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ABSTRACT

The external quantum efficiency (EQE) and internal quantum efficiency (IQE) of radiation are quantified by omnidirectional
photoluminescence measurements using an integrating sphere for two types of GaN crystals with different carbon concentrations
([C]¼ 1� 1014 cm�3; 2� 1015 cm�3). In the sample with lower [C], when the excitation density is 140W cm�2, the EQE and IQE for near-
band-edge (NBE) emission are 0.787% and 21.7%, respectively. The relationship between [C] and the IQE for NBE emission indicates that
carbon impurities work as effective nonradiative recombination centers (NRCs) in n-type GaN, and major NRCs switch from carbon impuri-
ties to intrinsic NRCs, such as vacancies, when [C] falls below 3:5� 1014 cm�3.

Published under an exclusive license by AIP Publishing. https://doi.org/10.1063/5.0207339

Developing highly efficient optical and electronic devices that
reduce total energy consumption is essential for a sustainable society.
After the wide spread of indium gallium nitride (InGaN)-based blue
and white light-emitting diodes with the external quantum efficiency
(EQE) exceeding 80%,1 gallium nitride (GaN)-based power devices
have now attracted significant attention. GaN is a suitable material for
power devices due to its excellent physical properties such as large
bandgap energy (3.4 eV), high breakdown field (3.3MV=cm),2 and
high saturation electron velocity (2:5� 107 cm=s).3 At high threading
dislocation (TD) density from 108 to 1010 cm�2, TDs work as major
nonradiative recombination centers (NRCs), which reduce the effi-
ciency of near-band-edge (NBE) emission. Hence, TDs are a factor in
device performance degradation.4 In recent years, GaN crystals with
TD density less than 106 cm�2 have been commercially available due
to remarkable improvements in GaN crystal growth technology.5–16 In
such crystals, the average distance between TDs is more than 10lm,
while the minority carrier diffusion length is the order of 1lm.17–19

This means that the major NRCs attributed to point defects, such as
vacancies or impurities, rather than TDs.

Carbon impurities, a sort of extrinsic point defects in GaN, are
well-known to degrade the performance of GaN-based devices by
forming deep levels (DLs) in the bandgap. For example, carbon impu-
rities in the n-type GaN work as Shockley–Read–Hall (SRH) type

NRCs, which reduce the efficiency of NBE emission. In addition, varia-
tions in the in-plane resistivity of n-type20 and p-type21 c-plane GaN
have been reported. Such an inhomogeneity in resistivity is attributed
to variations in the in-plane carbon concentration ([C]). Therefore,
understanding carbon-related DLs is critical to improve the reliability
of GaN-based devices. Carbon impurities in GaN are expected to pref-
erentially occupy N-lattice sites because the formation energy of
C substituting on the N site (CN) is about 2.0 eV, whereas those of
C substituting on the Ga site (CGa) and a single interstitial impurity
(Ci) are more than 5.0 eV.22,23 Several reports have comprehensively
investigated the formation energies of complexes as well as single car-
bon impurities in GaN using first-principles calculations that
employed a hybrid density functional theory.23,24 It has been reported
that under thermal equilibrium at typical growth temperatures, the
concentration of CN is an order of magnitude higher than that of
defect complexes due to the lower binding energy of the complex com-
pared to isolated CN.

24 Therefore, in this study, we focus on a single
CN. The recent hybrid density functional theory indicates that CN is
not a shallow acceptor but a deep acceptor with the 0/– transition level
at Ev þ 0:90 eV.22,25

From an experimental perspective, photoluminescence (PL)
spectroscopy has been widely used to study the effect of carbon
impurities on the optical properties of GaN.26–35 The yellow
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luminescence (YL) band peaking at about 2.2 eV is known as the
defect-related PL band in undoped and C-doped n-type
GaN.26,27,29,31 Furthermore, electrical properties have been
investigated mainly using deep level transient spectroscopy
(DLTS).36–45 The characteristics of the H1 hole trap commonly
observed at 0.85–0.90 eV above Ev by DLTS are in good agree-
ment with the acceptor level of CN.

38,39,41–43

The metalorganic vapor phase epitaxy (MOVPE) and halide
vapor phase epitaxy (HVPE) methods are widely used for GaN growth
technology. In the MOVPE method, carbon contamination is inevita-
ble due to the use of organometallics as precursors, and even with
manipulation of growth parameters, [C] is approximately
2� 4� 1015 cm�3.16,46 Also, in MOVPE GaN, there is a trade-off
between the electron trap E3 (Ev þ 0:60 eV) and carbon, and their
simultaneous reduction is difficult.39,40 Recent detailed studies have
revealed that the origin of the E3 trap is the 0/– state of Fe occupying
the Ga sites.44,45 Therefore, the trade-off between [E3] and [C] in
MOVPE GaN can be explained in terms of the inverse dependence of
C and Fe uptake efficiency on MOVPE growth parameters. The HVPE
method is one of the most effective methods for preventing carbon
contamination.10 Recently, GaN crystals with extremely low carbon
concentrations ([C]¼ 1� 1014 cm�3) have been achieved by the
quartz-free HVPE (QF-HVPE) method, which removes the quartz
parts from the high-temperature region of the reactor.47 The QF-
HVPE method overcomes the trade-off between [E3] and [C] by con-
trolling the etching of the stainless steel flange. Although high donor
concentration due to silicon and oxygen contamination is known in
HVPE GaN,8 the QF-HVPE method overcomes this problem ([Si],
[O] < 5� 1014 cm�3). For QF-HVPE GaN, the agreement between
[H1] and [C], and the Nd � Na values evaluated from capacitance–
voltage (C–V) measurements (Nd and Na are donor and acceptor con-
centrations, respectively) and [Si]–[C], has been reported.42,47

In general, secondary ion mass spectrometry (SIMS) is used to
quantify [C].48–50 However, its detection limit is 1� 1014 cm�3 even
with the highly sensitive raster changing method.48 Compared to SIMS
measurements, PL spectroscopy is attractive to determine [C] because
it is nondestructive, non-contact, and does not require electrodes for
measurements. However, general PL measurements do not allow the
absolute quantification of the two types of quantum efficiency (QE),
i.e., EQE and internal QE (IQE) for the NBE emission. This is because
general PL measurements do not detect all PL photons, but only detect
those coupled to the collecting lens. The IQE is given by
s�1
R =ðs�1

R þ s�1
NRÞ, where sR and sNR are the radiative and nonradiative

recombination lifetimes, respectively. In this study, nonradiative
recombination is defined as recombination that does not contribute to
the NBE emission. Therefore, defect-induced transitions, such as YL,
are also considered as nonradiative recombination. Using the capture
cross-section for minority carrier (r), the thermal velocity of minority
carrier (vth), and the concentration of nonradiative recombination cen-
ter (NNRC), s�1

NR is expressed by
P

r � vth � NNRC. As described above,
the IQE for NBE emission is limited by the sNR, and the sNR is directly
related to NNRC. Therefore, the IQE for NBE emission is a good indica-
tor to evaluate crystal quality. We have developed omnidirectional
photoluminescence (ODPL) spectroscopy using an integrating sphere
to quantify EQE and IQE values absolutely. It has been shown that [C]
and the QE for NBE emission are strongly correlated based on ODPL
measurements.35

In this Letter, ODPL measurements are performed at
room temperature for two samples with different [C]
(1� 1014 cm�3 and 2� 1015 cm�3). The relationship between [C]
and QE are quantitatively shown together with the results of previous
measurements. These results indicate that carbon works as the major
NRCs in most ranges of [C] from 1� 1014 to 2� 1016 cm�3, and
when [C] falls below 3:5� 1014 cm�3, complex vacancies work as the
major NRCs rather than carbon.

A schematic of the ODPL measurement is shown in Fig. 1. The
ODPL spectroscopy measures light emitted from all directions using
an integrating sphere.51 Details of the two samples measured in this
study are shown in Table I. The GaN crystals are approximately
450lm thick, grown by the QF-HVPE method on Si-doped c-plane
GaN substrates with an off-angle of 0.3 degrees. GaN substrates have
an uniform TD density from 1� 106 to 3� 106 cm�2. The concentra-
tions of transition metal impurities, such as Fe, Mn, and Cr, which are
known to work as effective SRH-type NRCs,52 were below the detec-
tion limit of SIMS analysis ([Fe], [Mn] < 5� 1014 cm�3, [Cr]
< 1� 1014 cm�3). The ODPL measurements were performed for
HV1 with [C] of 2� 1015 cm�3 and HV2 with [C] of 1� 1014 cm�3.
Here, the impurity concentrations andNd � Na values for two samples
were quantified by the SIMS raster changing method and C–V mea-
surements, respectively. As described above, we consider that Nd is
derived from silicon because [Si]–[C] and Nd � Na are in good agree-
ment for QF-HVPE GaN. For the excitation of PL, a continuous wave
(CW) laser was used with the photon energy (E) of 3.87 eV. All mea-
surements were performed at room temperature and with the integrat-
ing sphere in ambient nitrogen to prevent PL intensity attenuation.53

Typical ODPL spectra of HV1 and HV2 are shown in Fig. 2,
where the spectra consist of at least three bands. Band A with 1.38 eV
< E< 2.52 eV consists mainly of green luminescence (GL), YL, and
red luminescence (RL) bands. Band B with 2.52 eV � E � 3.04 eV
consists mainly of a blue luminescence (BL) band. The NBE emission
is 3.04 eV < E< 3.54 eV. For the RL band around 1.8 eV, the origin is
not clear, while there are reports that it has been observed in HVPE-
grown GaN with [C] down to 1� 1015 cm�3.34,54 Note that the higher
intensity in HV2 than in HV1 is not only simply due to more
RL-related DLs but also due to re-excitation to such levels by the pho-
ton recycling (PR) effects, in which photons generated by radiative
recombination are self-absorbed and experience reincarnation as
photons.55,56 This re-excitation of DLs due to the PR effect is also true

FIG. 1. Schematic of the ODPL measurement (2p configuration).
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for YL-, GL-, and BL-related DLs. For the YL band around 2.2 eV,
which is commonly observed in n-type GaN crystals, although early
first-principles calculations strongly supported VGa defects or VGaON

complexes as the cause of the YL band,57,58 recent calculations predict
that the YL band is rather due to CN.

22,25 Since HV1 and HV2 are
grown by the QF-HVPE method and the oxygen concentration is
below the detection limit of SIMS analysis ([O] < 5� 1014 cm�3), the
origin of the YL bands in HV1 and HV2 is probably carbon. For the
GL band around 2.4 eV, a nitrogen vacancy (VN) has been pointed out
as the origin by using the first-principles calculations.32 For the BL
band around 2.9 eV, several researchers have reported that the BL
band is observed in high carbon-doped GaN crystals.28,30,33 As for the
origin of the BL band, the þ/0 transition level of CN (Ev þ 0:35 eV)

has been pointed out using first-principles calculations.22 The ODPL
spectra for the NBE emission have a double-peak structure with a
trough at the fundamental absorption edge (Eabs ¼ 3.31 eV). This is
because the light extraction efficiency (LEE, gL) for E < Eabs is signifi-
cantly higher than that for E > Eabs due to the existence of the Urbach
tail.59 In the ODPL measurements, such double-peaked structures are
commonly observed in direct bandgap semiconductors such as
CH3NH3PbBr3

60 and ZnO bulk crystals.61 The ratio of the low-energy
side of the double peak is larger in HV2 because the PR effect increases
the light outcoupling on the low-energy side.

The EQE values of both samples are shown as a function of exci-
tation density (Pcw) in Fig. 3 for (a) band A, (b) band B, and (c) NBE
emission. The EQE values for bands A and B are independent of Pcw,
while the EQE values for NBE emission monotonically increase with
the increment of Pcw. In HV1, the EQE values for NBE emission
increase from 0.022% to 0.250% when Pcw increases from 2.8 to
140Wcm�2. In HV2, the EQE values for NBE emission increase from
0.017% to 0.787% when Pcw increases from 0.9 to 140Wcm�2. At all
excitation densities, there is a clear difference in the EQE values for
NBE emission between HV1 and HV2, even when an experimental
error was taken into account. Meanwhile, the EQE values for bands A
and B show little difference between HV1 and HV2.

Figure 4 shows the relationship between [C] and the EQE values
for NBE emission when Pcw is 140Wcm�2. The other data of the
EQE values are the previous results.35 Since the EQE values for NBE
emission increase monotonically with decreasing [C] with the
EQE¼ 0.02% (0.787%) at [C]¼ 2� 1016 cm�3 (1� 1014 cm�3), car-
bon impurities work as effective NRCs and reduce the EQE value for
NBE emission. Here, the experimental errors are small enough for the
figure plots when Pcw is 140Wcm�2 [same for Fig. 5(a)].

The IQE values for NBE emission at Pcw of 140Wcm�2 are
shown in Fig. 5(a) as a function of [C]. In ODPL measurements, the
EQE value for NBE emission can be converted to IQE by introducing
a direct external quantum efficiency (g0) where the escape channel is
limited by the upper-half escaping cone.51 The IQE value (g) for NBE
emission considering the PR effect can be expressed as g ¼ g0=
½g0 þ ð1� g0ÞgL� using LEE (gL) and g0. In GaN, the LEE value was
estimated to be 2.55%, taking into account the refractive index differ-
ence between GaN and air.51 As described above, the IQE can be
expressed as

g ¼ s�1
R

s�1
R þP

r � vth � NNRC
: (1)

TABLE I. Carbon and net donor concentrations.

Sample ID [C] (�1015 cm�3) Nd � Na (�1015 cm�3)

HV1 2.0 2.0
HV2 0.1 4.0

FIG. 2. Typical ODPL spectra of HV1 and HV2 under the cw excitation at room tem-
perature. The spectra consist of band A with 1.38 eV < E< 2.52 eV, band B with
2.52 eV � E � 3.04 eV, and NBE emission with 3.04 eV < E< 3.54 eV.

FIG. 3. The EQE values of both samples as a function of Pcw for (a) band A, (b) band B, and (c) NBE emission.
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The dashed curve in Fig. 5(a) is the result of using
rC � vth ¼ 2:0� 10�7 cm3=s,35 sR ¼ 40 ns,63,64 and NNRC ¼ [C] in Eq.
(1). The IQE values increase monotonically with decreasing [C] as
well as the EQE values for NBE emission. In most ranges of [C] from
1� 1014 to 2� 1016 cm�3, the results of ODPL measurements and

analytical solutions are good agreements. This result indicates that car-
bon impurities can work as effective NRCs in n-type GaN crystals. The
EQE and IQE values for NBE emission are extremely sensitive to [C],
so those values can be used for the calibration of [C] in this range. The
IQE value for HV2 is 21.7%, breaking the previous value of 14.2%.35

However, the result is below the fitted curve. This disagreement sug-
gests that the presence of major NRCs other than carbon in HV2. One
possibility is intrinsic NRCs formed by VGaVN. This divacancy is
observed in n-type GaN crystals and works as an SRH type NRCs.62

Surface recombination is another possibility. Although the material is
different, there is a report that InGaN has an extremely long surface
recombination lifetime (3.8 ns) due to surface band-bending.65 We
believe that such surface band-bending also exists in GaN and consider
only VGaVN in this study. In HV2, [VGaVN] can be estimated to be
1:1� 1014 cm�3, using rV � vth ¼ 6:4� 10�7 cm3=s.62 The relation-
ship between [C] and [VGaVN] is unclear and should be discussed in
detail in the future. The solid curve in Fig. 5(a) is the result of using
rV � vth ¼ 6:4� 10�7 cm3=s, ½VGaVN� ¼ 1:1� 1014 cm�3, and NNRC

¼ [C]þ [VGaVN] in Eq. (1), respectively. The relationship between [C]
and each recombination rates are shown in Fig. 5(b). Here, the radia-
tive recombination rate (WR), the nonradiative recombination rate by
carbon (WC

NR), and the nonradiative recombination rate by VGaVN

(WV
NR) are s�1

R ; rC � vth � ½C�, and rV � vth � ½VGaVN�, respectively. In
all [C] ranges, the radiative recombination rate is never dominant. In
the high [C] range, the nonradiative rate by carbon converges asymp-
totically to the total recombination rate. However, below
[C]¼ 3:5� 1014 cm�3, the nonradiative recombination rate by
VGaVN becomes dominant. Thus, major NRCs switch from carbon to
intrinsic NRCs, such as divacancy, when [C] falls below
3:5� 1014 cm�3.

In conclusion, the relationship between [C] and the QE for NBE
emission is quantitatively shown based on ODPL measurements. In
HV2, the EQE and IQE values for NBE emission is 0.787% and 21.7%,
breaking the previous value at Pcw ¼ 140Wcm�2. The relationship
between [C] and the IQE values for NBE emission indicates that
the major NRCs in n-type GaN are carbon in most ranges of [C] from
1� 1014 to 2� 1016 cm�3, and the major NRCs switch from carbon
impurities to intrinsic NRCs, such as divacancy, when [C] is less than
3:5� 1014 cm�3.

I am grateful to Dr. Y. Murata for his support in creating the
figure.
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