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beam epitaxy (MBE) is revealed by the reflection high-energy electron diffraction (RHEED). The monocrystalline
GaN nanomembranes have been rolled up into tubular microstructures as whispering gallery microcavities,
which support the whisper gallery modes (WGMs) in the violet and blue regime. The WGMs of the rolled-up

monocrystalline GaN devices are tunable with microtube diameter by tuning the strain gradient of the GaN

Keywords:

nanomembranes. This approach could help with not only the further development of GaN-based photonic de-

GaN vices, but also the physical understanding of other rolled-up optical microcavities.
Microtube © 2017 Elsevier B.V. All rights reserved.
Rolled-up

Whispering gallery mode (WGM)

1. Introduction

Gallium nitride (GaN), as one direct bandgap semiconductor with
excellent optical properties, acts as the leading material for the applica-
tion for optoelectronic devices [1], particularly ultraviolet (UV) and vis-
ible micro-/nanoscale light sources operating at room temperature
[2-6]. However, the progress of GaN-based optical microdevices is still
demanding the fabrication of high quality freestanding GaN layers and
enabling them to be shaped and assembled into new structures and de-
vices [6-9]. Recently, UV-assisted electroless chemical etching [1],
chemical lift-off [10], in-situ lift-off [11,12], or laser lift-off [13] have
been also proposed to achieve high quality free-standing GaN layers
or membranes. However, the residual strains during growth and pro-
cess could lead to dislocations and macroscopic cracks [11,14,15].
Hence, effective strain-engineering can help the preparation of high-
quality GaN-based nanobelts [16] or high quality free-standing GaN
wafer (350 um) [17]. Recently, strain-engineering is also adopted for
shaping single/composite nanomembranes into size-scalable three-
dimensional (3D) architectures due to the elastic energy minimization
[18,19]. Rolled-up micro- and nanoscale tubular optical cavities can be
realized by standard photolithography and etching process based on
the design of sacrificial layers [18]. The luminescent spectra and the
light confinement in such ring-like optical resonators are tunable by
modifying the functional layer materials, designing the complex 3D
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geometry and surface modification [8,18]. Various interesting materials
were used for the fabrication of self-rolled up tubular optical
microcavities at difference spectral range. As for oxide self-rolled up op-
tical microcavities, their luminescent spectra in yellow and red region
are attributed to defect center, such as SiO/Si [20], SiO,/SiO, [21],
Y,03/Zr0- [22], and TiO- [22], etc. (Fig. 1). The high index semiconduc-
tor self-rolled up microcavities based on InGaAs quantum wells (InGaAs
QW) [23-25] and PbS quantum dots (PbS QD) [26] show typical whis-
per gallery modes (WGMs) with high quality-factor (Q-factor) and 3D
light confinement in near infrared region (Fig. 1). Recently, the WGMs
with high Q-factor of luminescent CdgP; nanoparticles embedded TiO,
microtube cavities extend from the visible to the near infrared [27]. Al-
though previous theoretical and experimental results on GaN-based
rolled-up micro-/nano-tubes have largely focused on the design of the
tube structure [7,8,28], there is no report on rolled-up tubular optical
microcavities based on GaN material for the resonance in the range of
violet and blue.

In this work, we develop an effective process for fabricating GaN-
based tubular optical microcavities by the rolling of single crystal GaN
nanomembranes. The typical photoluminescence spectra of self-rolled
up GaN microtube at room temperature indicated that these GaN
microtubes support the WGM:s in the violet and blue regime. We fabri-
cate tubular GaN optical microcavities with WGMs through the self-
rolled up nanotechnology by releasing of thin c-oriented GaN epilayer
from A-plane sapphire substrate with a sacrificial ZnO layer. Our ap-
proach hints an interesting method to build up GaN-based photonic
devices.
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Fig. 1. The micro-photoluminescence (u-PL) spectra of rolled-up microtubes in various
color regions, which are composed of SiOx/Si (Q < 100) [20], SiOx/SiO> (Q ~ 100) [21],
Y,03/Zr0, (Q > 1500) [22], TiO, (Q > 1500) [22], InGaAs QW (Q > 2000) [23,24], PbS QD
(Q>1000) [26], TiO,/nanoparticles (Q > 1200) [27] and GaN (this work, Q ~ 100).

2. Experimental procedure
2.1. Synthetic procedures

Self-rolled-up tubular GaN optical microcavities with WGMs are fab-
ricated by releasing of thin GaN epilayer from A-plane sapphire sub-
strate with a ZnO sacrificial layer. ZnO layer (i.e. sacrificial layer) and
GaN film were grown by plasma-assisted molecular beam expitaxy
(MBE). A ZnO buffer layer is grown directly on A-plane sapphire sub-
strates at 380 °C. The oxygen (0,) flow rate and plasma power are
kept constant at 4 sccm and 380 W, respectively. Then, the high quality
ZnO epilayer (~180 nm) are grown at 700 °C with growth rate of
2.8 nm min~ '. The oxygen (0O,) flow rate and plasma power are kept
constant at 6 sccm and 400 W, respectively. A GaN layer is then grown
on top of the high quality ZnO layer at 780 °C with nitrogen (N;) flow
rate at 3 sccm and plasma power at 350 W. In order to construct self-
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rolled-up GaN optical microcavities, the ZnO layer were employed as a
sacrificing layer. In fact, the ZnO layer can be easily etched by HCl
(1.7 mol L™") or KOH (4 mol L™ 1) solutions.

2.2. Sample characterization

The crystal structural quality of the samples is studied in situ by re-
flection high-energy electron diffraction (RHEED), and by high resolu-
tion X-ray diffraction (HRXRD) and transmission electron microscope
(TEM) techniques after the growth. The morphologies of GaN
microtubes are detected by scanning electron microscopy (SEM) and
optical microscope. The optical properties of the fabricated microtubes
were tested by the micro-photoluminescence (p-PL) setup at room
temperature.

3. Results and discussion

The sample composed of the layer sequence of sapphire substrate,
ZnO and GaN from bottom to top. The fabrication process of tubular
self-rolled up micro-cavities is schematically displayed in Fig. 2a. We de-
sign our experiments as following: the c-oriented ZnO layer can be se-
lectively removed, releasing the active GaN layer, since the intrinsic
stress gradient existing in the GaN active nanomembrane can cause it
to self-assemble into a micro-tubular cavity as shown in Fig. 2a. Our
sample started with the ideal A-plane of sapphire substrate, which is
twofold symmetric, while the C-plane of ZnO and GaN is six-fold sym-
metric. However, in such systems, single crystalline thin films can be ep-
itaxially grown by the so-called domain matching epitaxy (DME),
where integral multiples of major lattice planes match across the film-
substrate interface [15,29]. For GaN and ZnO layers, the 4-fold of the
GaN or ZnO a lattice constant fits perfectly to the c lattice constant of
sapphire, three GaN or ZnO (1100) planes fit to two sapphire (1100)
planes in other direction [15,30,31]. Thus, c-oriented ZnO layer and
GaN layer can be grown on the A-plane sapphire substrate.

The surface reconstructions of ZnO and GaN observed by reflection
high-energy electron diffraction (RHEED) are adopted to monitor the
ZnO buffer layer and GaN thin film surface during growth. Fig. 2b and
¢ show RHEED patterns observed at the surface of the GaN/ZnO film
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Fig. 2. (a) Schematic diagram illustrating the fabrication process of a rolled-up C-plane GaN tubular microcavity on A-plane sapphire substrate. RHEED pattern show the surface reconstruc-
tion of (b) ZnO and (c) GaN. (d) high resolution X-ray diffraction (HRXRD) spectra of the as-grown GaN film on ZnO/A-plane sapphire substrate. All the diffraction angle are calibrated by

the A-plane sapphire substrate (1120).
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during growth. The RHEED pattern of a firstly-grown ZnO layer clearly
indicated that the surface (3 x 1) reconstruction (Fig. 2b) correspond
to a clean, high quality O-ZnO (0001) surface [32]. After the GaN film
growth, it is found that the transition for the appearance of the recon-
struction pattern as presented in Fig. 2c. This reconstruction can be ex-
plained by a (2 x 2) reconstruction unit mesh of the GaN film on the
(0001) surface (Fig. 2c), a structure with surface features of spacing
twice than that of the unit cell. This (2 x 2) reconstruction has been pre-
viously observed and corresponds to a stable growth front for achieving
good quality epitaxial GaN layers by plasma-assisted molecular beam
epitaxy (MBE) [33]. Fig. 2d shows the rocking curve of the (0002)
plane for the ZnO/GaN thin film grown on the A-plane sapphire sub-
strate. The {0001} plane of the GaN film grown on an A-plane sapphire
substrate is parallel to the {1120} face of the A-plane sapphire. One
side of the hexagonal GaN crystal is parallel to the C-plane of the A-
plane sapphire substrate [34].

Lift-off process was performed by immersing a GaN/ZnO/A-Al,03
sample in dilute HCl (1.7 mol L~ ') or KOH (4 mol L™') solutions after
a mechanical delimitation of submillimetric mesas with a diamond
scribe (see the Experimental procedure Section). Fig. 3a shows typical
optical microscope images of rolled-up GaN microtubular structures.

During the chemical lift-off process, the ZnO dissolved completely and
the freestanding GaN nanomembrane released and spontaneously
formed into microtubes on the A-plane sapphire substrate (Fig. 3b).
However, the GaN layers grown on the C-plane sapphire could not roll
into microtubes. This result indicated that the sapphire surface orienta-
tion has great influence on the GaN nanomembranes reconstruction.
For the epitaxal growth of GaN/ZnO layer on (1120) (A-plane) sap-
phire substrate, the lattice mismatch is much smaller than in the case
of epitaxy on (0001), the difference in the planar symmetry in this
case results in anisotropy high-strained GaN/ZnO layer [14]. The rolling
of GaN nanomembranes is ascribed to the residual strain gradient in
GaN layer [19]. The in-plane strain of GaN/ZnO epilayers grown on A-
plane sapphire is expected to be anisotropic due to the different thermal
expansion coefficients of sapphire in the directions parallel and perpen-
dicular to its c-axis, as well as due to the nonequal lattice mismatches
along these two directions [15]. For the DME, due to the in-plane aniso-
tropic biaxial strain and the small thickness of ZnO layer (~180 nm), we
expect that the hexagonal basal plane of GaN with ~55 nm (Fig. 3d) in
thickness grown on ZnO layer is also distorted [15]. For the DME condi-
tion, the epitaxy is not straightforward, since the epitaxial plane of C-
plane GaN does not share the same symmetry as that of A-plane

(b)
" Compressive C-GaN

Fig. 3. (a) Optical microscope images of rolled-up GaN microtubes. (b) Schematic representation of rolling up for C-plane GaN nanomembranes on A-plane sapphire substrate. The GaN and
ZnO layer with a compressive strain gradient grown on A-plane sapphire substrate. SEM images for (c) a GaN microtube, (d) cross-section of a GaN thin film with the thickness of ~55 nm
and (e) cross-section of a GaN microtube. (f) Selective area diffraction pattern of the wall of GaN microtube.
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sapphire [14,29]. The difference in the planar symmetry in this case re-
sults in anisotropy high-strained GaN/ZnO layer [14,19]. Meanwhile,
due to the nonequal lattice mismatches along these two directions dur-
ing DME process, the defects in GaN epilayer on A-plane sapphire sub-
strate are inevitable [14]. Most of the defects are confined near the
GaN/ZnO interface. Hence, the residual dislocation decreases along the
growth direction is consistent with the generation of the strain gradient
in our GaN layer. In our experimental condition, the thermal stress, lat-
tice mismatch and interdiffusion between GaN and ZnO are three possi-
ble origins cause compressive stress in GaN layer. Thus, in this GaN/ZnO/
A-Al,05 system, the total final residual strain gradient in GaN layer is an-
isotropy compressive [19,35]. The anisotropic compressive strain gradi-
ent is responsible for the GaN nanomembranes rolling up [15,19]. Fig. 3b
indicates a schematic to illustrate the rolling up of C-plane GaN
nanomembranes on A-plane sapphire substrate. The strain magnitude
gradually decreases from GaN epilayer/ZnO sacrificial layer interface
to the GaN epilayer surface. The releasing GaN epilayer with the com-
pressive strain gradient from the A-plane sapphire causes a net bending
force to bend the GaN epilayer upward [19]. This self-rolled up mecha-
nism of GaN microtubes is consistent with the roll-up mechanism in
previous report [19]. Fig. 3c—e shows the scanning electron microscopy
(SEM) images of GaN microtube. The thickness of GaN nanomembranes
is about 55 nm (Fig. 3d). And the cross-section image of the microtube
with several rolling was shown in Fig. 3e (the deformation of microtube
caused by the focused ion beam milling). The selective area diffraction
pattern of the wall of GaN microtube image from the obtained diffrac-
tion image of flat areas of the tube (not shown), a highly textured
growth in the (0001) direction is expected and observed as revealed
in Fig. 3f. The quality of GaN film with different luminescent properties
can be improved with the defects reduced by optimized the epitaxial
parameters, such as gas flow rate, plasma power, and substrate
temperature.

After demonstrating the crystalline nature and the 3D architecture of
the self-rolled up GaN microtubes, we further characterize their lumi-
nescence property using p-PL spectra. All the ZnO sacrificial layers
were removed during the chemical etching step, then the GaN
microtubes were formed on the A-plane sapphire substrate. Thus, the
influence from the ZnO layer on the p-PL signal was removed. Fig. 4
shows the typical p-PL spectra from the tubular GaN microtubes with
different diameters. The WGM peaks are observed from the rolled-up
GaN microtubes as optical microcavities with different tube diameters
(6-15 um). These u-PL spectra indicate a good coupling between the
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Fig. 4. Measured p-PL spectra of the rolled up GaN microtubes with different diameter. Op-
tical microscope images of rolled-up GaN microtubes with different diameter are shown as
insets.

typical GaN PL emission and the optical resonance modes in visible re-
gion (3.1-1.653 eV, 400-750 nm, Figs. 1 and 4) covering violet and
blue. There are three main emission bands in the p-PL spectra. The p-
PL peak emission at approximately 3.1 eV (~400 nm, violet) is the char-
acteristic band to band transition in GaN. Meanwhile, the p-PL peak
emissions from these GaN microtubes demonstrates two broad emis-
sion at approximately 1.8 eV (red luminescence, RL2, ~690 nm) and
2.35 eV (green luminescence, GL2, ~530 nm), respectively. These RL2
and GL2 bands were observed in GaN by other groups [36,37]. The de-
fects responsible for the RL2 and GL2 bands are native defects or com-
plexes related to excess Ga, presumably deep compensating acceptors
[36]. The Gay defect (excess Ga in N positions) is one probable candidate
since it is predicted to be a double acceptor with a large outward relax-
ation around it and with the energy level close to the middle of the band
gap [36]. It is also possible that the RL2 and/or GL2 bands result from the
transitions from the excited state of the defects to the ground state [30].
Mode-like peaks can be observed and superimposed onto such broad
luminescence band of the GaN layer. Each peak corresponds to a
WGM with an azimuthal number m. As shown in Fig. 4, the GaN
microtubes with different diameters show different WGMs resonance
spectra. For functional device application of tubular microcavities, the
Q-factor is very important. As one of most basic parameters, the Q-
factor is a measure of the energy loss and defined by the time-
averaged energy in the cavity divided by the energy loss per cycle [38,
39]. The Q-factors of these GaN microtubes are quite low (~100),
which is mainly attributed to the surface roughness, tiny wall thickness,
and structure defects (Fig. 3). The Q-factor could be improved by opti-
mized growth parameters (e.g. film thickness and surface roughness)
and roll-up process (looseness of structure) [38,40].

Normally, the resonance position (v, eV) exhibits a linear depen-
dence on mode numbers (m). The free spectral range (FSR) is inversely
proportional with microtube diameter (D) according to AvVgsg = ¢/
(TnegD) or ANpsg = A2 / (TinegD), where c is the speed of light, A is the
resonance position (nm), and neg is the effective refractive index.
Thus, for a certain microtube with given diameter, the experimental
AvVgsg (eV) keeps constant with the changing of mode number and res-
onance position (v, eV). The FSRs of the rolled up GaN microtubes with
different diameter are shown in Fig. 5. It is found that the measured FSRs
of tubular microcavities with various diameters decrease with the in-
creasing of diameters. Then, mode number m can be calculated accord-
ing to m = v/ Avgsg = (TinegD) / A, where v is the resonance position
(eV). The effective refractive index ney of the wall of these GaN
microtubes (lower than 1.2) is calculated according to m = (minegD) /
A. These ney are quite lower than the refractive index of bulk GaN
(n = 2.429), due to the surface roughness, tiny thickness of the wall
of GaN microtube, and structure defects (Fig. 3).
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Fig. 5. FSR of rolled up GaN microtubes with different diameters.
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4. Conclusions

In conclusion, we demonstrate a chemical lift-off process of the GaN
nanomembranes released from the A-plane Al,03 substrate with a ZnO
sacrificial layer via the immersion into a dilute HCI or KOH solution.
Freestanding GaN nanomembranes self-rolled up into microtubes and
performed as optical microcavities. Such an approach represents a
straight forward, wet etching method to obtain GaN optical microcavity
with the resonance in the range of violet and blue. Our method might
promise a practical route for the realization of tubular GaN microcavity,
which can be applied to construct other GaN-based photonic devices.
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