Control of zinc oxide nanowire array properties with electron
beam lithography templating for PV applications

Samuel M. Nicaise1*, Jayce J. Cheng2*, Amirreza Kiani2,3, Silvija Gradečak2, Karl
Berggren1
1

Department of Electrical Engineering and Computer Science, 2Department of Materials
Science and Engineering, Massachusetts Institute of Technology, Cambridge, MA 02139,
USA, 3Department of Electrical Engineering, University of Toronto, Toronto, ON, M5S3G4,
Canada
*These authors contributed equally to this work
E-mail: berggren@mit.edu
Abstract
Hydrothermally synthesized zinc oxide nanowire arrays have been used as nanostructured
acceptors in emerging photovoltaic (PV) devices. The nanoscale dimensions of such arrays
allow for enhanced charge extraction from PV active layers, but the device performance
critically depends on the nanowire array pitch and alignment. In this study, we templated
hydrothermally-grown ZnO nanowire arrays via high-resolution electron-beam-lithography
defined masks, achieving the dual requirements of high-resolution patterning at a pitch of
several hundred nanometers, while maintaining hole sizes small enough to control nanowire
array morphology. We investigated several process conditions, including the effect of
annealing sputtered and spincoated ZnO seed layers on nanowire growth, to optimize array
property metrics – branching from individual template holes and off-normal alignment. We
found that decreasing template hole size decreased branching prevalence but also reduced
alignment. Annealing seed layers typically improved alignment, and sputtered seed layers
yielded nanowire arrays superior to spincoated seed layers. We show that these effects arose
from variation in the size of the template holes relative to the ZnO grain size in the seed layer.
The quantitative control of branching and alignment of the nanowire array that is achieved in
this study will open new paths toward engineering more efficient electrodes to increase
photocurrent in nanostructured PVs. This control is also applicable to inorganic nanowire
growth in general, nanomechanical generators, nanowire transistors, and surface-energy
engineering.
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1. Introduction
The use of inorganic nanostructure arrays in emerging photovoltaic (PV) devices has recently
garnered much interest because the nanostructures present opportunities to mediate charge transport at the
nanoscale [1,2]. Bulk heterojunction PV devices utilizing zinc oxide nanowire arrays have shown high
performance when prepared in conjunction with a variety of active materials including P3HT [3,4],
PCBM:P3HT [5,6], CdS [7,8], dye-sensitizers [9,10] and colloidal quantum dot (QD) thin films [1]. The
minority carrier diffusion length in the active material of these devices lies in the nano- to micrometer
length scale. As such, provision of a nanostructured scaffold, e.g. ZnO nanowire array, can greatly aid
charge extraction [1]. Unlike other nanowire scaffold materials like TiO2 [11,12], hydrothermally
synthesized ZnO nanowire arrays are favorable because they can be grown at low temperature and
moderate pH [13] on a variety of substrates [4,14], with substantial control over morphology [15].
ZnO nanowire arrays, as shown in Figure 1a, have been successfully used to enhance QD-based PV
device performance [16–18]. However, a compromise exists between charge generation (high QD fill
factor) and charge extraction (high scaffold density) when designing the geometry of the nanostructured
scaffold acceptor because of effects on current density and consequently device power conversion
efficiency. Maximizing the QD fill factor increases the current density because absorption of incident
light occurs primarily in the QD film. Larger nanowire pitches allow for a higher QD fill factor and
decrease void formation in the QD layer, thus increasing light absorption. However, if the nanowire pitch
is too large, the disparity between collection length (several hundred nm) and absorption length (~1 μm)
results in regions of poor charge collection, or ‘dead zones’ [19]. Orthogonalizing control of the
collection and generation length scales thus allows more carriers to be collected compared to the
equivalent thin-film device; recent simulations of nanopillar QD PV devices performed by Kramer et al.
suggest that current density would be maximized at a nanowire array pitch of 276 nm [20] for MPAtreated PbS QDs. The ability to control nanowire pitch between 200 – 300 nm would thus be useful for
increasing QD PV power conversion efficiency.
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Considering the aforementioned compromise, we present in Figure 1a drawing of the ideal nanowire
array as part of a QD PV device and an experimental example of a ZnO nanowire array in which the pitch
is precisely controlled. While previous reports of templated ZnO nanowire arrays have controlled array
pitch [21–25], these reports did not simultaneously achieve (1) small template-hole diameter for singlenanowire growth and (2) high-resolution pitch-control for optimized charge collection. These
characteristics are required to grow single nanowires at precise positions for maximum charge collection.
Furthermore the profound effect of the ZnO seed layer on nanowire morphology makes it a key
processing parameter, and yet quantitative studies are lacking. In general, previous reports have observed
high quality ZnO nanowire array growth on sputtered seed layers [26–28] but array quality is inconsistent
for nanowires grown on spincoated seed layers [29,30]. Nanowire array engineering for PV device,
piezoelectric [31] and field-emitter [32] applications will require quantitative study of the effect of
processing conditions on array properties, specifically on branching (multiple nanowires growing from a
single template hole) and on nanowire alignment.

Figure 1: ZnO nanowire arrays for QD-based PV devices. (a) Schematic of an ideal templated nanowire array for
bulk heterojunction QD-based PV device. For demonstrative purposes, the array is void of QDs in the front of the
array, infiltrated with colloidal QDs (red) in the middle of the array, and has the full QD PV device cross section
with gold top contact (yellow) at back. QDs are not to scale. (b) Scanning-helium-ion micrograph (45° tilt) of a
templated ZnO nanowire array without infiltrated QDs.

Here, we focus on controlling the branching and alignment of ZnO nanowire arrays fabricated by
electron-beam lithography (EBL) and hydrothermal synthesis at the length scales that are relevant for
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nanowire-based QD PV devices. We specifically focus on the following process parameters: substrate,
seed layer deposition and annealing, and template hole size. Templated nanowire arrays were grown on
silicon, indium tin oxide-coated glass (ITO/glass) and poly(ethylene naphthalate) (PEN) substrates. ZnO
seed layers, deposited by sol-gel spincoating or sputter deposition, and either thermally annealed or used
as-deposited, were templated at a near-ideal pitch of 276 nm via an EBL-fabricated growth mask. The
degree of branching and alignment were used as figures of merit to determine the quality of the
fabrication process. We found that annealing of the seed layer improves nanowire array alignment for the
spincoated seed layer deposition process. Arrays grown on sputtered seed layers show superior alignment
compared to those grown on spincoated seed layers, while both show similar degrees of branching. The
choice of substrate used in this work contributes minimally to nanowire array quality. Consequently, the
process outlined here may be applicable to a wide range of substrate materials, thus supporting scalability
of the process. Control via template hole diameter is particularly dependent on the method for seed layer
deposition – while a decrease in hole diameter decreases branching, smaller holes result in poorer
alignment for spincoated seed layers but have no effect on sputtered seed layers. We suggest that array
control can be achieved with engineered template hole size relative to seed layer grain size, and explain
our results based on this hypothesis.

2. Experimental details
The EBL-templated hydrothermal growth process used in this work is shown in Figure 2. ZnO
nanowire arrays were grown hydrothermally after using EBL to define templates on both sputtered and
spincoated seed layers. The nanowire arrays were then inspected with either scanning electron
microscopy (SEM) or helium ion beam microscopy (HIM), and images were analyzed to extract
branching and alignment metrics.

2.1 Templated growth
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Figure 2: EBL fabrication process for templated hydrothermal ZnO growth. (a) ZnO seed layer deposition
either by sputtering (top) or spincoating from solution (bottom), (b) some of the samples were annealed at 400°C for
2 h while others were not annealed, (c) PMMA resist was spincoated and then (d) templating holes were defined by
EBL, (e) nanowires grew through the template holes in the hydrothermal growth solution, and (f) oxygen plasma
etching removed the remaining PMMA and exposed the bases of the nanowires. Colors: gray is the substrate, blue is
ZnO, and orange is the PMMA resist.

As shown in Figure 2a, ZnO seed layers were first deposited on Si (111), ITO/glass, and PEN
substrates by spincoating or sputtering. Si substrates have low surface roughness and were used as a
baseline for high quality nanowire growth. ITO/glass is a common conducting substrate used for PV
device electrodes, and PEN was chosen for its thermal properties to represent a possible flexible PV
substrate. Spincoated layers were deposited from a solution of 0.3 M zinc acetate/monoethanolamine
(1:1) in 2-methoxyethanol at 4000 rpm, for 60 sec and annealed at 175°C for 10 min; this process was
repeated to produce a ZnO thickness of ~30 nm. RF-sputtered ZnO films were deposited by using an AJA
Orion 5 at 100 W, 3 mT Ar for 24 min for a thickness of ~180 nm. Seed layers were then annealed on a
hotplate at 400°C in ambient atmosphere for 2 h (Figure 2b).
Poly(methyl methacrylate) electron-beam resist (4% dilution, 950PMMA A MicroChem) was
spincoated (shown in Figure 2c) at 4000 rpm for 60 sec, followed by a post-bake at 85°C for 2 min
(below the PMMA glass transition temperature, for solvent evaporation), and measured to be ~100 nm
thick via ellipsometry. As shown in Figure 2d, a Raith 150 electron-beam lithography tool was used to
write a 15 × 15 square array of circles at a pitch of 276 nm (~300 pA, 30 keV, 6-mm working distance).
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The electron-beam dose for each exposure varied from 100 to 40,000 μC cm-2. After the lithography step,
samples were developed at 24°C in a solution of 3:1 isopropanol (IPA):methyl isobutylketone (MIBK) for
1 min, rinsed with IPA for 1 min, and blown dry under nitrogen flow. As PMMA is a positive tone resist
at the delivered dose, the development solution dissolved the areas exposed by the electron beam to leave
behind holes in the PMMA film, exposing the underlying ZnO seed layer.
Pictured in Figure 2e, hydrothermal growth of ZnO nanowires was performed by suspending
patterned substrates face down in an aqueous growth solution (MilliQ 18 MΩ) consisting of 25 mM zinc
nitrate, 25 mM hexamethylene tetramine and 5 mM polyethyleneimine (Sigma-Aldrich) at 90°C for 100
min. Oxygen plasma etching was then used to remove the PMMA mask, leaving lithographically-defined
nanowire arrays (Figure 2f).
A Zeiss Orion HIM operating at 35 kV and a working distance of 10 mm was used to image the
resulting nanowire arrays (both top down and at 45° tilt) and pre-growth PMMA template hole arrays and
seed layers. A Veeco Nanoscope IV atomic force microscope (AFM) was used for imaging of the ZnO
seed layers in tapping mode with a standard Si tip.

2.2 Image analysis
Three morphological parameters were measured from micrographs in order to characterize the effects
of process variables. First, prior to nanowire growth, we measured the diameter of templating holes, as the
controlled experimental variable. The measurement was performed using a Matlab procedure (detailed in
SI) from top-down micrographs of the resulting template hole arrays. For a given template array, the
lithographic dose delivered to each hole location was designed to be the same. Hole diameters were
averaged over each individual array to obtain the template hole diameter metric as the controlled variable.
Second, the degree of branching was determined by counting the number of branched nanowires from
top-down micrographs. Figure 3a depicts branching, where an individual templating hole results in one or
multiple emerging nanowires. In this report, we use the term “nonbranched” to describe a template hole
that results in a single nanowire. Conversely, we use the term “branched” to describe a template hole that
7

results in two or more nanowires. For each array of nanowires, the prevalence of nonbranching was
calculated as the number of nonbranched divided by the sum of branched and nonbranched holes. Holes
without nanowires were excluded and this issue is discussed as nanowire array yield (see SI).
Lastly, we measured the alignment of the nanowires and calculated the order parameter as a
quantitative metric. The Herman’s order parameter S

〈

〉

, where φ is the deviation angle

between the nanowire and the substrate normal, is a widely used measure of the preferential alignment
[4,33,34]. As shown in Figure 3b, φ was measured from SEM micrographs of nanowire arrays taken at 45o
tilt (see SI for a detailed description of measurement method and discussion of geometric transformation).
For each array, S was calculated by averaging values for all nanowires in the array and it ranges between
values of 1 for alignment normal to the substrate and -0.5 for alignment parallel with the substrate
surface.

Figure 3: Analysis of micrographs for nanowire branching and alignment. (a) Micrographs of nanowires which
exemplify branched (left) and nonbranched (right) arrays. (b) Micrographs of nanowires which exemplify high (left)
and low (right) order parameter (S). All micrographs are at the same scale.

3. Results and discussion
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Figure 4: Helium ion micrographs of 276-nm pitch templated nanowire arrays obtained at 45° tilt. All
micrographs were chosen as the most aligned and least branched example from each experimental process
combination of substrate, seed layer deposition, and annealing. Note that template hole diameters are not identical
for each image. Nanowire growth from an annealed seed layer on PEN was not tested. All scale bars are identical.

We demonstrate the growth of templated unbranched ZnO nanowire arrays with good alignment for
all substrates, annealing conditions, coating processes, and a range of template hole diameters. Figure 4b
– i show examples of nanowire arrays grown on Si and ITO/glass. Nanowire diameter is constricted at the
base due to PMMA template confinement; unconstrained lateral growth takes place when the nanowire
emerges above the template causing larger diameters (details in SI). Qualitatively, rigid substrates (Si and
ITO/glass) result in less branched, more aligned nanowire arrays than flexible PEN substrates. The
nanowires grown on Si and ITO/glass are comparable to recent high-resolution templating of
hydrothermally-grown

ZnO

nanowires

on

Si,

GaAs,

GaN,

and

sapphire

[22,23,35–37].

Photoluminescence performed on nanowire arrays displayed low defect intensity peaks (see SI),
confirming good ZnO crystal quality. Nanowire alignment is marginally more orthogonal on Si as
compared to ITO/glass substrates. Figure 4a shows that high resolution templated growth on flexible PEN
substrates can be achieved, despite the non-conductive nature (and therefore difficult EBL) of PEN.
Nevertheless, the reliability of the fabrication process for PEN substrates is lower than that for Si and
ITO/glass. We attribute lower reliability to thermal degradation of the substrate, mechanical bending of
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the substrate from thin film stress, difficulty in carrying out EBL on a non-conducting surface, and
possibly, reduced adhesion energy between the ZnO nanowires and the substrate.

3.1 Effect of varying template hole size on branching
Branching is theoretically detrimental to PV charge collection because multiple nanowires emerging
from a single template hole negate the precise placement of individual nanowires, as engineered in the
template. Additionally, branched and misaligned wire growth can reduce the QD volume in the film and
generate voids in the film due to poor QD infiltration. Therefore, understanding and controlling nanowire
branching and alignment is critical for future development of nanowire-based QD PV devices.
Figure 5a and b display plots of the frequency of non-branching nanowires versus the measured
template hole size. We varied the template hole diameter between 50 and 100 nm, a length scale
challenging for many lithography techniques. For clarity, spincoated (Figure 5a and c) and sputtered
(Figure 5b and d) seed layers are separated, and templating hole diameters are binned in 10-nm intervals.
In general, the frequency of branching can be controlled over the whole range of 0 – 100% and we accept
>90% non-branched as an optimized array. Branching trends are similar for both sputtered and spincoated
seed layers. A range of template hole sizes results in arrays that have low enough branching to be
acceptable for device fabrication, but we always observe a decrease in branching as hole size decreases.
Arrays on spincoated and sputtered seed layers behave differently when annealed – branching increases
after annealing for spincoated seed layers (Figure 5a), whereas the opposite is true for sputtered seed
layers (Figure 5b). We attribute this effect to mutual impingement and template confinement, which will
be elaborated on subsequently.

10

Figure 5: Percentage of non-branched nanowires and alignment vs. template hole diameter. (a) and (b)
Percentage of non-branched nanowires as a function of template hole diameter. Percentage data points are plotted
for each templating hole array of each respective measured templating hole diameter falling in the specific bin. (c)
and (d) Plots of the order parameter S as a function of template hole diameter. Each data point is the average S for all
of the templating arrays with measured hole diameter falling in the specific bin. Error bars are one standard
deviation and omitted where smaller than symbol size.

3.2 Effect of varying template hole size on alignment
Figure 5c and d display plots of order parameter, S, versus the measured template hole size. We
observed two different trends depending on the nature of the seed layer: for spincoated seed layers (Figure
5c) the order parameter ranges from 0.5 to 0.9, whereas for sputtered seed layers (Figure 5d) the variation
is much smaller, ranging from 0.65 to 0.98. For spincoated samples, nanowire alignment improves with
increasing hole diameter, whereas there is little variation in alignment with changing hole diameter for
sputtered samples.
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3.3 Effect of annealing and template hole size on morphology
In addition to the strong effect that the size of the template hole has on array characteristics, annealing
generally results in better nanowire alignment, although annealing increases branching in spincoated seed
layers. Figure 5c shows that annealing spincoated seed layers results in more aligned nanowires. Figure
5d shows that annealing the sputtered seed layer on ITO/glass substrates only slightly affects alignment,
which can be attributed to the already excellent alignment of the unannealed sputtered seed layer [26].
The results show that template hole size and annealing have a strong impact on branching and
alignment. Branching has been shown to be affected by growth temperature [22] and concentration [38],
seed alignment [23], seed density [27], seed nucleation and growth [39], and template hole size [40]. We
suggest that the size of ZnO grains in the seed layer is the underlying factor that leads to the observed
influence of template hole size and annealing on nanowire growth. As the template holes are expected to
be larger than the ZnO grains in the seed layer, the number of exposed ZnO grains, and therefore the
prevalence of branching, is a function of the respective sizes of the template hole and exposed ZnO
grains. A precise measurement of ZnO grain sizes in the seed layer is thus necessary.

Figure 6: HIM and AFM micrographs of ZnO seed layers on Si before hydrothermal growth. Grayscale and
colored images are HIM and AFM micrographs, respectively. Thermal annealing (bottom row), as opposed to no
annealing (top row), increases the grain diameter. The diameters were measured from HIMs as (mean ± standard
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deviation) (a) 7.5±2.0, (b) 39.6±23.3, (c) 21.7±8.9, and (d) 51.2±16.1 nm. All scale bars and vertical AFM scales are
identical.

Figure 6 shows that seed layer grain size increases after annealing for both sputter-coating (from 39.6
± 23.3 to 51.2 ± 16.1 nm) and spincoating (7.5 ± 2.0 to 21.7 ± 8.9 nm). Template hole diameters typically
range from 40 – 120 nm, which is larger than the grain diameters and thus multiple grains are exposed to
the hydrothermal growth solution. Therefore, nanowire branching is reduced as the template hole
diameter decreases because fewer ZnO grains are exposed to the growth solution. Annealing reduces
overall branching for sputtered seed layers by increasing the ZnO grain size, though this does not apply to
spincoated seed layers because the ZnO grains are much smaller than in sputtered seed layers. To explain
increased branching for spincoated seed layers after annealing, we discuss the twofold effect of annealing
in increasing grain size and enhancing seed layer alignment below.
Isolating the factors that explain the observed trends in alignment is more difficult because alignment
is affected not only by the number of exposed grains, but also by seed layer texturing. In seeded growth,
nanowires grow directly from the c-planes of individual ZnO grains in the seed layer, and therefore the
texture of grains in the seed layer significantly alters the final nanowire alignment. ZnO films used as
seed layers are typically annealed to improve their c-plane texturing with respect to the substrate [14,41],
which is in agreement with our results where annealing generally improves nanowire alignment.
Furthermore, the prevalence of branching also changes nanowire density, which can affect alignment.
Misaligned nanowires tend to impinge mutually and/or grow into the PMMA template sidewalls,
preventing further growth and leaving only nanowires growing normal to the substrate [30]. In this report,
alignment is a function of template hole diameter in samples with substantial nanowire branching and
poor seed layer texturing, such as in spincoated seed layers (Figure 5c). As annealing improves grain
alignment in highly misoriented spincoated seed layers, fewer nanowires impinge into PMMA sidewalls,
causing branching to increase as more nanowires are able to grow vertically. This relationship suggests
that the dependence of the order parameter on template hole diameter and branching are actually mutually
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related, especially for spincoated seed layers where the grain sizes, whether annealed or unannealed, are
much smaller than the template hole diameters (see SI for further discussion). On the other hand, the
effect of nanowire density on order parameter is less pronounced in sputtered samples where seed layer
texturing has already been enhanced (Figure 5d) and we therefore suggest nanowire density is too low for
mutual impingement to have an effect. Finally, annealing also has the added effect of increasing the grain
size and decreasing the nanowire density, which is in turn detrimental to nanowire alignment [15]; this
could explain the marginally poorer alignment in annealed sputtered seed layers on ITO compared to
unannealed seed layers (Figure 5d).

4. Conclusion
In conclusion, we show that lithographic masks can be used for high-resolution templated
hydrothermal growth of ZnO nanowires and that the tested process parameters (substrate type, seed layer
deposition, annealing, and template hole size) can control branching and nanowire alignment. We found
that a well aligned ZnO nanowire array suitable for use in PV devices could be templated on an ITO/glass
substrate on an annealed spincoated seed layer. This is the first example of EBL-templating of ZnO
nanowires at high-resolution pitches suited to QD-based PV devices. Future research can pair larger ZnO
seed layer grains with transparent or flexible substrates and take advantage of parallel lithographic
approaches such as nano-imprint lithography [42], self-assembled microspheres [43] or low-cost optical
interference lithography [44]. Beyond ZnO nanowire QD PVs, this work is widely applicable in other
fields, such as nanomechanical energy generators, surface-energy engineering, nanowire transistors, and
templated growth of other inorganic nanowires [45–48].
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