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Abstract

Surface modification of GaN films by in sifu droplet homoepitaxy of thin GaN layers was
employed for improvement of the surface/interface qualities characterized by atomic
smoothness, low defect density and surface chemistry being close to stoichiometry. We find
that, with surface modification of the GaN films the surface morphology of the subsequently
grown InGaN/GaN single quantum well (SQW) was improved with less density of surface pits
and indium-rich inclusions. The improvement in surface smoothness and InGaN/GaN
surface/interface qualities is desirable for the growth of high-quality multiple QWs (MQWSs)
structures and fabrication of high-performance and reliable LEDs. PL results show that with
surface modification the QW luminescence was significantly enhanced by more than 50% than

that without surface modification.

(Some figures in this article are in colour only in the electronic version)

1. Introduction

While InGaN alloys have been successfully applied in
fabrication of UV/blue/green and white light-emitting diodes
(LEDs) and short-wavelength laser diodes [1-9], the epitaxial
growth of high-quality InGaN materials required for high-
brightness and reliable device applications, especially for
general solid-state lighting applications, is still a major
challenge. The epitaxy of layer structures with good control
of layer thickness and doping, low threading dislocation (TDs)
density and good interface states between wells and barriers
has become a prerequisite for commercial applications in high-
performance optoelectronic devices. Great efforts have been
made to improve the material quality by reduction of pit
density, increase of surface/interface qualities and suppressing
phase separation/aggregation (when higher indium content is
incorporated) [9-17].

During the epitaxial growth, the surface properties
(structure, stoichiometry, TDs density, roughness, etc) of
GaN films play an important role in the growth behavior
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(island or step-flow growth, indium incorporation, phase
separation/aggregation, strain fluctuation, etc) and optical
properties of the subsequent InGaN/GaN quantum wells
(QWs) [12-18]. As the indium-rich inclusions and the
related V defects would cause loss of interface abruptness
and premature thermal degradation and thus reduce the device
quality, several techniques have been developed towards
suppression of embedded inclusions, e.g. with GaN barrier
growth either at an elevated temperature or in the presence
of hydrogen [14, 19-22]. In the present work, by surface
pretreatment of the GaN films with droplet homoepitaxy for
improvement of the surface/interface qualities, we find that,
for the InGaN epilayers grown on the surface-modified GaN
films, the indium separation/aggregation was suppressed, the
surface pit density was reduced and the QW luminescence was
strongly enhanced.

2. Experimental methods

The epitaxial growth of GaN templates, InGaN QW and GaN
barrier was carried out by metal-organic vapor phase epitaxy

© 2009 IOP Publishing Ltd  Printed in the UK
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Figure 1. Layer structure for InGaN/GaN SQW on surface-modified
GaN films.

(MOVPE) on c-sapphire substrates. The layer structures,
preparation procedures and related samples are schematically
drawn in figures 1 and 2.  Trimethylgallium (TMGa),
trimethylindium and high-purity ammonia were used as the
source precursors and silane as the n-type dopant.

The preparation of untreated GaN films (sample ‘S1°) is
briefly described below [23]. Firstly the sapphire substrates
were cleaned at 1060°C and 100 Torr for 15 min in H,
ambient followed by nitridation at 550°C for 4 min. A
conventional 25 nm low-temperature GaN nucleation layer was
grown at 535 °C and 500 Torr followed by a high-temperature
annealing process. The subsequent growth of ~1.8 pum thick
GaN epilayers was carried out at 1035°C and 100 Torr with
TMGa/NH3 ratio gradually increasing from low to high.

The untreated GaN surface was flowed with TMGa in
an ambient of H, and NHj3 at 500°C and 500 Torr (sample
‘S2’) for formation of thin GaN layers on the untreated GaN
films. Subsequent high-temperature postannealing at 1050 °C
in H, ambient resulted in decomposition, desorption and
re-evaporation of the newly formed ‘soft” GaN layers and
formation of Ga droplets on the GaN films. This was followed
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by droplet homoepitaxy of thin GaN layers by flowing the
surface with TMGa and low NH3 for 800 s at 1035°C and
300 Torr, where the Ga droplets served as nuclei and self-
surfactant (sample ‘S3’) [24].

The InGaN/GaN SQW was prepared on the untreated
and surface-modified GaN films with and without GaN cap
layers (samples ‘W1°, ‘W3°, ‘WB1’ and ‘WB3’). The
growth conditions for the InGaN/GaN QWs remained the
same for all the samples. The deposition temperature for
the quantum well and the barrier was 742°C and 827 °C,
respectively. Before temperature ramping for the growth of
high-temperature barrier layers, a very thin low-temperature
GaN layer as a ‘well protection layer’ was grown at the well
temperature for suppressing the indium outdiffusion to the
barrier layers. During the growth of the well and barrier
nitrogen was used as the carrier gas whereas hydrogen was
used as the carrier gas in the other growth stages.

The surface morphologies of GaN and InGaN layers were
investigated by an atomic force microscope (AFM, SPA400,
Seiko Instruments Inc.). The surface chemical compositions
were analyzed by x-ray photoelectron spectroscopy (XPS, PHI
Quantum 2000) with an Al Ke x-ray excitation source (hv =
1486.6 eV). The photoluminescence (PL) excited by a 325 nm
He—Cd laser was measured at room temperature for the GaN
and InGaN layers.

3. Results and discussion

Figure 3(a) shows the surface morphology of the untreated
GaN films (‘S1°). A typical layer structure with an average
terrace width of about 130 nm and RMS roughness of 0.19 nm
was observed. After flowing the untreated GaN film surface
with TMGa in H, /NH3 ambient at low temperature (500 °C)
and high pressure (500 Torr) for 100 s, drastic changes of
surface morphology were observed. As shown in figure 3(b)
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Figure 2. Schematic diagram for the preparation procedures of the InGaN/GaN SQW on treated and untreated GaN films. In the figure, ‘S1°,
‘S2’ and ‘S3’ stand for GaN films at different treatment and growth stages, ‘W1’ and “W3’ for InGaN epilayers on the untreated and treated
GaN films, and “WB1’ and “WB3’ with GaN cap layers on ‘W1’ and “W3’, respectively.
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Figure 3. The surface morphology of samples (a) ‘S1’: untreated GaN films; (b) ‘S2’: after 100 s TMGa flow over the surface of ‘S1° in H,
and NH; ambient at 500 °C and 500 Torr; (c) ‘S3’: 800 s TMGa flow over the surface of ‘S2’ in H, and low NH; ambient at 1035 °C and

300 Torr (GaN droplet homoepitaxy).

for sample ‘S2’, the surface shows island-like structures with
average island size, height, density and RMS roughness of
26 nm, 2.6 nm, 8.5 x 10'° cm™2? and 1.0 nm, respectively.
After this we performed postannealing of ‘S2” at 1050 °C and
300 Torr in H, ambient. The GaN nanoislands decomposed,
desorbed and evaporated with some small Ga droplets left on
the surface. These droplets can serve as the seed nuclei and
surfactant for preferential nucleation of newly incorporated
GaN. After droplet homoepitaxy of thin GaN layers on the
droplet-patterned GaN templates at 1035°C and 300 Torr
with low NH3 flow rate (sample ‘S3’), a very smooth layer-
structured surface with RMS roughness of 0.15 nm and terrace
width of about 230 nm was observed (see figure 3(c)). The
increase of the surface terrace width and smoothness indicates
the improvement of surface/interface qualities.

The surface chemistry of GaN films was investigated
by measuring the XPS spectra of the Ga 3d5/2 and N Is
photoelectron peaks. Basically, the Ga 3d5/2 photoelectron
spectrum can be deconvoluted into three components 1
(19.54 eV), 2 (20.3 eV) and 3 (18.95 eV) corresponding to
the chemical bonding of Ga-N (or Ga—ON), Ga—O and Ga—
Ga, respectively, whereas the N 1s photoelectron peak can
be fitted to three peaks P1 (397.7 eV), P2 (400.7 eV) and
P3 (399.0 eV) corresponding to N 1s (N-Ga), Nl1s (N-O)
and N1s (GaON), respectively. The gallium to nitrogen ratio
Xéa /N can be estimated from the integrated intensity ratio of
the deconvoluted XPS components calibrated by the sensitivity
(IlGa3d5/2+IC2333d5/2 +Iéa3d5/2)/(FGﬂ3d5/2)

Ui+ (Fris) ’
where S denotes the sample name, / the integrated intensity
and F' the sensitivity factor (Fgasqs,2 = 0.438 and Fynis =
0.499). The intensity of P2 was not included because it
was from surface contamination after exposure to air, as
described above. We found a different Ga/N ratio X&) \ =

092, X&) = 115 and X& \ = 1.04 for samples
‘S1°, S2’ and ‘S3’, respectively [24]. This indicates that
the untreated GaN films were surface N-rich whereas the
surface-modified GaN films were slightly surface Ga-rich.
The non-stoichiometry of the GaN surface/interface is usually
correlated with native point defects and impurities. For sample
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Figure 4. The 300 K PL spectra of GaN films at different treatment
stages: ‘S1°, ‘S2’ and ‘S3’.

‘S1’ the presence of N interstitials, Ga vacancies and its
complexes such as (Vg,On)~/727/~!, which is considered
to be responsible for the yellow and green luminescence,
is likely the origin of formation of the N-rich surface. In
the three-step treatment processes, low ammonia flow rate
was employed for reduction of NHj site blocking of Ga
incorporation and thus expected to reduce the formation
of Ga vacancies and their complexes [25]. After surface
modification, the sample surface/interface becomes more
stoichiometric (Ga/N ratio of 1.04), possibly due to lower
surface defect density (point defects), especially for the
reduction of Vg,-related defects. This is consistent with the
following PL results, i.e. significant reduction of defect-related
emission (yellow/blue luminescence) by surface modification.

As shown in figure 4 the 300 K PL spectra of the untreated
and treated GaN films (‘S1°, ‘S2’ and ‘S3’), three common
GaN PL bands, i.e. band-edge emission (BE, 3.432 eV),
blue band (BB, centered at 2.8 eV) and yellow band (YB,
centered at 2.2 eV), are clearly observed. The full width
at half-maximum (FWHM) of the BE emission for the
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Figure 5. The surface morphology of samples (a) ‘W1’: InGaN epilayers on ‘S1’, the untreated GaN films; (b) “W3’: InGaN epilayers on

‘S3’, the treated GaN films.

untreated GaN sample (‘S1°) is 34 meV. For sample ‘S2’ the
300 K PL shows a broadening of the BE with an FWHM
of 40 meV and interestingly a strong reduction of the BE
intensity. This implied that the BE from the bulk of ‘S1’
was strongly absorbed by the newly formed non-crystalline
GaN nanoislands. On the droplets/nanoislands patterned Ga-
rich surface GaN droplet homoepitaxy was carried out at high
temperature with low ammonia flow rate (‘S3’). Both Ga-
rich and high-temperature growth conditions are favorable for
the growth of high-quality GaN films (surface/interface) due
to the enhanced adatom diffusion [26, 27]. Low ammonia
flow rate was employed for elimination of the Ga vacancy
and its complexes with O (Vg,—Oy), which is considered as
the main source of YB [28]. Significant reduction of the
BB (YB) intensity, demonstrating great improvement of the
surface/interface qualities, was observed for sample ‘S3’ by
surface modification of GaN films. The improvement of
surface/interface qualities is desirable for reliable and high-
brightness LEDs.

Figure 5 shows the surface morphology (5 um x 5 pm)
of the uncapped InGaN epilayers on the untreated and treated
GaN films (‘W1’ and ‘W3’). As shown in figure 5(a), sample
‘W1’ on untreated GaN films (i.e. on ‘S1’) exhibits many
surface pits and protrusions without any features of layer
structure. The RMS roughness, surface pit and island density is
about 2.6 nm, 3.6 x 108 cm~2 and 8.8 x 103 cm™—2, respectively.
The surface pits and islands were likely caused by the indium
inclusions. These indium inclusions usually originated at the
InGaN/GaN interface during the epitaxial growth of InGaN
quantum wells on the untreated GaN films. Growth of
InGaN at low temperature with indium as antisurfactant would
cause the transition of two-dimensional (2D) growth to three-
dimensional island growth. Furthermore, the indium-rich
inclusions would act as sinks for further indium aggregation
and result in a more rough and defective surface. The presence
of surface pits and inclusions caused the loss of interface
abruptness required for high-performance devices and would
also lead to premature thermal degrading during high-
temperature processing of LED fabrication, and thus should be
suppressed, either by improvement of the InGaN/GaN material
quality or by further indium re-evaporation. For sample ‘W3’
the uncapped InGaN epilayers on surface-modified GaN films

(i.e. on ‘S3’) showed layer structure with much less surface
pits. The RMS roughness and surface pit density is about
1.56 nm and 1.6 x 107 cm™2, respectively. The appearance
of layer structure, absence of indium-rich nanoislands and
reduction of pit density definitely indicated enhanced 2D
growth (suppression of island growth), improved surface
smoothness and InGaN/GaN surface/interface qualities, which
are highly desirable for the growth of high-quality MQW
structures and high-performance LEDs.

Figure 6 shows the XPS spectra (after background
subtraction and intensity normalization to the Ga 2p3 peak) of
the Ga 2p3 and In 3d photoelectron peaks for samples ‘W1’
and “W3’. According to the XPS data book [29], the Ga 2p3
peak is located at 1118.3 eV (Ga,03) and 1117.1 eV (Ga); and
the In 3d5 peak is located at 444.8 eV. Slight variation of the
peak position was observed due to the changes in chemical
environment. The percentage of indium composition can be
estimated by Xy, = i é;;‘:ﬁézg o)’ where I denotes
the integrated intensity of the XPS photoelectron peaks and F
the sensitivity factors (Fgap3 = 2.751 and Fiy3gs = 4.53).
As a result we get X)'! ~ 18.0% and X}'° ~ 16.0%. As
shown above (figure 5), sample ‘W1’ on untreated GaN films
is more rough and defective (surface pits and nanoislands) than
sample ‘W3’ grown on treated GaN films, since indium was
more easily incorporated on a rough surface; further, indium-
rich nanoislands and surface pits with indium inclusions are
also indicative of higher indium content. It is reasonable that
higher indium content was observed for ‘W1’ (Ing 13Gag g, N)
compared with that of ‘W3’ (Ing 16Gag s4N) as estimated by
XPS.

Figure 7 shows the 300 K PL spectra of the uncapped
InGaN epilayers on the untreated and treated GaN films (‘W 1’
and ‘W3’). In addition to the small GaN BE emission peak
at 361.5 nm, a strong InGaN QW emission peak at 449 nm
for ‘W1’ and 446 nm for ‘W3’ was also observed. The peak
intensity of the QW emission for ‘W3’ is about two times
that of “W1°, indicating an increase of quantum efficiency by
surface modification of the GaN films. Further, taking into
account the Fabry—Perot interference effect, the FWHM of the
QW emission peak for ‘W3’ is estimated to be ~22 nm, which
is much narrower than that for ‘W1’ (~31 nm). The blueshift
of the QW emission for ‘W3’ compared with that of “W1’
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Figure 6. XPS spectra of samples ‘W1’ and ‘W3’: (a) the Ga 2p3 photoelectron peak and (b) the In 3d photoelectron peak.
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Figure 7. The 300 K PL spectra of samples ‘W1’ and ‘W3’.

is also consistent with the lesser indium content as observed
by XPS.

A thin GaN cap layer (~25 nm) was subsequently
grown at 827°C on the In,Ga;_,N quantum wells. Before
temperature ramping for the growth of high-temperature
barrier layers, a very thin low-temperature GaN layer as a
‘well protection layer’ was inserted at the well temperature for
suppressing the indium outdiffusion to the barrier layers. With
temperature ramping to an elevated temperature the 2D growth
of GaN was recovered; further, the indium-rich embedded
inclusions and surface pits could be removed or suppressed
and thus surface morphology was significantly improved. As
shown in figure 8, the surface RMS roughness and pit

density for sample “WB1’ is 1.23 nm and 7 x 10% cm™2,

respectively. After surface modification of the GaN films,
subsequently grown InGaN wells and GaN barriers showed
improved surface smoothness (RMS roughness 0.98 nm) and
a pit density of 4 x 10% cm™2.

Figure 9 shows the 300 K PL spectra of samples “WB1’
and ‘WB3’. As shown in the figure, strong QW emission
was observed whereas the GaN BE emission became almost
invisible. With surface modification of the GaN films, the
QW luminescence for ‘WB3’ was enhanced by more than
50% compared with that of “WB1’. Interestingly, in addition
to the normal QW emission, a new green emission peak
located at about 510 nm was observed if GaN cap layers were
grown. As we have described in the experimental section,
a thin GaN layer was grown at low temperature prior to
the growth of GaN cap layers for suppressing the further
outdiffusion of indium components. During the growth of
high-temperature GaN cap layers the InGaN decomposition
and phase separation/aggregation were enhanced. As a result,
an interface layer was formed between the InGaN epilayers
and the ‘well protection layers’. Such a spontaneously
formed interface layer, which was characterized as indium-
rich nanostructures [30] and caused by the mechanisms of
InGaN decomposition, indium outdiffusion and InGaN phase
separation/aggregation of the InGaN QW, is likely responsible
for the green emission. Further studies will be addressed for
the luminescence mechanism and the formation of indium-rich
nanostructures.

4. Conclusion

In situ GaN droplet homoepitaxy was successfully employed
for surface modification of GaN films. Features such as
improved surface smoothness, surface chemistry close to
stoichiometry, and reduced defect-related YB/BB emissions
were observed, indicating improvement of the surface/interface
qualities. Subsequently the InGaN/GaN SQW was grown on
the surface-modified GaN films. We find that the surface
quality of the InGaN/GaN SQW on the surface-modified GaN
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Figure 8. The surface morphology of samples (a) ‘WB1’: with GaN cap layers on “W1’; (b) “WB3’: with GaN cap layers on ‘W3’.

References
with GaN capping layers on

InGaN quantum well on
different GaN templates [1] OrtonJ W and Foxon C T 1998 Rep. Prog. Phys. 61 1
[2] Lester S D, Ludowise M J, Killeen K P, Perez B H, Miller J] N
and Rosner S D 1998 J. Cryst. Growth 189 786
[3] Schmidt M C, Kim K C, Sato H, Fellows N, Masui H,
Nakamura S, DenBaars S P and Speck J S 2007 Japan. J.
Appl. Phys. 46 L126
[4] Nizamoglu S and Demir H V 2007 Nanotechnology 18 405702
[5] ChenHS, Yeh DM, Lu CF, Huang C F, Shiao W Y,
Huang J J, Yang C C, Liu I S and Su W F 2006 /[EEE
Photon. Technol. Lett. 18 1430
[6] Krames M R et al 2002 Phys. Status Solidi a 192 237
[71 RyuHY et al 2007 IEEE Photon. Technol. Lett. 19 1717
[8] Schmidt M C, Kim K C, Farrell R M, Feezell D F, Cohen D A,
Saito M, Fujito K, Speck J S, Denbaars S P and
Nakamura S 2007 Japan. J. Appl. Phys. 46 1.190
[9] Jain S C, Willander M, Narayan J and Van Overstraeten R 2000
J. Appl. Phys. 87 965
[10] Soh C B, Chow S'Y, Tripathy S and Chua S J 2008 J. Phys.:
Condens. Matter 2 0 095210
[11] ZhangJ C et al 2005 Appl. Phys. Lett. 87 071908
[12] Zang K'Y, Chua SJ, Teng J H, Ang N S S, Yong A M and
Chow S Y 2008 Appl. Phys. Lett. 92 243106

Intensity (arb. unit)

T T T T T T T T T T T T T T
350 400 450 500 550 600 650
Wavelength (nm) [13] Zang K Y, Wang Y D, Liu H F and Chua S J 2006 Appl. Phys.
Letr. 89 171921

[14] Suihkonen S, Svensk O, Lang T, Lipsanen H,
Odnoblyudov M A and Bougrov V E 2007 J. Cryst. Growth

Figure 9. The 300 K PL spectra of samples ‘WB1” and ‘WB3’.

298 740
films was significantly improved with less density of surface [15] Cheng Y C, Wu CM, Chen MK, Yang C C, Feng ZC,Li G A,
pits and indium-rich inclusions. The improvement of surface Yang J R, Rosenauer A and Ma K J 2004 Appl. Phys. Lett.
smoothness and the InGaN/GaN surface/interface qualities is . 84 5422, .
desirable for the growth of high-quality MQW structures and [16] ngg 1C611111n3R S and Chyi J 12008 Appl. Phys. Lett.
high-performance LEDs. PL results show that, with surface [17] Niu N H, Wang H B, Liu J P, Liu N X, Xing Y H, Han J,
modification, the QW luminescence was enhanced by more Deng J and Shen G D 2006 J. Cryst. Growth 286 209
than 50% than that without modification. [18] Johnson M C, Bourret-Courchesne E D, Wu J,

Liliental-Weber Z, Zakharov D N, Jorgenson R J, Ng T B,
McCready D E and Williams J R 2004 J. Appl. Phys.

Acknowledgment 96 1381

[19] Florescu DI, Ting S M, Ramer J C, Lee D S, Merai V N,
This work was partially supported by the National Natural Parkeh A, Lu D, Armour E A and Chernyak L 2003 Appl.
Science Foundation of China under grant no. 60876008. Phys. Lett. 83 33


http://dx.doi.org/10.1088/0034-4885/61/1/001
http://dx.doi.org/10.1016/S0022-0248(98)00294-2
http://dx.doi.org/10.1143/JJAP.46.L126
http://dx.doi.org/10.1088/0957-4484/18/40/405702
http://dx.doi.org/10.1109/LPT.2006.877551
http://dx.doi.org/10.1002/1521-396X(200208)192:2<237::AID-PSSA237>3.0.CO;2-I
http://dx.doi.org/10.1109/LPT.2007.905215
http://dx.doi.org/10.1143/JJAP.46.L190
http://dx.doi.org/10.1063/1.371971
http://dx.doi.org/10.1088/0953-8984/20/9/095210
http://dx.doi.org/10.1063/1.2012531
http://dx.doi.org/10.1063/1.2946663
http://dx.doi.org/10.1063/1.2372686
http://dx.doi.org/10.1016/j.jcrysgro.2006.10.131
http://dx.doi.org/10.1063/1.1767603
http://dx.doi.org/10.1063/1.2909551
http://dx.doi.org/10.1016/j.jcrysgro.2005.09.027
http://dx.doi.org/10.1063/1.1766407
http://dx.doi.org/10.1063/1.1588370

Nanotechnology 20 (2009) 045401

Z L Fang et al

[20] Scholz F, Off J, Fehrenbacher E, Gfrorer O and Brockt G 2000
Phys. Status Solidi a 180 315

[21] Ting S M et al 2003 J. Appl. Phys. 94 1461

[22] Moon Y T, Kim D J, Song K M, Choi CJ, Han S H,
Seong T'Y and Park S J 2001 J. Appl. Phys. 89 6514

[23] FangZL,LiSP,LiJ C, Sun HZ, Wang S J and KangJ Y
2008 Thin Solid Films 516 6344

[24] Fang Z L, KangJ Y and Shen W Z 2008 J. Phys. Chem. C
112 17652

[25] Koleske D D, Wickenden A E, Henry R L and Twigg M E 2002
J. Cryst. Growth 242 55

[26] Fang Z L, Kang J Y, Huang W J, Sun HT, Lu M, Kong J F and
Shen W Z 2008 J. Phys. Chem. C 112 4925

[27] Fang Z L and Kang J Y 2007 J. Phys. Chem. C 111 7889

[28] Neugebauer J and Van de Walle C G 1996 Appl. Phys. Lett.
69 503

[29] Moulder J F, Stickle W F, Sobol P E and Bomben K D 1995
Handbook of X-ray Photoelectron Spectroscopy: A
Reference Book of Standard Spectra for Identification and
Interpretation of XPS Data (Eden Prairie, MN:
Perkin-Elmer)

[30] Soh CB, Liu W, Teng J H, Chow S Y, Ang S S and Chua S J
2008 Appl. Phys. Lett. 92 261909


http://dx.doi.org/10.1002/1521-396X(200007)180:1<315::AID-PSSA315>3.0.CO;2-2
http://dx.doi.org/10.1063/1.1586972
http://dx.doi.org/10.1063/1.1370368
http://dx.doi.org/10.1016/j.tsf.2007.12.132
http://dx.doi.org/10.1021/jp806202n
http://dx.doi.org/10.1016/S0022-0248(02)01348-9
http://dx.doi.org/10.1021/jp7112522
http://dx.doi.org/10.1021/jp071803c
http://dx.doi.org/10.1063/1.117767
http://dx.doi.org/10.1063/1.2952459

	1. Introduction
	2. Experimental methods
	3. Results and discussion
	4. Conclusion
	Acknowledgment
	References

