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Negative and positive microscale patterning of metal oxides
is efficiently and rapidly carried out on flat Si(100) surfaces
via a simple white light assisted bipolar electrochemical
process.

The importance of transparent or semi-transparent thin films of
high band gap metal oxide semiconductors is rapidly increasing
due to a wide range of applications,1 such as inexpensive
photovoltaic cells,2,3 electrochromic smart windows,4 ultrafast
color displays,5 and as a base material for room temperature
dilute magnetic oxides (DMO).6 Various techniques such as
simple sol–gel preparation followed by dip or spin coating,7
radio frequency magnetron sputtering,8 chemical vapor deposi-
tion,9 or laser ablation10 have been used for many years to
prepare metal oxide thin films. Electrochemical deposition has,
however, been the focus of much recent interest due its
comparable simplicity of required apparatus, and the possibility
for either kinetic or thermodynamic control of products via
galvanostatic or potentiostatic modes.11 Since Switzer in-
troduced an electrosynthetic technique for preparation of metal
oxides in 1987,12 there have been many reports outlining
electrochemical deposition of different metal oxides on various
types of conducting substrates.11 Generally, metal oxide
deposition can be accomplished by either anodic or cathodic
bias, depending on the desired oxide.11,13–17 Patterning of metal
oxide thin films is central to their application in technological
devices to allow for spatial definition.18 Here we describe a
general white light promoted electrochemical metal oxide
photopatterning procedure on n- or p-type Si(100) that allows,
in a very straightforward and efficient manner, both negative
and positive masking, as shown in Fig. 1.

A number of electrochemical deposition parameters were
systematically varied to determine the requirements for positive

and negative pattern formation on Si(100) substrates, as
summarized in Table 1. In addition, the influence of different
procedures on the metal oxide structures was determined by X-
ray diffraction (XRD) and scanning electron microscopy
(SEM). The first four processes, 1P–4P, are illuminated through
a grid mask with white light, and the second four, processes 1–4,
do not involve photopatterning and are used as reference
samples. Only processes 3P and 4P lead to positive and negative
photopatterning, depending upon the doping of the silicon.
Processes 1P and 2P, on the other hand, lead to homogeneous
deposition of metal oxides across the entire face of the exposed
silicon surface. Fig. 2 shows the results of positive and negative
photopatterning experiments formed via process 3P with zinc
nitrate on n-type (left) and p-type (right) silicon substrates as
visualized by optical microscopy (similar patterns of CeO2 and
Cr2O3 are shown in the ESI†). The dark areas in Fig. 2 are
underivatized Si, and the light areas the metal oxide, as
determined by XRD (vide infra). The metal oxides deposit in
the shaded region when the substrate is n-type Si, and
exclusively in the illuminated area on p-type Si. Process 4P,
involving in situ heating and elimination of the secondary
sintering step, yields similar results and indicates that metal
oxides can be successfully patterned regardless of the heating
process. Earlier work has shown that in the case of metal oxides

† Electronic supplementary information (ESI) available: experimental
details, XRD profiles, optical and SEM micrographs. See http://
www.rsc.org/suppdata/cc/b1/b104586p/

Fig. 1 Schematic view of electrochemical patterning of ZnO on Si(100)
substrates with white light illumination through a photomask. Positive and
negative patterning can be achieved through bipolar electrochemical
treatment.

Table 1 Outline of the 8 different metal oxide deposition approaches for
synthesis of ZnO, CeO2 and Cr2O3 on Si(100). Processes 1–4 do not involve
patterning, while processes 1P–4P differ only in that they are patterned via
simultaneous white light illumination with a photomask

Photopatterning of metal oxides on Si
Method Treatment

Process 1P Unipolar (cathodic) ? ex situ sintering at 350 °C
Process 2P Unipolar (cathodic) ? in situ heating at 60 °C
Process 3P Bipolar (anodic followed by cathodic) ? ex situ

sintering at 350 °C
Process 4P Bipolar (anodic followed by cathodic) ? in situ

heating at 60 °C
Non-photopatterned deposition of metal oxides on Si
Process 1 Unipolar (cathodic) ? ex situ sintering at 350 °C
Process 2 Unipolar (cathodic) ? in situ heating at 60 °C
Process 3 Bipolar (anodic followed by cathodic) ? ex situ

sintering at 350 °C
Process 4 Bipolar (anodic followed by cathodic) ? in situ

heating at 60 °C

Fig. 2 Optical micrographs of the patterned ZnO films on n- and p-type Si.
The diameter of the circular area is 1.0 cm. The light areas correspond to the
metal oxide deposits while the dark areas correspond to underivatized Si
surfaces.
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which can be formed via anodic oxidation on silicon (Tl2O3 for
example), photopatterning occurs only in the illluminated area
of n-type silicon.14 The bipolar electrochemical deposition
approach therefore demonstrates excellent and unique selectiv-
ity for both negative and positive photopatterning of different
metal oxides on silicon substrates.

While unipolar cathodic metal oxide deposition with either ex
situ sintering19 or in situ heating15 is known in the literature,
bipolar deposition, on the other hand, is not. Processes 1–4 were
examined to prepare large areas of metal oxide for character-
ization, and to ensure that the same material is produced under
photopatterning conditions (processes 1P–4P). XRD experi-
ments reveal that the ZnO film deposited by cathodic unipolar
treatment (processes 1 and 2), with or without illumination, is of
a wurtzite crystal structure (JCPDS table 35–1451).20 The XRD
patterns of ZnO deposited through processes 3 and 4 on n-type
Si are identical to processes 1 and 2, also of a wurtzite structure,
and little difference in the crystal structure between in situ
(process 3) and ex situ heating (process 4) is noted. The XRD
spectra of the photopatterned metal oxides indicate that the
crystal structures formed under these conditions (processes 3P
and 4P) are the same as processes 1–4, and thus the
photopatterning process does not have a major influence on the
nature of the metal oxide. The details of XRD studies of all the
metal oxides studied here are included in the ESI†. SEM studies
revealed that a porous granular thin film is formed via all of
these electrodeposition procedures ESI†. The mechanism for
cathodic metal oxide formation is most likely nitrate reduction,
forming OH2 which precipitates the metal hydroxide/oxide.15

The bipolar electrochemical deposition technique that leads
to patterning requires application of a short period of anodic
current to the silicon surface (+ 5 mA cm22) for 5 s, prior to
cathodization (25 mA cm22) for 5 min. As a control
experiment, the silicon surface (both n- and p-type) was
illuminated through a photomask during application of a
cathodic current for 5 min, without the preceding short anodic
pulse. Under these conditions, only homogeneous deposition of
metal oxides occurs over the entire substrate surface; no
patterning is observed, confirming the importance of the short
anodic pretreatment for patterning ZnO, CeO2 and Cr2O3.
Another control experiment involved cathodic treatment after

light illumination on n- or p-type Si in the deposition solution
for 10–60 s without any applied current. Again, only a
homogeneous thin film was achieved, as observed under
cathodic unipolar treatment. These results clearly show that the
deposition of metal oxides and their patterning is not controlled
by the generation of excess holes during the electrochemical
metal oxide deposition process.

On the n-type Si electrode, hole migration under positive bias
to the illuminated area takes place, leading to patterned silicon
oxide formation which requires holes at the surface; the holes
are provided by electron tunneling from the valence band to the
conduction band. Therefore, the applied current will flow
preferentially through the illuminated areas, giving rise to
selective silicon oxide growth in these regions. The silicon
oxide formed is expected to act as an electronic barrier. Thus,
upon application of cathodic current, metal oxide deposition
will take place only in the dark areas because the SiO2 layer
blocks current in the illuminated regions, as shown schemat-
ically in Fig. 3. On the p-type Si electrode, on the other hand,
holes are the majority charge carriers and thus charge separation
upon the illumination is not expected at a low bias of +5 mA
cm22, i.e. the whole area should be oxidized. In this case,
however, the onset of the photocurrent may be at a more
positive potential than the breakdown potential of the bulk
silicon band gap (electron tunneling from the valence band to
the conduction band at the surface), leading to metal oxide
deposition only in the illuminated areas. Further investigation is
presently being performed in order to elucidate these mecha-
nisms more clearly.
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Fig. 3 Schematic illustration of the effect of light illumination, allowing
selective photopatterning of various metal oxides on n- and p-type silicon,
outlining the importance of doping type. Illumination coupled with
application of an anodic bias induces holes to localize in the illuminated
areas for n-type Si, and in the shaded areas for p-type Si. Therefore, silicon
oxide formation occurs in positive and negative areas, relative to the
photomask. The insulating characteristics of the SiO2 layer prevent metal
oxide deposition during the subsequent cathodic step.
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