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ABSTRACT

This article reports an investigation on the growth behaviour of ZnO epitaxial nanostructures and thin
films grown by metalorganic chemical vapour deposition (MOCVD). Self-arranged periodic ZnO nanos-
tructures consisting of a large number of ZnO nano-columns can be directly grown on bare sapphire
surface without any lithography or other pre-patterning processes. The spacing of periodic nanos-
tructures was ~117 nm. The measurements of XRD 20/w and ¢ scans indicated that epitaxial and
non-epitaxial ZnO grains coexisted on the same substrate. According to cross-sectional transmission
electron microscopy observation, these periodic ZnO nanostructures were epitaxially grown on sapphire
substrates and separated by non-epitaxial ZnO grains. However, the in-plane periodic arrangement of
ZnO nanostructures disappeared while increasing the growth temperature. Initial sapphire surface struc-
ture and CVD growth kinetics closely relate to the growth of self-arranged periodic ZnO nanostructures.

Epitaxial growth

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

One-dimensional ZnO nanostructures have been received
extensively interest due to their fascinating physical proper-
ties, including wide band gap (3.36eV), high exciton binding
energy at room temperature (60 meV), piezoelectrisity, extraor-
dinary structural diversity, and chemical-sensing effect [1-4].
Therefore, various novel applications in electronics, optoelectron-
ics and electromechanical nanodevices have demonstrated, such
as nanolasers [1,5], nanowire-field transistors [6], solar cells [7],
and piezo-nanogenerators [2]. Aregular spatial organization of ZnO
nanostructures is necessary for the realization of above-mentioned
nanodevices. Thus, many attempts to make significant advance in
the control of spatial position, density, and morphology of ZnO
nanostructures have been devoted by numerous groups, and var-
ious methods have been proposed to achieve spatial organization
of ZnO nanostructures, including electron-beam lithography [8],
self-assembled nanosphere array templates [9], and nano-imprint
technologies [10].

Epitaxial growth has been regarded as a key technology for
advanced optoelectronic device applications. Recently, various self-
organized IlI-V semiconductor nanostructures can be successfully
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obtained through heteroepitaxial growth processes [11]. While a
wide range of substrates have been used for growing high qual-
ity ZnO epitaxial thin film and nanostructures [12-15], sapphire
is more favored substrate for the epitaxial growth of ZnO thin
films or nanostructures, owing to low cost and large size single-
crystal being commercially available. In this article, we show that
self-arranged periodic striped ZnO nanostructures can be directly
grown on the (000 1) plane sapphire surface by controlling CVD
growth kinetic and substrate surface structure without any com-
plicated lithographies or sophisticated processes. The mechanism
of the growth of self-arranged periodic ZnO nanostructures on sap-
phire is proposed and discussed.

2. Experimental procedure

A reduced pressure hot-wall type MOCVD apparatus was employed to imple-
ment the epitaxial growth of ZnO nanostructures on c-plane sapphire substrates.
Zinc acetylacetonate (Zn(acac),, 99.995 purity) and O, (99.999 purity) were used as
the zinc and oxygen source, respectively. The precursor of Zn(acac); was heated at
90 °Cbefore introduction into the chamber by carrier gas of nitrogen (99.99%), which
was separated from oxygen flow before reaching the substrate surface to avoid to
direct reaction of oxygen with zinc source. Prior to ZnO growth, as-received c-plane
sapphire substrates in 1cm x 1 cm size was annealed at 1200°C in air for 4h and
then were ultrasonically cleaned by acetone. The ZnO nanostructures were grown
at temperatures of 450 and 500 °C, respectively, for 120 min.

X-ray diffraction characterization of ZnO nanostructures was carried out by a
Philips X'Pert diffractometer with a Cu Ka radiation source. The field emission scan-
ning electron microscopy (FESEM, Hitachi S-4700) and atomic force microscopy
(AFM, Digital Instrument: NanoMan NS4+D3100) were used to examine the topog-
raphy of ZnO nanostructures and sapphire surface, respectively. Cross-sectional
transmission electron microscopy (XTEM) observation was performed on a Philips
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Fig. 1. Low and high magnification of SEM images of the ZnO nanostructures grown at the different temperatures: ((a) and (b)) 450°C, ((c) and (d)) 500°C. The insets in (a)
and (c¢) showing the corresponding FFT power spectra obtained from the SEM images. The inset in (d) showing the corresponding cross-sectional SEM image.

Tecnai G2 microscope operated at 200 kV. The site-specific cross-sectional XTEM
specimen was prepared by focused ion beam technique (FIB).

3. Results and discussion

Fig. 1 shows SEM images of ZnO nanostructures grown at the
different growth temperatures. It is interesting to note that peri-
odic striped nanostructures can be found in the sample grown at
450°C, as shown in Fig. 1(a). Furthermore, the periodicity of the
striped nanostructures can be deduced from the fast Fourier trans-
formation (FFT) power spectrum of the SEM image (the inset of
Fig. 1(a)). The FFT power spectrum exhibits a set of sharp spots,
indicating that the striped ZnO nanostructures have high degree
of spatial ordering, which corresponds to the spatial periodicity of
117 nm. According to the enlarged SEM image of Fig. 1(a), a large
number of dot-like ZnO grains with an average size of about 60 nm
lining-up to form striped nanostructures along a specific direction
are clearly shown in Fig. 1(b). The measured spacing between two
adjacent striped nanostructures is approximately 115 nm, which
is in good agreement with the FFT results. In addition to striped
nanostructures, irregularly shaped grains which are recognized as
polycrystalline ZnO grains can be seen from the image. However,
in the case of ZnO nanostructures deposited at the temperature of
500°C, ZnO nanorods with diameters of ~100 nm grew over the
entire sample, as shown in Fig. 1(c) and (d). The corresponding FFT
spectrum (inset of Fig. 1(c)) exhibits a broad ring around the origin
of Fourier space, suggesting that the ZnO nanorods distribute ran-
domly on the substrate without any spatial ordering. In Fig. 1(d),
the top faces of ZnO nanorods appear to hexagonal in shape, as
marked by white lines, indicating that [000 1] direction of these
ZnO nanorods are parallel to the sample normal direction. Verti-
cally aligned ZnO nanorods grown over the sample can be further
verified by cross-sectional SEM observation (the inset of Fig. 1(d)).

Fig. 2 shows the XRD 260/w spectra of the ZnO nanostructures
grown at the temperatures of 450 and 500 °C, respectively. Both
of XRD spectra display strongly (000!) family reflections of ZnO,

suggesting that the ZnO nanostructures present a c-axis preferred
orientation. However, the 26/w scan obtained from ZnO grown
at 450°C, a weak peak corresponding to ZnO (101 1) reflection
appears in the spectrum. The irregularly shaped polycrystalline
grains which have been observed in Fig. 1(b) might contribute to
this weak diffraction peak.

The in-plane crystallographic relationship between ZnO nanos-
tructures and sapphire substrates was established using the XRD
@-scan shown in Fig. 3. The ZnO (1122) and sapphire (1126)
planes were used to perform the ¢-scan measurements. In Fig. 3(a),
the ¢-scan for the (1122) reflection of ZnO grown at 450°C
exhibits sixfold symmetry with a rotation of 30° with respect to
sapphire, indicating that a large portion of ZnO nanostructures
formed on c-plane sapphire substrate exhibits in-plane align-
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Fig. 2. XRD 26/w scans corresponding to the ZnO nanostructures grown at 450 and
500°C.
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Fig. 3. XRD ¢-scans of ZnO {1122} and sapphire {112 6} reflections corresponding
to the ZnO nanostructures grown at (a) 450°C and (b) 500 °C.

ment following the relationship of (000 1)z,0/(000 1)s3pphire and
[1120]2n0lI[1010]sapphire. although the existence of polycrys-
talline ZnO grains have been detected from SEM observation and
XRD 20/w analysis. In contrast, two sets of peaks with an angle
difference of 30° coexist in the ¢-scan profile of ZnO nanorods
grown at 500°C, as shown in Fig. 3(b). The other set of peaks, as
marked by stars, is regarded as well-known 30° rotation domains
with an in-plane orientation of [1010]zy0/I[1010]sapphire- These
two kinds of in-plane orientation relationship between ZnO and
sapphire are often observed in ZnO epitaxially grown on c-plane
sapphire substrates [16,17].

In order to directly observe the periodic striped ZnO nanostruc-
tures grown on sapphire substrate, characterization of XTEM was
performed, which is essential for understanding the growth mech-
anism. A thin foil specimen for XTEM observation was extracted
from an elongated area across several ZnO nano-stripes by site-
specific FIB milling and ex situ pick-up techniques. In Fig. 4(a), the
bright field XTEM image shows that several column-like ZnO grains
with rounded tip, as indicated by black arrows, embedded in ZnO
layer exhibit dark contrast. Note that the mean distance between
adjacent rounded ZnO columns ranges from 100 to 120 nm, which

is similar to the periodicity of striped nanostructures. Thus, these
well-separated rounded ZnO columns correlate to the dot-like ZnO
grains which line-up to form striped nanostructures, as seen in the
SEM images (Fig. 1(b)). A selected area electron diffraction (SAED)
pattern (inset of Fig. 4(a)), was taken from an interface between
ZnO column and sapphire along the zone axis of sapphire [1210]
direction. The result of diffraction pattern definitely indicates the
epitaxial growth of rounded ZnO columns on sapphire and the
epitaxial relationship between nano-columns and substrate as fol-
lows (0001)z,01/(000 1)sapphire and [1120]z,0lI[101 Olsapphire' In
Fig. 4(b), all rounded ZnO columns are in contrast in the dark-
field image obtained by using the ZnO 0002 diffraction spot to
image; however, other regions between two adjacent ZnO columns
are out-of-contrast, indicating that these periodic striped ZnO

Fig. 4. (a) XTEM bright field image of a FIB milled foil extracted from an elongated
area across several ZnO nano-stripes showing several rounded column grains with
dark contrast, as indicated by black arrows. The insert in (a) showing corresponding
SEAD pattern taken from the interface region between ZnO nano-column and sap-
phire substrate. (b) XTEM dark-field image obtained by using ZnO 00 0 2 diffraction
spot to image.
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Fig. 5. (a) AFM image (2 wm x 2 pum area) of the as-annealed sapphire surface. (b)
The schematic illustration of self-arranged epitaxial ZnO nano-columns grown along
the linear step edges.

nanostructures were epitaxially grown on sapphire substrate and
separated by non-epitaxial crystalline materials.

In this work, the periodic striped ZnO nanostructures were
directly grown on sapphire substrate without any lithography pro-
cess. The exact reason is not known as to why the self-arranged
periodic ZnO nanostructures can be formed on the bare sapphire
substrate, but a preliminary inference can be given by consider-
ing sapphire surface structure. Thus, AFM was employed to clarify
the correlation between the periodic arrangement of self-organized
ZnO nanostructures and sapphire surface structure. In Fig. 5(a)
the AFM image (2 m x 2 um area) of as-annealed sapphire sur-
face displays a linear step and terrace structure, which exhibits
periodically faceted structure. Noting that the terrace-width dis-
tribution ranging from 100 to 120 nm is in the same range with the
periodicity of striped ZnO nanostructures, and hence the growth
of periodic ZnO nanostructures is closely related to such periodi-
cally faceted surface structure. In general, such step edges which
have a large number of dangling bonds act as preferred nucleation
sites for heteroepitaxial growth. Therefore, periodically faceted
surface of sapphire provides a natural template for the epitax-
ial growth of self-arranged periodic nanostructures. The linearly
aligned ZnO nanodots arrays grown along the step edges of sapphire
by MOCVD have also been reported in other literatures [18,19].
In present case, the linear step edges act as nucleation sites for
epitaxial growth of self-arranged periodic ZnO nano-columns, as
illustrated in Fig. 5(b). In addition, based on the dark-field TEM
observation, non-epitaxial crystalline materials were also grown
on the substrate. The relatively low growth temperature (450°C) is
possibly responsible for the formation of non-epitaxial ZnO grains.
Furthermore, the absence of non-epitaxial ZnO grains can be found

as increasing growth temperature, which was confirmed by XRD
measurements (26/w- and g-scans). However, the in-plane peri-
odic arrangement of nanostructures disappears while growing at
500°C. The growth temperature is another important factor to the
formation of self-arranged periodic ZnO nanostructures, because
adsorption, diffusion, and desorption of adatoms on substrate
surface during CVD process significantly depends on the growth
temperature. The influence of the growth conditions on the forma-
tion of self-arranged periodic nanostructures is still not explicit at
the moment and will be clarified in future work.

4. Conclusion

In this article, self-arranged periodic nanostructures consist-
ing of epitaxial ZnO nano-columns have been directly grown
on bare c-plane sapphire substrates by MOCVD without any
pre-patterning processes. According to the results of XRD and
TEM characterization, these periodic ZnO nanostructures were
epitaxially grown on sapphire substrate following the relation
of (0 00 1)ZnOH(000 1)sapphire and [1 12 O]ZnOH[1 01 O]sapphire- The
periodicity of ZnO nanostructure was closely related to the mean
terrace-width which was verified by AFM observation. Periodically
faceted surface of annealed sapphire provides a natural template
for the epitaxial growth of self-organized periodic nanostructures.
The growth of self-arranged periodic ZnO nanostructures signifi-
cantly depends on the initial sapphire surface structure and CVD
growth kinetics.
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