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X Ray Photoelectron Spectroscopy was used to measure valence band offsets for Al,05 deposited by Atomic Layer Deposition on
a-(AlGa; 4),03 alloys over a wide range of Al contents, x, from 0.26-0.74, corresponding to a bandgap range from 5.8-7 eV.
These alloys were grown by Pulsed Laser Deposition. The band alignments were type I (nested) at x <0.5, with valence band
offsets 0.13 eV for x = 0.26 and x = 0.46. At higher Al contents, the band alignment was a staggered alignment, with valence band
offsets of — 0.07 eV for x = 0.58 and —0.17 for x = 0.74, ie. negative valence band offsets in both cases. The conduction band
offsets are also small at these high Al contents, being only 0.07 eV at x = 0.74. The wide bandgap of the a-(Al,Ga,;)>03 alloys
makes it difficult to find dielectrics with nested band alignments over the entire composition range.
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There is increasing attention being paid to the synthesis and
properties of (Al,Ga;_« ,05."71* The alloying of Ga,03; with Al,O3
allows for tuning the bandgap over a very large range, particularly
when the a-polytype is used, since this has a larger bandgap than the
more commonly used and most stable 3-polytype.'*'>~>° The larger
bandgap means a wider range of absorption energies for photons, as
well as a higher critical electric field in rectifiers and transistors.>*~°
The applications for these alloys, therefore, naturally range from
high power electronic devices to solar-blind UV photodetectors.*®~®
For power electronics, the total switching losses in a power switch
tradeoff of conduction losses (~Ec> in the limit of slow switching)
and dynamic switching losses (~E,> for high frequency switching)
and ti};e common figures-of-merit (FOM) depend on this critical
field,”” ie.

Unipolar FOM V3/R,, = eu E2/4

Lateral power FOM VZ/R,, = q/tchnSEC2

The critical field in semiconductors has been found by Kaplar™®
to depend on the bandgap to the power 1.86, iec Ec a Eg'®® Thus,
the larger the bandgap, the larger critical field and the higher the
power levels can be switched by the device. Varley* has estimated
the breakdown field to be ~16 MV.cm ™! for (AlysGag»),053. The
optical bandgap for a-(AlGa,_,),03 was originally reported as E,
(X) = 5.25 + 3.31 x,'%" but this has evolved as data from a wider
range of growth methods has been accumulated.*** This semi-stable
rhombohedral phase has the same lattice structure as «-Al,O3
substrates.'>**°® While the corundum crystal structure a-polytype
is metastable, it can be readily grown by non-equilibrium techniques
over a broad composition range.®™* A number of methods have been
used to grow this polymorph, including mist Chemical Vapor
Deposition,12 Pulsed Laser Df:position,40‘41 Molecular Beam
Epitaxy**** and Metal Organic Chemical Vapor Deposition,>%>>3
A major issue with any semiconductor alloy system are the
miscibility limits and it has proven challenging to maintain phase
stability at high Al contents in [(-polytype alloys in some growth
methods.>*** There has been much less work on the synthesis and

*Electrochemical Society Member.
**Electrochemical Society Fellow.
“E-mail: spear@mse.ufl.edu

properties of a-(Al,Ga;_),03 alloys.z_12 The current miscibility
limits for the various polymorphs have been summarized recently by
von Wenckstern et al.."

In addition, the Al-containing alloys are expected to be even
more radiation-hard than Ga,Os;, which itself is considerably more
resistance to radiation damage than Si or GaAs.®> One issue with the
large bandgap range accessible through the a-(Al,Ga,.),0O;5 alloys
is the limited choice of dielectrics that are possible which could give
nested band alignments with acceptable conduction and valence
band offsets.®

In this paper we report the measurement of band alignment for
AlL,O; deposited by Atomic Layer Deposition (ALD) on
a-AlGa; ),05; system using alloys grown by Pulsed Laser
Deposition (PLD) over a wide composition range from x =
0.26-0.74. The band alignments are type I for x < 0.5 but staggered
for x > 0.5.

Experimental

The «a-(AlyGa;4),0;3 alloys were grown by PLD on 2 inch
diameter large a-plane (11.0) sapphire substrates using the contin-
uous composition spread (CCS) PLD technique using a KrF excimer
laser (Coherent LPX Pro 305, 248 nm, 2.6 J.cm 2) on and a
segmented ceramic target (Ga,O3/Al,03) under an O, partial
pressure.>%"%%¢ The cation ratio was determined by energy
dispersive X-ray spectroscopy (EDX) and the crystal structure by
X-ray diffraction (XRD). The cation gradient ranged between x =
0.13 and x = 0.84 as measured by Energy Dispersive X-ray
Spectroscopy (EDAX). The rhombohedral crystal structure of the
thin films was confirmed by the 26-w XRD scans. For x ~ 0.55, a
change from relaxed to pseudomorphic growth was observed as
confirmed by the evolution of in- and out-of-plane lattice constants.
We examined four compositions, x = 0.26, 0.42, 0.58 and 0.74.
More details on these samples can be found in Hassa et al..>*~* The
structural properties of the films were also examined by
Transmission Electron Microscopy (TEM) and EDAX to measure
interfacial stability and map the elemental composition near the
interface. As the corundum structure is the thermodynamically most
stable phase of Al,O3, the growth of ternary (Al,Ga),0; is feasible
without miscibility gap, 2potentially enabling bandgap engineering
between 5.0 and 8.8 eV.”>"** Due to its optical transparency, high
temperature and chemical stability, high mechanical strength and its
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low-cost industrial manufacturing capabilities, a-Al,Oj3 is the most
common substrate for a-polymorph alloys.

The Al,O; layers were deposited by Atomic Layer Deposition
(ALD) at 200°C using the plasma mode in a Cambridge Nano Fiji
200.5%%* The precursors were trimethylaluminum precursor and an
inductively coupled plasma (ICP) of O, at 300 W.*"*® After solvent
cleaning, the substrates were exposed to Ozone for 15 min to form a
protective oxide that is easily thermally desorbed during the ALD
step. Both thick (200 nm) and thin (1.5 nm) layers of Al,O; were
deposited for measuring bandgaps and core levels on the
a-(Al,Ga,_4),03 using the Kraut method.®” A schematic of the
samples used are shown in Fig. 1.3'

In order to ensure the samples were appropriate for measuring the
band alignments from the core levels, XPS survey scans were
performed to measure the chemical state of the AlL,O; and
(AlGa;_4),05 layers with an Al X-ray source (energy 1486.6 eV,
source power 300W) %% Details of the measurement conditions
have been described in detail previously.®*®* The total energy
resolution of the system is 0.5 eV, and the accuracy of the observed
binding energy is ~ 0.03 eV. Charge compensation was performed
using an electron flood gun and simultaneous ion beam.’®’° The
samples were electrically insulated from the chuck to avoid uneven
charge dispersion.”' All electron analyzers and equipment were
grounded. Differential charging was not observed with use of the
electron gun.47’4

The Al,O; bandgap was 6.9 eV, obtained from Reflection
Electron Energy Loss Spectroscopy (REELS).%® The bandgaps of the
(Al Ga;_4),05 at each composition were obtained from XPS energy
loss measurements of the O1S peak.%***" The samples were also
examined by cross-sectional Transmission Electron Microscopy
(TEM) and EDAX to examine crystal quality and map the elemental
composition near the interface. The electron transparent cross-
sectional lamellae of ~100 nm thick were prepared using FEI
Helios Nanolab 660 dual beam focused ion beam. The bright field
TEM images, selected area electron diffraction (SAED) patterns, and
the EDAX mappings were obtained in FEI Talos F200X scanning/
transmission electron microscope (S/TEM) equipped with an EDAX
detector using field emission gun and 200 kV of acceleration
voltage.

Results and Discussion

The cross-sectional TEM images of the 26% Al films are shown
in Figs. 2a and 2b. The thickness of the film is found to be ~250 nm
with a clean film-substrate interface (shown in inset of Fig. 2b).The
SAED pattern obtained on the film and substrate are shown in
Figs. 2c and d, respectively. The substrate diffraction pattern
exhibits hexagonal crystal structure, as expected from the a-Al,O;
substrate. The complex diffraction pattern of the a-(AlyGa;_4),03
film incorporates additional spots relative to the substrate repre-
senting polycrystalline nature of the film. The calculated d-spacing

values of the planes (1 1 2), (02 2), (02 3), and (0 —1 4) are found
to be 2.65, 1.82, 1.41, and 0.94, respectively, confirming the planes
of a-Ga,0j;. Figure 2e represents the nano-diffraction pattern of the
film on a single crystal along [1 0 0] zone axis of a-Ga,O3. Hassa??
et al. have previously reported a detailed account of the structural
and elastic properties of these films and found a transition from
relaxed to pseudomorphic growth for Al contents >0.55. At lower
Al compositions, the lattice constants follow Vegard’s law. Knei J et
al.** have recently reviewed the strain states and lattice relaxation for
growth of similar films. The STEM HAADF image and corre-
sponding EDAX maps taken in cross-section represent uniform
distributions of the Al, Ga, and O in the films, as shown in Fig. 3.

Figures 4a and 4b show the cross-sectional TEM images of the
74% Al films. These films are ~265 nm thick and are in the
pseudomorphic regime of growth of a-(Al,Ga,_,),O3; on sapphire.
Similar to 26% Al film, the SAED patterns (Fig. 4c) of the 74% Al
film contains randomly orientated polycrystalline of Ga,Os;. The
pronounced diffusive ring patterns of the 74% Al film demonstrate
reduced grain size with the increase of Al content. The d-spacing
values of the planes (0 —1 1), (00 2), (0 2 3), and (2 4 4) are found
to be 2.49, 2.06, 1.43, and 1.15 10\, respectively, representing the
planes of a-Ga,0Oj3. The indexed nano-diffraction pattern obtained on
a single crystal of a-Ga,Oj3 along [1 1 0] zone axis is shown in Fig. 4
€. The EDAX of 74% Al film also shows uniform incorporation of
the lattice constituents, as shown in Fig. 5.

Figure 6 shows the high resolution XPS spectra for the a-
(AlyGa; ),03 to Al,O; vacuum-core delta regions of the four
compositions, while the data for the Al,O5 is shown in Fig. 7. The
valence band offsets were extracted from the shift of the core levels
for the heterostructure samples with the thin dielectric on top of the
four different compositions of the alloy. A compilation of the
valence band maxima (VBM) are collected in Table I, with values
of 2.7+ 0.15 forx =0.26,3.3 £0.15 for x = 0.42,4.4 +0.15 forx =
0.58 and 4.5 + 0.15 for x = 0.74. These were obtained by fitting of
the leading edge of the valence band. The error bars in the different
binding energies were combined in a root sum square relationship to
determine the overall error bars in the valence band offsets (AEy).%*
These band offsets are then obtained by measuring the shift of the
core levels in the a- (AlGa;4),0; when Al,O, was deposited.
These are also tabulated in Table I, with values of —1.2 for x = 0.26,
—0.2 for x = 0.42, 0.2 for x = 0.58 and 0.4 for x = 0.74.

Once the valence band offsets are established, to determine the
conduction band offset, it is necessary to measure the band gap of
each composition. We measured the bandgaps of the four
(Al Ga;_)>03 compositions from the separation between the core
level peak energy and the onset of inelastic (plasmon) losses in each
O 1s photoemission spectra.®® To find the band-gap energy, a linear
fit is made to the measured loss spectra curve near the approximate
location of onset of inelastic losses. Next, by subtracting the
background, the “zero” level is determined. The energy corre-
sponding to the onset of inelastic losses is found by extrapolating

Thick dielectric Thick semiconductor Heterostructure
T
7

AL,0,/(Al.Ga,_),0,
(300 nm/20 nm)

(AlL.Ga,_),0;
(100 nm)

(3 nm/>100 nm)

Figure 1. Schematic of the three types of samples measured to obtain the band alignments of Al,O3 on (Al,Ga;_4),0;.
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Figure 2. Bright field TEM images of the cross-section of 26% Al film (a)—(b). The HR-TEM image of film-substrate interface is shown in inset of (b). The
SAED patterns of the (c) film and (d) substrate. (¢) Nano-diffraction of the film along [1 0 0] zone axis.

Figure 3. The STEM HAADF image and corresponding EDAX mapping of the 26% Al film.

the linear-fit line and determining its intersection with the zero between the core-level peak energy and the onset of inelastic
level.*® The bandgap energy is obtained from the the difference losses.”
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Figure 4. Bright field TEM images of the cross-section of 74% Al film (a)-(b). The HR-TEM image of film-substrate interface is shown in inset of (b). The
SAED patterns of the (c) film and (d) substrate. (¢) Nano-diffraction of the film along [1 1 0] zone axis.

Gal feflaf

Figure 5. The STEM HAADF image and corresponding EDAX mapping of the 74% Al film.

The bandgap energies determined from the onset of photoemis- for x = 0.74, respectively. The relationship between bandgap of the
sion inelastic losses in X-ray photoelectron spectroscopy were 5.8 alloys and Al composition for our samples as a function of
eV for x = 0.26, 6.1 eV for x = 0.42, 6.4 eV for x = 0.58 and 7 eV composition, x, is given by*>'
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Figure 6. XPS spectra of core levels to valence band maximum (VBM) for reference (Al,Ga,_4),03 with x = 0.26, 0.42,0.58 or 0.74 (top to bottom) Aluminum,
and (c) ALD thick film Al,O3 and Al,05.The intensity is in arbitrary units (a.u.).

Al,O,

Intensity (a.u.)

Al 2p

VBM
71.07 eV

80

Eg(x) = (1 — x)ES + xES0 — bx (1 — x)

where Eg9*° and E¢™'© are the bandgaps of the a-polytype binary
endpoints and b is the bowin; garameter‘ This has been previously
1540 We get a value closer to 3 for our

reported in the range 1.1-1.6.

75

70 10 5 0 -5

Binding Energy (eV)

Figure 7. XPS spectra of core levels to valence band maximum (VBM) for ALD thick film Al,O3.The intensity is in arbitrary units (a.u.).

samples in the composition range measured. This is not unusual,
given differences in strain due to growth temperature differences
between the various growth methods and differences in buffer layers
employed.

The conduction band offsets AEc were obtained from the
relation



Table I. XXX.
Reference (AlyGa.4)>03 Reference Al,O3 Thin Al,O3 on (Al,Ga;_4),03

Aluminum Core Level Peak (Ga Core - Core Level Peak (Al Core - A Core Level (Ga 2pz- Al Valence Band

Concentration 2pan) VBM VBM 2p) VBM VBM 2p) Offset

(Alp26Gap74)203 1117.7 2.7 % 1115 74.32 3.25 71.07 1043.8 0.13
0.15

(Alp.42Gag 58)203 1118.2 33+ 1114.9 — — — 1043.7 0.13
0.15

(Aly.58Gag 42),03 1119.2 4.5 + 1114.7 — — — 1043.7 —0.07
0.15

(Alp74Gag 26)203 1118.9 44 + 1114.5 — — 1043.6 —0.17
0.15

900520 TT TTOT ‘A80jouya |, pun 2oua1dg awig pijos Jo [puinof O
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The corresponding conduction band offsets were 0.97 eV (x =
0.26), 0.67 eV (x = 0.46), 0.57 eV (x = 0.58) and 0.07 eV (x =
0.74).

Figure 8 shows the band diagrams for the Al,Os/a(AlGa;_4),05
heterostructure. The Al,O5; has adequate conduction band offsets,
but the valence band offsets are small and actually negative at x <
0.5. There would be inadequate confinement of holes in Al,Os/a-
(AlyGa;_4),05 samples over the entire composition range. The
conduction band offsets are high enough to provide effective
electron confinement. The Al,O3/(Al,Ga;),O3 band alignment is
type I for x > 0.5 and staggered for x < 0.5. We have recently found
that SiO, deposited on the a- (AliGa;4),05 alloys shows band
alignments that are staggered type II for x < 0.5 and straddling type
I for x > 0.5, with conduction band offsets >1.3 eV across the
composition range examined.”” Even this large gap dielectric will
only provide adequate valence band offsets over a limited range of
compositions.”” Note also that we find the bandgap of the ALD
Al,O5 is slightly smaller than the a(Aly74Gag26)203, which is a
common feature when comparing amorphous thin films to poly-
crystalline films.>° The optical bandgap of a-Al,O5 single crystal
is 8.7-8.8 eV.

Summary and Conclusions

The valence band offsets of Al,Oz/a(AlGa;.),0O5 heterojunc-
tions were measured over a range of Al contents (x = 0.26 — 0.74).
The band alignments are nested type-I for x < 0.5 and staggered
type-1II for x > 0.5, with conduction band offsets of 0.97 eV at low
Al composition but only 0.07 eV for x = 0.74 eV. Tis illustrates the
difficulty in finding appropriate dielectrics for an alloy system whose
bandgaps span such a large range. The thermal stability of this
system is of interest for future work, as the a-polytype I not the most
energetically favorable state, although kinetically limited processes
such as rapid thermal annealing will be able to be used in device
processing steps without major issues. The alpha AlGaO/GaO
heterojunction band offsets need more work to find dielectrics
with adequate conduction and valence band offsets since these
heterojunctions are seriously considered for use in alpha AlGaO/
GaO MODFETs. The c-lattice constant follows the relaxed grown
part Vegard’s law and aligned in the pseudomorphic part at around
12.99 A, which corresponds to the value of a-Al,Os. Since the -
phase can be stabilized across the entire composition range of the
(Al,Ga),05 alloy, this structure is particularly suited for the
realization of high performance power devices. Further investiga-
tions should also be carried out on the a-phase focused on a more in-
depth analysis of the relaxed or pseudomor]z)hic growth as a function
of layer thickness or the substrate used.”>>*
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