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Fully Transparent Epitaxial Oxide Thin-Film Transistor
Fabricated at Back-End-of-Line Temperature by Suboxide

Molecular-Beam Epitaxy
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Kathleen Smith, Veronica Show, Kathy Azizie, Hanjong Paik, Debdeep Jena, Huili G. Xing,
Y. Eren Suyolcu, Peter A. van Aken, Suman Datta, Zi-Kui Liu, and Darrell G. Schlom

Transparent oxide thin film transistors (TFTs) are an important ingredient of
transparent electronics. Their fabrication at the back-end-of-line (BEOL) opens
the door to novel strategies to more closely integrate logic with memory for
data-intensive computing architectures that overcome the scaling challenges
of today’s integrated circuits. A recently developed variant of molecular-beam
epitaxy (MBE) called suboxide MBE (S-MBE) is demonstrated to be capable of
growing epitaxial In,O; at BEOL temperatures with unmatched crystal quality.
The fullwidth at halfmaximum of the rocking curve is 0.015° and, thus, ~5x
narrower than any reports at any temperature to date and limited by the
substrate quality. The key to achieving these results is the provision of an
In,O beam by S-MBE, which enables growth in adsorption control and is
kinetically favorable. To benchmark this deposition method for TFTs,

1. Introduction

The existence of transparent conductors
has fueled the design and development
of electronics for decades.!! An appli-
cation that is of central importance to
the development of transparent electron-
ics is transparent field-effect transistors.
Thin-film transistors (TFTs) with oxides
as active channel layers have proven es-
pecially promising in this regard. The
prevalence of oxides as active layers is
based on the one hand on the success
of oxides in other transparent electron-
ics applications e.g., photovoltaics and

rudimentary devices were fabricated.

displays, and on the other hand on
the prospect of added functionality.?l A
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Figure 1. Schematic comparison of the growth of In,O3 by MBE (left) with
S-MBE (right). Indium is represented by green circles and oxygen by black.
a) Shows how S-MBE skips the first reaction step simplifying the formation
of In,O3. This is enabled by the mixed In+In, 05 source supplying In,O
instead of In metal b). The active oxygen radical released by Oy is the active
oxidant. The volatility of In,O allows an adsorption-controlled growth of
In,O3 as long as enough In, O is supplied as shown in c) and the substrate
temperature is sufficiently high. For MBE an oversupply of indium results
in the formation of volatile In,O, but insufficient oxidant to further oxidize
the In,O to In,O; during the residence time of the In,O on the substrate
surface. The result is a decrease in the growth rate of the In,O; film as the
flux of indium is increased.

variety of oxides has been probed as active channel layers
for TFTs of which the most promising ones are based on
indates®®! and stannates.['%! It is preferred to have the active
layer of transistors in epitaxial form. This is because the defects
that exist in polycrystalline and amorphous films, specifically
grain boundaries or dangling bonds, can result in traps that
degrade device performance.l>!°! A major drawback of epitaxial
growth, however, is that it usually requires high temperatures.!'!]
This contradicts the industry’s desire to fabricate TFTs at back-
end-of-line (BEOL) temperatures which would ultimately enable
a monolithic 3D (M3D) integration scheme in which logic is
immersed in memory — an effective strategy to overcome today’s
scaling problems in memory technologies.'>13] Up to now
the strategy to fulfill the thermal budget for the active oxide
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layer has been to avoid epitaxial deposition. Impressive results
have been reported for amorphous In,0,*?! and W-doped
In, 0,8 films as active oxide layers deposited at BEOL tempera-
tures. In this paper, we exploit a recently developed deposition
technique, suboxide molecular beam epitaxy (S-MBE),[!*%] to
grow epitaxial In,O; layers at a temperature below 450 °C. In
addition to satisfying the BEOL thermal budget, we are able
to grow epitaxial In,O; with unmatched structural perfection.
Finally, we present device results demonstrating the promis-
ing performance of In,0, TFTs fabricated on these epitaxial
films.

We choose In,O, as the epitaxial active oxide for two main
reasons. First, recent results on amorphous In,O, show its po-
tential for superior BEOL TFTsl®! based on the high mobil-
ities achieved.l'®7] Second, a relatively obscurel'®?! and un-
derutilized variant of MBE was recently shown to provide ma-
jor advantages for the growth of f-Ga,0, films and dubbed S-
MBE,[*152423] giving us reason to believe that it will also signif-
icantly improve the quality of In,O, films. Here, we will for the
first time explain the application of S-MBE to the epitaxial growth
of In,0,, and why it results in superior crystal quality even at
BEOL temperatures.

Despite being a mere binary compound, the growth of In, O,
is challenging. Even the best films in the literature usually show
a wide variety of multidimensional defects including faceting,
tilt relaxation, antiphase boundaries, and dislocations. This is
especially true for the energetically less favorable (001)-oriented
surface, commonly achieved by growing on (001)-oriented yttria-
stabilized zirconia (YSZ) substrates. 25281 These YSZ substrate
contain 9.5 mol% Y,0;, which is sufficient to make YSZ cu-
bic. The (001) orientation of In,0O, is also the preferred growth
orientation for electronic applications as films with this orienta-
tion generally show higher electron mobilities.['”?%3%] While the
relatively high lattice mismatch between In,O;, which has the
bixbyite structure, and YSZ (1.9%) and the lack of bixbyite com-
mercial substrates surely play a role in the wide variety of de-
fects in In, O, (001)-oriented films, here we show that growth by
S-MBE on well-oriented YSZ (001) substrates can improve the
achievable crystal quality immensely. We found that only sub-
strates with a miscut of less than 0.1° (Crystec GmbH) resulted
in the reported high film quality.

2. S-MBE of In,O; at BEOL Temperature

2.1. Growth and Surface Characterization

For conventional MBE the formation of In,O, at the substrate
surface can be described by the following two-step reaction,
where the first step is the rate-limiting step:/1431-33]

2In+30 © In,0+20 « In,0, (1)

This reaction is schematically depicted in the top left of Figure 1.
It is the first step that defines the narrow growth window of to-
day’s most perfect epitaxial In,O, films. For conventional MBE
processes the achievable growth rate and perfection are defined
by the applicable oxidant pressure (p,,). When the indium flux
exceeds the available oxygen flux needed to complete both of
the reaction steps in Equation (1), the growth rate of In,O,
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will decrease (Figure 1c). This is due to the volatility of the
intermediate product, the suboxide In,O. Indium species in sur-
plus of the supplied oxygen provided by the oxidant, will either
only form the volatile In,O that desorbs before it is oxidized fur-
ther to In,0;, or in the most extreme case react with already
formed In, O, to form In,O, which corresponds to etching (see
Equation (1)).1431-33] The aim of S-MBE is to circumvent the first
rate limiting step of the two-step reaction in order to achieve
higher growth rates and potentially higher quality films.?% A
route to achieve this is to provide a molecular beam of In,O di-
rectly to the substrate in place of the molecular beam of indium
used in conventional MBE (Figure 1b). An additional advan-
tage of employing In,O as a molecular beam is that its volatility
enables adsorption-controlled growth, the key to growing high-
quality films generally by MBE.!'>34% The most straightforward
way to obtain an In, O beam is to use an In, O, source, which ther-
modynamic calculations have shown to result in an In,O molec-
ular beam.[*!] Unfortunately, it also requires inconveniently high
temperatures for a transition into the gas phase, ultimately de-
creasing achievable purities. Although, pure oxide sources have
been used to bypass the rate-limiting step for similar material
systems,[*2#43] the resulting films have been limited by undesired
impurities coming from the crucibles at the high temperatures
required for evaporation,!**] low growth rates,[*! or unstable
sources.!*’]

We circumvent these issues by supplying the suboxide beam,
in this case In,0, from a mixture of In,0; and elemental in-
dium. To identify the ideal composition, Figure 2a shows the In-
O phase diagram predicted using the Scientific Group Thermo-
data Europe (SGTE) Substance Database (SSUB5)!* within the
Thermo-Calc software.[*”] The region of interest is between 0 and
60 mol% O where between 420 and 920 K a two-phase region of
In,0; (s) and In (¢) is found. It is important to note that within
this region mixtures containing 33 mol% O must be avoided, as
with an increasing temperature this mix passes through the het-
eroazeotrope — resulting in a spontaneous transition of all con-
densed phases into the gas phase. We, thus consider mixtures
to the left and the right of the heteroazeotrope, i.e., 20 mol% O
and 40 mol% O. Above 920 K for 20 mol% O the mix transitions
into a two-phase region of gas and In (¢), and for 40 mol% O
into a two-phase region of gas and In, O, (s), respectively. The
mix of 20 mol% O transitions into the gas phase at 1075 K and
the mix of 40 mol% O at 1400 K. This already shows the benefit
of the 40 mol% O mixture as it is usable over a wider tempera-
ture range. The benefit of a 40 mol% O mixture is further estab-
lished by comparing the partial pressure ratio between In,O and
indium in the gas phase for both mixtures in Figure 2b. Con-
sidering the dashed line which represents the 40 mol% O mix-
ture and the solid line which represents the 20 mol% O mix-
ture, it is evident that in the relevant region (920-1075 K for
the 20 mol% O mixture and 920-1400 K for the 40 mol% O
mixture) the gas phase of the 40 mol% O mixture provides a
higher In,O to indium ratio. The higher oxygen activity of the
40 mol% O mixture is also an advantage of the 40 mol% O mix-
ture (Figure 2c). For all of these reasons, the 40 mol% O mixture
is the preferable source for a molecular beam of In,O for use in
S-MBE.

As In, O is a volatile species and, thus, enables the growth in
an adsorption-controlled regime we, in principle, expect to reach
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Figure 2. a) In-O temperature-composition phase diagram at a total fixed
pressure of 0.1 Pa. b) Ratio of partial pressures of In,O (P}, o) to that of
In (P;,) and (c) O, partial pressure as a function of temperature for mixes
with 0.2 mol% O (solid line) and 0.4 mol% O (dashed line), respectively.
To skip the first step of Equation (1) a high ratio of P}, is desired.
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Figure 3. Relation between the flux of In,O (®) in the molecular beam
and the growth rate (I') of the In,O3 film. The vertical dashed line marks
the applied In,O flux in this work. The growth rate dependence of the flux
for the three different applied oxidant pressures is fitted by the model de-
scribed by Vogt et al.[?4] The crosses in the respective colors mark the
growth regime resulting from the combination of the applied In,O flux
and oxidant pressure.

the ideal growth conditions as long as sufficient In, O flux (®,, o)
is supplied. Equivalently, when supplying a constant In,O flux
@, o = 2.25 In,0 molecules nm~*s and systematically decreas-
ing the oxidant pressure, we expect to find a maximum oxidant
pressure below which we are in an adsorption-controlled regime.
The growth rate resulting from different applied In,O fluxes at
different oxidant pressures is visualized in Figure 3; the high
growth rates, which can be increased further at higher oxidant
pressures, are noteworthy.

A first assessment of the growth regime can be drawn from
monitoring the real-time reflection high-energy electron diffrac-
tion (RHEED) pattern along the [110] azimuth of film and sub-
strate. We expect 10 and 10 streaks of epitaxial In,0, films to
appear at the half-order position of the respective streaks of the
(001)-oriented YSZ substrate. This is because the lattice parame-
ter of the fluorite YSZ is roughly half that of the bixbyite In,0;.
Figure 4a—c shows the dependence of the RHEED pattern at
the end of film growth on the applied oxidant pressure. For the
highest oxidant pressure p, =3 x 1077 Torr (Figure 4a) spots
along the expected streaks are prominently visible indicating is-
land formation. Nevertheless, the first-order Laue zone is visi-
ble at the edge of the field of view. Growth at a slightly lower
background oxidant pressure, p,, = 1.45x 1077 Torr, results in
a RHEED pattern (Figure 4b) with defined streaks, a first-order
Laue zone, and Kikuchi lines, all indicative of a surface with high
crystalline quality. Growth at a slightly lower oxidant pressure
Po, = 1.25x 1077 Torr changes the appearance of the RHEED
pattern (Figure 4c) yet again. While streaks are still clearly visible,
the overall pattern gets hazy indicating amorphous content; also
spots are visible again indicating the formation of islands. Nev-
ertheless, the first-order Laue zone is still visible. The improve-
ment of the crystalline quality derived from the RHEED patterns
with the initial decrease of oxidant pressure is what we expect
as explained above. It marks the transition into the adsorption-
controlled regime. It is surprising, however, that the crystal qual-
ity seems to decrease again when further decreasing the oxidant

Adv. Electron. Mater. 2024, 2400499 2400499 (4 0f14)

www.advelectronicmat.de

pressure. To understand this, we first consider the associated sur-
face morphologies.

Figure 4d—f shows the respective 5 x 5 um? surface morpholo-
gies. The surface of the sample grown under the highest oxidant
pressure has, as expected from the corresponding RHEED pat-
tern, a relatively rough surface with an rms of 1.91 nm. The sur-
face of the intermediate pressure p, = 1.45x 1077 Torr sample
Figure 4e has, in agreement with the RHEED pattern, an out-
standingly smooth surface with an rms of 0.45 nm. The surface
morphology of the sample grown with a slightly lower oxidant
pressure po, = 1.25 X 1077 Torr confirms that something unex-
pectedly changes upon a decrease in the process pressure. Is-
lands of significant height are visible and, thus, the rms is very
high (15.9 nm).

While RHEED and AFM are both surface-sensitive techniques,
X-ray diffraction (XRD) allows an investigation of the underly-
ing crystal quality. With its sensitivity to the crystalline perfec-
tion of the entire film, we give foremost consideration to the 6
— 20 diffractograms and the rocking curves of the films shown
in Figure 5a,b. Figure 5a shows the # — 26 scan of all three
films in the vicinity of the YSZ 001 peak between a 20 of 34°
and 37°. Two remarkable features strike the eye. First, except
for the film grown at p, =3 x 1077 Torr the 3,-2; hybrid peak
is visible in the spectra. Hybrid peaks are only observed for ex-
tremely high film qualities.’! Its occurrence confirms the high
quality of the film grown at p, = 1.45x 1077 Torr indicated by
RHEED and AFM. It is surprising that we also observe the hy-
brid peak for p, = 1.25 x 10~ Torr where RHEED and AFM in-
dicated non-ideal growth conditions. The second remarkable fea-
ture is that we can observe thickness fringes for the film grown at
Po, = 1.45 x 1077 Torr despite the high thickness (150 nm) and
those not being observed for In,0; (001)-oriented films previ-
ously. This once more emphasizes the high crystal and surface
quality of the film.

The excellent structural perfection is also confirmed by the
rocking curves in Figure 5b. The rocking curve of the p, =
3 x 1077 sample has a FWHM of 0.06° and as can be seen from
Table 1 is still better than any literature report. The film grown
at po, = 1.45x 1077 Torr has a rocking curve with a FWHM of
only 0.015°, which is more than 5x narrower than any film in
Table 1, and has reached the limitation set by the quality of the
underlying substrate (black rocking curve in Figure 5b). The high
FWHM value of the film grown at p, =1.25x 107" Torr is un-
expected considering the occurrence of the hybrid peak in the
very same film. Table 1 lists representative examples for of the
FWHMs of rocking curves of In, O, grown on (001)-oriented YSZ
by different methods. Itis striking that independent of the growth
method the achievable FWHM, even at significantly higher sub-
strate temperatures (T,,), is relatively high and never close to the
substrate quality. Our film grown by S-MBE at the ideal oxidant
pressure stands out markedly in this comparison with the best
reported films.

The excellent structural perfection of the film grown un-
der ideal conditions, including sharp interfaces, is corroborated
by STEM. Figure 6a shows a low-magnification cross-sectional
STEM image of the same optimal sample. The uniform mi-
crostructure of the film and sharp interfaces are evident. The blue
rectangle marks the zoomed-in region represented in Figure 6b.
As expected from the rocking curve, no extended defects are
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Figure 4. a—c) Representative RHEED patterns with the electron beam incident along the [110] azimuth captured at the end of the deposition. d—f)
Surface morphologies of the ~150 nm thick films including the rms roughness. The different RHEED patterns and surface morphologies are a direct
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Figure 5. a) 6 — 26 X-ray diffraction scan of ~150 nm thick In,O5 films
grown at different background oxidant pressures indicated on the vertical
axis on the right. The 3,-2¢ hybrid peak is observed for the films grown at
lower pressures, where the subscript s refers to the substrate (the 003 sub-
strate peak) and the subscript f refers to the film peak (the 002 film peak).
b) Rocking curves of the 004 peak of the same films, together with a rock-
ing curve of a representative (001)-oriented YSZ substrate for comparison,
all shifted along the vertical axis for clarity.
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Table 1. FWHM of the rocking curves in Figure 5b in comparison with
literature[26:22.106,107] sorted by growth temperature.

Growth Temperature [°C] Growth Method FWHM [°] Refs.
300 MBE 0.08 [106]
< 450 S-MBE 0.060 this work (po, =3x107)

< 450 S-MBE 0.015  this work (po, = 1.45x 1077)
<450 S-MBE 0271 this work (po, = 1.25x 1077)
550 RF-sputtered 0.54 [107]
650 MBE 0.1 [26]
950 (@Y%) 0.083 [29]

visible. The nominally featureless microstructure observed is in
stark contrast to prior STEM studies of In, O, films grown on YSZ
(001), where a wide array of extended defects was unraveled.[?”28]
Figure 6¢ represents the area marked by an red box in Figure 6b.
The interface is atomically sharp.

The strong dependence of the microstructure of the In,O,
films on the oxygen pressure in which they are grown by S-
MBE can be understood with the help of the plot shown in
Figure 3. Here, the dependence of the film growth rate on the
In,O flux is shown. The growth rate was fitted by our recently
developed model**) for the respective pressures p, = 1.45X
1077 Torr (blue dashed), p,, = 1.25 x 10~ Torr (purple solid), and
Po, = 3% 107 Torr (red dashed). The validity of the fit was ver-
ified by X-ray reflectivity measurements. The applied In,O flux
of ®;, , =2.25 In,0 molecules nm~’s is marked by the black
dashed line. S-MBE aims for a growth regime to the right of
the transition region (the region with the highest curvature) be-
tween the linear regime and the adsorption-controlled regime. It
is thus trivial to understand why an increased oxidant pressure
results in worse films. The high pressure leads to leaving the
adsorption-controlled plateau and moving into the oxygen-rich
linear regime. It is less straightforward, however, to understand
why a decrease in the oxidant pressure results in decreased film
quality. In theory, we only expect a lower growth rate as the In,O
for which there is now insufficient oxidant to complete Equa-
tion (1) should desorb. But does all of the excess In,O actually
desorb at the low growth temperatures we have utilized in this
study in order to fulfill the BEOL requirements? Our hypoth-
esis is no. At the <450°C substrate temperature of this study,
the excess In,O does not desorb but rather sticks to the surface.
At higher T, the excess In,O can fully desorb. When the film
grown at T, <450 °C is later cooled down and exposed to air,
the adsorbed In, O on the film surface oxidizes and forms epitax-
ial In, O, islands as can be seen in the topography (Figure 4f). The
resulting In,O; islands are, however, not formed with the same
uniformity and high surface diffusion as the underlying epitaxial
film. It is this underlying layer that is responsible for the hybrid
diffraction peak observed in XRD. In contrast, the not desorbed
In, O excess on the film surface that oxidizes at a later point is re-
sponsible for the rough surface and the broadened rocking curve.

The characterization of the epitaxial In,O; grown at below
BEOL temperatures shows that S-MBE indeed enables to skip the
first limiting reaction step (Equation (1)). This in turn lifts kinetic
limitations on the crystalline In, O, formation and the growth in a
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Figure 6. a) Low-magnification STEM-HAADF overview image showing the uniformity of the surface, interface, and the film grown on YSZ (001) at an
oxidant pressure of 1.45 x 1077 Torr. b) High magnification of the area highlighted by the blue rectangle in (a). c) Zoom into the interface region marked
in red revealing the well-ordered structure allowing the sharpness of the interface to be discerned with atomic resolution.
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Figure 7. a—c) Temperature-dependent electrical measurements of (a) sheet resistance, (b) carrier concentration, and (c) mobility of the ~ 150 nm thick
In, 05 films grown at the oxidant pressures 1.25 x 1077 Torr (blue), 1.45 x 1077 Torr (purple), and 3 x 1077 Torr (red). d) Comparison of the dependence
of the room-temperature mobility on the carrier concentration of the films in this study with a single crystal and other epitaxial In,O; films from the
literature.[2230.107-110] The growth temperature is indicated for the films from the literature. Our samples are grown at below 450°C at the indicated
oxidant pressures.
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K

initial phase

Figure 8. RHEED pattern of an In,O5 film grown at 1.45 x 10~/ Torr cap-
tured a) after a few seconds and b) after the initial 12 nm of growth. The
film transitions slowly into the ideal growth regime as the local activity of
oxygen is higher upon the bare substrate than it is in the steady state after
several nm of In,05 has been deposited.

quasi-adsorption controlled regime resulting in unmatched crys-
tal qualities of the films.

2.2. Electrical Properties

Having discovered how to achieve unmatched structural perfec-
tion even at BEOL temperatures, the next step is to investigate the
electrical properties of these optimized films. Figure 7a shows
the sheet resistance of the In,0; films grown at p, = 1.25x
1077 Torrr (blue), p,, = 1.45 x 1077 Torr (purple), and p, =3 x
1077 Torr (red). The sheet resistance is seen to be low and largely
independent of temperature for the films grown at p, = 1.25 x
1077 Torr (174 Q sq') and p,, = 1.45 x 107 Torr (331 Q sq™'),
as is typical for a degenerate semiconductor. The slight upturn
in the sheet resistance at low temperature of the sample grown
at po, = 3 x 1077 Torr indicates localization. The carrier concen-
trations extracted from Hall effect measurements on these sam-
ples are shown in Figure 7b. Hall indicates that the charge carri-
ers are electrons and that the electron concentration is constant
over the whole temperature range and scales with the oxidant
pressure. This indicates that the carriers in these nominally un-
doped films arise from doping by oxygen vacancies, i.e., In,0, _
Figure 7c shows the temperature-dependence of the electron mo-
bility. Counter-intuitively, the two samples with the highest car-
rier concentrations, p,, = 1.25x 1077 Torr (42.4 cm” Vs') and
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Po, = 1.45x1077 Torr (52.9 cm” Vs™), also exhibit the highest
electron mobility while the sample with the lowest carrier con-
centration, grown at p, =3 x 107 Torr, has a markedly lower
mobility (19.1 cm? Vs™).

This can be understood if we consider the structural data
discussed above. The sample grown at p, =3 x 1077 Torr was
not grown in the adsorption-controlled regime, to the right of
the kink in Figure 3. This results in a lower crystallinity and,
thus, more scattering, in turn resulting in the lower mobility and
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Figure 9. a) Rocking curves of samples as a function of film thickness
(offset for clarity) in comparison to the substrate rocking curve (black).
For all samples the FWHM is dominated by the substrate quality. Samples
thinner than 150 nm are grown with dynamic adjustment of the oxidant
pressure. b) Comparison of the dependence of the room-temperature mo-
bility on the carrier concentration of our films grown by S-MBE and films
from literature (black dots).['97-19] The growth temperature is indicated
for the film results taken from the literature. Our samples are grown at
below 450 °C. The thickness of our In,O3 films grown by S-MBE is repre-
sented by the same colors as in (a). An additional comparison is drawn to
amorphous tungsten doped In,O; films (black open squares).

© 2024 The Author(s). Advanced Electronic Materials published by Wiley-VCH GmbH

Asu20I'T suowo)) dAneaI) a[qearjdde oy £q pauIdA0S are so[onIE YO (2SN JO SA[NI 10§ AIRIQIT SUIUQ AS[IA\ UO (SUONIPUOI-PUL-SULID} W0 AS[IM"ATRIQIAUITUO//:Sd))T) SUONIPUO) pue SULId, Ay} 23S “[$707/60/61] U0 A1eiqi auruQ A3\ ‘Areiqry AISIoATun [[au10) A 66£00T0T WIO/Z001 0 /10p/wod Ao[im ATeIqi[aur[uo//:sdiy wolj papeojumo( ‘0 “X091661Z


http://www.advancedsciencenews.com
http://www.advelectronicmat.de

ADVANCED
SCIENCE NEWS

ADVANCED
ELECTRONIC
MATERIALS

Open Acces:

J

www.advancedsciencenews.com

(@) ITO
ALO/HfO,
ITO ITO
10 nm In,O,

YSZ 001 substrate

300 um

Figure 10. a) Schematic of the cross-section of the thin-film transistor
structure. b) Brightfield micrograph of an epitaxial In,O; 10 x 10 cm?
sample grown by S-MBE with a transistor structure as shown in (a) demon-
strating the full transparency of the devices. c) Darkfield micrograph of the
same sample at a higher magnification where the outline of the transistor
structures can be seen.

localization at low temperatures. For the samples grown at p,, =
1.25x 1077 Torr and p,, = 1.45 x 107 Torr the mobility scales
with the carrier concentration. This is due to the high crystal
quality of the bulk of both films. As explained above, the sam-
ple grown at p, = 1.25x 1077 Torr has — despite the imperfect
surface — an underlying epitaxial film with high structural qual-
ity which dominates its conductivity. The structure of the respec-
tive films is, thus, the dominant variable influencing the result-
ing conductivity.
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In comparison to existing literature, the mobility of our sam-
ples is on par with other samples with comparably high car-
rier concentrations as illustrated in Figure 7d. Nonetheless, we
achieve these mobilities at significantly lower growth tempera-
tures. We ascribe this to the higher structural perfection of the
films grown under optimal conditions by S-MBE. We find it
noteworthy that in the same work in which Bierwagen et al.,
used conventional MBE to grow In,O; films with the high-
est mobilities ever reported, they also report only being able to
achieve mobilities of 5.5 cm? Vs! at a growth temperature of
550 °C.3% This shows the significant difference in surface kinet-
ics for the growth of In,O; films by conventional MBE versus
S-MBE.

3. BEOL-Compatible Epitaxial In,O; TFTs

3.1. Growth of the Oxide Channel Material

As we can grow In,O; films of unmatched structural perfec-
tion at BEOL temperatures with high mobilities, the consequent
next step is to apply these films to actual devices. To make TFTs
with high on/off ratios, it is important to be able to fully de-
plete the In,O, channel. This means having good control of the
carrier concentration of the conductive In,0, _, films. Unfor-
tunately, a central challenge in the preparation of In,0O,-based
devices is controlling the carrier concentration.’! This difficulty
is linked to the energetic preference of In,O, to exhibit unin-
tentional doping.!'’! Si et al., proposed that the electron con-
centration of amorphous In,O; films can be controlled by sim-
ply reducing the film thickness.[°! For epitaxial In,0;, the chal-
lenge with this approach is the degraded structural and electri-
cal properties of the initial epitaxial In,O, grown upon the YSZ
(001) substrate. Figure 8a shows the RHEED pattern of the film
grown at p, = 1.45 x 1077 Torr, which ultimately results in the
pattern of Figure 8b. It strikes the eye that the initial phase of
growth does not exhibit the expected streaky pattern as seen in
Figure 8b. We attribute this to the high oxygen ion conductiv-
ity of YSZ 5! which increases the oxygen activity above that pro-
vided by the oxygen partial pressure alone. To counter this in-
terfacial effect, a lower oxygen partial pressure can be provided
during the growth of thinner films to remain at the knee of the
curve shown in Figure 3. Unfortunately, the window of appli-
cable oxidant pressures is small as discussed in the previous
section.

The rocking curves in Figure 9a show that we can maintain
the superior crystal quality down to an In,O; film thickness of 8
nm by applying lower oxidant pressures for the initial phase of
the growth. Figure 9b shows the dependence of the film mobility
on the carrier concentration for films with the same thickness. It
zooms into the relevant part of Figure 7d with the literature ref-
erences now marked by black solid dots and the thick films now
marked by red triangles. As an additional reference, the u(n) data
for amorphous tungsten-doped In, O, films are also shown (de-
tails on their fabrication are found in the experimental section).
This is especially relevant as these amorphous tungsten doped
In, O, layers represent the oxide channel material of the bench-
mark devices shown in Figure 12.0]

Figure 9 reveals that although epitaxial In,O; films can be
grown with thicknesses down to 8 nm, the mobility of thinner
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Figure 11. a) Transfer characteristics and mobility of a device with Al,O5 as an insulator with the variability marked by the vertical dashed lines. b)

Output characteristics of the same device.

films is notably lower. This decrease becomes increasingly sig-
nificant the thinner the film gets. The decreased film mobility
is likely a result of an increasing influence of scattering at the
imperfect interface. A mobility dome is revealed which for all
thicknesses is in the low 10" cm™ carrier concentration regime.
Choosing the ideal films for device fabrication, thus, comes along
with compromising between the highest possible mobility and
the ability to deplete the carriers in the channel for the TFT. Com-
paring our films with the benchmark amorphous films, however,
it is obvious that we can achieve better or at least equally good
mobility carrier concentration combinations. This motivates the
fabrication of TFTs from these films as described in the next
section.

3.2. Device Performance

Considering Figure 9b we decided on 10 nm of oxide channel ma-
terial as it is the lowest film thickness where the mobility does
not decrease as markedly as for 8 nm. A schematic of the de-
vices fabricated is shown in Figure 10a; full details are provided
in the experimental section. As is evident from the dimensions
and design these are rudimentary devices aiming to provide a
proof of concept. Figure 10b shows a bright-field micrograph of
a 10 x 10 mm? sample fabricated into transistors. As all of the
constituent materials of the transistor layout are transparent in
the visible spectrum, the resulting devices are also fully trans-
parent. In the dark-field micrograph at a higher magnification
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Figure 12. Comparison of the achievable saturation drain current I, and on/off ratio of the current I, /I achieved for the devices shown in this work (red
stars) together with benchmark values from the literature.[333-193] Devices fabricated at BEOL-incompatible temperatures are shaded. Fully-transparent
devices are marked in red. Not fully transparent devices usually rely on a non-transparent contact. Devices operated in enhancement mode are marked
solid and devices operated in depletion mode are marked with open symbols.
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in Figure 10c, features of the actual transistors can be
discerned.

Figure 11 shows the device characteristics of a device with
10 nm In,O; channel layer and Al,O, as gate dielectric. The
transfer characteristics are reproducible on the same sample as
shown by the dashed error bars. Identical devices with a HfO,
gate dielectric were fabricated and their device characteristics are
shown in supporting information Figure S1 (Supporting Infor-
mation). While the achievable drain saturation current for these
devices is between one and two orders of magnitudes higher,
they have a lower achievable mobility. The TFTs with a HfO,
gate dielectric suffer from two additional drawbacks: 1) a sig-
nificant variability in the device performance and 2) a coun-
terclockwise hysteresis. (1) is likely the result of a small mis-
alignment e.g., when part of the channel layer is not covered by
the top gate electrode, the drain current will increase while the
on/off ratio will decrease. Likely the TFTs with an Al,O, gate
dielectric were better aligned. The counterclockwise hysteresis
of the HfO, gate insulator devices cannot be a result of ferro-
electric HfO, as the material is amorphous. A likely explana-
tion is the formation of dipoles at the HfO, interfaces as ob-
served by Miyata.’?] Again, this drawback is not observed for
the Al,O, gate dielectric TFTs. Thus, despite the inferior drain
saturation current, AL,O; in our case is the preferable gate
dielectric.

In addition to demonstrating proof-of-concept devices, com-
paring their performance with current state-of-the-art TFTs made
from a variety of oxide semiconductors reveals their potential.
Figure 12 compares the performance of the device shown in
Figure 11 and Figure S1 (Supporting Information) (marked by
red stars) with current state-of-the-art devices which are sorted by
six categories.**31%] The shaded symbols indicate devices grown
at BEOL incompatible temperatures and, thus, do not really
compete. Open symbols denote depletion-mode TFTs and full
symbols denote enhancement-mode TFTs. While enhancement-
mode is generally preferable, given the high conductivity of our
films it is unlikely to be achieved for epitaxial In,O, devices. De-
vices marked in red are fully transparent while devices marked in
black contain a non-transparent material - usually the metal con-
tacts. If we only consider fully transparent BEOL devices, the de-
vices shown in this work actually outperform all others. Nonethe-
less, itis not a big technological hurdle to make transparent metal
contacts so ultimately it must be the aim to outperform the de-
vices marked in black as well. With the exception of two data
point based on Ga, O, which were achieved on cleaved and trans-
ferred flakes - a technology that is not scalable - all devices out-
performing our devices are based on amorphous In,0,-based
materials.

If we consider the electrical properties of our films in com-
parison with the amorphous In, O, films shown in Figure 9b it is
likely that ultimately the epitaxial films grown as presented in this
work can outperform their amorphous counterparts. The obvious
route is downscaling the devices. For this proof-of-principal study
we utilized simple optical lithography, resulting in a channel
length of L = 1.4 um. In comparison, the devices currently out-
performing ours have channel lengths between 40 and 200 nm.
Equation (2) gives the dependence of the saturation drain cur-
rent, I, on the channel length width (W), mobility (u), gate oxide
capacitance (C,,), gate to source voltage (V;), and threshold volt-
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age (V;).[1% From this equation it is clear that a more aggressive
scaling of our devices should drastically increase the achievable
drain current.

_ Wﬂ COx

I
b 2L

(Ves — Vi)? (2)

4. Conclusion

We unraveled the details and benefits of epitaxial In,0; growth
by S-MBE. We utilized these advantages to grow In,0; at BEOL
temperatures with superior structural perfection as evidenced
by rocking curves, hybrid peaks and thickness oscillation in
diffractograms, and STEM. We integrated these epitaxial films
grown at below 450 °C into simple yet fully transparent transis-
tor structures. Our results demonstrate the tremendous potential
of In, O, grown by S-MBE for TFTs.

5. Experimental Section

Characterization and Growth: All epitaxial In,O5 films were grown in
a Veeco Gen10 MBE with a SUMO medium-temperature MBE effusion
cell (Sumo is a registered trademark of Veeco Instruments, Inc.). Dis-
tilled ozonel'%] was used as an oxidant. The samples were cooled in
the same oxidant pressure in which they were grown to avoid the for-
mation of additional oxygen vacancies. The substrate temperature was
monitored by a thermal couple in between the heating element and the
substrate. The thermocouple overestimates the temperature and it was
ensured not to exceed 450 °C. The flux of the In,O molecular beam is
measured by a quartz-crystal microbalance (QCM). The 10 nm amor-
phous tungsten-doped In,O; films were sputtered at room tempera-
ture with argon as a working gas. They were subsequently annealed in
different O, atmospheres at 250°C to alter the carrier concentrations.
Film thickness is measured by X-ray reflectivity (XRR) obtained with
a Panalytical Empyrean with Cu-Ka1 radiation as are the X-ray diffrac-
tion scans. The surface morphology was measured by using an Asylum
Research Cypher ES atomic force microscope (AFM). Electrical trans-
port measurements were performed in a 4-point van-der-Pauw geom-
etry with a Quantum Design 9T PPMS. The TEM specimen prepara-
tion consisted of three main steps: i) mechanical grinding (down to 0.1
mm), ii) tripod wedge polishing (with an angle of 1.5°), and iii) double-
sided argon-ion milling. For argon-ion thinning, a precision ion polish-
ing system Il (PIPS, Model 695) was used at low temperature. Immedi-
ately before the experiment, samples were treated in a Fischione plasma
cleaner in a 75% argon—25% oxygen mixture. For STEM analyses, a probe-
aberration-corrected JEOL JEM-ARM200F STEM equipped with a cold
field-emission electron source and a probe Cs-corrector (DCOR, CEOS
GmbH) was operated at 200 kV. STEM-HAADF imaging was performed
at probe semi-convergence angle of 20 mrad that results in probe size of
0.08 nm and the collection angle range for HAADF imaging was 110-270
mrad.

Device Fabrication: To avoid the formation of undesired additional
oxygen vacancies during etching a fabrication process originally devel-
oped for BaSnO; based TFTs was employed.l'% Device patterning and
fabrication was, except for the atomic layer deposition of HfO,, per-
formed at Cornell’'s NanoScale Science and Technology Facility (CNF).
The channel layer was etched by reactive ion etching with a mix of
chlorine and argon gas in a PT720/740 RIE tool and photolithography
was achieved using an Autostep 200. For device isolation the etching
depth of the channel layer was chosen to be significantly deeper than
the channel layer thickness. Tin-doped In,O; was deposited as source
and drain contact material by a PVD75 sputtering tool and patterned by
lift-off. The 20 nm blanket HfO, and Al,O; layers were deposited over
the whole structure by atomic layer deposition. The gate contact was
subsequently produced in the same manner as the other contacts. The
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resulting device has a channel length of L = 1.4um and a width of W =
2um, which was limited by the exposure tool. The electrical character-
ization of the finished devices was performed on a Cascade probe sta-
tion with a Keithley 4200 SCS system at room temperature and ambient
conditions.
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