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Vacancy-type defects in AlN grown by metal-organic vapor phase epitaxy �MOVPE� and lateral
epitaxial overgrowth �LEO� using halide vapor phase epitaxy were probed by a monoenergetic
positron beam. Doppler broadening spectra of the annihilation radiation were measured and
compared to the spectra calculated using the projector augmented-wave method. For MOVPE-AlN,
the concentration of vacancy-type defects was high near the interface between AlN and the GaN
buffer layer, and the defect-rich region expanded from the interface toward the surface when the
NH3 flow rate increased. For the sample grown on the AlN buffer layer, however, the introduction
of such defects was suppressed. For LEO-AlN, distinct deep emission peaks at 3–6 eV were
observed in cathodoluminescence spectra. From a comparison between Doppler broadening spectra
measured for LEO-AlN and computer simulated ones, an origin of the peaks was identified as
complexes of Al vacancy �VAl� and oxygen atoms substituting nitrogen sites such as VAl�ON�n �n
=3 and 4�. © 2009 American Institute of Physics. �DOI: 10.1063/1.3079333�

I. INTRODUCTION

Aluminum nitride �AlN� has a large direct band gap
�Ref. 1: 6.04 eV� and exhibits unique properties such as high
mechanical hardness, high thermal conductivity, low thermal
expansion, a large dielectric constant, and high resistance to
chemicals and radiation. AlN and its alloy AlGaN are there-
fore potential materials for high-power electronic and optical
devices which can be used in the blue to ultraviolet wave-
length region.1 Deep-ultraviolet light-emitting diodes �LED�
based on AlGaN have been intensively investigated,2,3 and
an AlN-based LED with a wavelength of 210 nm has been
demonstrated.4 Generally, however, such optical devices
have exhibited low external quantum efficiency, which can
be associated with high-density nonradiative recombination
centers �NRCs� present in AlGaN.5 The reduction of thread-
ing dislocations that mainly originate from the lattice mis-
match between substrates and films is crucial because they
are thought to act as one of the major NRCs in blue-laser
diodes.6,7 Native point defects and their complexes with im-
purities are also expected to influence the optical and elec-
trical properties of AlN-based devices.8–11 Oxygen is the ma-
jor residual impurity in AlN. Oxygen atoms substitute
nitrogen sites and form complexes with Al vacancies �VAl�
�Ref. 12� which have been associated with a characteristic
deep emission band in the energy range between 3 and 5

eV.13–16 Although native point defects are known to affect the
properties of AlN, information about their nature is limited at
this stage.

Positron annihilation is a powerful technique for evalu-
ating vacancy-type defects in semiconductors.17 Point de-
fects in AlGaN have been investigated using this
method,5,18–21 and the results show that positrons are a useful
probe for studying point defects in AlN and its alloys. In the
present study, we have used a monoenergetic positron beam
to probe vacancy-type defects in AlN grown by metal-
organic vapor phase epitaxy �MOVPE� and lateral epitaxial
overgrowth �LEO� using halide vapor phase epitaxy �HVPE�.

When a positron is implanted into condensed matter, it
annihilates with an electron and emits two 511 keV �
quanta.17 The energy distribution of the annihilation � rays is
broadened by the momentum component of the annihilating
electron-positron pair, pL, which is parallel to the direction of
the � rays. The energy of the � rays is given by E�

=511��E� keV. Here, the Doppler shift, �E�, is given by
�E�= pLc /2, where c is the speed of light. A freely diffusing
positron may be localized in a vacancy-type defect due to
Coulomb repulsion from ion cores. Because the momentum
distribution of the electrons in such defects differs from that
of electrons in the bulk material, these defects can be de-
tected by measuring the Doppler broadening spectra of the
annihilation radiation. The resultant changes in the spectra
are characterized by the S parameter, which mainly reflects
changes due to the annihilation of positron-electron pairsa�Electronic mail: uedono@sakura.cc.tsukuba.ac.jp
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with a low-momentum distribution, and by the W parameter,
which mainly characterizes changes due to the annihilation
of pairs with a high-momentum distribution. In general, the
characteristic value of S �W� for the annihilation of positrons
trapped by vacancy-type defects is larger �smaller� than that
for positrons annihilated from the free state.

II. EXPERIMENT

The samples investigated were AlN epitaxial films
grown on a c-plane sapphire substrate by MOVPE and an
AlN film grown on the patterned SiC substrate by LEO using
HVPE. Growth conditions similar to those used for the
present samples and the sample properties have been re-
ported elsewhere.22,23 For MOVPE-AlN,22 before the depo-
sition of AlN films, a 14-nm-thick GaN or a 9-nm-thick AlN
buffer layer was deposited on the substrates at 630 and
1000 °C, respectively. AlN films with a thickness of 730 nm
were grown on the GaN/sapphire template. The sources of Al
and nitrogen were trimethylaluminum �TMAl� and NH3,
where the flow rate of TMAl was fixed at 40 SCCM �SCCM
denotes cubic centimeter per minute at STP� and the NH3

flow rates were 5 and 30 SCCM. A 650-nm-thick AlN film
was deposited on the AlN/sapphire template, where the
TMAl and NH3 flow rates were 40 and 18 SCCM, respec-
tively. For all samples, the deposition temperature was
1260 °C. Using secondary ion mass spectroscopy, the major
impurity in the AlN films was found to be oxygen and its
concentration was 1019–1020 cm−3.

For LEO-AlN,23 a 22-�m-thick AlN film was grown on
the patterned 6H-SiC substrate. Prior to the growth of the
AlN film, standard photolithography was used to prepare ap-
proximately 5-�m-wide stripes separated by 5-�m-wide
openings. The AlN film was grown on the substrate using a
two-zone horizontal directed-flow HVPE system. The film
was grown at atmospheric pressure with the substrate tem-
perature in excess of 1200 °C. The cathodoluminescence
�CL� of the sample was measured at 11 K, where the current
density and the acceleration energy were 1.5�10−2 A /cm2

and 3.5 keV, respectively. Details of the measurement system
are described elsewhere.20 The oxygen concentration was
about 1019 cm−3.

With a monoenergetic positron beam, the Doppler broad-
ening spectra of the annihilation radiation were measured
with a Ge detector as a function of the incident positron
energy E. For each incident positron energy E, a spectrum
with about 1�106 counts was obtained. The low-momentum
part was characterized by the S parameter, defined as the
number of annihilation events over the energy range of
511 keV��E� �where �E�=0.76 keV� around the center
of the peak. The relationship between S and E was analyzed
by VEPFIT, a computer program developed by van Veen et
al.24 The S-E curve was fitted using

S�E� = SsFs�E� + �SiFi�E� , �1�

where Fs�E� is the fraction of positrons annihilated at the
surface and Fi�E� is the fraction annihilated in the ith layer
�Fs�E�+�Fi�E�=1�. Ss and Si are S parameters correspond-
ing, respectively, to the annihilation of positrons on the sur-

face and in the ith layer. To examine the annihilation char-
acteristics of positrons in detail, we used a coincidence-
detection system.15 Spectra with about 5�106 counts were
obtained and then characterized using the S and W parameter
�the W value was calculated from the tail of the peak, in the
range of 3.4 keV� ��E���6.8 keV�.

Doppler broadening spectra corresponding to the annihi-
lation of positrons in vacancy-type defects were theoretically
calculated from valence-electron wave functions obtained by
the projector augmented-wave �PAW� method25–27 using our
in-house QMAS �Quantum MAterials Simulator� code.28 In
this method, since the wave functions exhibit correct behav-
ior near ion cores, the corresponding electron-positron mo-
mentum densities in a higher momentum region can be ob-
tained with better accuracy than by using the norm-
conserving pseudopotential �NCPP� method. The difference
between results obtained by the PAW and NCPP methods is
described elsewhere.29 For the exchange and correlation en-
ergies for electrons, the generalized gradient approximation30

was used together with partial core correction.31 The plane-
wave cutoff energy was set to 20 hartree. The formalism of
the local density approximation32 was used for the calcula-
tion of the positron wave functions. The structural optimiza-
tion was made for a cell containing about 128 atoms by
means of ab initio quenched molecular dynamics.

III. RESULTS AND DISCUSSION

Figure 1 shows CL spectra for LEO-AlN and MOVPE-
AlN grown with NH3 flow rates of 5, 18, and 30 SCCM. For
MOVPE-AlN, the spectra were normalized to the near-band-
edge �NBE� peak intensity. The NBE peak was assigned pri-
marily to the recombination of excitons bound to a neutral
donor �D0 ,X�, and the observed variation in the peak posi-
tions can be associated with the residual stress in the films.18

The emission bands observed at 3–5 eV have been invoked
as donor-acceptor-pair �DAP� recombinations and associated
with Al vacancy �VAl� related defects such as complexes be-
tween VAl and oxygen atoms substitute nitrogen site
�ON�.11–14 For LEO-AlN, the observed intensity of the deep
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FIG. 1. �Color online� Normalized CL spectra measured at 11 K for LEO-
AlN and MOVPE-AlN grown with NH3 flow rates of 5, 18, and 30 SCCM.
The spectra exhibited NBE excitonic emission peaks around 6 eV and the
deep emission bands at 3.1, 3.8, and 4.6 eV.
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emission band was far stronger than that for MOVPE-AlN.
The ratio of the integrated peaks of the NBE emission to the
DAP recombination was calculated to be 690, while that for
MOVPE-AlN ranged from 2 to 9. This suggests that the
concentration of DAP recombination centers in LEO-AlN
was higher than that in MOVPE-AlN.

Figure 2 shows the S values of AlN films grown using
LEO and MOVPE with NH3 flow rates of 5, 18, and 30
SCCM as a function of incident positron energy E. The ob-
served increase in the S values at low E ��2 keV� is asso-
ciated with the annihilation of positrons at the surface, and
those above E=4–5 keV correspond to the annihilation of
positrons in the AlN films. The decrease in the S value at
high E �	10 keV� is due to the annihilation of positrons in
the substrate. The observed S-E curves were fitted using Eq.
�1�. In the fitting procedure, a homogeneous defect distribu-
tion was assumed for LEO-AlN. For MOVPE-AlN, the re-
gion detected by positrons was divided into two blocks, and
the width of the first block and the S value for each block
were derived from the fitting. The effect of the annihilation
of positrons in the buffer layers on the S value was ne-
glected. The solid curves are fits to the experimental data,
and the derived depth distributions of the S values are shown
in Fig. 3.

For MOVPE-AlN fabricated using the GaN buffer layer
�NH3 flow rate=5 and 30 SCCM�, the S value near the AlN/
GaN interface was higher than that in the subsurface region.
From the first-principles calculation, it was suggested that
the charge state of VN is positive8,12 and it is expected to
repel positrons by Coulomb interaction. The major species of
the vacancy-type defects detected by positrons, therefore, is
neutral and/or negatively charged defects such as Al vacan-
cies �VAl� and vacancy clusters. For MOVPE-AlN fabricated
using the AlN buffer layer �NH3 flow rate=18 SCCM�, this
was not the case. Thus, in the fabrication of AlN, since
vacancy-type defects tend to be introduced from the AlN/
GaN interface, a certain film thickness is required to avoid
the effect of the interface. In Fig. 1, an emission peak at 4.6
eV was observed for MOVPE-AlN grown on the GaN/
sapphire temperate �NH3 flow rate=5 and 18 SCCM�, but

this was not the case for AlN grown on the AlN/sapphire
temperate and LEO-AlN. Thus, this emission peak could re-
late to the defects near the interface between AlN and the
GaN buffer layer.

The diffusion length of positrons �Ld� is a useful param-
eter for the characterization.17,18 The relationship between Ld

and the positron trapping rate �
d� is Ld=�D+ /�eff, where D+

is the diffusion constant of positrons and �eff is the effective
annihilation rate of positrons. If the positron trapping by de-
fects is taken into account, �eff is given by �eff=� f +�dCd,
where � f, �d, and Cd are the annihilation rate from the free
state, the trapping coefficient, and the defect concentration,
respectively �
d=� f +�dCd�. For LEO-AlN, the value of Ld

was derived from the fitting to be 12�1 nm. For MOVPE-
AlN with NH3 flow rates of 5, 18, and 30 SCCM, the Ld

values were determined as 8�1, 20�1, and 49�3 nm, re-
spectively. For MOVPE-AlN fabricated using the AlN buffer
layer, for example, although the S value was larger than that
for LEO-AlN, the Ld value was higher than that for LEO-
AlN. Generally, the trapping of positrons by vacancy-type
defects increases the S value and decreases the Ld value. One
explanation for the observed incoherence is that defects ex-
hibiting a small characteristic S value would be present in
LEO-AlN.

The value of 
d can be calculated as 
d=� f��Ld�f� /Ld�2

−1�, where � f and Ld�f� are, respectively, the annihilation rate
and the diffusion length of positrons in defect-free AlN �the
positron lifetime in defect-free AlN �� f� is � f =1 /� f�. We can
estimate the trapping fraction of positrons �Fd� as Fd

=
d / �� f +
d�. The Ld value for defect-free AlN was not
known at this stage. Uedono and co-workers33,34 reported
that positrons annihilate from the delocalized state in high-
quality GaN and the diffusion length of positrons is 50–100
nm. Using those values as the defect-free diffusion length in
AlN and the � f value reported by Slotte et al.19 �157 ps�, we
obtained an Fd value of 0.9–1.0 for LEO-AlN. This suggests
that almost all positrons annihilate in the trapped state in
LEO-AlN and the obtained S value for the film is the char-
acteristic value for such a state.

In the present work, we discuss the defect species of AlN
from a comparison between Doppler broadening spectra ob-
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FIG. 2. �Color online� S parameters as a function of incident positron energy
E for AlN grown using LEO and MOVPE with NH3 flow rates of 5, 18, and
30 SCCM. The solid curves are fits to the experimental data. The derived
depth distributions of S are shown in Fig. 3.
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FIG. 3. �Color online� Depth distribution of S for AlN grown using LEO
and metal-organic chemical-vapor deposition �MOCVD� obtained from the
analysis of the S-E curves.
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tained through the experiments and ones calculated using the
PAW method. To show the applicability of the calculation to
identify defects, prior to examining AlN, we studied the an-
nihilation characteristics of positrons in high-quality
GaN.34,35 The spectrum for HVPE-GaN is shown in Fig.
4�a�. The positron lifetime obtained for this sample was
153�1 ps. Since the lifetime is close to the lifetime of pos-
itrons that annihilate from the delocalized state, the spectrum
for HVPE-GaN is close to the characteristic one for defect-
free GaN. In Fig. 4�a�, the solid green curve was obtained
using calculations for the annihilation of positrons from the
delocalized state, where the blue and the red curves, respec-
tively, show the annihilation of positrons with core and va-
lence electrons. The spectrum corresponding to the annihila-
tion of positrons in the damaged region in Be-implanted GaN
�Ref. 34� is shown in Fig. 4�b�. For ion implanted GaN, the
major defect species detected by positrons was identified as
Ga vacancies �VGa� and/or divacancies �VGaVN�.34 The calcu-
lated spectrum for the trapping of positrons by VGaVN is
shown in Fig. 4�b�. In Figs. 4�a� and 4�b�, the calculated
spectrum agreed well with the spectrum measured experi-
mentally.

Figure 5 shows the �S ,W� values for Doppler broadening
profiles obtained using the PAW method �blue symbols�,
where calculations were made for the annihilation of posi-
trons from the delocalized state and the trapped states by VAl,
VN, and vacancy complexes such as VAlVN and VAl�VN�3. The
�S ,W� values for the complexes between VAl and oxygen
atoms �VAl�ON�3 and VAl�ON�4� are also shown. The atomic
geometries for those vacancy complexes are shown in Fig. 6.

The �S ,W� value for VN was almost identical to that for the
delocalized state �defect free�. This suggests that the positron
annihilation is not sensitive enough for detection of isolated
VN, even if positrons annihilate in such defects. The effect of
VN, however, can be seen when it makes complexes with VAl;
the increase in the number of VN results in a rightward shift
in the S-W plot �blue arrows�. A similar tendency of the
defect complexes was obtained for GaN.34,35

Figure 5 shows the �S ,W� values corresponding to the
positron annihilation in AlN fabricated by LEO and MOVPE
�red symbols�. The figure also shows results for molecular
beam epitaxy �MBE�-AlN fabricated with different V/III ra-
tios �60, 150, and 433� and growth temperatures �Tg=890
and 970 °C�.20 For LEO-AlN, the observed �S ,W� value was
close to the calculated value for VAl�ON�4. The comparison
between the Doppler broadening spectra for LEO-AlN and
VAl�ON�4 is shown in Fig. 4�c� and reasonable agreement was
obtained. In the present experiments, however, the number of
defect species detected by positrons was not confirmed to be
1. In this case, the �S ,W� value obtained as a weighted av-
erage of the characteristic values for the defects. In addition,
since the difference between the �S ,W� value for VAl�ON�3

and VAl�ON�4 is not large, separation of those defects is dif-
ficult. Thus, one can conclude that the major defect species
detected by positrons is the complexes between VAl and oxy-
gen in LEO-AlN, and the mean number of oxygen coupled
with VAl is 3–4. The deep emission in AlN with high oxygen
concentration has been associated with a DAP emission in-
volving VAl

−3−3�ON
+ complexes.13–16 Because the charge

states of VAl-oxygen complexes are expected to depend on
the Fermi level position or on the presence of other uninten-
tionally doped impurities �such as Si�, VAl�ON�4 is still a
DAP center candidate.

For MOVPE-AlN using the AlN buffer �NH3 flow rate
=18 SCCM�, the �S ,W� value was also close to the values
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for VAl�ON�3 and VAl�ON�4. Since the intensity of the deep
emission band was higher than that of other MOPVE-AlN
samples, the conclusion obtained for LEO-AlN was con-
firmed. As shown in Fig. 5, for MOVPE-AlN and MBE-AlN,
the increase in the S values �or introduction of vacancy-type
defects� caused a rightward shift and the value did not ap-
proach the characteristic value for isolated VAl. Thus, the
major defect species in such AlN films can be identified as
vacancy clusters such as VAl�VN�n �n=1–3�. In the present
experiments, the effect of the positron annihilation near the
interface between AlN and the buffer layer was not negli-
gible. Thus, the defects indentified above could be present in
such regions.

IV. SUMMARY

We have used a monoenergetic positron beam to probe
vacancy-type defects in AlN grown using MOVPE and LEO

with HVPE. Doppler broadening spectra were measured as a
function of the incident energy of positrons. The Doppler
broadening spectra corresponding to the annihilation of pos-
itrons from the delocalized and localized states in vacancy-
type defects were calculated using the PAW method. From a
comparison between the �S ,W� values obtained by the ex-
periments and by theory, we determined the defect species
detected by positrons. For MOVPE-AlN grown on the GaN/
sapphire temperate, the S value corresponding to the annihi-
lation of positrons near the interface between AlN and the
buffer layer was high and the defect-rich region expanded
from the interface toward the surface with an increasing NH3

flow rate. However, no increase in the S value near the buffer
layer was observed for the sample grown on the AlN/
sapphire template. This suggests that defect control near the
interface is a key to obtaining high-quality AlN because the
interface is a source of the vacancy-type defects. For LEO-
AlN, the species of the major point defects were identified as
complexes between VAl and oxygen such as VAl�ON�n �n=3
and 4�, and such complexes were associated with an origin of
the distinct deep emission band at 3–5 eV. A similar phenom-
enon was also observed for MOVPE-AlN grown on the AlN
buffer layer. The observed results suggest a strong correla-
tion between VAl and oxygen atoms in AlN. In turn, if one
might be able to introduce isolated VAl in the restricted re-
gion, they could be used as a getter of residual oxygen in
AlN. We have shown that the positron annihilation parameter
is sensitive to vacancy-impurity complexes in AlN and that
data analysis using the relationship between S and W with
computer simulations can be a useful tool for determining
defect behaviors in AlN.
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