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a b s t r a c t

Mono-dispersed SnO2 1D nanostructures of different diameters and SnO2 1D nanostructures with

graded diameters have been fabricated by modulating oxygen partial pressure in chemical vapor

deposition method, in which Sn powder and oxygen gas were used as the source materials.

Experimental results indicate that the diameters and the band gap of SnO2 1D nanostructures depend

much on the oxygen partial pressure in the growth chamber. When the oxygen partial pressure is

increased or decreased during the growth process, the diameter of SnO2 nanowire increases or

decreases, while the band gap decreases or increases due to oxygen vacancies and tin interstitial atoms,

correspondingly. Furthermore, the change of oxygen partial pressure can also induce change in growth

directions of SnO2 1D nanostructures. The growth mechanism of SnO2 nanowires under different

growth conditions is also discussed.

& 2009 Elsevier B.V. All rights reserved.

1. Introduction

SnO2 is a typical wide band gap semiconductor (Eg=3.6 eV, at
300 K), which exhibits n-type conduction due to an excess of oxygen
vacancies. SnO2 has been widely used in transparent conducting
electrodes [1], solid-state gas sensors [2], solar cells [3], and catalyst
supports [4]. Owing to surface effect and size-confinement effect,
SnO2 one-dimensional (1D) nanostructures (such as nanowires,
nanobelts and nanorods) have been shown to exhibit much more
abundant physical and chemical properties than their bulk crystal,
and then have even wider potential applications. Therefore, SnO2 1D
nanostructures have attracted considerable attention and provoked
extensive researches [5–9]. SnO2 1D nanostructures have been
synthesized successfully by various methods, such as chemical vapor
deposition (CVD) [10,11], hydrothermal method [12], microemulsion
technology [13], laser ablation [14], etc. At the same time, various
complex SnO2 1D nanostructures, including nanorings [15], zigzag
structure [16,17], V-shaped nanorods [18], dendritic nanorods and
falchion-like nanosheets [19], have also been fabricated.

In this work, we report the fabrication of mono-dispersed SnO2

1D nanostructures of different diameters and SnO2 1D nanostruc-
tures with graded diameters by CVD method, which is the most
commonly used method because of its low demand in equipment,
simple operation and low cost. By using Sn powder and oxygen gas
as source materials, we found that the diameters and the band gap
of SnO2 1D nanostructures depend much on the oxygen partial
pressure in the growth chamber. With the oxygen partial pressure
increased or decreased during the growth process, the diameter of
SnO2 1D nanostructure increases or decreases, while the band gap
decreases or increases due to oxygen vacancies and tin interstitial
atoms, correspondingly. The change of oxygen partial pressure can
also induce change in the growth directions of SnO2 1D nanos-
tructures. The growth mechanism of SnO2 nanowires under different
growth conditions is also discussed.

2. Experimental details

The experiment apparatus for chemical vapor deposition is
similar to that described in our previous work [20]. A quartz tube
(1200 mm in length and 25 mm in diameter) was put in a
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horizontal tube furnace and served as sample growth chamber.
One end of this quartz tube is connected to the gas supply system
and the other to the vacuum system. The pressure in the growth
chamber can be controlled accurately by controlling the pump
velocity and the flow rate of carrier gas. The horizontal tube
furnace can be heated up independently by three heaters (each
heating region is about 40–60 mm long and the distance between
two adjacent heating regions is about 160–200 mm), which can
control the distribution of temperature in the sample growth
chamber accurately. In a typical experiment source material (Sn
powder, Z99.9%) was loaded into an alumina boat and a piece of
silicon substrate covered with 5 nm gold (Au) film was located
20–30 mm downstream from the Sn powder or just above the
powder. The carrier gas, high-purity argon, was introduced into
the quartz tube at a flow rate of 200 SCCM (Standard Cubic
Centimeter per Minute) to remove the air in it. Under the
protection of carrier gas, the alumina boat was then pushed into
the second heating region which was preheated at a certain
temperature (820 or 850 1C). And then a certain quantity of
oxygen gas was introduced into the growth chamber. The
pressure in the quartz tube was kept at 10130 Pa (76 Torr, the
normal atmospheric pressure Po=760 Torr=1.013�105 Pa). In
order to control the oxygen partial pressure more accurately, we
used a mixture of oxygen (10%) and argon (90%) as oxygen source.
The oxygen partial pressure can be accurately modulated by
controlling the flow rate of mixture gas (measurement accuracy:
0.1 SCCM). After half an hour, samples were unloaded from the
growth chamber immediately under the protection of Ar. A layer
of wool-like product on the silicon substrate is the sample we
have synthesized.

The as-synthesized products were characterized by scanning
electron microscopy (SEM) (Hitachi S-4800 and JEOL-6360Lv),
X-ray diffraction (XRD) (Aolong Y2000, Cu Ka, l=0.15405 nm),
ultraviolet/visible/near infrared (UV/Vis/NIR) Spectrophotometer
(UVS) (PE Lambda 750 UV) and energy dispersive X-ray spectro-
scopy (EDS).

3. Results and discussion

Fig. 1 shows the typical SEM images of SnO2 1D nanostructures
synthesized under the oxygen partial pressure of 2.5 (a), 5 (b), 7.5
(c) and 10 Pa (d). The corresponding flow rates of the mixture gas
(10% oxygen and 90% argon) in these cases are about 0.5, 1.0, 1.5
and 2.0 SCCM, respectively. As shown in Fig. 1, with the oxygen
partial pressure in the growth chamber increased, the diameters
of the as-synthesized 1D SnO2 nanostructures increase, while the
lengths decrease correspondingly. That is, the increase in oxygen
partial pressure turns loosely entangled mono-dispersed SnO2

nanowires (Fig. 1(a) and (b)) into short straight SnO2 nanorods
(Fig. 1(c) and (d)). The dependence of the average diameter of 1D
SnO2 nanostructures on the oxygen partial pressure in the growth
chamber is shown in Fig. 2(b). Another important feature of our
samples is that there are always spherical nanoparticles on the
tips of nanowires or thin nanorods, which indicate that the
growth of nanowires or thin nanorods is likely governed by
vapor–liquid–solid (VLS) mechanism.

The optical absorption properties of SnO2 1D nanostructures
have been characterized by UV/Vis/NIR spectrophotometer
equipped with 60 mm integrating sphere. Fig. 2(a) shows the
plots of [F(R)]2/3 vs photon energy of SnO2 1D nanostructures
synthesized under different oxygen partial pressures. F(R)=
((1�R)2/2R)=(a/S) is the Kubelka–Munk function, where R,
a and S are the diffuse reflection, absorption and scattering
coefficient, respectively. The rising part of the [F(R)]2/3 vs photon
energy plot exhibits perfect linearity, which means that the
transitions are characterized as being direct forbidden transitions.
The [F(R)]2/3 vs photon energy plots show that there is a shift for
the absorption edge of SnO2 1D nanosturctures grown in different
oxygen concentrations. The band gap can be defined by extra-
polating the rising part of the plots to the photon energy axis [21].
It is indicated that the band gap of SnO2 1D nanowires decreases
from 3.77 to 3.66, 3.57 and 3.47 eV, when the oxygen partial
pressure increases from 2.5 to 5, 7.5 and 10 Pa, respectively. As

Fig. 1. SEM images of SnO2 nanowires and nanorods synthesized under different oxygen partial pressure: (a) 2.5 Pa, (b) 5 Pa, (c) 7.5 Pa and (d) 10 Pa.
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shown in Fig. 2(b), the optical band gap of SnO2 nanowires with
small diameters is slightly larger than the value of 3.6 eV for bulk
SnO2, which might be attributed to the quantum confinement
effect. The optical band gap of SnO2 nanorods with large
diameters is smaller than the value of 3.6 eV, which might be
attributed to oxygen vacancies or tin interstitial atoms in the SnO2

lattice. The dependence of the band gap of 1D SnO2 nanostruc-
tures on the oxygen partial pressure in the growth chamber is
shown in Fig. 2(b). It indicates that the oxygen concentration in
the growth chamber has great effect on the band gap of SnO2 1D
nanostructures as well as their average diameters. Therefore, the
nanostructures and then the electronic structures of SnO2 1D
nanostructures can be controlled accurately by modulating the
oxygen partial pressure in the growth chamber.

To further investigate the effect of oxygen partial pressure on
the diameters of SnO2 1 D nanostructures, we modulated the
oxygen partial pressure in the growth chamber during the growth
process. Fig. 3 shows the typical SEM image of SnO2 nanorods
with sudden change in diameters, which were synthesized under
saltatory changes of oxygen partial pressure between 2.5 and
10 Pa. This process was realized by changing the flow rate of
oxygen alternatively between 0.5 and 2.0 SCCM every 2 min. The
segments of SnO2 nanorod labeled by (a), (b), (c) and (d) can be
assigned to the oxygen partial pressure of 2.5, 10, 2.5 and 10 Pa,
respectively, which indicates that the diameters of each segment

of SnO2 1D nanostructures can be controlled accurately by the
oxygen partial pressure in the growth chamber: the higher
the oxygen partial pressure is, the thicker the diameters of the
segments of 1D nanostructure is. This image also shows that the
lengths of different segments is almost the same, which indicates
that SnO2 1D nanostructures grow in the same velocity in
different oxygen partial pressures. However, the diameters of
segments (c) and (d) are obviously smaller than that of segments
(a) and (b), which is most likely due to the fact that Sn vaporizing
slows down as Sn powder decreases.

When the oxygen partial pressure in the growth chamber
changing (between 2.5 and 10 Pa with a step size of 2.5 Pa every
2 min) continuously, the diameters of as-synthesized SnO2 1D
nanostructures change continuously correspondingly (Fig. 4).
SnO2 1D nanostructures synthesized under 820 1C have smooth
sidewalls and nanobelt morphology in the segments with larger
diameters (Fig. 4(a) and (b)), while SnO2 1D nanostructures
synthesized under 850 1C have rough sidewalls in the segments
with larger diameters and nanowire morphology (Fig. 4(c) and
(d)). Furthermore, it is obvious that the diameters change more
quickly at higher temperature (850 1C). Another important feature
is that the growth directions of SnO2 1D nanostructures at 850 1C
does not change, while at 820 1C there is always a bending angle
about 1351 at the segments with larger diameters.

When the oxygen partial pressure in the growth chamber is
low, the concentration of oxygen is much smaller than double
that of tin species near the grow tips of SnO2 1D nanostructures,
and then there are superfluous tin existing as droplets on the
growing tips. As shown above, there are always spherical
nanoparticles on the tips of the as-synthesized nanowires, which
means that the growth of SnO2 nanowires is likely governed by
vapor–liquid–solid (VLS) mechanism. The diameters of nanowires
will be dominated by the diameters of the droplets. When the
oxygen partial pressure is a little high and the oxygen concentra-
tion near the growing tips is very close to double that of tin
species, tin species around the growing tips will react with oxygen
molecules rapidly, and there will not be superfluous tin species
absorbing on the growing tips. There are almost no nanoparticles
found on the tips of SnO2 nanorods, which means that the growth
of SnO2 nanobelts and nanorods is likely governed by vapor–solid
(VS) mechanism. The diameters of nanorods will be in direct
proportion to the concentration of oxygen. At 850 1C, the reaction

Fig. 2. (a) Plots of [F(R)]2/3 vs photon energy of SnO2 1D nanostructures

synthesized under different oxygen partial pressure of 2.5, 5, 7.5 and 10 Pa;

(b) Dependences of the average diameter and the band gap of 1D SnO2

nanostructures on the oxygen partial pressure in the growth chamber.

Fig. 3. SEM image of SnO2 1D nanostructures synthesized by changing flow rate of

oxygen alternatively between 0.5 and 2.0 SCCM every 2 min. Segments labeled by

(a), (b), (c) and (d) can be assigned to the oxygen partial pressure of 2.5, 10, 2.5 and

10 Pa, respectively.

F. Yu et al. / Journal of Crystal Growth 312 (2010) 220–225222



Author's personal copy
ARTICLE IN PRESS

between oxygen molecules and tin species proceeds more quickly,
and the as-synthesized SnO2 1D nanostructures present nanorod
morphology. The rough sidewalls of SnO2 nanorods might be
attributed to a slight fluctuation in oxygen concentration near the
growing tips induced by violent reaction. When the oxygen partial
pressure is high enough, the reaction between oxygen molecules
and tin species proceeds so quickly that oriented growth will be
suppressed, and then particles are the only product that we can
obtain.

EDS spectra of segments with different diameters in a single
SnO2 1D nanostructure displayed in Fig. 5 show that tin and
oxygen are the only detected elements, without any contamina-
tion. They also indicate that the atomic ratio of tin to oxygen is
1:1.65 for the thinner part (Figs. 5(a)), 1:1.85 for the thicker part
(Fig. 5(b)), which manifests the natural oxygen deficiency and
overall nonstoichiometry of SnO2 1D nanostructures. It also
manifests that the atomic ratio of tin to oxygen in SnO2 1D
nanostructures is inversely proportional to the oxygen partial

Fig. 4. SEM images of SnO2 1D nanostructures synthesized by changing the flow rate of oxygen continuously between 0.5 and 2.0 SCCM with a step size of 0.5 SCCM every

2 min at 820 1C (a, b) and 850 1C (c, d).

Fig. 5. EDS spectra of the thinner (a) and thicker (b) segment of a single SnO2 1D nanostructure.
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pressure where they grew and then can be controlled accurately.
Therefore, the change in band gap of SnO2 1D nanostructures can
be attributed to oxygen deficiency. The band gap of SnO2

nanowires synthesized under the oxygen partial pressure of
2.5 Pa is slightly larger than the value of 3.6 eV for bulk SnO2. On
the other hand, tin interstitial atom has very low formation
energy, and would thus exist in significant quantities. Therefore,
we consider that the increase in band gap of SnO2 nanowires can
be attributed mainly to tin interstitial atoms and quantum size
effect. With the oxygen partial pressure increasing, the band gap
of as-synthesized SnO2 nanowires decreases, which might be
attributed mainly to oxygen vacancies.

Fig. 6 gives the typical XRD patterns of the samples shown in
Fig. 4, which were synthesized under continuous change of
oxygen partial pressure. All the sharp diffraction peaks can be
perfectly indexed as a tetragonal rutile structure with lattice
constants of a=b=4.732 Å and c=3.184 Å, which is consistent with
the standard value for bulk SnO2 (JCPDS no. 41-1445). There are
two major diffraction peaks, which are indexed to the (1 1 0) and
(1 0 1) crystal lattice planes (Fig. 6(a)). As the growth temperature
increased from 820 to 850 1C, the intensity of peak (1 0 1) gets
suppressed (Fig. 6(b)). Fig. 4(a) and (b) indicate that the growth
direction of SnO2 1D nanostructure did change at 820 1C, while
Fig. 4(c) and (d) indicate that growth direction of SnO2 1 D
nanostructure did not change at 850 1C when the oxygen partial
pressure and then their diameters began to decrease. The bending

angle is about 1351, which is very close to the angle between
[1 1 0] and [1 0 1] directions. Therefore, it seems that SnO2 1D
nanostructures prefer to grow along the [1 1 0] direction at
850 1C, and change their growth directions between the [1 1 0]
and [1 0 1] at 820 1C when the oxygen partial pressure and then
their diameters began to decrease. The growth of 1D nano-
structures is dependent on two factors: one is the surface energy,
which determines the preferential growth surface, while the other
is the growth kinetics, which determines the final structure
[22,23]. The crystal morphology tends to minimize the surface
energy in the growth process. As reported by Oviedo and Gillan
[24], the surface energy for (1 1 0) is smaller than that for (1 0 1).
In our experiment, the effective diameter of the nanobelts under
820 1C is much smaller than that of the nanorods under 850 1C,
but the surface energy of the nanobelts is higher than that of
nanorods. Therefore, [1 0 1] is the preferential direction during
the growth process of SnO2 nanobelts [17], while the nanowires
grown under 850 1C prefer to grow along [1 1 0] direction.
However, a slight fluctuation of the growth conditions, such as
the oxygen partial pressure, temperature, may also cause some
change in the growth direction, though the macroscopic growth
conditions are kept invariable.

In addition to changing the oxygen partial pressure periodi-
cally as above described, we placed the substrate for collecting
sample directly above the Sn powder 2–3 mm with the Au-coated
side upwards. SEM images indicate that the as-synthesized SnO2

1D nanostructures present periodic changes in diameters and
growth directions (Fig. 7). The bending angles are very close to
what we have observed in Fig. 4(a) and (b). It is worth mentioning
that the periodicity of the diameter changing is shorter than that
in Fig. 4(a) and (b). In fact, when the oxygen partial pressure in the
growth chamber was kept unchanged, SnO2 1 D nanostructures
synthesized right on top of Sn powder do exhibit changes in their
diameters, which are much more indefinite than those shown in
Fig. 7. This might indicate that the oxygen partial pressure or the
density of Sn vapor above the Sn powder keeps changing perio-
dically. Additionally, the temperature above the evaporating
Sn powder might keep changing, which also plays an important
role in the formation of different morphologies of SnO2 1D
nanostructures.

4. Conclusions

Mono-dispersed SnO2 1D nanostructures of different dia-
meters and SnO2 1D nanostructures with graded diameters have
been fabricated by modulating oxygen partial pressure in
chemical vapor deposition method by using Sn powder and
oxygen gas as source materials. Experimental results indicate that
the diameters and then the band gap of SnO2 1D nanostructures

Fig. 6. XRD patterns of SnO2 1D nanostructures synthesized by changing the flow

rate of oxygen continuously between 0.5 and 2.0 SCCM with a step size of

0.5 SCCM every 2 min at 820 1C (a) and 850 1C (b).

Fig. 7. Low-(a) and high-(b) magnification SEM images of SnO2 1D nanostructures synthesized right above the Sn source by changing the flow rate of oxygen continuously

between 0.5 and 2.0 SCCM with a step size of 0.5 SCCM every 2 min at 820 1C.
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depend much on the oxygen partial pressure in the growth
chamber. When the oxygen partial pressure is increased or
decreased during the growth process, the diameter of SnO2 1D
nanostructure increases or decreases, while the band gap
decreases or increases due to oxygen vacancies and tin interstitial
atoms, correspondingly. Furthermore, at relative low temperature
the periodic change of oxygen partial pressure can also induce
periodic change in growth directions of SnO2 1D nanostructures.
Therefore, the electronic structures of SnO2 1D nanostructures can
be modulated periodically and accurately along the axial direction
by the most commonly used chemical vapor deposition method.

Acknowledgements

This work was supported by the Major Research plan of
National Natural Science Foundation of China (Grant no.
90606010), the Program for New Century Excellent Talents in
University (Grant no. NCET-07-0278), the Hunan Provincial
Natural Science Fund of China (Grant no. 08JJ1001) and the
Scientific Research Fund of Hunan Normal University (Grant no.
070623).

References

[1] S.M. Paek, E. Yoo, I. Honma, Nano Lett. 9 (2009) 72.
[2] X. Liang, Y. He, F. Liu, B. Wang, T. Zhong, B. Quan, G. Lu, Sensors Actuators B

125 (2007) 544.

[3] S. Gubbala, V. Chakrapani, V. Kumar, M.K. Sunkara, Adv. Funct. Mater. 18
(2008) 2411.

[4] Y. Masuda, K. Kato, Thin Solid Films 516 (2008) 2547.
[5] V.V. Sysoev, J. Goschnick, T. Schneider, E. Strelcov, A. Kolmakov, Nano Lett. 7

(2007) 3182.
[6] H.W. Kim, S.H. Shim, J.W. Lee, J.Y. Park, S.S. Kim, Chem. Phys. Lett. 456 (2008)

193.
[7] A. Kolmakov, D.O. Klenov, Y. Lilach, S. Stemmer, M. Moskovitst, Nano Lett. 5

(2005) 667.
[8] S. Dmitriev, Y. Lilach, B. Button, M. Moskovits, A. Kolmakov, Nanotechnology

18 (2007) 055707.
[9] M.O. Orlandi, A.J. Ramirez, E.R. Leite, E. Longo, Cryst. Growth Des. 8 (2008)

1067.
[10] W. Yin, B. Wei, C. Hu, Chem. Phys. Lett. 471 (2009) 11.
[11] P. Rajaram, Y.C. Goswami, S. Rajagopalan, V.K. Gupta, Mater. Lett. 54 (2002)

158.
[12] O. Lupan, L. Chow, G. Chai, A. Schulte, S. Park, H. Heinrich, Mater. Sci. Eng. B

157 (2009) 101.
[13] Y.K. Liu, C.L. Zheng, W.Z. Wang, C.R. Yin, G.G. Wang, AdV. Mater. 13 (2001)

1883.
[14] J. Hu, Y. Bando, Q. Liu, D. Golberg, Adv. Funct. Mater. 13 (2003) 493.
[15] X.Y. Kong, Y. Ding, R. Yang, Z.L. Wang, Science 303 (2004) 1348.
[16] J.H. Duan, S.G. Yang, H.W. Liu, J.F. Gong, H.B. Huang, X.N. Zhao, R. Zhang, Y.W.

Du, J. Am. Chem. Soc. 127 (2005) 6180.
[17] J.H. Duan, J.F. Gong, H.B. Huang, X.N. Zhao, G.X. Cheng, Z.Z. Yu, S.G. Yang,

Nanotechnology 18 (2007) 055607.
[18] Y. Wang, J.Y. Lee, T.C. Deivaraj, J. Phys. Chem. B 108 (2004) 13589.
[19] D.M. Qu, P.X. Yan, J.B. Chang, D. Yan, J.Z. Liu, G.H. Yue, R.F. Zhuo, H.T. Feng,

Mater. Lett. 61 (2007) 2255.
[20] X.H. Liu, D.S. Tang, C.L. Zeng, K. Hai, S.S. Xie, Acta Phys. Chim. Sin. 23 (2007)

361.
[21] M. Nagasawa, S. Shionoya, J. Phys. Soc. Jpn. 30 (1971) 158.
[22] Y. Lilach, J.P. Zhang, M. Moskovits, A. Kolmakov, Nano Lett. 5 (2005) 2019.
[23] Z.L. Wang, AdV. Mater. 15 (2003) 228.
[24] J. Oviedo, M.J. Gillan, Surf. Sci. 463 (2000) 93.

F. Yu et al. / Journal of Crystal Growth 312 (2010) 220–225 225


