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Overcoming the doping limit in semiconductors via illumination

Xuefen Cai®,' Jun-Wei Luo®,"? Shu-Shen Li,"?> Su-Huai Wei®,>-" and Hui-Xiong Deng!?:
IState Key Laboratory of Superlattices and Microstructures, Institute of Semiconductors,
Chinese Academy of Sciences, Beijing 100083, China
2Center of Materials Science and Optoelectronics Engineering, University of Chinese Academy of Sciences,
Beijing 100049, China
3Beijing Computational Science Research Center, Beijing 100193, China

® (Received 17 July 2022; revised 19 November 2022; accepted 22 November 2022; published 5 December 2022)

It has been shown that illumination could have significant effects on the dopability in semiconductors.
However, a general understanding on these effects is still lacking. In this paper, we present a self-consistent
scheme to study the doping properties in semiconductors under illumination, and unravel a general picture: the
excess carriers induced by illumination can substantially suppress the formation of compensating defects and
enhance the carrier mobility as well as the density of the majority carrier, because the illumination leads to an
asymmetric Fermi level shift. This is exemplified by a prototype Mg doped GaN system upon exposure to light
and is consistent with available experimental observations. Our work provides a fundamental understanding of
the physical process occurring in semiconductors upon illumination, and paves the way to overcome the doping
bottleneck via nonequilibrium techniques in semiconductors.
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I. INTRODUCTION

Doping in semiconductors plays a decisive role in mod-
ern electronics and optoelectronics [1-3]. Low solubility of
dopants, deep ionization energy level, and spontaneous for-
mation of compensating defects are the three major factors
that limit the dopability in a semiconductor. The former two
obstacles are closely linked to the dopant species and growth
conditions, which could sometimes be overcome via prop-
erly choosing growth conditions and doping species, while
the latter one is an intrinsic problem and has been always
very difficult to overcome under thermodynamic equilibrium
conditions [4,5].

Defect formation energy is the critical quantity charac-
terizing the degree of difficulty in forming a defect. As
schematically depicted in Fig. 1(a), the formation energies
of charged acceptor A~ (donor DT) increases (decreases)
linearly as the Fermi level decreases. Assuming one intends
to dope a semiconductor p type, the incorporation of hole-
producing acceptor shifts the Fermi level toward the valence
band maximum (VBM), increasing (decreasing) the formation
energy of A~ (D), thus favoring the formation of hole-killing
compensating donor and finally pinning the equilibrium Fermi
level deep within the band gap at Ery and negating further
progress in the p-type doping. As such, it is almost impossible
to simultaneously achieve high doping efficiency and reduce
compensation under the equilibrium growth condition in a
system characterized by a single Fermi level for both electrons
and holes.

“suhuaiwei@csrc.ac.cn
fhxdeng @semi.ac.cn

2469-9950/2022/106(21)/214102(6)

214102-1

However, under some nonequilibrium growth conditions,
it may be possible to decouple the Fermi levels for electrons
and holes. Experimentally, it was observed that illumination
during growth could enhance the doping efficiency for sev-
eral compounds such as CdTe, GaN, and ZnX (X = O, S,
Se, Te) [6-12]. While several computational schemes have
been proposed in the past to study the illumination effects
on the dopability in semiconductors, a general understanding
on these effects is still lacking. We recognize a set of facts
as follows: (i) It is still under debate whether the increase of
carrier density is originated from the increase in the concen-
tration of target dopants [8] or reduction in the concentration
of compensating native defects [12—15], if not both [16]. (ii)
The existing computational schemes are incomplete and have
some limitations. For instance, the studies in Refs. [15,16]
do not simultaneously consider the charge balance, as well as
the balance between generation and recombination of carriers.
More importantly, (iii) the discussions of the illumination
effect are based on specific compounds [15,16] and/or simpli-
fied model systems [13] rather than on the general perspective
abstracted from the basic concepts, so the universality and
validity of the prior drawn conclusions are in doubt.

In this work, we first develop an analytic and universal
scheme for characterizing the doping properties in semi-
conductors under steady-state illumination. Based on the
derivation of the carrier density formula, we show that the
variation of Fermi level is inversely proportional to the carrier
concentration. Therefore, the excess carriers induced by illu-
mination leads to an asymmetric shift of the effective Fermi
levels for electrons and holes, yielding a negligible decrease
in the concentration of target defects as compared to that of
compensating defects. As such, we found that the illumina-
tion can drastically increase the majority-carrier concentration
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FIG. 1. (a) Schematic plot of the dependence of defect formation energy on the Fermi level for a p-type semiconductor with a hole-
producing acceptor A and a hole-killing donor D. (b) Energy diagram of a semiconductor going from equilibrium to nonequilibrium steady
state condition under illumination (wavy arrow). In this case, the equilibrium Fermi level (Ef) is split into two quasi-Fermi levels (E;. and
E;,), which could be treated as two Fermi reservoirs. The band edge states (E¢ and Ey) and the splitting of the two quasi-Fermi levels (AEy)

are also indicated.

by decreasing the concentration of compensating defects and
improve the carrier mobility, consistent with previous experi-
mental observations [6—12,17]. Next, as an example, we study
the illumination effects on the doping behaviors in Mg doped
wurtzite GaN (GaN:Mg) using our computational scheme to
illustrate the validity of our model. The fundamental under-
standing developed here offers a general and feasible strategy
to overcome the doping limit in semiconductors via nonequi-
librium techniques.

II. RESULTS AND DISCUSSION

A. Two-Fermi-reservoir (TFR) model

The Fermi level Ef is at the heart of accessing the defect
properties of semiconductors in equilibrium. Once the Fermi
level is determined by solving self-consistently the implicit
charge neutrality equation, one can get the electron, hole, and
defect concentrations at temperature T as follows:

Er — E,
n = Nc exp (Fk—Tc) (D
Ey — E
p=Nvexp (=), @)
AH: (o,
c(a, q) = Nsexp (—#) 3)

Here, k is the Boltzmann constant, E- and Ey are the ener-
gies of conduction band minimum (CBM) and VBM, N¢ and
Ny are the effective density of states in the conduction and
valence bands, respectively, and Ny is the number of possible
defect sites per unit volume. AHy(«, g) is the formation en-
ergy of defect « in charge state g, which is generally written
as a function of Er [18,19],

AH¢(a, q) =E(a, q) — E(host)

+ Y mii + ) + q(Ep + Ev) + AEeor,
)

where E (o, q) and E (host) are the total energies of the doped
and undoped host with the same supercell, u; is the chemical
potential of atom i with respect to the corresponding ground-
state energy of elemental forms E;, and n; is the number of
constituents i removed from the host cell in forming the defect
cell. The AE,; is a correction term to address the supercell
finite-size effects.

When the semiconductor is exposed to illumination, as
sketched in Fig. 1(b), the equilibrium Fermi level splits into
two quasi-Fermi levels. It is clear from Eqs. (1) and (2)
that the Fermi level shifting is |dEp| = l%dN (N =nor p).
That is, the shift of the Fermi level is inversely proportional
to the carrier concentration N. For a p-type semiconductor,
with a given amount of carrier variation én = §p generated
by illumination, the shift of the hole quasi-Fermi level from
the equilibrium Fermi level Ery will be much smaller than
the shift of the electron quasi-Fermi level from Ep(, because
the majority hole concentration is much larger than the mi-
nority electron concentration. Similar conclusions can also be
drawn for the n-type doped semiconductors, i.e., the Fermi
level shift for the one associated with the majority carrier is
much less than the one for the minority carrier.

The classical analogy between the equilibrium Fermi level
and Fermi reservoir implies that the two quasi-Fermi levels
correspond to two quasireservoirs. The quasi-Fermi levels
(reservoirs) close to the CBM and VBM are denoted as Ef.
(Res. C) and Ey, (Res. V), respectively. Physically, both of
the quasi-reservoirs should contribute to the excitation of elec-
trons to the conduction band and holes to the valence band.
The weight that £y has on the excitation of electrons to the
conduction band can be expressed as

exp (£75)

exp (“) + exp ()
B 1
1 +exp(—AE;/kT)’

we(Eyre) =

&)
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where AE; = E;. — Ep, is the quasi-Fermi level splitting that
is a proper measure of the degree that the system is out of equi-
librium. Similarly, the weight that E ¢, has on the excitation of
holes to the valence band is

Ey—Ey,
E — eXp ( kT )
wV( fu)— Ey—E;, Ev—E;.
exp (Z7) +exp (F57)
1
= . ©6)
1 4 exp(—AE;/kT)
In this sense, we can simply introduce a weight factor
1
(N

Y T+ exp(—AE[ /KT’

Then, the carrier densities excited from the two reservoirs can
be described by

n =Nc[u)exp (%) +(1—w)exp (Efv ;Ec)]

k
(3)
©)

Note that, at equilibrium, Ef. = Ep, = Ep (i.e., AE; =0),
the weight parameter w is equal to 1/2, thus Egs. (8) and (9)
naturally go back to the equilibrium forms of Egs. (1) and
(2) [20]. If the illumination intensity is very high, it enables
AE; > kT, and the weight parameter w is approaching I,
indicating that the density of electron (hole) is governed by
the corresponding quasi-Fermi level E¢. (E,). These extreme
cases manifest that the analytical forms are effective in retain-
ing the physical significance of the system.

Likewise, the effective Fermi levels for donors (E;p) and
acceptors (Ey4) can be respectively written as

Efp =wEs + (1 —w)Ef,, (10)

EfA:wEfv—f-(l—w)EfC. (11)

The formation energies of donor and acceptor under the
nonequilibrium steady state can now be recast by substituting
Er in Eq. (4) with E¢p and E4, respectively. As such, the cor-
responding concentration of defect c(«, ¢) can be determined
via the Boltzmann relation in Eq. (3).

Under the nonequilibrium steady state condition, the over-
all charge neutrality relation remains, that is,

Zq*c(a,q)—i—p—n:O. 12)

o,q

Meanwhile, the generated and recombined number of carriers
per unit area and per unit time must be equal. Assuming the
photogeneration rate of electrons and holes is G, we get

G — Rgp — Raug — ) _Rsgu(e,q) =0,  (13)
a.q

where Rpp, Raug, and Rsgry are the band-to-band [21],
Auger [21], and defect-assisted Shockley-Read-Hall [22] re-
combination rates, respectively. They can be respectively

given by
RBB = B)/, RAug - (Ann +App)yv (14)

y *cla, )
(n+n)/cp+ (p+p/en

Rsru(a, q) = (15)

in which, y = (np—nl-z), Cp = OpUsh, Cp = OpUs, and vtzh =
3kT /m*. n, and p, are the electron and hole concentrations
when the Fermi level coincides with the trap level. B, A,(A,),
ca(cp), 0x(0p), and vy, denote the rate of radiative capture
probability, Auger coefficients of electrons (holes), capture
coefficients of electrons (holes), capture cross section of elec-
trons (holes), and average thermal velocity of electrons or
holes, respectively. The radiative capture probability can be
obtained by B = 1/t(ny + po + An) [21], where T is the
radiative lifetime, ny (pg) is the electron (hole) density in
equilibrium, and Arn is the excess electron density. These
parameters can be obtained from available experimental and
empirical data. Solving Eqgs. (12) and (13) simultaneously
and self-consistently, the values for E;. and Ey, can be de-
termined, then other physical parameters that describe the
system, including the carrier density, defect formation energy,
and defect concentration, can be readily obtained.

Building upon this two-Fermi-reservoir (TFR) model, we
clarified the fundamental mechanisms of how the illumination
overcomes the doping bottleneck in semiconductors. Taking a
p-type semiconductor as an example, analogous to the afore
stated asymmetric shifting feature between Ey. and Ey,, the
effective Fermi levels for donor (Efp) and acceptor (Ey4) also
shift toward the CBM and VBM states, respectively, with
the former acting much more pronounced than the latter, as
shown schematically in Fig. 1(a). As a result, although the
concentration of the targeted acceptor and compensating na-
tive donor are both reduced, the decrease of the compensating
donor is much larger than that of the acceptor due to the
much larger shift of E;p compared with E;4. Subsequently,
the free hole concentration in the system increases, indicat-
ing that illumination during growth can improve the doping
efficiency in the p-type doped semiconductors. Similar results
are also predicted for n-type doped systems. Besides, given
the carrier mobility . = et /m*, where 7 is the scattering time
and inversely proportional to the number of scatters per unit
volume, the decreasing concentration of both defects can also
lead to an increase in the carrier mobility at constant temper-
ature [17,23]. Albeit the specific details vary from material
to material, the above analysis and insights for the impact
of illumination on the defect control in semiconductors are
universal (i.e., material independent).

B. GaN:Mg system under illumination

To substantiate our main theoretical analysis above, we
take Mg doped wurtzite GaN as an example. It is reported that
W is the main compensating center for acceptor Mg, in GaN
[24-27]. Figure 2 depicts the calculated formation energies of
Mg, and Wy in GaN as a function of the Fermi level under the
Ga-rich condition, which is the common experimental growth
condition for GaN [28-30]. The calculations are conducted
using the Projector augmented wave (PAW) method and the
HSEOQ6 hybrid density functional [31] as implemented in the
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FIG. 2. Calculated formation energies AHy of Mg, and Vy in
wurtzite GaN under Ga-rich condition as a function of the Fermi
level. The zero of the Fermi level corresponds to the VBM of GaN.
The Er( denotes the equilibrium Fermi level (pinned at ~ 0.98 eV).
The shaded areas schematically show the possible tunning range
for the effective Fermi level of acceptor (cyan) and donor (lilac) in
nonequilibrium steady state condition.

VASP package [32]. We set the Hartree-Fock exchange mixing
parameter « to 0.31 and a cutoff energy to 520 eV for the
plane-wave basis set. We construct a 96-atom supercell and
employ the spin-polarized calculations for the defect system
with unpaired electrons. The defect formation energy and
transition energy levels are calculated as described in the
literature [18,19].

Mg, has a (0/-1) transition energy level around ~
0.26 eV above the VBM, while (+1/0) and (4+3/ + 1) tran-
sition energy levels of VN occur at approximately 3.3 and
0.48 eV above the VBM, respectively. These obtained defect
levels are in good agreement with previous reported data
[33-35]. The equilibrium Femi level is pinned at the position
(Ero ~ 0.98 eV) at which the formation energies of Mg, and
Vn are equal, which is far away from the VBM and unfa-
vorable for p-type doping. The formation energy of Mgg, is
higher (lower) than that of Vy when the Fermi level lies below
(above) Erg.

When the GaN:Mg system is uniformly illuminated with
photogeneration rate G of electron-hole pairs per unit vol-
ume in the range from 1 x 10'8 to 5 x 10% cm™3 s7!, excess
carrier concentrations of approximately 10'°-10'7 cm ™3 are
expected to be generated assuming a carrier lifetime of 10 ns
[36]. A common experimental growth temperature of 1000 °C
is chosen herein [37]. We use the experimental electron and
hole effective masses of 0.2mqy and 1.5m [38], respectively,
for the calculations. The capture cross section of electrons
(holes) for Mgég is set to 107" cm? (107" cm?), while
that for V™" is 107! cm? (10~'® cm?), and the Auger coef-
ficients of electrons and holes are both set to 107! ¢cm®/s
[39].

As expected, the two quasi-Fermi levels E;. and Ey, get
closer to the CBM and VBM of GaN with the increase of pho-
togeneration rate G, respectively, which results in the increase

of quasi-Fermi level splitting AEy, as shown in Fig. 3(a).
The large (small) deviation ratio of the electron (hole) density
upon illumination in this p-type GaN results in a large (small)
shift of the quasi-Fermi level Ef. (Ef,). Analogous to the
trend of carrier quasi-Fermi level, the E¢p and Ef4 also shift
to the CBM and VBM of GaN as defined by Egs. (10) and
(11), respectively, and the deviation of E;p is much larger
than that of E¢,. It is thus confirmed that (i) the formation
energies of the ionized defects Mgéi and Vy; Uin p-type GaN
both increase with the illumination (Fig. 2), leading to the
reduced concentrations of these defects; (ii) the decrease of
the concentration of compensating center Vy is much more
significant than that of the acceptor Mg, at each G, as shown
in Fig. 3(b).

The calculated concentrations of both electron and hole
in GaN:Mg are increased with increasing photogeneration
rate G, in accord with both physical intuitions and previ-
ous experiments that the increase of illumination intensity
gives rise to an increase of the densities of free carriers [12].
Specifically, the calculated increment of concentrations for
electron (A n) and hole (A p) at G of 102 cm™3 s7! is
about 4.1 x 10" cm= s~ and 1.9 x 10'7 cm—3 s~!, respec-
tively, which gives a good fit to the experimental results of
An ~10"?-10" cm~3 and Ap ~ 10'7 cm~ under the simi-
lar nonequilibrium illumination condition [12].

To have practical application, it is important to know
whether the photoinduced effects persist after turning off
the illumination after the growth. To address this issue, we
perform a self-consistent calculation in which the density of
defects is frozen to the value just before the light is turned off.
We find that when the illumination is turned off, the system
that has been subjected to higher intensity of illumination also
has a larger increment of the hole density relative to the one
without illumination. For G in the order of 10** cm=3 57!,
the hole density increased by nearly one order of magnitude
compared to the one that has not been illuminated (py =
5.3 x 10' cm™3 s71), suggesting that the illumination during
growth is an effective way to facilitate the p-type doping
in GaN. However, if the light intensity is extremely high,
exceeding 10 ecm™3 s, a negative effect occurs, and the
hole concentration starts to decrease after the light source
is removed. This is because under very high light intensity,
the effect of the reduced acceptor density becomes dominant
compared to that of the reduced compensating donor defect.

III. CONCLUSION

To conclude, we developed a self-consistent TFR model for
studying the defect properties under steady-state illumination.
It is demonstrated that the illumination reduces both the con-
centrations of target dopants and compensating defects, but
the reduction is much more pronounced in the latter, leading
to net increases of carrier density as well as carrier mobility,
thus enhancing the doping efficiency in semiconductors. This
overall picture falls in line with the experimental observations,
and has been exemplified by a Mg doped GaN system. The
insights developed here not only unravel the physical mech-
anism of the illumination-assisted enhancement of doping
efficiency, but also provide a general path toward overcoming
the doping limit in semiconductors through illumination.
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FIG. 3. (a) Two quasi-Fermi levels and two effective Fermi levels, (b) concentrations of charged defects MgG; and V;l, and (c) carrier
concentrations in GaN as a function of the photogeneration rate G (using a logarithmic axis). (d) The postillumination hole concentration as a
function of the removed G (using a logarithmic axis). The hole concentration in the dark condition py is also indicated using the grey dashed

line.
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