily oxidizes to NiOx even
in a slightly alkaline solution (pH47), and therefore prolonged
contact with a pH 14 solution might accelerate and exacerbate the
oxidation process of Ni. The NiOx and Ni(OH)2 phases are
known to have a large work function in the range of 5.2–5.6 eV
(refs 35,36), close to the vacuum work function of Pt. Although Pt
has a sufficiently high work function to produce a large Schottky
barrier, its effective work function may differ from the ideal value,
and is usually lower when in contact with a dielectric material
than when in vacuum. The decrease of the metal work function is
essentially due to the existence of intrinsic states on the surface of
the dielectric layer whose energy level is at the so-called charge
neutrality level, which is the location of the highest occupied state
in the dielectric band gap37,38. These intrinsic states tend to pin
the metal Fermi level and lower the effective work function of the
metal relative to its vacuum value. The magnitude of the Fermi
level shift depends on the pinning strength of the dielectric layer,
that is, the pinning factor that ranged from 0 for perfect pinning
and 1 for no pinning. Previous study has shown that Al2O3 has
pinning factors between 0.63 to 0.69 (ref. 37), and can effectively
lower the work function of Pt (vacuum work function of 5.6 eV)
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down to 5.1 eV. By using the Schottky rule, the Efb of � 0.6 V
versus Fe(CN)6

3� /4� of the fresh sample implies a corresponding
barrier height of 0.77 eV and an effective work function of Pt/Ni
metal bilayers of 4.82 eV on the n-Si/SiOx,RCA/Al2O3. On the
other hand, the oxidized NiOx on Pt within the aged sample was
isolated from Al2O3, and thus was not influenced by the pinning
of the Al2O3 and would likely to maintain its high work function
for Schottky junction formation with Si, as illustrated in Fig. 6.

The effect of the interfacial metallic layer was analysed by
comparing j–V curves and Mott–Schottky plots of the MIS
devices with Pt (2 nm)/Ni (4 nm) and Ni (6 nm) after 18 h of

ageing treatment in aqueous KOH solution, shown in Fig. 7a,b.
The vacuum work function of Ni is known to vary from 5.22 to
5.35 eV depending on the crystal facet, and the vacuum work
function of Pt is 5.64 eV for polycrystalline films. After 18 h, the
onset potential of the n-Si/SiOx,RCA/Al2O3/Ni was � 160 mV
relative to E00 (O2/OH� ), and the photovoltage was 410 mV
(see Supplementary Fig. 9 for the initial j–V curve of the
n-Si/SiOx,RCA/Al2O3/Ni). The initial Efb of the n-Si/SiOx,RCA/
Al2O3/Ni was � 0.5 V versus Fe(CN)6

3� /4� (Supplementary
Fig. 10) and increased to � 0.6 V versus Fe(CN)6

3� /4� after 18 h
of ageing. Considering the Ni surface layer already oxidized to
NiOx after 18 h in 1 M KOH, and the Ni did not oxidize further
than 2.5 nm, the lower photovoltage and Efb observed in n-Si/
SiOx,RCA/Al2O3/Ni/NiOx than the n-Si/SiOx,RCA/Al2O3/Pt/Ni/
NiOx suggests that the inner metal still partially screened the
charge and its work function contributed substantially to the
effective barrier height in a multilayer Schottky structure.

Figure 7a also compares the j–V characteristics of the samples
with and without the Al2O3 layer. Without Al2O3, the onset
potentials were � 60 and þ 22 mV relative to E00 (O2/OH� ) and
the photovoltages were only 310 and 230 mV for samples with the
SiOx,RCA and the SiOx,native, respectively. Mott–Schottky plots in
Fig. 7c indicate that the Efb was only � 0.56 V versus Fe(CN)6

3� /
4� for the n-Si/SiOx,RCA/Pt/Ni and � 0.46 V versus Fe(CN)6

3� /

4� for the n-Si/SiOx,native/Pt/Ni, and there were no substantial
changes between the initial conditions and after 18 h ageing. The
constant Efb and the low photovoltage of the n-Si/SiOx/Pt/Ni
photoanode, despite the high work function of the surface layers,
is attributable to the strong pinning of the Fermi level at the Si/
SiOx interface. The Fermi level pinning was even worse when the
SiOx,native was used in place of SiOx,RCA, as observed by the lower
photovoltage and barrier height of the n-Si/SiOx,native/Pt/Ni in
Fig. 7a,c, respectively. Fundamentally, Fermi level pinning arises
in response to incomplete termination of the Si surface, resulting
in an asymmetric bonding situation, that is, dangling bonds, that
introduces energy states inside the surface band gap39,40. These
energy states tend to pin the Fermi level of the semiconductor,
and dictates the barrier height by their energy levels instead of by
the metal work function. On the other hand, Al2O3 is known for
its high level of chemical passivation that is capable of saturating
dangling bonds on the Si surface, and thus has been used
extensively for surface passivation of Si41,42. Therefore, we
attribute the high observed photovoltage of the n-Si/SiOx,RCA/
Al2O3/Pt/Ni MIS structure to the high quality of surface chemical

0.9 eV
CB

Pt

CB
EF

Evac

N
iO

x
/N

i(O
H

) 2

Ni

5.
2 

– 
5.

6
eV

4.05 eV

SiPt

EF

Ni

4.
82

 e
V

4.05 eV

Si

0.77 eV

Evac

4.
82

 e
V

VBVB

a b

Figure 6 | Energy band diagrams. Representative energy band diagrams of

the n-Si/SiOx,RCA/Al2O3/Pt/Ni before (a) and after prolonged ageing of 18 h in

KOH solution (b). After 18 h, the metallic Ni film was partially transformed into

NiOx and Ni(OH)2. The increase of barrier height of the aged sample was

because the increase of work function of Ni upon oxidation to NiOx and

Ni(OH)2.

0.2 Ni 2p Step 0

Step 5

Step 10
Ni(OH)2

N
i(O

H
) 2

NiO

Ni

Ni(OH)2

NiO

Ni

Pt

Al2O3

Al2O3

Si

SiPtNiNiO

a

b

0.1

0.0

0.3

0.2

0.1

0.0

1.0

0.5

0.0

1.0

0.8

0.2

0.1

0.0

0 5 10 15 20 25 30 35

Etching step

880

X
P

S
 s

ig
na

l
A

to
m

ic
 r

at
io

870
Binding energy (eV)

860 850

Figure 5 | X-ray photoelectron spectroscopy spectra of n-Si/SiOx,RCA/

Al2O3/Pt/Ni after 18 h ageing. (a) Ni 2p signals as a function of etching

step; step 0 (no etching), step 5 and step 10 (approximate depth of 3 nm),

showing variation of Ni phases. (b) Depth profiling analysis of the

composite system. The XPS signals corresponded to Ni 2p, Pt 4f, Al 2s and

Si 2p. The Al 2s signal was used in this analysis due to the overlapping peak

locations of the Al 2p and the Pt 4f. The sample was etched using ion beam

with an average etching rate of approximately 3 Å per step.

NATURE COMMUNICATIONS | DOI: 10.1038/ncomms15968 ARTICLE

NATURE COMMUNICATIONS | 8:15968 | DOI: 10.1038/ncomms15968 | www.nature.com/naturecommunications 5

http://www.nature.com/naturecommunications


passivation by the chemically grown SiOx,RCA and Al2O3 stack
combination.

The stability of the Ni protection layer was evaluated by a
chronoamperometry test at a fixed applied potential of 1.7 V
versus RHE in 1 M KOH electrolyte under simulated solar
illumination, and is shown in Fig. 8a. The initial photocurrent
density was 28 mA cm� 2 and periodically dropped due to the
unavoidable bubble formation during the measurement. Gas
bubbles were constantly generated and detached on the electrode
surface, causing fluctuations in the observed photocurrent.
The 4 nm Ni (or Ni/NiOx/Ni(OH)2 upon transformation) surface
film was able to protect the underlying photoanode under
illumination and at a constant applied voltage without any
noticeable decay of photocurrent for more than 200 h in 1 M
KOH solution. Linear sweep voltammetries were collected
periodically during the chronoamperometry test (Fig. 8b) and
showed no anodic shift in the j–V characteristics during 200 h of
operation. Without Pt and Ni, the Al2O3 layer was not stable in
KOH solution (Supplementary Fig. 7), and thus could potentially
delaminate the metal overlayers, which would subsequently
cause a rapid degradation of performance. The constant
observed current during the chronoamperometry measurement
indicated that the Al2O3 underneath was not adversely affected by
the strongly corrosive electrolyte, and demonstrates the

effectiveness of the ultrathin Ni film for electrode protection
against corrosion.

Discussion
This work clearly demonstrates the use of an MIS Si photoelec-
trode for the water-oxidation half reaction, and therefore does not
satisfy the thermodynamic requirement for the overall water-
splitting reaction. To successfully realize a spontaneous water
splitting, the photoanode should be combined with larger band
gap photoelectrode in a series or tandem arrangement. As a
result, a considerable fraction of light would be absorbed by the
top junction, and therefore, our device would ideally produce less
than the reported photocurrent. However, the narrow band gap
of Si and the high photovoltage as well as the high photocurrent
output of our electrode could potentially simplify the design of a
highly efficient PEC device for solar water splitting.

In summary we have successfully fabricated an MIS photoanode
consisting of n-Si/SiOx,RCA/Al2O3/Pt/Ni and demonstrated a high
photovoltage and stability for solar water oxidation. The high
photovoltage was achieved by engineering the semiconductor–
insulator and insulator–metal interfaces using a thin Al2O3

dielectric layer to unpin the Si Fermi level and using a high work
function metal Pt as well as an active water oxidation catalyst Ni.
The incidental oxidation of Ni in 1 M KOH electrolyte resulted in
an increase in its work function that subsequently improved the
effective barrier height of the composite system as well as
the degree of band bending near the Si surface, thereby increasing
the photovoltage with a value close to the conventional npþ Si
buried junction. Additionally, we have shown the role of the
interfacial oxide layers on the pinning and depinning of the Fermi
level, which was partially responsible for the shift of onset
potential, and thus the observed photovoltage. Finally we have
demonstrated a simple yet effective strategy to achieve a high
efficiency MIS photoanode that was chemically stable for more
than 200 h in a highly corrosive environment.

Methods
Chemicals. All chemicals were used as received: Potassium hydroxide pellets (KOH,
Alfa Aesar, 85%), hydrogen peroxide (H2O2, 30% (w/w) in H2O, contains stabilizer,
Sigma-Aldrich), sulfuric acid (H2SO4, 99.999%, Sigma-Aldrich), hydrofluoric acid
(HF, ACS reagent 48%, Sigma-Aldrich), hydrochloric acid (HCl, reagent grade, 37%,
Sigma-Aldrich), potassium hexacyanoferrate(II) trihydrate (K4Fe(CN)6. 3H2O,
Z99% puriss. p.a., ACS reagent, Sigma-Aldrich), potassium hexacyanoferrate(III)
(K3Fe(CN)6, Z99% puriss. p.a., ACS reagent, Sigma-Aldrich). Water with resistivity
18.2 MO cm from Milli-Q integral ultrapure water (Merck Millipore).

Preparation of substrates. Phosphorus-doped (n-type, (100)-oriented, single-side
polished, resistivity 0.1–0.3O cm, 525mm) and degenerately boron-doped (pþ -type,
(100)-oriented, singe-side polished, resistivityo0.005O cm) Si wafers were pur-
chased from Si-Mat. The n-type Si wafers were first cleaned in a piranha solution
containing a mixture of H2SO4 and H2O2 (3:1 volume ratio) at 120 �C for 20 min to
remove organic contaminants. The n-type Si wafers were then dipped into a buffered
HF etchant (2%) for 2 min at room temperature to strip the native oxide on the Si
wafer surface. Next, the Si wafers were immersed in a RCA SC-2 solution consisting
of H2O, HCl and H2O2 (5:1:1 by volume ratio) at 75 �C for 10 min to regrow the
oxide layer (SiOx,RCA). Finally, the Si wafers were rinsed using deionized water and
dried using N2 gas. The same procedure was applied on the pþ -type Si wafers.

Atomic-layer deposition of aluminium oxides. ALD of aluminium oxides (Al2O3)
was conducted in a home-built thermal ALD system (developed at AMOLF) at 250 �C
at a base pressure of 0.01–0.05 mbar. The ALD cycle consisted of a 10 ms pulse of
H2O, a 18 s N2 purge, a 10 ms pulse of trimethylaluminium, and another 18 s N2

purge to complete the cycle. The deposition rate was approximately 1.25 Å per cycle.
The eight ALD cycles were used to deposit 1 nm thick Al2O3 on the n-type Si/
SiOx,RCA susbtrate. The thickness of the Al2O3 was estimated by ellipsometer (J.A.
Wollam) using dielectric models of Al2O3 and Si native oxide on a Si substrate.

Sputter-deposition of metals. Platinum (Pt) was deposited using Prevac radio
frequency (rf) magnetron sputtering from a Pt target (Mateck, 99.95%, 2 inch
diameter, 5 mm thickness). The Ar flow was kept at 15 sccm and the working
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pressure was held at 3 mbar. The rf power was kept at 25 W and the deposition rate
was approximately, 0.138 Å s� 1. The deposition time was 144 s, and the deposited
Pt film was 2 nm. Nickel (Ni) was deposited in the same Prevac sputter chamber
from a pure Ni target (Mateck, 99.95%, 2 inch diameter). The Ar flow was
maintained at 15 sccm and the working pressure was 3 mbar. The rf power was
100 W and the deposition rate was approximately 0.2 Å s� 1. The Ni was sputter-
deposited for 200 s, resulting a 4-nm thick of Ni film.

Preparation of electrodes. The back sides of the n-Si samples were scratched
using sand paper to remove the oxide layer, followed by cleaning the residue using
ethanol. Next, the ohmic back contacts were formed by rubbing the back side
surfaces of the Si samples with a Ga-In alloy (75.5:24.5 wt%, 99.9% metal basis, Alfa
Aesar). The ohmic back contact of the pþ -Si sample was formed by depositing Pt
film using sputtering.

(Photo)electrochemical measurements. PEC measurement of the photoanode
was conducted in a three-electrode configuration in 1 M KOH electrolyte solution
under simulated AM1.5 solar irradiation (100 mW cm� 2) using a Newport Sol3A
Class AAA solar simulator (type 94023A-SR3) with 450 W xenon short arc lamp.
A mercury/mercury oxide (Hg/HgO in 1 M KOH, Hach-Lange) electrode was used
as the reference electrode, and Ni coil was used as the counter electrode. The
Hg/HgO electrode had a potential of 0.9281 V versus the RHE and was calibrated
using a silver/silver chloride (Ag/AgCl, in saturated KCl, Hach-Lange). The exposed
area of the working electrode was 0.2826 cm2. During the measurement, the
electrolyte was continuously stirred using a magnetic stir bar. Cyclic voltammetry,
electrochemical open-circuit, EIS and chronoamperometry measurements were
performed using a potentiostat PARSTAT MC (Princeton Applied Research,
AMETEK). The cyclic voltammetry data were recorded at a constant scan rate of
50 mV s� 1 and the chronoamperometric data were collected at constant potential of
1.7 V versus RHE.

Electrochemical impedance spectroscopy. EIS of the photoanode was performed
in 50 mM K3Fe(CN)6, 350 mM K4Fe(CN)6 and 1 M KCl in a three electrode
measurement using a Pt wire placed in a fritted glass tube as the reference electrode
and a Pt coil as the counter electrode9,10. The experimental setup was kept in the
dark during the measurement.

X-ray photoelectron spectroscopy. XPS experiment was performed using the
Thermo Scientific K-alpha apparatus, equipped with an Al K-alpha X-ray source
and a flood gun. Parameters used for the characterization were: spot size of 400 mm,
pass energy of 50 eV, energy step size of 0.1 eV, dwell time of 50 ms and ten scans
in the vicinity of the binding energy of the investigated elements. For depth pro-
filing experiment, a careful ion etching procedure was conducted using low ion
energy beam of 500 eV.

Data availability. Data supporting the findings of this study are available within
the article and the Supplementary Information file. All other relevant data are
available on reasonable request from the authors.

References
1. Lewis, N. S. & Nocera, D. G. Powering the planet: chemical challenges in solar

energy utilization. Proc. Natl Acad. Sci. USA 103, 15729–15735 (2006).
2. Turner, J. et al. Renewable hydrogen production. Int. J. Energy Res. 32, 379–407

(2008).
3. Pinaud, B. A. et al. Technical and economic feasibility of centralized facilities

for solar hydrogen production via photocatalysis and photoelectrochemistry.
Energy Environ. Sci. 6, 1983 (2013).

4. Smith, W. A., Sharp, I. D., Strandwitz, N. C. & Bisquert, J. Interfacial band-edge
energetics for solar fuels production. Energy Environ. Sci. 8, 2851–2862 (2015).

35
a

b

30

25

20

15

10

5

0

30

25

20

15

10

5

0

30

31

As depodited
–18 h
0 h
9 h
31 h
107 h
131 h
137 h
155 h
179 h
203 h

30

29

28

4

2

0

1.2

0.8 0.9 1.0 1.1

1.4 1.6 1.8 2.0

0 9 31 10
7

13
1

13
7

15
5

17
9

20
3

25

20

0

j (@
1.

7 
V

 v
s.

 R
H

E
) (

m
A

 c
m

–2
)

j (
m

A
 c

m
–2

)
50

0.8 1.0 1.2 1.4 1.6
V (V vs. RHE)

1.8 2.0 2.2

120.0 120.5 121.0 121.5 122.0

100

Time (h)

150 200

Figure 8 | Stability of the photoanode. (a) Chronoamperometic current versus time (j–t) curve of the n-Si/SiOx,RCA/Al2O3/Pt/Ni photoanode measured

at a constant applied voltage of 1.7 versus RHE in 1 M KOH solution under simulated solar illumination. The inset shows current fluctuations due to bubble

formation during the measurement. (b) Representative j�V behaviour of the n-Si/SiOx,RCA/Al2O3/Pt/Ni photoanode in contact with 1 M KOH under

simulated solar illumination collected periodically during 200 h of operation. Insets show the magnification of the evolution of photocurrent (top) and Ni

redox waves (bottom).

NATURE COMMUNICATIONS | DOI: 10.1038/ncomms15968 ARTICLE

NATURE COMMUNICATIONS | 8:15968 | DOI: 10.1038/ncomms15968 | www.nature.com/naturecommunications 7

http://www.nature.com/naturecommunications


5. Sun, K. et al. Stable solar-driven water oxidation to O2 (g) by Ni-oxide coated
silicon photoanodes. J. Phys. Chem. Lett. 6, 592–598 (2015).

6. Mei, B. et al. Iron-treated NiO as a highly transparent p-type protection layer
for efficient Si-based photoanodes. J. Phys. Chem. Lett. 5, 3456–3461 (2014).

7. Yu, X., Yang, P., Chen, S., Zhang, M. & Shi, G. NiFe alloy protected silicon
photoanode for efficient water splitting. Adv. Energy Mater. 7, 1601805 (2017).

8. Hu, S. et al. Amorphous TiO2 coatings stabilize Si, GaAs, and GaP photoanodes
for efficient water oxidation. Science 344, 1005–1009 (2014).

9. Zhou, X. et al. Interface engineering of the photoelectrochemical performance
of Ni-oxide-coated n-Si photoanodes by atomic-layer deposition of ultrathin
films of cobalt oxide. Energy Environ. Sci. 8, 2644–2649 (2015).

10. Zhou, X. et al. 570 mV photovoltage, stabilized n-Si/CoOx heterojunction
photoanodes fabricated using atomic layer deposition. Energy Environ. Sci. 9,
892–897 (2016).

11. Singh, R., Green, M. A. & Rajkanan, K. Review of conductor-insulator-
semiconductor (CIS) solar cells. Sol. Cells 3, 95–148 (1981).

12. Connelly, D., Faulkner, C., Clifton, P. A. & Grupp, D. E. Fermi-level
depinning for low-barrier Schottky source/drain transistors. Appl. Phys. Lett.
88, 2002–2005 (2006).

13. Mönch, W. On the alleviation of Fermi-level pinning by ultrathin insulator
layers in Schottky contacts. J. Appl. Phys. 111, 73706 (2012).

14. Agrawal, A. et al. Fermi level depinning and contact resistivity reduction using
a reduced titania interlayer in n-silicon metal–insulator–semiconductor ohmic
contacts. Appl. Phys. Lett. 104, 112101 (2014).

15. Green, M. A., King, F. D. & Shewchun, J. Minority carrier MIS tunnel diodes
and their application to electron- and photo-voltaic energy conversion—I.
theory*. Solid State Phenom. 17, 551–561 (1974).

16. Steinkemper, H., Hermle, M. & Glunz, S. W. Comprehensive simulation study
of industrially relevant silicon solar cell architectures for an optimal material
parameter choice. Prog. Photovoltaics Res. Appl. 24, 1319–1331 (2016).

17. Hezel, R., Meyer, R. & Metz, A. New generation of crystalline silicon solar cells:
simple processing and record efficiencies for industrial-size devices. Sol. Energy
Mater. Sol. Cells 65, 311–316 (2001).

18. Oener, S. Z. et al. Metal–insulator–semiconductor nanowire network solar cells.
Nano Lett. 16, 3689–3695 (2016).

19. Ji, L. et al. A silicon-based photocathode for water reduction with an epitaxial
SrTiO3 protection layer and a nanostructured catalyst. Nat. Nanotechnol. 10,
84–90 (2014).

20. Esposito, D. V., Levin, I., Moffat, T. P. & Talin, a. A. H2 evolution at Si-based
metal–insulator–semiconductor photoelectrodes enhanced by inversion
channel charge collection and H spillover. Nat. Mater. 12, 562–568 (2013).

21. Hill, J. C., Landers, A. T. & Switzer, J. A. An electrodeposited inhomogeneous
metal–insulator–semiconductor junction for efficient photoelectrochemical
water oxidation. Nat. Mater. 14, 6751–6755 (2015).

22. Chen, Y. W. et al. Atomic layer-deposited tunnel oxide stabilizes silicon
photoanodes for water oxidation. Nat. Mater. 10, 539–544 (2011).

23. Scheuermann, A. G. et al. Design principles for maximizing photovoltage in
metal-oxide-protected water-splitting photoanodes. Nat. Mater. 15, 99–105
(2015).

24. Scheuermann, A. G., Prange, J. D., Gunji, M., Chidsey, C. E. D. & McIntyre, P. C.
Effects of catalyst material and atomic layer deposited TiO2 oxide thickness on
the water oxidation performance of metal–insulator–silicon anodes. Energy
Environ. Sci. 6, 2487–2496 (2013).

25. Scheuermann, A. G. et al. Titanium oxide crystallization and interface defect
passivation for high performance insulator-protected schottky junction MIS
photoanodes. ACS Appl. Mater. Interfaces 8, 14596–14603 (2016).

26. Zhu, T. & Chong, M. N. Prospects of metal–insulator–semiconductor (MIS)
nanojunction structures for enhanced hydrogen evolution in
photoelectrochemical cells: a review. Nano Energy 12, 347–373 (2015).

27. Kenney, M. J. et al. High-performance silicon photoanodes passivated with
ultrathin nickel films for water oxidation. Science 342, 836–840 (2013).

28. Labrador, N. Y. et al. Enhanced performance of Si MIS photocathodes
containing oxide-coated nanoparticle electrocatalysts. Nano Lett. 16,
6452–6459 (2016).

29. McCrory, C. C. L., Jung, S., Peters, J. C. & Jaramillo, T. F. Benchmarking
heterogeneous electrocatalysts for the oxygen evolution reaction. J. Am. Chem.
Soc. 135, 16977–16987 (2013).

30. McCrory, C. C. L. et al. Benchmarking HER and OER electrocatalysts for solar
water splitting devices. J. Am. Chem. Soc. 137, 4347–4357 (2015).

31. Trotochaud, L., Young, S. L., Ranney, J. K. & Boettcher, S. W. Nickel-iron
oxyhydroxide oxygen-evolution electrocatalysts: the role of intentional and
incidental iron incorporation. J. Am. Chem. Soc. 136, 6744–6753 (2014).

32. Coridan, R. H. et al. Methods for comparing the performance of energy-
conversion systems for use in solar fuels and solar electricity generation. Energy
Environ. Sci. 8, 2886–2901 (2015).

33. Burke, M. S., Enman, L. J., Batchellor, A. S., Zou, S. & Boettcher, S. W.
Oxygen evolution reaction electrocatalysis on transition metal oxides and

(oxy)hydroxides: activity trends and design principles. Chem. Mater. 27,
7549–7558 (2015).

34. Wu, X. & Yang, E. S. Effective metal screening and Schottky-barrier formation
in metal-GaAs structures. IEEE Electron Device Lett. 11, 315–317 (1990).

35. Schulz, P. et al. NiOX /MoO3 bi-layers as efficient hole extraction contacts in
organic solar cells. Adv. Funct. Mater. 24, 701–706 (2014).

36. Greiner, M. T., Helander, M. G., Wang, Z.-B., Tang, W.-M. & Lu, Z.-H. Effects
of processing conditions on the work function and energy-level alignment of
NiO thin films. J. Phys. Chem. C 114, 19777–19781 (2010).

37. Yeo, Y. C., King, T. J. & Hu, C. Metal-dielectric band alignment and its
implications for metal gate complementary metal-oxide-semiconductor
technology. J. Appl. Phys. 92, 7266–7271 (2002).

38. Robertson, J. Band offsets of wide-band-gap oxides and implications for future
electronic devices. J. Vac. Sci. Technol. B Microelectron. Nanom. Struct. 18, 1785
(2000).

39. Sankey, O. F., Allen, R. E. & Dow, J. D. Si/transition-metal Schottky barriers:
Fermi-level pinning by Si dangling bonds at interfacial vacancies. Solid State
Commun. 49, 1–5 (1984).

40. Helms, C. R. & Poindexter, E. H. The silicon-silicon-dioxide system: its
microstructure and imperfections. Reports Prog. Phys. 57, 791–852 (1994).

41. Dingemans, G. & Kessels, W. M. M. Status and prospects of Al2O3 -based
surface passivation schemes for silicon solar cells. J. Vac. Sci. Technol. A
Vacuum, Surfaces, Film 30, 40802 (2012).

42. Dingemans, G., Seguin, R., Engelhart, P., van den Sanden, M. C. M. &
Kessels, W. M. M. Silicon surface passivation by ultrathin Al2O3 films
synthesized by thermal and plasma atomic layer deposition. Phys. Status Solidi
RRL 4, 10–12 (2010).

Acknowledgements
The authors would like to thank Herman Schreuders and Joost Middelkoop from the
MECS group of TU Delft for technical support, Dr Lai-Hung Lai from Center for
Nanophotonics, AMOLF for fruitful discussion, and Paula Perez-Rodriguez from the
PVMD group of TU Delft for technical assistance. This work is part of the research
programme of the Netherlands Organization for Scientific Research (NWO) and is
financed by the BioSolar Cells open innovation consortium (W.A.S., I.A.D. and B.J.T.),
supported by the Dutch Ministry of Economic Affairs, Agriculture and Innovation.
E.C.G. and G.W.P.A. acknowledge support from an ERC starting grant
‘Nano-EnabledPV’, grant number 337328.

Author contributions
I.A.D. and W.A.S. developed conceptual idea, designed the experiments and wrote the
manuscript. I.A.D., B.J.T. and G.W.P.A. performed the experiments. W.A.S. and E.C.G.
interpreted data and supervised the work. I.A.D., W.A.S. and E.C.G. finalized the paper.
All authors participated in discussions.

Additional information
Supplementary Information accompanies this paper at http://www.nature.com/
naturecommunications

Competing interests: The authors declare no competing financial interests.

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

How to cite this article: Digdaya, I. A. et al. Interfacial engineering of metal-insulator-
semiconductor junctions for efficient and stable photoelectrochemical water oxidation.
Nat. Commun. 8, 15968 doi: 10.1038/ncomms15968 (2017).

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/

r The Author(s) 2017

ARTICLE NATURE COMMUNICATIONS | DOI: 10.1038/ncomms15968

8 NATURE COMMUNICATIONS | 8:15968 | DOI: 10.1038/ncomms15968 | www.nature.com/naturecommunications

http://www.nature.com/naturecommunications
http://www.nature.com/naturecommunications
http://npg.nature.com/reprintsandpermissions/
http://npg.nature.com/reprintsandpermissions/
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
http://www.nature.com/naturecommunications

	title_link
	Results
	Fabrication of photoanodes
	PEC performance

	Figure™1Metal-insulator-semiconductor photoanode.Schematic of planar MIS photoanodes for water oxidation and magnification of the interfaces, showing functionalities of each layer
	Figure™2Cyclic voltammetries.(a) Three-electrode (photo) current density versus applied voltage (j-V) curves of n-—SisolSiOx,RCAsolAl2O3solPtsolNi photoanode during ageing in 1thinspM KOH under simulated AM1.5 illumination. A total of three illuminated vo
	Figure™3Electrochemical open-circuit potential measurement.Open-circuit potential versus the reference electrode (scaled in RHE) of the n-—SisolSiOx,RCAsolAl2O3solPtsolNi photoanode after the first voltammetry scan and after 18thinsph ageing in 1thinspM K
	Figure™4Mott-Schottky relationship.Mott-Schottky plots (Csc-2-V) of the inverse square space charge capacitance as a function of applied voltage relative to the redox potential of Fe(CN)63-sol4- for the n-—SisolSiOx,RCAsolAl2O3solPtsolNi photoanode before
	Figure™6Energy band diagrams.Representative energy band diagrams of the n-—SisolSiOx,RCAsolAl2O3solPtsolNi before (a) and after prolonged ageing of 18thinsph in KOH solution (b). After 18thinsph, the metallic Ni film was partially transformed into NiOx an
	Figure™5X-ray photoelectron spectroscopy spectra of n-—SisolSiOx,RCAsolAl2O3solPtsolNi after 18thinsph ageing.(a) Ni 2p signals as a function of etching step; step 0 (no etching), step 5 and step 10 (approximate depth of 3thinspnm), showing variation of N
	Discussion
	Methods
	Chemicals
	Preparation of substrates
	Atomic-layer deposition of aluminium oxides
	Sputter-deposition of metals

	Figure™7Cyclic voltammetries of MIS photoanodes with various interfacial layers and metal overlayers and their corresponding Mott-Schottky plots.(a) Representative j-V behaviour of the n-—SisolSiOx,RCAsolAl2O3solPt (2thinspnm)solNi (4thinspnm) and n-—Siso
	Preparation of electrodes
	(Photo)electrochemical measurements
	Electrochemical impedance spectroscopy
	X-ray photoelectron spectroscopy
	Data availability

	LewisN. S.NoceraD. G.Powering the planet: chemical challenges in solar energy utilizationProc. Natl Acad. Sci. USA10315729157352006TurnerJ.Renewable hydrogen productionInt. J. Energy Res.323794072008PinaudB. A.Technical and economic feasibility of central
	Figure™8Stability of the photoanode.(a) Chronoamperometic current versus time (j-t) curve of the n-—SisolSiOx,RCAsolAl2O3solPtsolNi photoanode measured at a constant applied voltage of 1.7 versus RHE in 1thinspM KOH solution under simulated solar illumina
	The authors would like to thank Herman Schreuders and Joost Middelkoop from the MECS group of TU Delft for technical support, Dr Lai-Hung Lai from Center for Nanophotonics, AMOLF for fruitful discussion, and Paula Perez-Rodriguez from the PVMD group of TU
	ACKNOWLEDGEMENTS
	Author contributions
	Additional information




