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Abstract.  Energy bandgap of Al,Ga;_,N alloys can be tuned systematically from ~ 3.4 to 6.1 eV by changing the alloy
composition (x) from O to 1 and the direct bandgap nature is maintained in the entire range of alloy compositions which make
the AlGaN alloys suitable materials for the development of light emitting diodes (LEDs) covering the ultraviolet (UV) spectral
region from 210 to 400 nm. For LEDs in the deep UV regions (A < 300 nm), Al-rich AlGaN alloys of Al content higher than
50% are required. Deep UV LEDs have applications in a wide range of fields including display, disinfection, medical, sensing, and
communication. With recent progress in the material growth and electrical conductivity, Al-rich AlGaN alloys have emerged as
unique wideband gap materials for the development of deep UV LEDs. In this review article, how the progress of Al-rich AlGaN
alloys has made in terms of the material growth and electrical conductivity leading its emergence as deep UV materials have been
reviewed. Challenges and prospects of the deep UV LEDs to improve the performance of the devices will also be discussed.
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INTRODUCTION

Energy bandgap of IlI-nitride compounds- indium nitride
(InN), gallium nitride (GaN), aluminum nitride (AIN),
and their alloys ranges from 0.7 to 6.1 eV which makes
them promising materials for optical applications such as
photo detectors and emitters covering the spectral range
from infrared to deep ultraviolet (UV) region [1-4]. GaN
with bandgap of 3.42 eV is the central binary compound
of IlI-nitride family and has success stories in the devel-
opment of blue light emitting diode (LED) and electronic
devices. The success of GaN based blue LEDs was made
possible mainly due to the two major breakthroughs in the
GaN material technology- use of a low temperature buffer
layer in the growth of GaN epilayer on foreign substrates,
and achievement of p-type conductivity by magnesium
(Mg) doping and subsequent annealing [5—-10]. Signifi-
cant progress has been made after the demonstration of
efficient blue LEDs in 90s and blue LEDs with exter-
nal efficiency of more than 80% has been achieved [11].
GaN-based LEDs and laser diodes (LDs) are now being
produced on an industrial scale changing the areas of illu-
mination. Nowadays, these products can be found in our
daily life in household displays, street lamps, TV, cars,
Blue-ray players, etc.

The wavelength (or energy of photon) of the optical

emission from LEDs depends on the bandgap of the ma-
terial used in the active region. Blue emission is produced
by making an active region of InGaN multiple quantum
wells (MQWs) with GaN barriers. The active region is
sandwiched between n-type GaN and p-type GaN in the
LED structure. When external bias is applied to the diode
structure, electrons from n-type region and holes from p-
type region are injected into the active region and optical
emission is produced by the recombination of electrons
and holes confined in the quantum wells (QWs). In or-
der to tune the wavelength of the optical emission, the
bandgap of the materials used in the active region should
be increased (decreased) for shorter (longer) wavelength
and it should maintain the direct bandgap nature. After
the success of blue LEDs, efforts of developing nitride-
based LEDs began in both directions, shorter and longer
wavelengths. In the early 21% century, there was a great
effort of developing LEDs in deep UV region driven
by DARPA’s Semiconductor Ultraviolet Optical Sources
(SUVOS) program for application in portable biochem-
ical agent detection as absorption peak for Tryptophan,
a common constituent of biological organisms is at 280
nm [12]. Materials with bandgap higher than GaN are
required to produce emissions in the deep UV region.
Bandgap of GaN can be increased by alloying with AIN.
Bandgap of Al,Ga;_,N alloys can be increased system-
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atically by changing the alloy composition (x) from O to
1 and the direct bandgap nature is maintained throughout
the alloy range. Thus, AlGaN alloys are obvious choice
of material for the development of deep UV LEDs. Sig-
nificant progress in the development of LEDs in deep UV
regions has been made in the last two decades, especially
at wavelength around 280 nm with output powers in the
order of milliwatt [13—-16]. Deep UV LEDs of wave-
lengths shorter than 280 nm were also reported [17-21].
The shortest wavelength reported so far is AIN-based
LED at 210 nm [22].

Deep UV LEDs can replace mercury-based fluorescent
lamps for general-purpose lighting system. Fluorescent
lamps use atomic emissions from mercury vapor peaks at
184.5 and 253.7 nm to convert into white light using phos-
phor. LED-based general purpose lighting systems will be
efficient, cheaper, and tunable for color temperature. Af-
ter the Covid-19 pandemic, there has been a big demand
for portable light sources in the deep UV region for dis-
infection since they are germicidal radiations. Commer-
cial products of appliances for the uses in the buildings
are being redesigned for the purpose of air purification,
water purification, disinfection, and surface decontamina-
tion using the deep UV LEDs. Since LEDs are solid-state
and small-size devices, they are easy to employ. High de-
mand for deep UV LEDs on an industrial scale has made
another surge in the research and development in recent
years to improve the material quality and performance of
the deep UV LEDs.

There are several other expanding applications of deep
UV light in UV curing in industry, sterilization, diagnosis
and treatment in the medical field, wastewater treatment,
gas sensing, non-line of sight (NLOS) communication,
and many others [23]. It should also be aware that expo-
sure to deep UV light can have severe effects on animals
and human beings. For example, deep UV light in UVB
region (280 — 320 nm) can cause terrible sunburn on skin,
and UVC (100 — 280 nm) can damage DNA structure.

There were also efforts to develop oxide-based wide
bandgap materials such as zinc oxide, magnesium ox-
ide and their alloys as alternate to the nitrides. How-
ever, achieving stable p-type conductivity is the biggest
hurdle developing the oxide based optical emitters [24].
Thus, Al-rich AlGaN alloys have become unique materi-
als for the deep UV LEDs application. In this article, how
the development of Al-rich AlGaN alloys has progressed
as deep UV materials and recent progress in the mate-
rial growth and conductivity of Al-rich AlGaN alloys will
be reviewed. Fundamental aspects of these materials are
better known today but there are still several issues and
technical challenges for improving the performance of the
Al-rich AlGaN alloys-based deep UV LEDs in terms of
material quality, n-and p-type conductivity, device struc-
ture design and device fabrication. Prospects of material
development and deep UV LEDs will also be discussed.

AIN as reference point for the growth of
Al-rich AlGaN alloys

In the early stage of developing deep UV LEDs, efforts
were made to use GaN as the reference point for the
growth of material since it was well known in terms of
material technology and fundamental properties. So, Al-
GaN alloys were grown by alloying GaN with AIN to
increase the bandgap. However, increasing Al content
in the AlGaN alloys also adds complexity in terms of
crystalline quality, conductivity, and optical quantum ef-
ficiency. Growth of alloys is different from binary com-
pounds. As-grown GaN epilayers are normally n-type.
With increasing Al content in the AlGaN alloys, the con-
ductivity of undoped AlGaN alloys decreases sharply and
often becomes an insulator for x > 0.4 [25]. Even with
Si doping in AlGaN alloys, conductivity decreases with
increasing Al content mainly due to the deepening of Si
donor level and compensation with acceptor like defects
[26]. The issue was even severe in the case of magne-
sium doping for p-type conductivity. Currently, it is well
known that high crystalline quality of the material is im-
portant to control the conductivity of AlGaN alloys and
enhance the quantum efficiency [27].

For LEDs with emission in the deep UV wavelengths
< 300 nm, Al-rich AlGaN alloys with Al content higher
than 50% are required. Since this region is far from the
GaN, the issues of material growth for higher Al content,
as mentioned above, were difficult to resolve when GaN
was used as the reference point. So, the strategy of using
AIN as the reference point was made for the growth of
Al-rich AlGaN alloys. AIN is the high-end binary point in
the nitride system and has bandgap of ~ 6.1 eV [4]. In or-
der to understand the nature of AlGaN in the whole alloy
range, it is also important to gain knowledge of AIN. De-
veloping methods to grow high-quality AIN was needed
to use the AIN as a reference point. Once high-quality
AIN was achieved, the next strategy was to grow Al-rich
AlGaN epilayers on AIN and change the alloy composi-
tion by alloying with GaN.

Growth of Aluminum Nitride on sapphire

Nitrides are normally grown on the foreign substrates
such as sapphire or silicon carbide. Sapphire is widely
used as it is cost effective, and it is also transparent to the
deep UV light. The wurtzite crystal structure of AIN has
~ 13% lattice mismatch with sapphire in (0001) direction.
In 1983, it was discovered that the insertion of a low tem-
perature buffer layer of AIN before the growth of epilayer
improves the crystalline quality of GaN significantly [5—
7]. Later, it was found that employing a low-temperature
buffer layer of GaN can further improve the crystalline
quality of GaN epilayers [10]. A typical growth tempera-
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FIGURE 1. a. Growth temperature profile of GaN and AIN epilayers, b. Reflection interference pattern during the growth of AIN
in MOCVD. Inset is the schematic diagram of layer structure in three-step growth method of AIN on sapphire substrate. [Ref 29]

ture profile for the growth of GaN in this two-step method
by metal organic chemical vapor deposition (MOCVD)
technique is shown in Fig.1a. Heat treatment of sapphire
is done around 1200 °C before starting the growth of ma-
terials. The vapor of metal organic precursors, trimethyl
gallium and trimethyl aluminum are used as the sources
of gallium and aluminum, respectively. Ammonia gas
is used as the source of nitrogen. A thin buffer layer is
first grown at low temperature around 550 °C followed by
high temperature growth of GaN epilayer at temperature
around 1050 °C in the reactor pressure of 300 torr.

Similar to the growth of GaN, insertion of buffer is
required to grow AIN on the sapphire substrates. The
growth of AIN has additional problems due to the low
surface migration of Al adatoms and parasitic gas reac-
tion between aluminum source and ammonia [28]. High
growth temperature and low pressure are thus required
for the growth of AIN to provide enough mobility to alu-
minum adatoms. It is now well known that the growth
temperature of higher than 1300 °C and low pressure
are required to grow the high quality AIN epilyer us-
ing MOCVD technique. Various methods were devel-
oped to improve the material quality of AIN, for exam-
ple, three-step growth, pulsed growth, use of alternating
V/II ratio, nitridation of the substrate, multilayers with
pulse ammonia, hydride vapor phase epitaxy (HVPE)
and epitaxial lateral overgrowth [17, 29-35]. Clearly,
the growth conditions and growth mechanism of AIN
on sapphire are different from that of GaN on sapphire.
As the growth temperature of AIN is higher than that of
GaN, optimization of buffer layer is crucial for the high
crystalline quality of AIN on sapphire. We developed a
three-step growth method by modifying the buffer layer
using MOCVD technique [29]. The growth temperature

profile of this method is also shown in Fig. la. In this
three-step method, a thin low temperature buffer is first
grown at 950 °C and an intermediate layer of thickness
~120 nm is grown at 1100 °C, followed by a thick epi-
layer of AIN grown at high temperature ~1325 °C. The
growth pressure is 50 torr. The schematic layer diagram
for this method is also shown in the inset of Fig. 1b.
This method can produce AIN epilayer of high optical
quality with room temperature PL emission intensity of
band-edge comparable to that of GaN and low density of
screw dislocations [36, 37]. The full width at half max-
imum (FWHM) of XRD rocking curves of the (0002)
and (1012) reflection planes were 63 and 437 arcsec, re-
spectively for AIN epilayer [37]. Estimated density of
threading dislocations from both XRD and TEM are ~
2.5 x 10° cm™? for edge type and ~ 5 x 10° cm~2 for
screw type dislocations. Screw type dislocation density
of AIN epilayers produced by this method is very low but
dominating dislocations are edge type.

Figure 1b shows a typical in-situ reflection interference
pattern during the growth of AIN epilayer on sapphire us-
ing the three-step growth method. Based on the in-situ
reflection interference pattern during the growth of AIN,
the early-stage growth is different from that of GaN. In
the case of GaN, after the deposition of low temperature
buffer layer, intensity of the interference pattern decreases
while ramping up the growth temperature and in the ini-
tial stage of the high temperature growth [38, 39]. The
thin buffer layer first forms clusters of coalesced nucle-
ation layer making surface rough. Lateral growth domi-
nates in the beginning of the high temperature growth of
GaN until all coalesced clusters are leveled and reflectiv-
ity starts increasing. This early stage of growth during
which reflectivity decreases plays an important role in re-
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FIGURE 2. Cross-section TEM image of AIN epilayer grown
by three-step method using MOCVD.

ducing the threading dislocation density of GaN. In the
case of AIN, we found that decrease of reflectivity was
not observed after low temperature buffer. If the intensity
is dropped, it is very difficult to recover the reflectance
signal which ultimately leads to a rough surface. Inser-
tion of the intermediate layer in the three-step growth was
critical in reducing the dislocation density of AIN.

Based on the transmission electron microscopy (TEM)
analysis of the AIN epilayer grown on sapphire substrates
by the three-step method, it is revealed that the inser-
tion of the intermediate layer helps reduce the density
of threading dislocations. Figure 2 shows a cross sec-
tion TEM image of an AIN epilayer grown by the three-
step method. Generation of threading dislocations can be
clearly seen at the interface of sapphire and AIN. Most
of the threading dislocations are annihilated within the
thickness of ~300 nm and AIN epilayer with very low
dislocation grows onward. It is believed that the inser-
tion of the intermediate layer helps bending the threading
dislocations and ultimately the threading dislocations are
annihilated. The threading dislocation densities estimated
from the TEM images are consistent with the XRD anal-
ysis.

Using the AIN grown on sapphire by this method,
photodetectors with cut-off wavelength of 200 nm were
demonstrated [40]. The availability of high quality AIN
also made it possible to gain knowledge on the fundamen-
tal properties such as precise band structure and bandgap
of the material, and the nature of excitons [4]. The order
of the valance bands in AIN is different from that of GaN.
The I'7 is the topmost valence band in AIN whereas it is
I'g in GaN resulting the dominant PL. emission of GaN is
with polarization of E_Lc while the dominant emission of
AIN is with polarization of E Il c. Cross over of the va-
lence bands in Al,Ga;_,N alloy occurs around x ~ 0.25
[41]. Consequence of this fundamental property leads to

the difficulty in light extraction in Al-rich AlGaN based
LEDs and the LDs with Al,Ga;_,N as active layers (x >
0.25) will have dominant laser emission in the TM mode.

Among other growth techniques of AIN epilayers
grown on sapphire, pulse-flow of ammonia with multi-
layer growth technique is impressive to lower the edge-
type dislocation by one order. The edge- and screw-type
dislocation densities are 7.5 x 108 cm™2 and 3.8 x 107
cm™2, respectively for the AIN layers grown on sapphire
by this method [17]. For further reduction of threading
dislocation density, advanced growth technique such as
epitaxial lateral overgrowth has been investigated [35].
The dislocation density of the AIN layer grown by this
method is less than 107 cm™2. Impressive progress in
the growth of bulk single-crystal AIN substrate has been
made in the last two decades. Wafer size (2 inch) AIN sin-
gle crystal substrates are available commercially [42—44].
Average dislocation density of AIN single crystal sub-
strates is around 103 cm™2. Materials with low disloca-
tion density are required to enhance the internal quantum
efficiency. Growth of AIN epilayer and device structure
on the native substrate is ideal as the problem due to the
lattice and thermal mismatches can be avoided. AIN epi-
layer with significantly reduced dislocation density can
be expected when grown on AIN native substrate.

N- type conductivity of Al-rich AlGaN alloys

Achieving both n- and p-type conductivities are essential
for realizing bipolar devices such as LEDs. Electrical
conductivity of semiconductors depends on the concen-
tration and mobility of the carriers. As-grown GaN epi-
layers are normally n-type. It is believed that the source of
the donor in GaN is unintentionally doped oxygen, whose
activation energy is about 30 meV [45—47]. With increas-
ing Al content in the AlGaN alloys, the activation energy
of the donor also increases. Thus, the conductivity of un-
doped Al,Ga;_,N alloys decreases and often becomes an
insulator for x > 0.4 [25]. It was proposed that the de-
crease of conductivity with increasing Al content in un-
doped Al,Ga;_,N is due to the transition of oxygen from
shallow donor into a deep donor, so called DX center [48].
Silicon (Si) is a shallow donor with activation energy ~
30 meV in GaN which is widely used as an intentional
dopant to control the n-type conductivity of nitrides [49].
With increasing Al content of AlGaN alloys, activation
energy of Si donor also increases. Activation energy of Si
in AIN is estimated to be 85-180 meV [27, 50]. Thus, the
concentration of electrons decreases with increasing Al
content in AlGaN alloys even with Si doping due to the
deepening of Si donor level. Theoretical calculations and
some experimental evidence also predicted that Si could
become DX center in AlGaN alloys for Al content higher
than 50% [51, 52]. Another reason of decreasing conduc-
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tivity is due to the compensation by acceptor like defects
[26]. Based on the first principles calculations, formation
energies of the compensating defects such as cation va-
cancies with triple negative charges, and cation vacancy
complexes with double and single charge states, are low
in Al-rich AlGaN alloys and AIN. Extrapolation of con-
ductivities from the low Al content AlGaN alloys also in-
dicated that achieving conductive Al-rich AlGaN alloys
could be impossible.

Three major issues needed to be resolved to improve
the n-type conductivity of Al-rich AlGaN alloys: in-
creased threading dislocation density and deepening of
Si donor level with increasing Al content, and electri-
cal compensation by acceptor like defects. The issue
of producing high quality AlGaN alloys with low den-
sity of dislocations was first addressed. Consequently it
provided a path to tackle the remaining issues of high
activation energy of dopants, controlling compensating
defects, and solubility of dopants. The success of pro-
ducing high quality AIN epilayers made a basis for the
growth of high quality Al-rich AlGaN epilayer by using
the AIN as template. In this scheme, AIN epilayer is
first grown on sapphire and then Al-rich AlGaN alloy is
grown subsequently on the AIN as template. The dislo-
cation density of Al-rich AlGaN alloys was dramatically
reduced with this scheme. It is now routine practice that
all Al-rich AlGaN alloys-based devices are grown on AIN
templates.

After the success of growing high crystalline quality
Al-rich AlGaN alloys on high quality AIN templates,
strategy used to enhance the conductivity was by employ-
ing heavy silicon doping to increase the concentration of
electrons and controlling compensating defects. Num-
ber of free carriers contributed by the dopant is negative
exponential function of activation energy (E4) as given
below,

(L4
n=Ngexp “*s77, ey
where, n is the concentration of the carrier (electron or
hole), Ny, kg, and T are dopant concentration, Boltzmann
constant, and absolute temperature, respectively. As the
concentration of carriers will be low for large Ey4, increas-
ing Ny by heavy doping can enhance the electron con-
centration in the AlGaN alloys. Heavy doping by Si was
successful in achieving n-type conductivity in the Al-rich
AlGaN alloys. Heavy Si doping might form an impurity
band and bandgap renormalization can occur due to the
screening effect which could lower the effective activa-
tion energy of Si donors. Heavy doping, however, could
decrease the mobility due to impurity scattering.
Theoretical results from the first principles calculations
were very useful for addressing the issue of compensation
by point defects. Cation vacancies and their complexes
have lowest formation energy in n-type condition, i.e.,

when Fermi level is near the conduction band, whereas
nitrogen vacancies have the lowest formation energy for
the p-type condition, i.e., when Fermi level is near the
valance band [26, 53]. Cation vacancies and complexes
can have triple, double and single negative charge states.
The triply charged states are favorable for higher Al con-
tent AlGaN alloys and AIN. Presence of the compensating
defects reduces the free carriers despite doping. For ex-
ample, each triply charged cation vacancy captures three
electrons. In the case of p-type conductivity, triple posi-
tive charge state is favorable. Experimentally identifying
these compensating defects is important to control them
and optimize the growth conditions to suppress them. Use
of proper characterization tool is also important in such
experiments. Al-rich AlGaN alloys can easily become
insulator despite Si doping due to insufficient carriers.
In such situation electrical characterization methods such
as Hall effect measurement is not useful. Photolumines-
cence (PL) has been a useful tool to detect the presence
of impurities and point defects; some of them could act as
compensating defects. Using the PL results and the first
principles calculations, energy levels of the point defects
and corresponding PL emission peaks have been identi-
fied in the entire range of AlGaN alloys for both n-doping
and p-doping [54, 55]. Intensities of the PL emission
peaks can also reveal the crystalline quality of the ma-
terial. For example, strong band-edge emission compared
to the impurity emissions in the PL spectrum indicates
high crystalline quality materials, whereas strong impu-
rity transitions compared to the band-edge indicates poor
crystalline quality and presence of high density of impuri-
ties. Thus, PL results were used as feedback information
for optimizing the growth conditions.

Figure 3 shows an example of how PL was utilized
for optimizing the growth condition and achieving highly
conductive n-type Alp7Gag3N alloy. Dopant solubility
in the Al-rich AlGaN alloys was low at normal growth
temperature. Growth temperature had to be reduced to
increase the solubility of the dopants for heavy doping.
A measurable conductivity was achieved in the Al-rich
AlGaN epilayers grown on AIN template by Si heavy
doping. PL measurement was used as a tool to identify
the compensating defects and as feedback information to
optimize the growth conditions. As mentioned before,
AIN epilayer was first grown on sapphire substrate by
MOCVD followed by Aly7Gag 3N layer as depicted in the
schematic layer structure in Fig. 3a. Heavy doping with
Si doping concentration of 3.4 x 10" cm™ was used.
Figure 3b compares the PL spectra of Aly;Gag 3N layer
samples before and after the optimization of the growth
conditions. The PL spectrum of the sample before opti-
mization has a very strong impurity emission peak around
2.91 eV with very weak band edge emission. This indi-
cates the presence of high density of defects and low crys-
talline quality of the material.
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FIGURE 3. a. Layer structure of Aly7Gag3N alloy grown on AlN/sapphire, b. Comparison of PL spectra for optimization of
growth conditions in Si-type doming for n-Aly 7Gag 3N alloy, c. Energy level diagram and corresponding emission lines.

We identified that dominant compensating centers in
Alg7Gag 3N alloys are triply charged cation vacancies
which have energy level about 2.9 eV below conduc-
tion band [53, 54]. Fig. 3c shows the energy levels of
Al 7Gag 3N and corresponding electronic transitions re-
lated to the PL emission peaks. During the optimization,
the impurity peak was followed by changing the growth
conditions. The most effective parameters in the opti-
mization of growth processes were lowering the growth
temperature and V/III ratio. After optimization, intensity
of the impurity peak and resistivity were decreased almost
by one order and the intensity of the band edge ~ 4.9 eV
increased by same order. XRD rocking curve results
also showed increased crystalline quality of the material
which correlates with the PL results. With further opti-
mization of the doping concentration, very high n-type
Alg7Gag 3N epilayers of resistivity of 0.0075 Q.cm with
free electron concentration of 3.3 x 10'* cm~3 and mobil-
ity of 25 cm?/Vs at room temperature were obtained [50].
Metallic behavior was obtained with heavy Si-doping and
the effective thermal activation energy of Si depends on
the doping concentration. It is believed that heavy doping
forms an impurity band, and bandgap renormalization

occurs due to screening effect. Several other groups also
reported achievement of high n-type conductivity in Al-
rich AlGaN alloys [27, 56-59]. These results support
that Si does not undergo DX transition in AlGaN alloys
at least up to x ~ 0.8. N-type conductivity was also ob-
served in the unintentional doped Al,Ga;_,N for x =
0.66 [60]. However, a sharp increase in resistivity was
observed for x > 0.8 which is not well understood yet.
Carbon impurity in Al-rich AlGaN could also be playing
role in the electrical compensation in addition to cation
vacancies [61]. It is now well understood that material
with low dislocation density is essential. Heavy doping
can reduce the activation energy. Controlling compensat-
ing defects and other impurities is important to enhance
the carrier concentration and improve the structural and
optical quality of the material.

P- type conductivity of Al-rich AlGaN alloys

The p-type conductivity in AlGaN alloys is not compa-
rable to the n-type one due to the fact that activation en-
ergy of the acceptor is large. Historically if one (n- or p-)
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type of conductivity is easily achieved, it is challenging
to make another type of conductivity in the wide bandgap
compound semiconductors. Magnesium (Mg) is a widely
used p-type dopant in nitride. Divalent element (magne-
sium) occupying trivalent cations (Al or Ga) could gen-
erate holes. Beryllium is an alternate dopant investigated
for p-type doping. As-grown GaN is normally intrinsic
n-type. As grown Mg-doped GaN does not show p-type
conductivity. Akasaki et al., discovered that low energy
electron beam irradiation (LEEBI) activates the Mg ac-
ceptors in Mg-doped GaN making the material p-type [7].
In 1992, Nakamura achieved much better p-type conduc-
tion with a hole concentration of 3 x 10!7 cm™3 by ther-
mal annealing of the Mg-doped GaN [9]. Mg is passivated
by hydrogen during the growth of Mg-doped GaN and an-
nealing is required to release the passivating hydrogen to
produce free holes [62—64]. This breakthrough in achiev-
ing p-type GaN made it possible to develop nitride based
bipolar devices such as LEDs and LDs. Activation energy
of Mg for GaN is ~ 160 meV which is already high, and
it increases with increasing Al content [65, 66]. Based on
the PL results of Mg-doped AIN, activation energy of Mg
in AIN was estimated to be around 0.51 eV [67]. This
makes it very difficult to produce free holes in the Al-
rich ALGaN alloys. Another issue with Mg-doping is the
decrease in solubility of Mg in AlGaN when the Al con-
tent is increased [62]. The techniques learned from the
improvement of n-type conductivity of Al-rich AlGaN al-
loys were also used such as heavy doping and controlling
compensating defects by changing V/III ratio during the
growth to improve the p-type conductivity. P-type con-
ductivity of Alp7Gag 3N grown on AlN/sapphire reported
was ~ 10° Q cm at room temperature [15]. With care-
ful optimization of Mg-doping level and V/III ratio, im-
proved resistivity of 47 Q cm was reported in Mg-doped
Alg7Gag 3N grown on sapphire substrates [68]. Hole mo-
bility in p-type AlGaN alloys is low. Several other innova-
tive growing techniques such as delta doping [69], AlIGaN
super lattice doping [70-72], and polarization doping [73]
have been used to improve the p-type conductivity. Re-
cently, a low resistivity of 1.4 Q cm was also reported for
Alg 63Gag 32N alloys by very heavy Mg-doping and com-
positional grading [74]. Conduction via impurity band
was observed in this case. Crystalline quality of the mate-
rials still might be an issue in the improvement of p-type
conductivity of Al-rich AlGaN alloys. Any improvement
especially in the p-type conductivity will have direct im-
pact on the improved performance of the deep UV LEDs.

Deep UV LED structure

In a normal LED structure, the active region is sand-
wiched between n-type and p-type materials. For effi-
cient optical emission, the active region is designed by

making AlGaN multiple QW with low bandgap material
and barrier with higher bandgap to confine the carriers
to increase radiative recombination probability. The Al-
content of the QW in the active region depends on the
target emission wavelength. For example, Al content
should be ~ 50% for the wavelength of 280 nm. Al con-
tent in the barrier, and n- and -type layers must be higher
in order to make them transparent to the emitted light.
Because of the big disparity of p-type and n-type conduc-
tivities of Al-rich AIGaN alloys, device structure of deep
UV LEDs needs redesigning, especially in the p-region.
Currently used typical device structure of a basic deep
UV LEDs structure is shown Figure 4. The LED struc-
ture is grown on AIN template (AlN/substrate) followed
by the growth of a thick n-type Al-rich AlGaN layer,
AlGaN quantum well active region, and p-region layers.
Multiple quantum wells are used in the active region for
efficient optical emission [75]. Graded Al composition
for different shaped quantum well and barriers are also
proposed for action region [76]. The p-region is tricky
due to the weak p-type conductivity. It has an electron
blocking layer, followed by low Al-content p-type AlGaN
layer and p-GaN as shown in Fig. 4a. A thick AIN layer
on substrate with multiple buffer layers and super lattice
layers are also used for strain management and reduction
of dislocations. Such layers should not absorb the light
emission from active layer.

As the p-type conductivity of AlGaN is not compara-
ble to the n-type conductivity, holes are generated and
injected to the active region by using a low Al content
p-AlGaN and p-GaN as top layers. Use of p-GaN on
the top also make it easy for p-contact. However, these
layers absorb the deep UV emitted from the active layer
and the light extraction should be done from the bottom
layer. So, the substrate must be transparent to the optical
emission from the active region. To overcome the dis-
parity due to weak p-type conductivity, several innovative
ideas were used on the p-region of the device. One of the
crucial layers is the electron blocking layer (EBL). Fig-
ure 4b shows the schematic of energy level diagram for
a typical deep UV LED structure (layer thickness is not
in scale). Because of the much higher conductivity of n-
region compared to p-region, electrons can easily over-
shoot to the p-region. The EBL stops the overflow of
electrons into the p-region and confines them in the active
layer increasing the probability of radiative recombina-
tion [77, 78]. The EBL, however, also imposes a hurdle
for hole injection and a large turn on voltage should be
applied. Thus, its thickness should be thin and optimized
for efficient hole injection. Several other techniques have
been employed to improve hole injection such as graded
composition [79], Mg-delta doped AlGaN barrier layer
[80], multi-quantum barrier EBL [81], and polarization-
doped hole injection layer [82].
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FIGURE 4. a. Layer structure of a typical deep UV LED. b. Schematic of energy level diagram for the deep UV LED structure

with major layers.

Challenges and prospects

Despite the demonstrations of deep UV LEDs with emis-
sion wavelengths shorter than 300 nm, external efficiency
of these LEDs is in the order of 10% or less. Com-
pared to the external efficiency of more than 80% in the
blue LEDs, significant improvement is needed. There
are many challenges ahead for the development of high
power, high efficiency, and long lifetime deep UV LEDs.
For better performance of LEDs, four key efficiencies
should be improved- radiative efficiency, carrier injection
efficiency, electrical efficiency, and light extraction effi-
ciency. In the case of blue LEDs, InGaN quantum wells
are used where localization states enhance radiative re-
combination [83]. This mechanism is not pronounced in
deep UV LEDs when AlGaN is used in the active layer. In
order to improve the internal quantum efficiency of emis-
sion, further improvement of crystalline quality of mate-
rial is essential. There is a direct correlation of internal
efficiency with the threading dislocation density [84]. En-
hanced performance of deep UV LEDs was demonstrated
with improved crystalline quality by reducing threading
dislocations [85-87].

Improvement of p-type conductivity is still a big chal-
lenge in AlGaN. A breakthrough in the p-type conductiv-
ity of AlGaN is awaited. Finding a new dopant may not
be a solution but exploring and investigating nonequilib-
rium technique could be. In fact, achievement of p-type
conductivity in GaN by Mg-doping and subsequent an-
nealing is a nonequilibrium process. Integrated efforts of
experimental and theoretical calculation could lead to a

solution such as exploring valance band modulation, and
co-doping. Due to the large refractive index of AlGaN
layers and polarization anisotropic emission from Al-rich
AlGaN active layers, light extraction in deep UV LEDs
is challenging [41, 88]. Several techniques are used to
increase the light extractions including microlens array,
reflective photonic crystals (PCs), distributed Bragg re-
flectors [89-92]. Additional innovative ideas are required
in this area. In terms of device fabrication for improved
light extraction from the deep UV LEDs, more work is
needed in the area of improving the contacts. Developing
transparent contacts will also help lower the turn on volt-
age, enhancing light extraction and thermal management.

There has been significant progress in the material
quality of AIN in the last two decades. The progress in
the conductivity of the Al-rich AlGaN alloys followed a
clear path that reduced dislocation density of materials
is the first step before tackling other issues to enhance
carrier concentration and mobility. Internal quantum effi-
ciency also significantly increases with decreasing thread-
ing dislocations in the material. The dislocation density of
AIN grown on sapphire is in the order of 10° cm™. The
dislocation density can be reduced by 2-3 orders when
later epitaxial overgrowth is used. Recently, impressive
progress has been made in the production of wafer size (2
inch) AIN single crystal substrate and available commer-
cially [42-44]. Growth of AIN epilayer and device struc-
ture is ideal on the native substrate as the problem due to
lattice mismatch and thermal mismatch can be avoided.
Average dislocation density of such wafer is around 103
cm. AIN epilayer with significantly reduced dislocation
density can be expected when grown on AIN native sub-
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strate. Recently, improved performance with enhanced
power and lifetime have been reported for 230 nm deep
UV LEDs grown on single crystal AIN substrates [93].

Although dislocation density in the AIN single crys-
tal substrate is very low, most of the substrates available
are not transparent to deep UV light. Visually, they look
yellowish in color. It could be due to the presence of im-
purities and point defects such as Al vacancy and vacancy
complexes. Additionally, cost will be another issue using
single crystal substrate for now. Steady improvements
of material quality of AIN wafers reducing defects and
impurities are needed. Available wafer size AIN single
crystal provides an opportunity to revisit the growth of
Al-rich AIGaN materials, doping and device structure by
growth on AIN substrate. Recently, Mg-doped AIN was
revisited using AIN substrate [94]. A significantly lower
Mg-activation energy of Mg in AIN has been reported.

Steady growth of the preformation of deep UV LEDs
can be expected based on the recent development in the
materials, available of wafer size AIN native substrate and
investment in this field due to industrial demands. More
opportunities in the design of active regions for improved
internal efficiency, efficient hole injection, techniques of
improving light extraction efficacy are still available to
improve the deep UV LED performance.
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