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Abstract

MOCVD growth and characterization of InAs-rich GalnAsSb on GaSb substrates was investigated. High quality
mirror-like surfaces with a minimum lattice mismatch of 0.4% was obtained. The surface of InAs-rich GalnAsSb epilayer
shows morphological features much different from that of GaSb-rich films. Solid compositions of InAs-rich films were
dependent on growth temperature. InAs-rich GalnAsSb shows n-type conduction, which is the opposite of GaSb-rich
samples. A room temperature electron mobility of 5000 cm?/V s with electron concentration of 3.6 x 107 cm ™2 was
obtained. © 1998 Elsevier Science B.V. All rights reserved.
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1. Introduction

III-V antimonide compounds are attracting
great interest for their applications, such as optical
communications, environmental protection, remot-
ing sensing of atmosphere and infrared focal plane
arrays for imaging. The room temperature band
gaps of Sb-containing materials cover the extreme-
ly wide range from 1.43 to 0.1 eV, corresponding to
0.9-12 um. Lattice-matched to GaSb substrates,
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the energy band gap varies between 1.7 and 4.3 um.
GalnAsSb materials are also of interest due to the
miscibility gap with a critical temperature esti-
mated to be 1467°C [1]. The nonequilibrium
growth by MOCVD and MBE can conquer the
difficulty of phase separation in the miscibility
gap [2-6]. The growth of GalnAsSb alloys have
been reported by LPE (liquid phase epitaxy) [7,8],
MOCVD (metalorganic chemical vapor depos-
ition) [2-5], MBE (molecular beam epitaxy) [6,9]
and LPEE (liquid phase electroepitaxy) [10,11].
Photodiodes [5,12-14] and lasers [15-17] fab-
ricated from GalnAsSb materials have also been
demonstrated. Most of the epitaxial growth of
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materials and the fabrication of devices was per-
formed for alloys in the GaSb-rich end of the com-
position range. In this end the epilayers are p-type.
Pyramids and other defects were likely to occur
on the surface of GaSb, GaSb-rich GalnSb and
GalnAsSb epilayers [5,12,18-20]. Although there
has been many reports on GalnAsSb alloys, to my
knowledge, there has been no detailed study to date
on the growth property of InAs-rich GalnAsSb
alloys by MOCVD. In this work,we report the
growth of GalnAsSb alloys grown on GaSb sub-
strates by MOCVD, with compositions on the
InAs-rich end.

2. Experimental procedure

The epitaxial growth was performed in a hori-
zontal, atmospheric MOCVD pressure reactor.
The precursors were trimethylgallium (TMGa), tri-
methylindium (TMIn), trimethylantimony (TMSb)
and 10% arsine diluted by hydrogen. The source
temperatures for TMGa,TMIn and TMSb were
—12°C, 17°C, and —10°C, respectively. The car-
rier gas was Pd-purified H, at a total flow of
3 1/min (1 0 0)-oriented, Te-doped GaSb and high
resistivity GaAs were used as substrates. The sub-
strates were first cleaned by degreasing in organic
solvents and deionized water. Then they were
chemically etched. For GaSb substrates, the
etchant used was a mixed solution of nitric acid,
hydrochloric acid and ice-acetic acid (HNOj;:
HCl: CH;COOH =0.2:2:10) for 10 min. The
etchant for GaAs was the standard chemical
etching solution (H,SO,:H,0:H,0,=5:1:1).
After etching, the substrates were rinsed with de-
ionized water, blown dry with filtered nitrogen and
loaded into the reaction chamber.

GaSb and GaAs substrates were protected from
decomposing by TMSb and arsine sources before
reaching the growth temperature. The growth
parameters, such as growth temperature and mole
ratios of the input sources, were optimized to de-
crease the lattice mismatch between the GalnAsSb
epilayer and the GaSb substrate. Table 1 presents
the optimized growth parameters of InAs-rich
Ga,; _,In,As,Sb, _, grown on GaSb substrates. Un-
der these conditions the solid compositions of the

Table 1
Growth conditions of InAs-rich Ga,_,In.As,Sb,_, films on
GaSb substrates

Growth temperature (°C) 570-620
TMGa flux (mol/min) (1-1.5)x 10~
TMIn flux (mol/min) (0.8-3)x 103
TMSb flux (mol/min) (0.8-3)x 1073
AsH; flux (mol/min) (3-5)x107°

total H, flux (I/min) 3

III/V mole ratio 0.2-0.4
Ga/IIl mole ratio 0.05-0.15
Sb/V mole ratio 0.1-0.3

epilayers were on the InAs-rich end with x > 0.7,
and y > 0.7. The thicknesses of the epilayers are
about 1-3 pum.

The surface morphologies were examined by
means of optical microscopy and scanning electron
microscopy (SEM). The solid composition and lat-
tice mismatch were measured by electron micro-
probe analysis and X-ray diffraction, respectively.
X-ray diffraction was also used to evaluate the
crystalline quality of the epilayers. Standard Hall
measurements were performed to determine the
electrical properties of the GalnAsSb epilayers
grown on semi-insulating GaAs substrates.

3. Results and discussion
3.1. X-ray diffraction

InAs-rich GalnAsSb epilayers of good quality
were grown on GaSb substrates. The growth para-
meters used are presented in Table 1. The epilayers
were mirror-like with smooth surfaces. The lattice
mismatch between GalnAsSb and GaSb was
about 1-2%. A minimum mismatch of 0.4% was
achieved. Typical X-ray diffraction results for sev-
eral samples of GalnAsSb/GaSb are shown in
Fig. 1. These results show that the crystalline qual-
ity is good.

3.2. Solid composition

The solid composition of GalnAsSb was depen-
dent on growth temperature. Figs. 2 and 3 show the
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Fig. 1. X-ray diffraction of three InAs-rich Ga, _,In,As,Sb, _,/
GaSb samples. (a) III/V ratio = 0.22, Ga/Ill ratio = 0.09,
Sb/V ratio =0.17, growth temperature 7 = 600°C, solid
composition x = 0.72, y =0.78, thickness d = 1 um. (b) III/V
ratio = 0.34, Ga/Ill ratio =0.06, Sb/V ratio = 0.16, growth
temperature T = 570°C, solid composition x = 0.71, y = 0.72,
thickness d = 2 um. (c) III/V ratio = 0.44, Ga/III ratio = 0.06,
Sb/V ratio = 0.20, growth temperature T = 600°C, solid com-
position x = 0.84, y = 0.81, thickness d = 3.5 pm.
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Fig. 2. Solid composition x of Ga;_,In,As,Sb;_, versus
growth temperature. (a) III/V = 0.36, Ga/IIl = 0.07, Sb/V = 0.17
and (b) III/V = 0.22, Ga/III = 0.13, Sb/V = 0.16.

temperature dependence of In composition x and
As composition y, respectively. In Fig. 2, the
GalnAsSb alloys were grown on GaSb substrates
at temperatures between 570 and 620°C. The
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Fig. 3. Solid composition y of Ga, _In,As,Sb; _, versus growth
temperature. (a) III/V = 0.22, Ga/IIl =0.13, Sb/V =0.16 and
(b) II/V = 0.36, Ga/III = 0.07, Sb/V = 0.17.

indium composition x decreased with increasing
growth temperature. This phenomenon was often
attributed to the difference of pyrolysis efficiency
between TMGa and TMIn [21]. The pyrolysis
temperature of TMGa is higher than that of TMIn,
which pyrolyses completely at 500°C. In the range
of 570-620°C, the pyrolysis efficiency of TMGa
increases with increasing growth temperature, re-
sulting in the decrease of indium composition in the
epilayers.

Fig. 3 shows the unusual temperature depend-
ence of As composition y in InAs-rich GalnAsSb
alloys. In the range of 570-600°C, y increases with
increasing growth temperature. This can be ex-
plained by the different pyrolysis efficiencies of
TMSb and AsH; [3]. It is well known that TMSb is
nearly completely pyrolysed above 500°C. On the
other hand, the pyrolysis of AsHj; is not complete
and increases with increasing growth temperature
[22]. The real ratio of As and Sb in vapor phase
consequently increases, resulting in the increase of
As composition y. Above 600°C, y decreased with
increasing growth temperature. The reason for this
tendency is not very clear. A possible explanation is
that the decrease of y might be due to the stronger
parasitic reaction between TMIn and AsHj in
vapor phase when the growth temperature is
increased [23].
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3.3. Surface morphology

The detailed surface morphology was examined
using optical microscopy and scanning electron
microscopy. Fig. 4 shows several surface obser-
vations of InAs-rich GalnAsSb samples. As a
comparison, GaSb-rich GalnAsSb film was also
examined using the above techniques. Surface mor-
phology observations demonstrate that the surface
morphologies of InAs-rich GalnAsSb epilayers
were much different from GaSb-rich GalnAsSb, as
shown in Fig. 4. For GaSb-rich films, huge hillocks
with the size of about 10 um were observed on the
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Fig. 4. Surface morphologies of GaSb-rich and InAs-rich
Ga, _,In,As,Sb, _,/GaSb films, marker represents 10 pum
(a) III/V ratio = 0.79, Ga/Ill ratio = 0.78, Sb/V ratio = 0.86,
growth temperature T = 640°C, solid composition x = 0.06,
y = 0.10, thickness d = 1pm, lattice mismatch Aa/a = 1% and
(b) III/V ratio = 0.22, Ga/III ratio = 0.13, Sb/V ratio = 0.16,
growth temperature T = 560°C, solid composition = 0.80,
y = 0.83, thickness d = 3 um, lattice mismatch Aa/a = 1.6%.

surface. The pyramid-like hillocks have a rectangu-
lar base plane. The direction of the edges of the
rectangular bottom is related to the tilt of the
substrate. However, for InAs-rich samples, no such
features were observed. The surface was mirror-like
with very small hillocks on the surface. Such high
quality surfaces without lots of pyramids would be
beneficial for device fabrication. Previously re-
ported results have shown that surface defects such
as pyramids often occur in the growth of antimon-
ide compounds such as GaSb [18,19], GalnSb [20]
and GalnAsSb [5,12]. In other material growth
such as GaAs,InP and GalnAs, no such features are
observed. Considering the above results and the
much different TMSb flux used for GaSb-rich and
InAs-rich films, we believe that the presence of
antimony has much to do with the occurrence of
pyramids. For the growth of InAs-rich GalnAsSb
films, the mole ratios of antimony versus group-V
elements were chosen to be about 0.10-0.3 in our
work, much lower than for GaSb-rich GalnAsSb.
In this case, the surface morphology of InAs-rich
GalnAsSb epilayers was then to a great extent
determined by the incorporation of arsenic and
group-III elements, avoiding the occurance of hill-
ocks.

3.4. Electrical properties

The electrical properties of InAs-rich GalnAsSb
deposited on semi-insulating GaAs substrates were
measured using the Hall method. We observed that
the type of conduction in InAs-rich films was n-
type, the opposite of GaSb-rich samples. A room
temperature electron mobility of 5000 cm?/V - s and
an electron concentration of 3.6 x 10'7 cm > were
obtained. The origin of p-type conduction of
GaSb-rich GalnAsSb alloys was often attributed
to native lattice defects (i.e. Sb vacancies), antisite
defects (Ga atoms at Sb sites), defect complex
(VgaGagp) [24,25]. Another possible explanation
for p-type conduction might be that carbon oc-
cupys group-V element sites as an acceptor in the
materials, as shown in OMVPE-GaAs [26]. In
GaAs, GaSb and GaSb-rich GalnAsSb, the strong
Ga—C bond forces carbon onto the group-V sublat-
tice,and therefore carbon is an acceptor. For InAs
and InAsSb the In—C bond is relatively weak and
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the result is n-type material with carbon on group-
III sites [27]. This assumption could reasonably
explain the n-type conduction of InAs-rich
GalnAsSb in our work because the concentration
of the In—C bond was much higher than that of the
Ga—C bond.

According to our experimental results, we sug-
gest that unintentionally doped GalnAsSb epi-
layers will show the lowest carrier concentration
and the highest mobility when the effect of GaSb on
the electrical conduction is comparable with that of
InAs. This work is under way.

4. Conclusions

High quality InAs-rich Ga,; _,In,As,Sb, _, with
compositions of x > 0.7, y>0.7 were grown
on GaSb substrates by atmospheric pressure
MOCVD. The surfaces are smooth and mirror-like.
The detailed surface morphology and electrical
properties were investigated. Both of them were
much different from those of GaSb-rich GalnAsSb
films. The concentration of TMSb apparently
greatly affects the surface morphology. An electron
mobility of 5000 cm?/V -s with a concentration of
3.6 x 10*7 cm ™ was achieved.
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