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ABSTRACT

Wourtzite aluminum nitride (AIN) has attracted increasing attention for high-power and high-temperature operations due to its high piezo-
electricity, ultrawide-bandgap, and large thermal conductivity k. The k of epitaxially grown AIN on foreign substrates has been investigated;
however, no thermal studies have been conducted on homoepitaxially grown AIN. In this study, the thickness dependent k and thermal bound-
ary conductance G of homoepitaxial AIN thin films were systematically studied using the optical pump-probe method of frequency-domain
thermoreflectance. Our results show that k increases with the thickness and k values are among the highest reported for film thicknesses
of 200 nm, 500 nm, and 1 ym, with values of 71.95, 152.04, and 195.71 W/(mK), respectively. Our first-principles calculations show good
agreement with our measured data. Remarkably, the G between the epilayer and the substrate reported high values of 328, 477, 1180, and
2590 MW/(m?K) for sample thicknesses of 200 nm, 500 nm, 1 um, and 3 um, respectively. The high k and ultrahigh G of homoepi-
taxially grown AIN are very promising for efficient heat dissipation, which helps in device design and has advanced applications in
micro-electromechanical systems, ultraviolet photonics, and high-power electronics.

© 2022 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license

(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0078155

. INTRODUCTION

Proper control and mitigation of heat is vital for high-power
and high-temperature operation.! Wide-bandgap (WBG) semicon-
ductors, such as gallium nitride (GaN), and ultrawide-bandgap
(UWBG) semiconductors, such as gallium oxide (Ga,O3) and alu-
minum nitride (AIN), have gained attention due to their poten-
tial integration in deep-ultraviolet photonics and in power and
radio frequency (RF) electronics." The high-power density sus-
taining hundreds to thousands of volts causes power devices to
exhibit high operating temperatures due to Joule heating, poten-
tially diminishing the device performance and lifetime.! Among
UWBG semiconductors, the combination of high piezoelectricity,
ultrawide bandgap [~6.1 eV, almost as twice as silicon carbide
(SiC) and GaN], and one of the largest thermal conductivities k of
340 W/(mK) makes AIN a leading material for advancing

applications in micro-electromechanical systems (MEMS), ultravi-
olet photonics, and high-power electronics needed to sustain their
viability at high temperatures and harsh environments.” Further-
more, AIN stands out for its high dielectric strength, ease of depo-
sition and processing (involving low temperatures and nontoxic
precursors), and its potential for integration with CMOS devices,
MEMS contour mode filters, and film bulk-wave acoustic filters.’
Since Slack’s pioneering work on k of AIN crystals,” ° there
has been a follow-up work on k of AIN single crystals"”* and AIN
epilayers on a foreign substrate.”"*’ However, no thermal studies
have been conducted on homoepitaxially grown AIN. Two signifi-
cant advantages of homoepitaxy are as follows: (1) The G between
the epilayer and the substrate is sufficiently high and, in theory,
could approach infinity if both the epilayer and the substrate have
good quality. (2) The k of the bulk AIN substrate is very high
and can efficiently dissipate heat. This paper seeks to elucidate the
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thickness dependent cross-plane thermal conductivity k and the
thermal conductance G of AIN thin films grown homoepitaxially
with the aluminum-assisted surface cleaning method. The opti-
cal pump-probe method of frequency-domain thermoreflectance
(FDTR) was applied for the measurement, and density functional
theory (DFT)-based first-principles calculations were performed for
comparison. Good agreement was achieved between experiments
and modeling. High k and ultrahigh G values were observed, high-
lighting the importance of using homoepitaxy for efficient thermal
management of AIN-based devices.

Il. EXPERIMENTAL SETUP
A. Sample preparation

The AIN films were all grown by molecular beam epitaxy
on single crystal (001) oriented AIN substrates while one piece
of the AIN substrate served as the reference sample. The AIN
bulk substrate underwent ex situ solvent cleaning (consisting of
10 min of sonication in acetone and 5 min in 2-propanal).”'’ The
substrates were then cleaned with 1:3 H3PO4 : H,SO4 heated to
70 °C for 5 min, followed by 5-min de-ionized water rinse, finish-
ing with the ex situ cleaning.”'’ They were then transferred into the
load-lock chamber of a PA-MBE Veeco GEN10 plasma-MBE system
and baked at 200 °C for 8 h.”" In situ Al-assisted surface cleaning
of the substrates was then performed in the MBE growth chamber
at a background pressure of ~10™° Torr without flowing nitrogen
gas.”'” The substrates were heated up to a thermocouple temper-
ature of 1150 °C and then exposed to an aluminum metal flux of
9.13 nm/min for 30 s.”'" The high temperature was held long
enough for the deposited Al to desorb; this process of absorp-
tion and desorption, which Cho et al.’ invented (i.e. Al-assisted
desorption of surface native oxides) and Lee et al”'’ called Al-
polishing, was repeated for several cycles. After these cycles, the
surface oxide was completely removed, and after the ex situ and
in situ cleaning, AIN homoepitaxy was performed directly.”'’ After
the first 25 and 50 nm of AIN growth, excess Al was thermally des-
orbed to make sure that enough Al was present on the surface.”'’
The remaining AIN layer was then grown with no interruptions,
and after the AIN layer was grown, the substrate temperature was
increased by ~50°C to accelerate the desorption of the accumu-
lated excess Al on the surface.”'’ AFM images reveal a reduc-
tion in the root-mean square (rms) surface roughness from 2.1 to
0.5 A»'"" with Al-assisted surface cleaning. More importantly, this
specific surface preparation technique, invented by Cho et al., leads
to no visible growth interface between the bulk AIN substrate and the
AIN epitaxial layer as interrogated by transmission electron micro-
scopic studies Ref. 2. Hence, this high-quality nucleation process
enables growth of epitaxial AIN films with unprecedented quality.
However, the results in this study also suggest there is still room for
improvements.

The sample was then coated with a thin film of gold (Au) with a
thickness of 80-100 nm. The gold layer was deposited at the Cornell
NanoScale Science and Technology Facility (CNF) using the CVC
SC4500 Combination Thermal/E-gun Evaporation System with a
deposition rate of 1 A/s. To determine the actual thickness of the
deposited Au layer, a P7 Profilometer (stylus-based surface profiler
with 0.1 A vertical resolution) was used at the CNF. A Cascade
CPS-06 Four-Point Probe from the Cornell Center for Materials

scitation.org/journal/apm

Research (CCMR) was used to determine the electrical conductivity
of the Au transducer layer, which was then converted into thermal
conductivity with the use of the Wiedemann-Franz law for metals.

B. Frequency domain thermoreflectance (FDTR)

We measured the k and G of thin films using the optical
pump-probe method of FDTR. An electro-optic modulator (EOM)
induced a sinusoidal intensity modulation on the pump, a 488-nm
continuous wave laser (from a signal generated by the lock-in
amplifier), creating a periodic heat flux on the sample surface.'’
An unmodulated 532-nm continuous wave probe laser monitored
the surface temperature through a change in surface reflectivity, as
shown in Fig. 1. We compared the measured phase lag of the bal-
anced probe beam (measured with respect to the reference signal
from the lock-in amplifier) and the calculated phase lag of the sample
surface temperature, induced by a periodic heat source at the sample
surface.'” The specifications of the experimental setup are provided
in the supplementary material.

The samples in this work were modeled as a three-layer system,
where each layer includes the volumetric heat capacity c,, cross-
plane thermal conductivity k, and in-plane thermal conductivity k|,
layer thickness, and thermal boundary conductances G, and G, as
shown in the inset of Fig. 1. The AIN epitaxial layer thickness ranges
from 100 nm to 3 ym for five of our samples, while the sixth sam-
ple was used as a reference and does not include the epitaxial layer
(i.e., Au deposited on a 574 ym AIN substrate). Au was chosen as
a transducer layer to maximize the coefficient of thermoreflectance
at the probe wavelength. The measurement of physical properties
of individual materials was performed as an inverse problem, min-
imizing the error between the measured lock-in phase data and the
calculated phase through a nonlinear least-squares algorithm.'”

An example of the phase vs frequency data obtained from
FDTR of an average of three runs acquired on one spot location
is shown in Fig. S1. The data are in good approximation with the
best fit curve obtained from solving the heat diffusion equation. A
more comprehensive description of solving this equation is detailed
by Schmidt et al.'*"’

C. First-principles calculations

The phonon Boltzmann Transport Equation (BTE) was applied
to compute the trend of thickness dependent k of AIN. Note that
Xuetal.' calculated the thickness dependent k of AIN through a sim-
plified BTE method using the Debye approximation for the phonon
dispersion of the acoustic modes. In our first-principles calculations,
the force constants of AIN are calculated via the Vienna Ab initio
Simulation Package (VASP)'* using the projector-augmented-wave
method"® with the generalized gradient approximation proposed
by Perdew-Burke-Ernzerhof (PBE)'° as the exchange-correlation
function. First, the AIN wurtzite cell has the optimized lattice param-
eters a = 3.129 A and ¢ = 5.018 A through geometric relaxation, as
shown in Fig. S3. The second and third order force constants were
then calculated for a 4 x 4 x 4 supercell (256 atoms) of the hexagonal
primitive cell. For the BTE calculation, ShengBTE'” was used to cal-
culate the mode-level phonon group velocity v and phonon-phonon
scattering rates 7,;, using an iterative scheme with a q-point mesh
32 x 32 x 32, on which the results are fully converged.
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To consider the thermal boundary scattering, we applied the
boundary scattering rate to each mode i using the Casimir limit,'*

L ﬂ (1)

TBi Vi
where d is the thickness of the AIN epitaxial thin film and v; is
the amplitude of phonon group velocity of mode i. Point defect
scattering arises from impurity atoms of carbon (C), silicon (Si),
and oxygen (O), and from nitrogen (N) and Al vacancies, with the
latter having a more dominant effect in the reduction of k."* Conse-
quently, we only considered Al vacancy. The point defect scattering
rate for each mode i is given by’

w,-“]Zf,-(m‘mf)z, @)

1 14

T  4mvi3

m

where V is the unit cell volume for the wurtzite AIN crystal,
w; is the angular frequency of modej, f; is the fractional concentra-
tion of the jth impurity atom, and m and m; are the masses of the
original and jth impurity atoms, respectively. The Al vacancy density
is used as a fitting parameter, with values ranging from 2 x 10 cm™
to no defects." To treat vacancy scattering, the mass was set as six
times the mass of the missing atom.”’ Based on Matthiessen’s rule,
the total scattering rate for each mode satisfies

1 1 1 1
— = + — +—. (3)

Ti  Tphi TBi D,

Ultimately, the thickness dependent k would be the summation of
all phonon mode-level contributions,’!

On(w,—, T)

1 2
Vi l‘hw N
it 1 9T

k= —
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4

where N is the total number of q points sampled in the first Brillouin
zone, h is the reduced Planck constant, T = 300 K, and n(w;, T) is
the Bose-Einstein distribution.
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< FIG. 1. FDTR setup of a system with
two continuous wave lasers where the
483 nm pump laser passed through
the electro-optic modulator (EOM), which
provided a modulated heat source, while
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I1l. RESULTS AND DISCUSSION

Table S1 provides a summary of the measured k, and the G,
of epitaxially grown AIN on bulk AIN of six thin film samples using
FDTR. Each entry was the average of three runs on six different spots
on the sample (i.e., average of 18 measurements). For the remain-
der of this paper, k; will be referred to as k. A comparison between
the first-principles calculations and the measured thickness depen-
dent k is shown in Fig. 2(a). Both the calculation and the experiment
show a clear increasing trend of k with an increasing thickness from
100 nm to 3 um. The strong size effect indicates that the thickness
range is comparable to the phonon mean free path (MFP) of AIN.
This is supported by our first-principles calculations that showed a
wide range of MFP in AIN from 10 nm to 10 ym [Fig. 2(b)]. For the
thickness range we measured, the k has not converged to the bulk
value yet.

The commercially purchased bulk AIN sample of 574 ym was
used as the substrate for homoepitaxial growth. The measured k
of 275.80 W/(mK) agrees with the yellow curve from calculations,
indicating a large Al vacancy density (~2 x 10" cm™). The agree-
ment of the measured data in the green box and the orange curve
in Fig. 2(a) suggests a low Al vacancy density of 4 x 10'® cm™. One
order of magnitude lower than the vacancy level of the substrate iter-
ates the high-quality of the homoepitaxially grown thin films. The
100 and 200 nm samples deviate significantly from the low defect
density orange curve to the much higher Al vacancy density purple
curves. However, their vacancy levels should not be that high and
there must be other scattering mechanisms that were not included
in the model.

We noted that a low density of surface pits (i.e., material
defects) is inherent to the AIN substrates used in this study, as
shown in Fig. S4(a), with an rms = 0.94 nm surface roughness
for the 100 nm sample and in Fig. S4(b) for the 200 nm sam-
ple. These surface pits, ~10 nm in depth, were “healed” over the
first ~200 nm of AIN MBE growth, as shown in Fig. S4(c), with
the reduction in rms = 0.15 nm surface roughness for the 500 nm
sample. We consider that these surface pits may cause phonons
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FIG. 2. (a) Comparison between the calculated k based on first-principles calculations and measured k based on FDTR (thickness dependence of AIN). The red square
indicates homoepitaxially grown AIN samples impacted by surface pits (i.e., material defects), while the green square indicates homoepitaxially grown AIN samples with a
negligible surface pit impact. (b) First-principles calculations of accumulated k vs phonon MFP for pure AIN. The phonon MFP spans a wide range from 10 nm to 10 ym.

to experience more defect scatterings, leading to a shorter effec-
tive phonon MFP, thereby a reduction in k. While the point defect
(e.g., Al vacancies) is most effective in scattering high-frequency
modes, these surface pits might introduce additional scatterings
with middle-frequency modes. This is analogous to the strongly
suppressed k in rough Si nanowires due to the increased phonon
boundary scattering.”” To rigorously account for the phonon-
surface pits scattering would require further investigation with
more sophisticated modeling, which is beyond the scope of this
work.

A comparison of the measurements from this work and the
measurements of the highest room-temperature thermal conductiv-
ity of diamond,”** AIN,””**” and GaN"""" thin films is shown in
Fig. 3(a). The reported k measurements of this work from 200 nm to
1 ym are among those highest reported for thin films.
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A comparison of G, measurements from this work and lit-
erature values is shown in Fig. 3(b). A G, of 230 MW/(m*K) is
reported for a GaN film grown on a SiC substrate by radio frequency
plasma-assisted MBE.”” The UWBG S-Ga;O3 grown on diamond
with atomic layer deposition at a thickness of 29 nm displays a G,
of 179 MW/(m*K).* For an ideal homoepitaxially growth of AIN,
G; should theoretically reach infinity based on the diffuse mismatch
model. Yet, finite G, values indicate the presence of structural or
chemical defects at the growth interface and different defect levels
between the substrate and the thin films. The relatively lower G, of
100 and 200 nm thick films can be attributed to the lower interface
quality originating from the surface pits. The ultrahigh thermal con-
ductance G, between the homoepitaxial AIN layers and bulk AIN
was attained, ranging from 477 MW /(m?K) for the 500 nm sample
to 2590 MW/(m”K) for the 3 um sample. Notably, the G, of 1 and
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FIG. 3. (a) Comparison of the selected highest room-temperature thermal conductivity of diamond,”?**® AIN,%?5* and GaN"*"*" thin films with respect to the thickness.
All symbols except the magenta filled squares (which are based on this work) are based on literature values. (b) Comparison of thermal conductance among various WBG
and UWBG thin films/substrate reports 5-Ga,Os/diamond,*” GaN/SiC,*> GaN-AIN/SiC,** GaN-AIN/Si,** diamond-SiN/GaN,*’ diamond-SizN4/GaN,*> diamond/Si,*® and
AIN/AIN (magenta squares, data by FDTR) from this work with respective error bars. The red square indicates homoepitaxially grown AIN samples impacted by surface pits
(i.e., material defects). The green square indicates the ultrahigh G, of the 1 and 3 um samples.

APL Mater. 10, 011115 (2022); doi: 10.1063/5.0078155
© Author(s) 2022

10, 011115-4


https://scitation.org/journal/apm

APL Materials

3 um thick epilayers is more than one order of magnitude higher
than the state-of-the-art G,. This ultrahigh G, of the thicker epitax-
ial layers, indicated by the green square in Fig. 3(b), is attributed
to (1) homoepitaxial AIN growth and (2) the rms reduction at the
epitaxy interface thank to the Al-assisted surface cleaning method,
which reduces the interfacial thermal resistance.

IV. CONCLUSIONS

In this work, we investigated the cross-plane thermal conduc-
tivity k and thermal boundary conductance G of thin homoepitax-
ially grown AIN films by implementing the optical pump-probe
method of frequency-domain thermoreflectance (FDTR). The sam-
ples were prepared with an aluminum-assisted surface cleaning
method using molecular beam epitaxy, which results in AIN films
with unprecedentedly high crystalline quality. The reported k mea-
surements of this work for 200 nm, 500 nm, and 1 ym are some of
the highest reported, with values of 71.95 +£25.90, 152.04 +39.30, and
195.71 £39.90 W/(mK), respectively. The phonon Boltzmann trans-
port equation, along with phonon boundary scattering and point
defect scattering, was used to calculate the trend of thickness depen-
dent k of AIN, which was in good agreement with our measured data.
Moreover, homoepitaxial growth and aluminum-assisted surface
cleaning led to some of the highest G reported between the homoepi-
taxial AIN layers for 200 nm, 500 nm, 1 ym, and 3 um, with values
of 328 +120, 477 +223, 1180 +384, and 2590 +1070 MW/(mZK),
respectively. Our work highlights the great potential of using AIN
homoepitaxy for efficient thermal management. The fundamental
knowledge developed from this work can be applied to material
design and advancing applications in MEMS, ultraviolet photonics,
and high-power electronics. It would be compelling to investigate
the homoepitaxial k and G thickness and temperature dependence
of other UWBG materials.

SUPPLEMENTARY MATERIAL

See the supplementary material for additional details of the
FDTR system, sensitivity analysis, sample characterization, lim-
itations of FDTR to measure high thermal conductance, and
uncertainty analysis.
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