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Al 2p core exciton in Al„Gat „As
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Al L2 3 x-ray emission spectra from Al, Ga& As of varying aluminum concentration are present-
ed. The nature of the Al 2p core exciton observed in these spectra is discussed. Some comments are
also made on the effects of anion disorder in these alloys.

Al, Ga& „As is a single-phase, random-alloy semicon-
ductor system with an essentially constant lattice param-
eter for all compositions. This ternary-alloy semiconduc-
tor is closely lattice matched to GaAs and it has proper-
ties which are important in high-frequency and optoelec-
tronic applications. Yet, despite the fundamental impor-
tance of this compound-semiconductor alloy system,
there have been few theoretical and experimental studies
regarding its electronic structure as a function of alumi-
num concentration.

Soft-x-ray emission spectroscopy (SXES) provides in-
formation on the occupied valence-electron states. In
this paper we report our results from a study of the Al
L2 3 x-ray-emission spectra of Al Ga, „As for different
compositions x. The transitions from the valence-band
electron states to the Al 2p core level are governed by di-
pole selection rules and, hence, these L x-ray-emission
bands provide information on the valence-electron states
having s- and d-like symmetry with respect to the Al
sites.

Valence-exciton states of Al Ga&, As have been stud-
ied extensively using optical-absorption and photo-
luminescence measurements. ' Optical-absorption studies
of Al, Ga, „As as a function of composition show that
the valence-exciton binding energy changes sharply at
25% AlAs mole fraction. We observe for the first time in
these Al L x-ray-emission spectra a feature near the bot-
tom of the conduction band which we attribute to the ra-
diative decay of the Al 2p core exciton. The nature of
core exciton in semiconducting alloys like Si„Ge~ „(Ref.
2) and Ga„As, „P„(Ref.3) has been investigated experi-
mentally. Excitons are usually described either by a
Wannier or a Frenkel model. Theoretical investigations
on the nature of the core exciton in semiconductors and
semiconductor alloys have also been made. ' Recently,
the relationship between the binding energy and intensity
of core excitons of different materials was investigated us-

ing soft-x-ray —emission spectroscopy by our group and a
Wannier model was found to explain the observed
intensity —binding-energy relationship of core excitons in
these materials. Since there is no previous work on the
nature of Al 2p core excitons in A1, Ga, As, we concen-
trate on these and other related electronic properties in
this paper.

The soft-x-ray —emission spectrograph used in this
work is described in detail elsewhere. Al Ga, As epi-

taxial layers of different Al concentrations were grown on
(100)-oriented single-crystal GaAs substrates by the
metal-organic chemical-vapor-deposition (MOCVD) pro-
cess. The thickness of the Al, Ga&, As epitaxial layers
were about 2 pm. The Al Ga&, As epitaxial layers were
not doped and they had smooth and shiny surfaces. An
electron beam of 3 kV energy was used to ionize the Al
2p core levels in the Al„Ga, „As samples. The x-ray
photons emitted due to electronic transitions from occu-
pied valence- or conduction-band states to the vacancy in
the Al 2p core levels were energy-dispersed by a
holographically-aberration-corrected toroidal grating.
The soft-x-ray photons were detected by a photodiode-
array detector. The temperature of each of the samples
was about 195 K during the electron-beam excitation,
and pressure in the sample ultrahigh-vacuum chamber
was better than 2X10 Torr. The energy resolution of
the spectrometer in the Al L2 3 x-ray-emission range was
about 0.1 eV and the energy uncertainty was about 0.07
eV.

Energy-band-structure calculations, x-ray-photoemis-
sion-spectroscopy (XPS), and SXES measurements of the
valence-band electronic structure of Al„Ga& As have
been reported. ' The Al L x-ray-emission spectra of
Al Ga, „As are shown in Fig. 1 for different Al concen-
trations, and they show that the valence x-ray-emission
bands are qualitatively similar. The broad peak at about
62 eV in the lower valence subband is due to s orbitals
centered on the As atoms. The prominent peak at 67 eV
in the upper valence subband is due to s orbitals centered
on the Al and Ga cation atoms. The intensity of this
peak increases with the increase of the Al concentration,
but its width decreases with increasing Al concentration.
The shoulder region near the valence-band edge is due to
the As p hybrid orbitals. Changes in the strength of the
shoulder region in these spectra with x are negligible, as
the As atom is the nearest neighbor to Al for all concen-
trations. There is a small peak at about 65 eU in the L x-
ray spectra of Al Ga& As samples with x =0.5 and 0.6,
and this weak feature lies in the valley between the upper
and lower valence subbands. The origin of this weak
feature in our x-ray spectra is not clear. The valence-
band XPS spectrum of Al Ga, As with x =0.55 also
shows some extra intensity at about 7.5 eU below the
valence-band maximum (VBM). ' Further detailed
band-structure and electronic density-of-state (DOS) cal-
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TABLE I. E, is the position of the valence-band maximum (I.3), I 6 is the FWHM of the Gaussian
broadening function of the upper valence-band edge, E, is the position of the Al 2p core exciton, and
I v is the FWHM of the Voigt function representing the Al 2p core-exciton feature.

Sample
composition

I v

0.2
0.4
0.5
0.6
0.8

72.86
72.77
72.80
72.71
72.68

0.62
0.47
0.47
0.61
0.77

74.64
74.75
74.87
74.83
74.66
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0.78

10.5
5.7

11.2
12.3
6.8

72.95

72.85 ——
E

E
X
g$

~ 72.75
C
0$

IXl
I

O

72.65

72.55 I ! I I

r r r
t

r r r r

[
r r r r

1
» r r

[
r r r r

~

r «r
J

r

I

O.o 0.2 OA 0.6 0.8

Composition x

1.0

FIG. 3. Position of valence-band maximum of Al„Ga& „As
as a function of aluminum concentration. The energy uncer-
tainty of each point is +0.05 eV.

corresponding inhomogeneous broadenings to be small.
Photoemission studies on Al Ga, As by three different
groups' ' also show that, as the Al concentration is
changed, the binding energy of the Al 2p core level does
not change to within 0.1 eV. Thus the measured changes
in the Al 2p core level relative to the VBM of
Al Ga, ,As as a function of composition in our Al L x-
ray-emission spectra primarily reflect the movement of
the VBM.

Band-structure calculations of Al„Ga, „As (Ref. 9)
show that the electronic states near the VBM of
Al„Ga, „As are primarily As hybrid p states. These, as
wave functions, are different depending on whether As
atoms are bonded to Al or Ga atoms. The anion disorder
in Al Ga&, As results from the difference in As levels
when an As atom is bonded to different cations that are
distributed randomly. The VBM decreases slightly with
the increase in Al concentration because of the presence

of anion disorder in Al Ga& „As."
Shih and co-workers ' introduced the concept of "nat-

ural valence-band offset" (NVBO) in the common-anion
alloy Hg, Cd„Te, which plays an important role in the
electronic properties of these alloys. Shih and co-workers
explain this offset as an energy shift when one places the
band structure of two separate binary compounds like
AlAs and GaAs on the same absolute energy scale. The
heterojunction offset will be this natural offset plus the
contribution from the dipoles across the interface. ' The
natural valence-band offset obtained from Fig. 3 (the vert-
ical range of the data) is 0.31 eV. The valence-band
discontinuity of the A1As/GaAs heterojunction measured
by XPS (Ref. 22) for different growth sequences and crys-
tal orientations ranges from 0.36 to 0.55 eV. Thus the in-
terface dipole has a non-negligible effect on the valence-
band discontinuity in the A1As/GaAs heterostructure.

According to "common-anion rule, " two semicon-
ductors sharing the same anion would have a very small
valence-band offset AE„and thus heterostructures like
A1As/GaAs and CdTe/HgTe are expected to have negli-
gible band offset. However, XPS measurements show
that AE, for these heterostructures are not negligible.
Wei and Zunger have recently shown that, in
tetrahedral symmetry, the anion p states and cation d
states both have the I „representation at the top of the
valence band, and they can couple to each other and pro-
duce a significant pd repulsion energy, E d, at the VBM.
In A1As the unoccupied Al 3d orbitals are above the As
4p states, and so its pd repulsion energy is negative. They
also found that cation d orbitals provide the most impor-
tant discriminating factor between a pair of common-
anion semiconductors like A1As/GaAs and CdTe/HgTe
in that they control the valence-band discontinuities.
The calculated pd repulsion-energy contributions to the
valence-band offsets of A1As/GaAs and CdTe/Hg Te
heterojunctions are 0.31 and 0.34 eV, respectively. These
calculated values are in excellent agreement with the
"natural-valence-band-offset" values obtained from SXES
and /PS studies of the variations of the VBM of
Al„Ga& As and Cd Hg &

Te, respectively. Further
theoretical work is necessary to study the relationship be-
tween pd repulsion energy and the offset in Al„Ga, As.

The nonlinear least-squares fits to the valence-band
edges of the L x-ray spectra of Al Ga& As yield values
of the FWHM„ I G, of the Gaussian broadening function,
and Fig. 4 shows the variation of I z with alloy composi-
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tion x. To our knowledge, no calculation has been made
on the effects of intrinsic and alloy broadening on the x-
ray spectra of Al„Ga, „As, but there are theoretical '

and experimental absorption studies on the nature of Si
2p core excitons in Si„Ge, alloys. The results of these
studies are useful in understanding the nature of the Al
2p core exciton in Al Ga, ,As. Calculations by Krish-
namurthy and collaborators show that the competition
between an intrinsic broadening due to screening and ex-
trinsic alloy broadening in Si„Ge, alloys could result
in a minimum in the total broadening at x =0.15. The
conduction-band minimum in the Si„Ge& „alloys
changes from the X to the L region of the Brillouin zone
at the critical composition x, =0.15. The variation of
I G with composition x shown in Fig. 4 for A1, Ga, ,As
has a minimum value at about x =0.4 which corresponds
to the critical composition at which the bottom of the
conduction band changes from I to X. ' ' " The broaden-
ing effects in the core spectra of Si„Ge& „alloys exhibit
similar behavior at the eritieal composition, and this
clearly suggests that both intrinsic broadening due to
screening and alloy broadening are important in the Al L
x-ray-emission spectra of Al Ga& As.

The nature of core-exciton states in ternary alloy semi-
conductors have been of considerable interest recently.
The electron-hole interaction via energy-derivative
reflectance spectra of transitions from the shallow Ga 3d
core levels to lower conduction-band final states in
Al Ga& As (Ref. 25) and GaAs, P (Ref. 3) alloys has
been studied. These experimental studies show that the
core excitons associated with the Ga 3d core hole and the
conduction electron around the lowest L- and X-
symmetry points are coupled with each other through in-
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FIG. 4. F%'HM of Gaussian broadening function of upper
valence-band edge of A1, Gal „As as a function of composition
X.

tervalley electron-hole interaction. We present, for the
first time, the results on the intervalley electron-hole in-
teraction in excitations from the Al 2p core level to the
conduction band of Al Ga& As studied with soft-x-
ray —emission spectroscopy.

Figure 5 shows the positions of the I, L, and X
conduction-band minima relative to the top of the
valence band as a function of aluminum concentration.
The conduction-band structure of Al Ga&, As is
characterized by a change from the sequence I —L —X to
X—L —I with increasing energy as the alloy composition
x is varied. This shows that Al Ga&, As is a direct-
band-gap semiconductor (I „conduction band) below
the crossover concentration x, =0.4 and an indirect-
band-gap (X„conduction band) semiconductor at high
x. Studies on the valence exciton in Al, Ga, ,As show
that its position follows the lowest conduction band, like
the usual Wannier exciton, as the composition is varied.

Positions of the Al 2p core exciton above the VBM ob-
tained from Al L x-ray-emission spectra of Al Ga, „As
for different aluminum concentrations are also shown in
Fig. 5. In contrast to the Wannier-type valence exciton,
the energy positions of the Al 2p core excitons do not
simply follow the lowest conduction-band minimum.
The Al 2p core excitons for x =0.2 and 0.3 lie above the
lowest I „conduction-band minimum, but below the L
conduction-band minimum. Such behavior has been anti-
cipated theoretically. It is clear from Fig. 6 that the Al
2p core exciton is of mixed character for all concentra-
tions. We conclude that the central-cell part of the po-
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Al Gal As for different compositions x.



3042 JEYASINGH NITHIANANDAM AND STEPHEN E. SCHNATTERLY 42

0.008--

0.006--

Q)

GO

O
O~0
LU

Ol

00

0.004--

0.002--

I I I I l I I0 000 rrrr~rlrf)rrrl/r frl/frllfllll/III I)rrrr/rlll[IIII
0.0 0.2 0.4 0.6 0.8 1.0

Composition x

FIG. 6. Ratio of the area of the Al 2p core exciton with
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troscopic measurements by Carson and Schnatterly on
diamond, BN, B203, LiF, and crystalline- and
amorphous-silicon samples showed that the intensity of
the core exciton is an intrinsic feature of the x-ray-
emission spectrum of a solid. They also observed that the
intensity of core excitons in the x-ray-emission spectra of
these solids vary as the square of the core-exciton binding
energy. They interpreted the observed core-exciton
intensity —binding-energy relationship in these solids using
a Wannier exciton model.

The area of the Al 2p core-exciton peak observed in the
x-ray-emission spectrum of Al, Ga, ,As represents the
intensity of the core exciton. Figure 6 shows the area of
the Al 2p core-exciton peak normalized to that of the Al
L 2 3 x-ray valence-band emission band of Al Ga, As as
a function of x. It shows that the intensity of Al 2p core
exciton of Al Ga, ,As smoothly varies with x and it has
a minimum at x =0.6. This variation does not lend itself
to a simple explanation. Further theoretical work is
necessary to understand the variation of Al 2p core-
exciton intensity with composition x, and the
conduction-band electronic-structure calculations of
Al Ga, ,As for different x will be useful in explaining
the observed properties of the Al 2p core exciton and oth-
er related electronic properties.
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