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Abstract

ZnS nanorods were grown on c-plane Al,O; substrate by plasma-assisted metalorganic chemical vapor deposition
without employing any metal catalyst. By adjusting the reactor pressure in the growth chamber, vertical-aligned ZnS
nanorod arrays were obtained under lower pressure of 10Torr. The images of field-emission scanning electron
microscope and transmission electron microscopy of ZnS show that the obtained ZnS nanorods have a uniform
diameter of 60 nm with the length of about 400 nm. Selected-area electron diffraction pattern and X-ray diffraction
measurements indicate that ZnS nanorods are single crystals with a hexagonal structure. In photoluminescence
spectrum, a strong near band-edge emission located at 335 nm was observed, which indicates that the nanorods are of
high-optical quality.
© 2005 Elsevier B.V. All rights reserved.

PACS: 81.15.Gh; 78.67.Lt; 78.67.—n

Keywords: Al. Nanostructure; A3. Metalorganic chemical vapor deposition; Bl. Zinc compounds; B2. Semiconducting II-VI materials

1. Introduction

One-dimensional (1D) nanoscale semiconductor

structures, such as nanowires, nanobelts, and
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opto-electronic devices [1]. ZnS, an important
semiconductor compound, has wide band-gap
energy of 3.7eV at 300K [2]. It has been used as
emitter in photoluminescence (PL) [3], electrolu-
minescence [4], mechanoluminescence [5], acousti-
cluminescence [6], and thermal luminescence [7].
ZnS also has wide applications in the fields of
displays, sensors, lasers [8], and photocatalysis [9].
The ZnS in nanoscale has been reported to have
some characteristics different from the bulk
crystal, which may extend its application range
[10]. Recently, various ZnS nanostructures have
been synthesized. For instance, nanowires [11-13],
nanosheets [14,15], nanobelts [16,17], nanorods
[18], nanoribbons [10,19], and nanotubes [20], etc.
Most 1D ZnS nanostructures were grown using a
thermal evaporation method with Au catalyst
following vapor-liquid—solid (VLS) growth me-
chanism. In VLS growth process, catalysts play an
essential role by forming liquid alloy droplet to
provide nucleation sites for 1D nanostructure
growth [21]. However, even low defect concentra-
tions affect physical properties of semiconductors
and unintentionally doped impurities are detri-
mental to device fabrication [22].

In this article, we reported a catalyst-free method
to grow vertical aligned ZnS nanorods array. The
ZnS nanorods were fabricated by plasma-assisted
metalorganic chemical vapor deposition (P-
MOCVD). MOCVD is of particular interest since
it has many advantages such as feasibility of large
area growth as well as simple and accurate doping
and thickness control. At present, the vertically well-
aligned ZnO nanorods [22], and nanotips [23] have
been successfully prepared by using this technique.
As far as we know, ZnS nanorods grown by P-
MOCYVD have not been reported. To determine the
growth condition of ZnS nanorods, the experiment
was operated under various growth pressure but the
other growth parameters were fixed. Obtained ZnS
nanorods were investigated further to characterize
the structural and optical properties.

2. Experimental procedure

ZnS nanorods were grown on c-plane Al,Oj
substrates by a self-assemble P-MOCVD system at

substrate temperature of 650 °C without employ-
ing any metal catalyst. To obtain the optimum
growth parameters of ZnS nanorods, growth
pressures were fixed to 35, 24, 16 and 10Torr.
High-purity hydrogen was used as carrier gas to
transfer the reactants into the reaction chamber
with a horizontal rectangular quartz reactor and
the total gas flow rate was kept at 2L/min.
Dimethylzinc (DMZn) and H,S were used as
reaction precursors. Growth time of samples in
the reaction chamber was 50 min. The plasma of
our MOCVD equipment was produced by high-
frequency inductive loop, which enlaced outside
quartz growth chamber. This high-frequency loop
could heat up substrates. And plasma generation
depended strongly on both growth temperature
and reactor pressure.

The crystal structure of ZnS nanorods was
investigated by X-ray diffraction (XRD) including
0 — 20 scan and selected-area electron diffraction
(SAED). Surface morphology of samples was
examined using a field emission scanning electron
microscope (FE-SEM) and transmission electron
microscopy (TEM). PL spectroscopy measurement
was carried out under the condition of excitation
by a He—Cd laser (325 nm).

3. Results and discussion

Fig. 1 shows FE-SEM images of ZnS nano-
structures fabricated under different reactor pres-
sures at 650 °C. At a reactor pressure of 35 Torr, a
ZnS thin film with rough surface was observed, as
show in Fig. 1(a). This thin film consists of
nanoislands with a diameter around 200 nm. Fig.
1(b) shows the meshwork structure of ZnS
obtained at 24 Torr, which is composed of
congregating ZnS nanograins. As the growth
pressures decreases to 16 Torr, ZnS nanorods with
diameters of 70-120 nm present on the substrate
surface. The lengths of nanorods are in range of
100-300 nm. Finally, when reactor pressure
reached to 10Torr, highly vertical aligned ZnS
nanorods were obtained, as shown in Fig. 1(d).
Sizes of the nanorods were given in the images of
TEM, as seen in Fig. 3. Moreover, Fig. 1(d) also
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Fig. 1. FE-SEM images of ZnS nanostructure formed at 650 °C under different reactor pressures: (a) 35 Torr, (b) 24 Torr, (c) 16 Torr

and (d) 10 Torr.

revealed that the distributions of nanorods in
diameters, lengths, and densities are uniform.

By analyzing XRD patterns all the ZnS nano-
structures are wurtzite structure at different
growth pressure. Fig. 2 shows the XRD pattern
of ZnS nanorods grown on c¢-plane sapphire
substrates at reactor pressures of 10 Torr. In Fig.
2 only ZnS (002) and Al,O3 (006) diffraction
peaks were detected at 28.61° and 41.67°, respec-
tively, which indicated that the highly oriented
hexagonal (wurtzite) nanorods were grown with
heterogeneous in-plane alignments as well as c-axis
orientation.

The morphology and structure of ZnS nanorods
were characterized in further detail by TEM and
SAED. Fig. 3 shows the TEM image of nanorods
grown at reactor pressure of 10 Torr. The insert is
the SAED pattern of a single ZnS nanorod. It is
clearly seen that the ZnS nanorods with diameters
and lengths of about 55-60 and 350-400 nm,
respectively, were obtained. The bright diffraction
spots in the SAED pattern indicate that the ZnS
nanorods are single crystalline structure [24].
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Fig. 2. The XRD pattern of ZnS nanorods grown on c-
sapphire substrates at reactor pressures of 10 Torr.

The different morphologies of all products are
believably related to the influence of plasma
energy on the reaction precursors. Because in the
experiment no special plasma generator is
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Fig. 3. TEM image of ZnS nanorods at reactor pressure of
10 Torr. The insert is the SAED pattern of a single ZnS
nanorod.

equipped in our system, the plasma generation in
the growth chamber is strongly dependent on
growth temperature and reactor pressure. When
the substrate temperature kept constant, the
energy of the species in the plasma is only a
function of the reactor pressure. As pressure
decreases, the kinetic energy of species increases
due to the enhancement in intensity of the plasma.
The effect of plasmas is believed to provide an
additional energy to enhance the surface mobility
of the reactant radicals [25]. As reported pre-
viously [26], this increased plasma intensity lead to
evolution of the surface roughness and a change of
the growth mode from two- to three dimensional.
Furthermore, when the plasma energy is high
enough the generated plasma will damage the
product, which means some unstable nucleation
sites could be removed from the substrate surface.
This effect will lead to the construction of special

nanostructures under high-energy plasma treat-
ment. Based on above discussion, a plasma
assistant growth mechanism could be employed
to explain nanorods growth. Moreover, the lattice
mismatch between Al,O3 substrate and hexagonal
ZnS is only about 3%, the small lattice mismatch
allow for the preferential growth of the crystal
along the c-axis direction. Under high growth
pressure (35 Torr, low plasma energy), the migra-
tion of atoms in the surface is slight influenced on
by the plasma. The initial islands will grow up
to continuous larger crystalline grains, as seen in
Fig. 1(a). As the growth pressure decreases,
morphology of ZnS was changed from films to
nanostructure because ion damage and higher
migration of surface atoms. Then with further
increase in the plasma energy, only some limited
nucleation sites could exist, resulting in nanorods
growth. Because of the effects of both high-
substrate temperature and high-plasma energy,
nucleation occurs almost epitaxial growth on
substrate surface. As discussed above, ZnS nanor-
ods aligned vertically well could be obtained under
pressure of 10 Torr. The reactor pressure cannot
be set below 10Torr due to the limit of our
MOCVD equipment.

Optical properties of ZnS nanorods was mea-
sured by the PL spectrum excited by a He—Cd laser
with 325 nm line at RT, as seen in Fig. 4. A strong
ultraviolet emission peak located at 335nm was
obtained from the as-grown ZnS nanorods at
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Fig. 4. The PL spectrum of the as-grown ZnS nanorods at RT.
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reactor pressures of 10 Torr, which is assigned to
near band-edge emission of ZnS [27]. A very weak
visible emission band located at around 430 nm
was also observed, which can be attributed to the
existence of defect in the ZnS, such as vacancies,
dislocations or surface states [24]. The strong UV
peak and weak visible band provide evidence that
ZnS nanorods with high structural and optical
quality were obtained.

4. Conclusion

The growth of highly aligned ZnS nanorods
using plasma-assisted metalorganic chemical va-
por deposition at 650°C was reported. It was
found that the plasma plays an important role in
the growth process and results in change of
morphology of ZnS. The plasma generation was
strongly dependent on growth pressure. Under the
pressure of 10 Torr, well-aligned ZnS nanorods
array could be obtained. FE-SEM images revealed
that nanorods with uniform distributions in their
diameters, lengths, and densities were grown
vertically on the substrate. SAED pattern mea-
surements show that the ZnS nanorods are single
crystal with wurtzite structure in nature. The
strong near band-edge PL peak and very weak
visible emission reveal the good optical properties
of the nanorods.
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