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Abstract

The secondary electron emission (SEE) yield of heterostructures of zinc oxide (ZnO) nanoneedles coaxially coated with aluminum
nitride (AlN) or gallium nitride (GaN) has been studied using ion and X-ray beams. This paper describes experiments performed with
ions (2 MeV protons and 3.6 MeV/nucleon carbon beams) and photons (synchrotron radiation at �1 keV). The SEE yield of the hetero-
structures is enhanced significantly by the intrinsic nanostructure of the ZnO nanoneedle templates as compared to the AlN and GaN
thin films on silicon (Si) substrates [T.J. Vink, R.G.F.A. Verbeek, V. Elsbergen, P.K. Bachmann, Appl. Phys. Lett. 83 (2003) 2285]. One
of the mechanisms responsible for SEE yield enhancement can be attributed to the larger area of the nanostructured surface.
� 2006 Elsevier B.V. All rights reserved.
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1. Introduction

Much work has been done with these new one-dimen-
sional (1D) nanostructure materials because of their excel-
lent field emission properties [1–9]. There is a high potential
for developing universal detectors based on these nanoma-
terials. These detectors will offer higher sensitivity than
existing ones because of the higher efficiency in producing
secondary electrons. A similar idea was previously devel-
oped for carbon foils [10], boron-doped diamond [11] and
is now proposed for nanomaterials [4]. We have performed
0168-583X/$ - see front matter � 2006 Elsevier B.V. All rights reserved.
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a series of experiments with ions and X-rays to better
understand processes governing the SEE in 1D nanostruc-
tured materials. Similar work has been published for SEE
emission [12–14] and field emission [15–18]. It is found that
the SEE yields are significantly enhanced by the intrinsic
nanostructure of the ZnO nanoneedle template. The results
also help to understand the electron emission characteris-
tics of 1D nanostructures.
2. Experiment

ZnO nanoneedles were grown by catalyst-free MOlecu-
lar Chemical Vapour Deposition (MOCVD) on Si sub-
strates using diethylzinc (DEZn) and oxygen gas in the
400–500 �C range [19]. Following the fabrication of ZnO
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nanoneedles, around 10 nm thick AlN or GaN layers
were deposited by low pressure metal-organic vapor phase
epitaxy (MOVPE) directly on the ZnO nanoneedles
using trimethyl-Ga (TMGa) and trimethyl-Al (TMAl)
and ammonia (NH3) as precursors, respectively. Details
of the growth conditions and structural characterizations
of the coaxial heterostructures have been reported else-
where [20]. The SEE properties of ZnO-coated carbon
nanotubes (CNTs) using biasing technique in a scanning
electron microscope [12] has been investigated. During
our studies we performed analysis of the SEE properties
for several materials including Au, Boron-doped CVD dia-
mond, silicon, silicon with coating (e.g. ZnO, GaN, AlN,
MgO), carbon nanotubes (CNT), carbon nanotubes with
coating (e.g. ZnO/CNT, MgO/CNT, AlN/CNT, GaN/
CNT), ZnO nanorods, ZnO nanorods with coating (e.g.
AlN/ZnO, GaN/ZnO) using ions and X-rays.

Details of the experimental set-up for electrons and ions
is presented in Fig. 1. Similar set-up has been used for
X-rays. In order to characterize the SEE for ions we have
applied the 3.6 MeV/nucleon carbon beam at the heavy
ion microbeam facility at GSI, Darmstadt, Germany. In
this case the beam was focused to about 1 lm diameter
and scanned over 100 · 100 lm2 area. We measured the
shape of the secondary electron yield by detecting the sig-
nal of the channeltron [21]. We performed experiments
on selected samples. Results are presented for GaN/ZnO
(Fig. 2(a)) and CsI (Fig. 2(b)). It is clearly visible that the
spectrum for the GaN/ZnO heterostructure extends up to
about channel 3000 (with amplifier gain 10·) indicating a
higher SEE yield as compared to CsI which finishes at
about channel 1500 (with amplifier gain 100·). However,
the fact that the spectrum for GaN/ZnO extends also to
lower channels indicates that the SEE yield from the
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Fig. 1. Schematic diagram of the experimental set-up and new detector
with nanomaterials. Secondary electrons generated by the electrons, ions
and X-rays are detected with an electron multiplier (channeltron) or a
micro-channel-plate (MCP) detector connected with the proper electronics
[21]. SEE yield with electrons was characterized by measuring of the
current [22]. The channeltron could offer the rising time of the signal down
to 2 ns while the MCP down to 250 ps respectively which will allow to
develop a very fast detection system assuming a fast release of secondary
electrons from the sample.
sample has not been very uniform on the nanoscale level.
For comparison, the data for CsI form a characteristic
peak with Gaussian distribution which indicates that the
sample is more uniform in production of the SEE yield.
The CsI sample is selected for presentation as it exhib-
its the SEE yield higher than Au. For the uniform sample
the narrow peak will be formed in the spectrum at the
higher channel number with the position of the peak pro-
portional to the SEE yield. It should be noted that the
channeltron detector at 2.4 kV voltage is not strictly linear
because its gain tends to saturate at high electron current.
This means that the improvement in the SEE yield from
GaN/ZnO to CsI may be greater than it appears from
Fig. 2. The channel number (horizontal axis) is related to
the SEE yield in a non-linear way and this dependence
has not been established for the system at GSI. The vertical
axis corresponds to the number of counts registered by the
channeltron detector.

To investigate the SEE yield and uniformity for differ-
ent samples we used the high resolution nuclear micro-
probe at the centre for ion beam applications (CIBA) at
the National University of Singapore (NUS). The beam
of 2 MeV protons has been focused to about 150 ·
200 nm2 and scanned over ca. 5 · 5 lm2. The secondary
electrons have been detected using AMPTEK (MD 502)
detector. On average the GaN/ZnO sample showed much
better SEE yield than other samples which is consistent
with measurement performed with heavy ions at GSI.
Fig. 3 shows the result for SEE yield from the sample of
ZnO nanorod sample coated with GaN (GaN/ZnO).
The lighter color (white) indicates a higher SEE yield
and the darker (black) a lower one. Similar data has been
obtained using images collected with the SEM at GSI.
Thus, the SEE yield of these 1D nanomaterials under pro-
ton or electron bombardment is not uniform across the
surface.

In order to investigate the SEE emission for X-rays we
used the SINS (surface, interface and nanostructure sci-
ence) beamline at the SSLS in Singapore, details of which
can be found in [22]. We performed X-ray photoemission
spectroscopy (XPS) using a beam of 1 keV X-rays. The
results of the SEE yield are shown in Fig. 4 as a function
of the electron energy. It is clearly visible that GaN/ZnO
exhibits the highest SEE yields.

3. Results and discussion

After careful analysis of data for many different materi-
als under irradiation of ions and X-rays we found that
AlN/ZnO and GaN/ZnO produced much better SEE yield
than other materials investigated. These proposed new
nanomaterials are highly efficient emitters of secondary
electrons and are much better than diamond or metals
(e.g. gold) which have been routinely used in the past as
efficient SEE. In conclusion, the AlN/ZnO and GaN/
ZnO coaxial heterostructures have a higher SEE yield than
AlN and GaN deposited on Si substrates. The SEE yield of



Fig. 2. Secondary electron spectra for GaN/ZnO (a) and CsI (b) measured with a channeltron detector. Bombarding ions: 3.6 MeV/nucleon carbon. Both
spectra have been measured under identical conditions using +2.4 kV operating voltage for the channeltron plus an attracting bias of +180 V. The
horizontal axis corresponds in a nonlinear way to the SEE yield from the sample. The vertical axis shows the number of counts registered by the
channeltron. Data for GaN/ZnO sample were collected with amplifier amplification 10·, while for CsI with amplifier amplification 100·.
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the heterostructures is enhanced significantly by the inher-
ited nanostructures from the ZnO nanoneedle templates.
These results suggest that the enhancement of SEE in the
coaxial heterostructure is due to the combined effect of
III-nitride layer and nanostructure. However, the under-
standing of the mechanisms that contribute to these excel-
lent properties is still limited.

As presented discussed by Fischer et al. [21] the second-
ary electrons generated from the sample are collected either
with a channeltron or an MCP. As a channeltron and an
MCP offer an output signal rise time of down to 2 ns and
250 ps, respectively, detectors may be made very fast, pro-
vided, the act of secondary electron emission from the sam-
ple is also fast enough. Such detectors could be used in fast
time-of-flight systems where time resolution below 100 ps
could be achieved by using only a small fraction of the out-
put signal. Moreover, the 1D nanomaterials reported are
even more promising than boron-doped CVD diamond
[11,23] and hence would enable detectors to be produced
with improved efficiency. However, several issues includ-
ing uniformity of the surface still need to be addressed.
While most of materials used in radiation detectors are
good only for detection of one type of radiation (e.g. ions,
or electrons or X-rays) these new nanomaterials seems
to have higher SEE efficiency for electrons [12] ions and
X-rays used in our research. This property alone could
make them extremely useful for developing universal radi-
ation detectors.



Fig. 3. A map of secondary electron yield from GaN/ZnO measured with
a channeltron detector and 2 MeV protons. The scan is 5 · 5 lm2 and the
beam focused to ca. 150 · 200 nm2. The lighter colour (white) indicates
higher and the darker (black) lower SEE yield.
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Fig. 4. XPS spectra of four different samples at 1 keV photon energy. The
energy of the electrons was measured between 0 and 40 eV. The data for
different samples were normalized to the electron beam current of the
storage ring, i.e., to the incident photon flux. No bias on the sample.

58 M. Cholewa et al. / Nucl. Instr. and Meth. in Phys. Res. B 254 (2007) 55–58
Acknowledgements

This work was supported by NTU RGM 17/04,
A*STAR/MOE RP3979908M, A*STAR 0121050038,
NUS Core Support C-380-003-003-001 and the National
Creative Research Initiative Project of the Ministry of Sci-
ence and Technology, Korea.

References

[1] T.J. Vink, R.G.F.A. Verbeek, V. Elsbergen, P.K. Bachmann, Appl.
Phys. Lett. 83 (2003) 2285.

[2] J.E. Yater, A. Shih, R. Abrams, J. Vac. Sci. Technol. A 16 (1998) 913.
[3] W.S. Kim, W. Yi, S. Yu, J. Heo, T. Jeong, J. Lee, C.S. Lee, J.M. Kim,

H.J. Jeong, Y.M. Shinm, Y.H. Lee, Appl. Phys. Lett. 81 (2002) 1098.
[4] M. Cholewa, S.P. Lau, G.C. Yi, J.K. Yoo, A.P. Burden, L. Huang, X.

Gao, A.T.S. Wee, H.O. Moser, Radiation Detector Having Coated
Nanostructure and Method, United States Patent Application Serial
No. 11/129,582 (filed on May 13th) (2005).

[5] J.T.L. Thong, C.H. Oon, W.K. Eng, W.D. Zhang, M.L. Gan, Appl.
Phys. Lett. 79 (2001) 2811.

[6] S.M. Yoon, J. Chae, J.S. Suh, Appl. Phys. Lett. 84 (2004) 825.
[7] N. de Jonge, J. Appl. Phys. 95 (2004) 673.
[8] Y.B. Li, Y. Bando, D. Golberg, Appl. Phys. Lett. 82 (2003) 1962.
[9] Y.B. Li, Y. Bando, D. Golberg, Appl. Phys. Lett. 84 (2003) 3603.

[10] C. Signorini, G. Fortuna, G. Prete, W. Starzecki, A. Stefanini, Nucl.
Instr. and Meth. A 224 (1982) 196.

[11] T. Kamiya, M. Cholewa, A. Saint, S. Prawer, G.J.F. Legge, J.E.
Butler, D.J. Vestyck, Appl. Phys. Lett. 71 (1997) 1875.

[12] L. Huang, S.P. Lau, H.Y. Yang, S.F. Yu, Nanotechnology 17 (2006)
1564.

[13] C.I. Wu, A. Kahn, Appl. Surf. Sci. 162–163 (2000) 250.
[14] R.A. Baragiola, E.V. Alonso, J. Ferron, A.O. Florio, Surf. Sci. 90

(1979) 240.
[15] H.M. Kim, T.W. Kang, K.S. Chung, J.P. Hong, W.B. Choi, Chem.

Phys. Lett. 377 (2003) 491.
[16] R.W. Pryor, Appl. Phys. Lett. 68 (1996) 1802.
[17] X. Bai, E.G. Wang, P. Gao, Z.L. Wang, Nano Lett. 3 (2003) 1147.
[18] R. Gao, Z. Pan, Z.L. Wang, Appl. Phys. Lett. 78 (2001) 1757.
[19] S.J. An, W.I. Park, G.C. Yi, Y.J. Kim, H.B. Kang, M. Kim, Appl.

Phys. Lett. 84 (2004) 3612.
[20] W.I. Park, G.C. Yi, M. Kim, S.J. Pennycook, Adv. Mater. 14 (2002)

1841.
[21] B.E. Fischer, M. Cholewa, H. Noguchi, Nucl. Instr. and Meth. B 181

(2001) 60.
[22] X.J. Yu, O. Wilhelmi, H.O. Moser, S.V. Vidyaraj, X.Y. Gao, A.T.S.

Wee, T. Nyunt, H.J. Qian, H.W. Zheng, J. Electr. Spectr. Relat.
Phenomena 144–147 (2005) 1031.

[23] M. Cholewa, E. Koshchiy, GSI Scientific Report 2003 www.gsi.de,
2004, 156.

http://www.gsi.de

	Secondary electron emission properties of III-nitride/ZnO coaxial  heterostructures under ion and X-ray bombardment
	Introduction
	Experiment
	Results and discussion
	Acknowledgements
	References


