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ABSTRACT

Efficient acceptor activation in gallium nitride (GaN) achieved through Mg ion-implantation depends mainly on the concentration of
implanted Mg ions and the post-implantation annealing process. In this study, we conducted correlative scanning transmission electron
microscopy, atom probe tomography, and cathodoluminescence (CL) measurements on Mg-implanted GaN layers with the implanted
concentration ranging from 1x 10'” cm™ to 1x 10" cm™. It was found that at the implanted concentration of ~1 x 10'® cm™, Mg
atoms were randomly distributed with defects likely to be vacancy clusters whereas at the implanted concentration of ~1 x 10'* cm™,
Mg-enriched clusters and dislocation loops were formed. From the CL measurements, the donor-acceptor pair (DAP) emissions from
the implanted and un-implanted regions are obtained and then compared to analyze Mg activation in these regions. In the sample with
Mg ~1x 10" cm™, the existence of Mg-enriched clusters and dislocations in the implanted region leads to a weaker DAP emission,
whereas the absence of Mg-enriched clusters and dislocations in the sample with Mg ~1 x 10'®cm™ resulted in a relatively stronger

DAP emission.

Published under license by AIP Publishing. https://doi.org/10.1063/5.0014717

INTRODUCTION

Gallium nitride (GaN)-based materials have attracted much
research interest in the last couple of decades because of their
proven potential in realizing energy-efficient devices for high-
power, high-frequency, and solid-state lighting applications.'™
However, the inefficient p-type conduction via Mg-doping has hin-
dered the application of GaN technology. This is primarily attrib-
uted to Mg acting as a deep acceptor impurity in GaN resulting in
low free hole concentrations. Therefore, high concentrations of Mg
need to be incorporated to achieve high hole concentrations.”™"" It
is widely known that incorporating a high amount of Mg often
results in the formation of Mg-enriched defects and clusters,
leading to a decrease in free hole concentrations.'”™'* Attempts
have been made to understand the formation of such defects and
their atomic structures in Mg-doped GaN layers, where Mg is
incorporated during GaN growth via metalorganic chemical vapor
deposition (MOCVD) or molecular beam epitaxy (MBE).!»1°-18
However, versatile designing and processing of GaN-based modern

devices requires selective-area doping to achieve precise local
control over p-type conduction. In a typical GaN-based power
device, the high-doped p-type regions are needed as contacts and
hole transport layers, while the low-doped regions are needed for
inversion channels. Such requirements can be fulfilled through ion-
implantation that offers precise control of depth profiles at the
desired local regions and is also a mature fabrication technology
used in Si power devices. Therefore, Mg-incorporation in GaN via
ion-implantation needs to be explored for further advancement
and commercialization of GaN-based power devices.

Although attempts have been made to realize p-GaN via Mg
ion-implantation, achieving efficient p-type conductivity through
this route remains a challenge.””" The success of this route
mainly depends upon finding the optimum conditions, ie.,
the concentration of Mg ions, choice of protection layer, and
post-implantation annealing temperature. This high-temperature
annealing of the Mg-implanted GaN layers with commonly used pro-
tection layers of SiO,, SizN,, and AIN removes the crystal damages
induced due to ion-implantation and facilitates the migration of Mg
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atoms to the desired substitutional Ga sites. Various annealing
approaches have been reported such as conventional rapid thermal
annealing,”””" multicycle rapid thermal annealing,”>*’ and anneal-
ing under high N, pressure’>” at temperatures usually higher
than 1000 °C. However, such thermal treatments lead to the diffu-
sion of donor-like impurities from the protection layer into GaN.
In addition, donor-type defects such as N vacancies are also intro-
duced during ion-implantation. Based on the photoluminescence
measurements, Kojima et al.”’ suggested that such N vacancies act
as the deep donor in GaN. These donor-like impurities and N
vacancies compensate for the acceptors and inhibit Mg activation.
Another issue in Mg activation is the formation of Mg-enriched
defects due to the interactions of vacancy-type defects with the
implanted Mg ions as investigated via positron annihilation spec-
troscopy (PAS).”"”” Recently, we conducted a systematic study to
understand the impact of post-implantation annealing on the for-
mation of Mg-enriched defects via scanning transmission electron
microscopy (STEM) and atom probe tomography (APT).” The
concentration of implanted Mg ions was fixed at ~1 x 10" cm™.
We found that Mg clusters are formed during post-implantation
annealing above 1000°C and dislocation loops appear at an
annealing temperature of 1300 °C. However, it is reported that
annealing behavior also depends on the implanted Mg-ion con-
centrations because the tendency of agglomeration of the vacancy-
type defects increases with increasing Mg concentrations at a fixed
annealing temperature.”’ Therefore, it is important to investigate
the nature of defects in GaN layers implanted with varying con-
centrations of Mg ions at a fixed post-implantation annealing tem-
perature; such investigations can help to separate the effect of
implanted Mg and post-implantation annealing on the formation
of Mg-enriched defects and Mg activation. For this purpose, we
prepared GaN layers implanted with three different concentrations
of Mg ions, ie., 1x 107 em™, 1 x 10'8 cm_3, and 1x 10" cm™3,
all of which were annealed at 1300 °C after implantation. In order
to understand how the different concentrations of the implanted
Mg ions influence the Mg activation, we observed cathodolumines-
cence (CL) measurements from the cross-sectional specimens.

METHODS

Mg ion-implantation was carried out in 4 um-thick not inten-
tionally doped GaN epitaxial layers grown by MOCVD on free
standing GaN substrates oriented along the c-axis. These substrates
were grown using hydride vapor phase epitaxy. The Mg ions were
implanted at room temperature into these not intentionally doped
GaN layers for the purpose of fabricating GaN-based vertical power
devices. We intend to use these MOCVD-grown layers as drift
layers from the viewpoint of controlling carrier concentrations.
Mg ions were implanted at various energies ranging from 20 to
430 keV to obtain Mg concentrations of 1x 10'7, 1x10'®, and
1x 10" cm™ in the form of a 500 nm-deep box profile. Following
this, a 300 nm-thick AIN layer acting as the decomposition shield
was sputtered. All the samples with different Mg concentrations
were annealed at 1300 °C for 5 min followed by chemical removal
of the AIN layer. The annealing rate and environment are the same
as those of our earlier work.”” An aberration-corrected electron
microscope (FEI Titan G2 80-200) operating at 200 kV and a local
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electrode atom probe (CAMECA LEAP 5000XS) were used for
STEM and APT measurements, respectively. For the STEM and
APT measurements, thin-film and needle-shaped specimens were
prepared by a focused ion beam milling-based standard lift-out
method, using a FEI Helios G4UX dual beam system. For reducing
the damages caused by Ga ions and ensuring a high quality of the
prepared specimens, low accelerating voltages of ~2-5kV were
used in the final cleaning steps. APT tips were prepared along the
c-axis. The APT measurements were conducted using pulsed UV
laser (355 nm) excitation under ultrahigh vacuum conditions at the
specimen temperature of 30K, a laser frequency of 250 kHz, and
the evaporation rate of 1.0%. The laser energy of 10 f] was used as
the stoichiometric Ga:N ratio close to 1:1 was obtained at this
energy. The obtained APT data were reconstructed using the
CAMECA Integrated Visualization and Analysis Software to obtain
a three-dimensional view of the specimen. For the CL measure-
ments, cross-sectional specimens were prepared by a novel angle
cutting method, the details of which are described elsewhere.'”**
The CL measurements were conducted using a HORIBA MP32 CL
system attached to a Hitachi SU6600 field emission scanning elec-
tron microscope (FESEM) at an incident energy of 3kV and a
specimen temperature of 78 K.

RESULTS AND DISCUSSION

Figure 1 shows Mg concentration profiles of the three samples
measured via secondary ion mass spectrometry (SIMS). The Mg
concentration is found to be 1 x 10!, 1x10'%, and 1 x 10'° cm™>,
in the form of 500 nm-deep box profiles. Microstructural investiga-
tions were conducted via low-angle annular dark-field scanning
transmission electron microscopy (LAADF-STEM) as shown in
Fig. 2. The imaging is conducted at the collection angle range of
32-193 mrad, which is lower than the typical angle range used in a

—=— Mg:1x10"%cm
101° —o— Mg:1x10"8cm™
& —A— Mg:1x10"7cm®
8
c 10"
§e]
<
< 17 L
8 10
< <
8 Mg implantation in
o 500 nm-deep box-profile
S 10°F
1015 1 1 IA. A
0 250 500 750 1000 1250

Depth (nm)

FIG. 1. SIMS profiles of Mg concentrations in the form of 500 nm-deep box for
Mg-imglanted GaN samples with implanted Mg concentrations of 1x 10",
1x10', and 1x 10" cm=2,
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FIG. 2. LAADF-STEM images of Mg-implanted GaN samples with implanted Mg concentrations of (a) 1x 10", (b) 1x 10", and (c) 1x 10" cm™, where (d), (e), and

(f) show the magnified views, respectively.

high-angle annular dark-field scanning transmission electron micros-
copy (HAADF-STEM). Although less commonly used compared to
HAADEF-SETM, the use of LAADF-STEM for imaging defects is
reported to minimize the effect of Z-contrast and enhance diffraction
contrast.””™” In our observations, [1120] is chosen as the viewing
direction. The vacancy-type defects, their complexes, or clusters
distort the lattice and induce strain fields. These strain fields give rise
to bright contrasts in the LAADF-STEM images as shown in Fig. 2.
Muller et al”” also observed similar bright contrasts surrounding
oxygen vacancies in LAADF-STEM imaging and attributed it to
strain fields. In fact, they found LAADF-STEM to be a better option
for imaging such contrasts compared to HAADF-STEM. A dotted
line at the depth of 500 nm from the top surface is drawn for com-
parison with the SIMS Mg profile in Fig. 1. In the sample implanted
with Mg ~1x 10"7 cm™, the defects appear up to an approximate
depth of 200 nm [Fig. 2(a)], whereas the defects can be clearly
observed up to a depth of 500 nm in the sample implanted with
Mg ~1x 10 cm™ [Fig. 2(b)]. In the sample implanted with
Mg ~1x10" cm™, the defects appear clearly beyond 500 nm as
shown in Fig. 2(c). In the SIMS depth profile for implanted
Mg ~1x10”cm™ (see Fig. 1), the Mg concentration starts to
decrease beyond the depth of 500 nm and the LAADF-STEM image
[Fig. 2(c)] reveals the absence of loop-like features in this region.
The defects appearance beyond 500 nm in this sample is similar to

defects appearing within the depth of 500 nm in the sample with
Mg ~1x 10" cm™3 [Fig. 2(b)]. This suggests that the nature of the
defects depends on the concentration of Mg ions implanted in the
GaN samples annealed at the same temperature of 1300 °C.

From the LAADF-STEM images, the defect density appears to
increase with the increase in Mg ions implanted as shown in Fig. 2.
The ion-implantation-induced defects in GaN usually increase with
the increasing concentration of the implanted ions as investigated by
the various techniques like Rutherford backscattering/channeling,”*~*’
TEM, ™" and x-ray diffraction.*""* Since the apparent defect density
varies depending on the thickness of the TEM specimen, the thick-
ness calibrations have been conducted via electron energy-loss spec-
troscopy (EELS).” EELS was conducted for the needle-shaped GaN
specimen because the thickness (f) is the same as the diameter. From
the zero-loss peak intensity (I) and low-loss intensity (I;) obtained
from the EELS spectrum and ¢ measured from the TEM image, the
average mean free path (1) for GaN was calculated to be 0.12 using

A=t/ [ln (}T’,)] Following this, EELS signals are obtained from the

TEM specimens shown in Figs. 2(a)-2(c), and using Iy, I, and A4
(=0.12), the thicknesses of the TEM specimens are correctly deter-
mined as a function of the depth. The thicknesses of the prepared
TEM specimens were found to vary from the surface to a depth of
700 nm. The thickness varied from 91 to 113 nm, 45 to 130 nm, and
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FIG. 3. The variation of the number density of defects as a function of depth at
varying concentrations of implanted Mg. As the thickness of the prepared TEM
specimen affects the appearance of defects, EELS-based thickness calibrations
have been conducted.
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82 to 115 nm for the samples with the implanted Mg-concentrations
of 1x107, 1x 10" and 1 x 10" cm™, respectively. Once the depth-
dependent thickness is known, the number density of the defects
(including loop-like features) with depth is determined as shown
in Fig. 3. It is found to be increasing with the increasing concen-
trations of the implanted Mg ions. Using PAS, Uedono et. al.’’
characterized vacancy-type defects in the Mg-implanted GaN
layers under similar conditions as that those of the present study,
i.e., Mg-concentrations of 1 x 107, 1x 108, and 1x10* cm™
and an annealing temperature of 1300 °C. They found that the
ion-implantation of Mg resulted in the formation of Ga vacancies
(Vga)> N vacancies (Vy), and their complexes. A complex of Vg,
and Vy was reported to be the major defects in the as-implanted
samples. The post-implantation annealing above 1000 °C caused
the major-defect species to agglomerate, resulting in the forma-
tion of vacancy clusters. As the samples investigated in this study
are annealed at 1300°C, the bright features observed in the
LAADEF-STEM images are likely to be the agglomerated vacancy
clusters. On increasing the concentration of implanted Mg, the
number of vacancies and their agglomeration increases, explain-
ing the increasing number densities of defects with the increasing
concentrations of implanted Mg.

(a) (b) (c) - - (d) —— Mg: 1x10"cm?
Mg-loop ]
X%} -'-'. %
—_ Ix .
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o Q - —
o E : ) -02 1
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T O ~5 ol
+— e Q -—
o = ke o =
o = s 3 WWWW
% o]
o 3 A (&) :
= O ——Mg: 1x10"°%cm®
[} .
ﬁ'
- £ N
=~ Mg loop
== ==}
25nm 25nm:-
115 12.5

12.0
Mass/charge state (Da)

FIG. 4. Reconstructed APT maps of Mg for samples implanted with Mg concentrations of (a) 1x 10", (b) 1x 108, and (c) 1 x 10"® cm™3. Mg is not detected in (a), while
(b) and (c) are presented at an iso-concentration surface of 0.8 at. %. The Mg mass spectra corresponding to (a), (b), and (c) are shown in (d), where Mg peaks are
clearly observed in samples implanted with Mg concentrations of 1 x 10" and 1 x 10" cm~2,
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From the microstructural analysis, it is clear that the number
density of defects and their distribution in GaN depends upon the
level of implanted Mg ions. To further understand this depen-
dence, APT analyses have been conducted and the reconstructed
three-dimensional Mg-atom maps have been obtained where the
Mg concentrations of the samples are 1x 10", 1x10'®, and
1x 10" ¢cm™3, shown in Figs. 4(a)-4(c), respectively. In the APT
maps, Mg iso-concentration surfaces of 0.8 at. % are drawn. The
corresponding mass spectra of Mg are shown in Figs. 4(d). For
the sample with the Mg concentration of 1 x 10'” cm™?, Mg could
not be detected, possibly due to the detection limit of LEAP. In
other samples, Mg amounts evaluated by the APT analysis are
found to be approximately 0.001 and 0.012 at. % that correspond
to 1x 10" and 1 x 10" cm™, respectively. These values are close
to the expected Mg concentrations of 1x 10" and 1x10" cm™,
based on the SIMS measurements (see Fig. 1). In the sample with the
Mg concentration of ~1 x 10'® cm™, Mg appears to be randomly dis-
tributed as depicted in Fig. 4(b), with no evidence of Mg clustering,
whereas Mg-rich features in the form of clusters and loops are
observed in the sample with the Mg concentration of ~1 x 10*° cm™,
as shown in Fig. 4(c). The appearance of loop-like features is consis-
tent with the LAADF-STEM observation, where similar loop-like fea-
tures are observed [see Figs. 2(c) and 2(f)]. High-resolution STEM
images of a typical Mg-enriched cluster and loop are shown in our
recent work.” These dislocation loops tend to have different levels of
Mg enrichment on their opposite sides; Mg concentrations in these
loops were found to be in the range of 2 x 10%°-5 x 10*! cm™3, with a
possibility of Mg substituting Ga at these loops.™

To confirm the randomness of Mg distribution, we have con-
ducted a frequency distribution analysis of Mg atoms by dividing the
analyzed APT volume into blocks of 500 atoms. The experimentally
obtained Mg distribution is then compared with the binominal dis-
tribution which is expected for the random occurrence of Mg atoms,
as shown in Fig. 5. The Mg distribution in the sample with the Mg
concentration of ~1x10'® cm™ follows a binomial distribution,
indicating the random distribution of Mg, whereas a significant shift
away from the binomial distribution in the sample with the Mg con-
centration of ~1x 10" ¢cm™ suggests that Mg atoms are clustered.
Therefore, the defects observed via LAADF-STEM in the sample
with Mg ~1 x 10'® cm™ are not likely to be Mg clusters. Note that
the analyzed APT volume is less than that observed by TEM analy-
sis. If the number density of Mg clusters is very small, there is a pos-
sibility that no defects were included within the analyzed volume in
Fig. 4(b). Therefore, we quantitatively estimated the number of Mg
clusters expected in the analyzed volume in Fig. 4(b). If all defects
(~1x10"cm™) observed by LAADF-STEM analysis in this sample
are assumed to be Mg clusters, one can expect about 20 Mg clusters
in the APT-reconstructed volume in Fig. 4(b). However, not even a
single Mg cluster is observed, indicating that almost all the defects in
the sample implanted with Mg ~1 x 10'® cm™ are vacancy clusters.

These correlative findings of STEM and APT are used to
understand the donor-acceptor pair (DAP) emissions from these
samples. The monochromatic CL images of the DAP emission for
all the three samples are shown in Fig. 6. The existence of DAP
emission is usually linked to Mg activation, i.e., the formation of
Mgg., acceptors. Compared with the DAP emissions from the
Mg-implanted regions of the samples with Mg concentrations of
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FIG. 5. Frequency distribution analysis conducted by dividing APT volume into
blocks of 500 atoms for samfles implanted with Mg concentrations of (a)
1x10" and (b) 1x 10" cm™. The comparison between the experimentally
obtained Mg distribution and theoretical binomial distribution suggests that M
atoms are randomly distributed for the sample implanted with Mg ~1 x 10
em~ and clustered for the sample implanted with Mg ~1 x 10'® cm™=>,

1x 10" and 1x 10'®cm™>, a weaker DAP emission is observed in
the sample implanted with Mg ~1 x 10" cm™. This suggests that
Mg is not effectively activated in the implanted region (up to a
depth of 500nm) and a large number of defects behave as non-
radiative recombination centers in this region. However, this sample
shows a relatively stronger DAP emission beneath the implanted
layer (approximately beyond 500 nm) as shown in Fig. 6(c). The CL
spectra from different regions of this sample are shown elsewhere.'”
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The 500 nm vertical bar shows the actual depth calculated from the beveled cutting angle.

The presence of Mg-enriched clusters and loops in this sample may

also affect the energy at which DAP emission is observed. For this, ;g o - 2é4x0® e
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FIG. 7. CL spectra of the samples implanted with Mg concentrations of
1x10", 1x10%, and 1x 10" cm 2,

FIG. 8. (a) Comparative profiles of number densities of defects (obtained from
STEM) and Mg clusters (obtained from APT) as a function of depth. (b)
Variation in concentration of Mg with depth in the background GaN matrix. The
different colors on either side of the 500 nm point indicate the implanted and
un-implanted regions where different intensities of DAP emissions were
observed.
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(0-720 nm) into 20 nm-deep disks and calculated the number of
Mg clusters in each disk. As the volume of each disk is known, the
depth-dependent number density of Mg clusters is determined as
shown in Fig. 8(a), and it is compared with the number density of
defects obtained as a function of depth from the LAADF-STEM
analyses, also shown in Fig. 8(a). The number density of Mg clusters
(from APT) is found to be higher as compared with the number
density of defects (from LAADF-STEM). Note that LAADF-STEM
may underestimate the defect density as very tiny Mg clusters may
not be contributing to the defects contrast, whereas APT can accu-
rately detect such smaller Mg clusters. Therefore, we observed a
higher number of Mg clusters in APT measurements, as compared
with the defects from LAADF-STEM measurements. The appear-
ance of Mg clusters and loops is clearly seen up to an approximate
depth of 500nm and drops significantly thereafter. Reportedly,
these clusters are optically inactive’* and therefore explain the weak
DAP emission from the Mg-implanted region. Beyond 500 nm, a
relatively strong DAP emission is observed that is attributed to the
combined effect of the absence of Mg-enriched features and the
presence of Mg in the background GaN matrix. To estimate the Mg
concentration in the GaN matrix of this sample, the Mg-enriched
clusters and loops observed in the APT reconstruction [Fig. 4(c)]
were intentionally selected and removed using the CAMECA
Integrated Visualization and Analysis Software (IVAS). Thereafter,
the Mg concentration in the background matrix was obtained and
its line profile as a function of depth is shown in Fig. 8(b). The esti-
mated amount of Mg in the GaN matrix is found to be lying
between 2.0 x 10"® and 5.0 x 10'®cm™, up to a depth of 500 nm. In
the sample implanted with Mg ~1 x 10'® cm™>, the Mg clusters and
loops were not observed in the implanted region which resulted in a
relatively strong DAP emission in comparison with the sample
implanted ~1 x 10*° cm™, However, vacancy clusters are observed
in the implanted region of this sample as shown in the
LAADEF-STEM image [Fig. 2(b)]. This indicates that the vacancy
clusters do not inhibit DAP emission as strongly as the Mg clusters
do. Our findings suggest that the comparative analysis of the
number density of vacancy clusters and Mg clusters as a function of
depth can be used to explain DAP emissions from various regions
of the samples with varying concentrations of implanted Mg ions.
As the strength of DAP emission is dependent on Mg activation,
the present study may help in improving Mg activation by further
optimization of the implanted Mg concentrations and post-
implantation annealing temperature.

CONCLUSION

STEM and APT-based correlative microstructural and atomic-level
Mg distribution analyses have been carried out on Mg-implanted
GaN layers with varying concentrations of implanted Mg ranging
from 1x 10" to 1x 10" cm™. The number density of defects and
the atomic-level Mg distribution depend upon the concentration of
implanted Mg. On increasing the concentration from 1x 10" to
1x 10" cm™>, the number density of defects increases. At implanted
Mg concentration of ~1x 10" cm™, Mg distribution is random,
while Mg clustering is observed in the sample with the Mg concen-
tration of 1x 10" cm™. As Mg clustering is not observed in the
sample with the Mg concentration of ~1x 10'® cm™, the defects
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observed in the LAADF-STEM images are considered to be vacancy
clusters. The DAP emissions obtained through CL measurements are
used to explain Mg activation in the implanted regions. In the
sample with the Mg concentration of ~1 x 10" cm™, the existence
of Mg clusters was confirmed through the APT analysis up to
500 nm depth, beyond which their density diminishes. The weak and
strong DAP emissions from the implanted and un-implanted
regions of this sample, respectively, suggest that Mg clustering leads
to the non-activation of implanted Mg. The combined use of APT
and STEM in the present work suggests that the Mg distribution as
well as the formation of Mg-enriched clusters and loops depends
upon the concentration of implanted Mg ions. The Mg-enriched fea-
tures inhibit Mg activation; therefore, their formation should be sup-
pressed to achieve efficient p-type conductivity.
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