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The diversity of various manganese types and its complexes in the Mn-doped A™BY semiconductor structures
leads to a number of intriguing phenomena. Here we show that the interplay between the ordinary substitutional
Mn acceptors and interstitial Mn donors as well as donor-acceptor dimers could result in a reversal of electron
magnetization. In our all-optical scheme the impurity-to-band excitation via the Mn dimers results in direct
orientation of the ionized Mn-donor d shell. A photoexcited electron is then captured by the interstitial Mn
and the electron spin becomes parallel to the optically oriented d shell. That produces, in the low excitation
regime, the spin-reversal electron magnetization. As the excitation intensity increases the capture by donors is
saturated and the polarization of delocalized electrons restores the normal average spin in accordance with the
selection rules. A possibility of the experimental observation of the electron spin reversal by means of polarized

photoluminescence is discussed.

DOI: 10.1103/PhysRevB.102.041202

Introduction. The control of a spin state and the related
magnetization of the charge carriers by nonmagnetic meth-
ods is a key concept of the semiconductor spintronics. A
reversal of the magnetization by electrical or optical means
may help construct the low-power spintronic devices elim-
inating the conventional magnetic switching method. The
manipulation of magnetization by the electric field or cur-
rent is well known both in nonmagnetic [1] and in mag-
netic semiconductors (e.g., GaMnAs) [2,3] and in hybrid
semiconductor/ferromagnetic structures [4].

The absorption of the circularly polarized light leads to the
spin polarization of the nonequilibrium carriers in the semi-
conductor structures due to spin-orbit interaction. Thus, the
optical orientation [5,6] is simply the conservation of angular
momentum in a system of the electrons and the photons. It
is well known that the optical selection rules strictly couple
a photon polarization with the electron spin state during the
photoexcitation. However, in a steady state it is necessary to
take into account not only the excitation processes (selection
rules) but also the relaxation processes as well.

Usually the spin state of nonequilibrium charge carriers is
determined experimentally by means of the polarized photo-
luminescence (PL). The so-called “negative” PL polarization
(the PL polarization helicity is opposite to that of an exci-
tation) does not necessarily indicate the reorientation of the
photoexcited spin. Moreover, this frequently corresponds to
the recombination of the resident carrier whose spin is aligned
due to the exchange interaction with an exciton (see, for
instance, Ref. [7]). Unlike such processes here we suggest a
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mechanism of the anomalous alignment of the nonequilibrium
carrier spin.

A possibility to address individual impurities [8] by op-
tical methods holds considerable promise [9,10]. The direct
manipulation of the impurity spin via the impurity-to-band
excitation (the photoneutralization transition) has an advan-
tage in that respect compared to the band-to-band one. The
optical transitions involving impurities are well known from
the early 1960s [11,12]. The possible use of these transitions
for the optical orientation was recently discussed [13] and
experimentally demonstrated [14].

In this Rapid Communication a possibility to change the
magnitude and the sign of the electron magnetization in the
Mn-doped GaAs structures by optical means alone is foretold.
A model describing a possibility to govern the electron spin
magnetization by utilizing the impurity-to-band excitation
scheme is proposed. The magnetization is described by a sys-
tem of rate equations involving the conduction band electrons
and various Mn complexes. We also consider an experimental
implementation of our findings.

Rate equations and electron sign-reversal magnetization.
Our model takes into account the following Mn complexes.
The conventional Mn acceptor substituting Ga cation in GaAs
lattice (see a recent review [15], and references therein) is
referred to as Mng,. Double donors Mn; arising in the intersti-
tial positions are taken into consideration as well [16,17]. It is
essential that the closely spaced ionized donors and acceptors
can form pairs or (Mn;-Mng,) dimers [18].

Let us consider the optical orientation through the
photoneutralization transition (excitation from an ionized
acceptor state to the conduction band) in Mn-doped GaAs
structures. Such a transition, Mng, + fiw — MnOGa + e, with
the excitation energy 7w less than a band gap in the case of
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FIG. 1. The kinetic scheme for the SRM description. Transitions
between the following charge states and complexes are included in
kinetics: Mng, ionized acceptor, Mn%, neutral acceptor, Mn?* and
Mn;" ionized donors, (Mn?*-Mng,) dimer as well as delocalized con-
duction band electrons. The wide arrows indicate the predominant
spin orientation in each state. Thin arrows correspond to different
processes and transitions between charge states and complexes.
The photoexcitation, spin relaxation, radiative recombination, carrier
capture by ionized donors, and Mn-dimer formation are taken into
account.

deep acceptors (Mngal ionization energy in bulk GaAs is about
110 meV) can be realized in compensated structures only
[19]. The presence of various Mn types and complexes and
accounting of exchange interaction specifics therein provides
the possibility for the electron sign-reversal magnetization
(SRM) in the system of photoexcited electrons.

The kinetic scheme for SRM is shown in Fig. 1. The above-
mentioned configurations of the manganese and their different
charged states are taken here into account. In equilibrium
there are both acceptors and donors in the ionized states
Mng, and Mn}*, respectively. Their relative concentration
depends on the compensation degree. Both of these charge
states will be classified by the total d-shell spin of S =5/2.
The interstitial Mn donor can also capture an extra electron
forming a very shallow donor state Mn;" [18]. The exchange
interaction of the electron and the d shell is ferromagnetic in
this case (the ground state with the total angular momentum
of 3). The exchange interaction of the d shell and the accep-
tor bound hole (the angular momentum J = 3/2 [20,21]) is
antifferomagnetic, which leads to the ground state of MnQ,
with the total angular momentum F' = 1 [15]. The exchange
interaction between two d shells in (Mn%*-Mnaa) dimer is
antiferromagnetic [22,23], which corresponds to the ground
state with the zero magnetic moment.

The pseudospin-1/2 model is utilized to describe both
Mng, and Mny states, which is a sufficient scheme to explain
the SRM phenomenon. The following concentrations notation
is used in our rate-equation model. Here the thick arrows
f (}) correspond to the +5/2 (—5/2) projection of d-shell
spin. By analogy 1 ({) indices point out onto electrons or

holes with the spin projection +1/2 (—1/2) and +-3/2 (—3/2),
respectively. For the conduction band electrons ny (n,) are
assigned to the spin-up (spin-down) state. In the ground state
of Mng, we take into account m{, (m{,) for states with
+1=45/2-3/2 (-1 = —-5/2 4 3/2) angular momentum
projection. The singly ionized Mn;” donor concentrations
with angular momentum projections +3 =5/2 4+ 1/2 (=3 =
—5/2 —1/2) are labeled by my, (m,). The concentrations
m% (mfl) correspond to the states of Mng, with the d-shell
spin +5/2 (—5/2). Similarly mZ* (mj") describes the Mnj™*
donor state with the d-shell spin +5/2 (—5/2). Finally, m?
stands for the (Mnj"-Mng,)-dimer ground state concentra-
tion. This leads to the system of 5 x 2 + 1 = 11 rate equations
[24]. Each MnIZ’L donor is supposed in equilibrium to be a part
of the dimer.

Two separate channels of excitation are considered in our
scheme (see Fig. 1). The first one is the photoneutralization of
the ionized acceptor Mng,, and the second one corresponds
to the photoneutralization of the ionized acceptor inside the
(Mnj"-Mng,) dimer. The 0" excitation acts on the | state
of ionized acceptors. In the former case the conduction band
electron in the | state and the neutral acceptor Mnga with
d-shell-hole spin configuration {1 (F, = —1) arise. Further-
more, this leads to predominant 1} polarization of the remain-
ing ionized acceptors. In the latter case an ionized manganese
Mnl2+ additionally appears with {}-polarized d shell. The
above spin configurations are determined by optical selection
rules and the antiferromagnetic alignment between an ionized
donor and acceptor inside the Mn dimer. The predominant {}
orientation of Mn12+ leads to f1 spin configuration of Mn;"
after the electron capture by a magnetic donor due to the
ferromagnetic alignment.

It is well known that the generation term has the form
aG [25], where « is the absorption coefficient and G is the
photon flux density. However, for the impurity-assisted transi-
tion the absorption coefficient is proportional to the impurity
concentration [11]. We denote the absorption coefficient o™
for the Mng, concentration M~. By analogy the absorption
coefficient a? corresponds to the Mn-dimer concentration M?.
The concentration-independent quantity is o= /M~ (¢ /M%),
that is, the absorption cross section. It should be noted that
the concentration M~ depends not only on a compensation
from Mny, but can additionally increase due to the resid-
ual donors with concentration M excluded from kinetics,
M- = Md +MbaCk.

Within our pseudospin-1/2 model the electrons in the
spin-up and the spin-down state recombine with the hole
of the MnoGa acceptor with the emission of o~ - and o*-
polarized light, respectively. The intensity of the bimolecular
recombination is described by y°* and yP* coefficients for
the electron-acceptor (eA) and donor-acceptor (DA) recom-
bination, respectively. The capture rate of the photoexcited
electrons by the magnetic donors is described by the g% (85"
coefficient for the process with the spin conservation (spin
flip). We consider the dimer formation from single MnI2+
and Mng,, which depends on the d-shell spin state of the
donor and acceptor. The dimer formation rate is determined
by the coefficient §°¢ for the process with the conservation
of d-shell spins. By analogy the parameter 8% corresponds
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to the spin-flip process. Here MnIZJr and Mng, d-shell spins
are supposed to be uncorrelated after DA recombination
(Mn;" + Mnd, — Mn{* + Mng, + /iv), i.e., the direct DA-
dimer formation during the DA recombination is neglected.
For this there are two reasons: (i) the electron of Mn;r donor
can recombine with the hole of Mn&, center that was not a
part of the DA dimer; (ii) the spin configuration of d shells
of the recombining Mn donor and acceptor is ferromagnetic,
which prevents the dimer formation in the ground state. The
spin relaxation is taken into account in each charge state with
a nonzero angular momentum.

In general, the steady state of the system is described by the
system of 11 nonlinear algebraic equations [24]. This problem
can be solved only numerically. However, the SRM effect can
be qualitatively demonstrated by solving the rate equations in
limiting cases of low and high pump power analytically.

At the low pump power, the excitation accompanied by
the Mn-dimer decay is dominant, which is the consequence
of a higher absorption coefficient [26]. Due to the low con-
centration of recombining carriers in this regime, the radiative
lifetime 7; is the longest timescale. In this case the capture by
ionized donors is the main mechanism for the decrease of the
electron concentrations n4 (n, ). The dominance of the capture
mechanism with the electron spin conservation or spin flip
depends on the relation between the electron spin-relaxation
time ¢ and the capture time 7. and is governed by the pump
power, since the capturing rate is proportional to the ionized
donor concentration. In the former case the fast spin relax-
ation is realized for conduction band electrons, t¢¥ < .. This
corresponds to the capture of relaxed 1-polarized electrons
by f-polarized MnI2+ donors. In the latter case we have the
opposite situation, ¢ > .. Then predominantly |-oriented
electrons have to reverse their spin during the capture by
polarized Mn?* (the donor d-shell spin-relaxation time 72*
is supposed to be long as well). In both cases the spin of
the donor-bound electron is oriented oppositely to that of
delocalized electrons at the excitation moment.

Thus, in the low pump power regime, the Mn;" state
with the angular momentum projection of +3 predominantly
arises (see the left side of the diagram in Fig. 1). Here all
excited electrons are supposed to be captured by the donors
into the f1 state of Mn;". This corresponds to the direct
generation term in the rate equation describing the population
of the Mn;” 11 state. Here the capture time 7, (or any terms
containing capture parameters 8%, %) is not included in the
simplified system of rate equations describing Mn;" states.
Finally, the above scheme can be described by two simplified
rate equations for Mn;" donor concentration:

+ d + ot
dmy, = X G — DAyt My — My, )
a1 i M T T e
+ + ot
dmy, DA+ 0 T T M ?)
ar Y M 2

Here 7' is the Mn;" spin-relaxation time. The steady-state
solution of these equations in the limit of the fast Mn, spin
relaxation and the total compensation (m{ | = m{, =m’/2 =
m* /2) gives for the donor concentration m* = my, +my,
and for a difference in population of the opposite spin states

Am* =my, —my the following result:

204G
mt = | R Am™ =t G, (3)

corresponding to the anomalous magnetization compared to
the spin-down polarization under the optical orientation in
GaAs. The fast Mn2, spin relaxation is not a necessary con-
dition to observe the anomalous electron magnetization. Here
this assumption is used to reduce the number of variables in
equations. On the contrary, the growing Mn&, spin-relaxation
time makes the SRM phenomenon more pronounced (anoma-
lous magnetization grows), which is due to the deceleration of
the DA recombination.

In the opposite case of a high pump power the excitation
from Mng, is dominant due to a saturation of the channel
with donors [27]. Thus, mainly the right side of the diagram
(bordered in Fig. 1) contributes to kinetics. In this case we
consider only the equations for conduction band electrons
excluding the donor capture [24]:

dny _ _mp—n, a0
- - : 4
dr eV M @
dny _o” . MM a9
o SO T T T e O

It is easy to find an analytical result for the high pump
power in the limiting case of the fast Mnga spin relaxation
(m% L= m?LT = n/2). For the steady state the following result
for the total concentration n = ny + n; and for a concentra-
tion difference An = ny — n, can be found:

eA —\2..e
n=M", Anz_w, (6)
yAM-T + 1
restoring the negative (An < 0) magnetization that corre-
sponds to a spin alignment in accordance with the selection
rules.

The full kinetic picture describing the transition from the
positive to the negative magnetization requires both excitation
channels of Fig. 1. The magnetization sign depends on a rela-
tive contribution of the different excitation channels as well as
the competition between the recombination channels (eA and
DA recombination). Thus, the concentration dependence of
the absorption coefficients and the bimolecular recombination
rate lead to a dependence of the electron magnetization on the
excitation power. In this case all 11 rate equations are required
[24].

The results of a numerical solution are depicted in Fig. 2,
with the dependence of the total electron (both free and
localized) polarization An + Am™ being plotted as a function
of photon flux density and the relative Mn-donor concentra-
tion. In the total kinetic picture we also use the following
spin-relaxation times, ¥ and 7,” for Mng, and Mng,, re-
spectively. One can see the SRM phenomenon as a function
of the excitation power at a nonzero donor concentration.
The magnitude of the anomalous (positive) magnetization
increases with an increase of the donor concentration M¢; the
pump power corresponding to the change of the magnetiza-
tion sign increases as well. The relative electron magnetiza-
tion (An + Am™)/(n+ m™) is higher than the plotted value
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FIG. 2. Dependence of the total electron magnetization (An +
Am*)/M on the relative donor concentration M?/M and the
exciting photon flux density G. (a) The total map in G
and M? axes. The magnetization isolines [(An+ Am*)/M =
—0.015, —0.01, —0.005, 0, 4-0.005] are depicted by thin dotted
lines. (b) The cross sections of panel (a) by lines M? = const
at M? /M = 0,0.05,0.1 (solid red, dashed green, and dotted blue
line, respectively); ¢ =10 ns, 7,7 =100 ns, 0 =1 ns, 7,f =
10 ns, 727 =200 ns, y** =12x 107" ecm?s™!, yPA =0.6 x
1070 em®s™!, B =108 ecm’s™!, BF =2 x 107 em?®s™!, 6% =
10 em?s™, 6 =0, /MY =3.0x 1075 ecm?, @~ /M~ =12 x
10710 cm?, MP** = 0.7M, M = 10" cm 3.

(An+ Am™*)/M, especially at the low pump power when the
electron concentration is low, n + m* <« M. The magnitude
of the effect is not discussed here; only the possibility to invert
the electron magnetization by means of the excitation power
variation is predicted.

The set of parameters for GaAs with the Mn concentration
about 10'® ¢m™ is used for the numerical solution. The
typical value 77 = 10 ns [28] is utilized for the conduction
band electron spin-relaxation time. The absorption coeffi-
cients are close to those of the impurity-to-band transition
[11]. The recombination parameters are of the order of the
magnitude known from the literature as well. The estimate
of the B parameter as 2.7 x 107% cm3s~! is made based
on a result of Ref. [29], where the capture cross section
o =5.1 x 107" cm? by a shallow nonmagnetic donor was
measured. The electron thermal velocity vy = /3kgT /m* =
5.2 x 10° cm/s for T =4 K and GaAs electron effective
mass m* = 0.067mg are used as well; 85 = o vr. The capture
parameter is assumed to be independent on the magnetic
nature of the donor. At the low excitation intensity and
temperature the captured electron flux is usually higher than

the eA recombination one. This is confirmed by the well-
known observation of the higher PL intensity of the DA band
compared to the eA band. Thus, the relation g%, g5 > y°A
is usually fulfilled. The spin-relaxation time t>" is assumed
to be the longest one, since there is no bound charge carrier
at Mnl2+ center, whereas, the relaxation of the internal d-
shell spin provided by the spin-lattice mechanism is slow.
The parameters 6%, 8% are free parameters of our model.
However, these parameters as well as spin-relaxation times
77, 70, and ;" do not affect the SRM effect since they do not
enter Egs. (1) and (2) and the conditions under which these
equations are satisfied.

Since the time-dependent system of rate equations includes
the coupling between different charge states and Mn com-
plexes, then the magnetization switching time is determined
by the longest spin-relaxation time in the system. Thus, the
switching time is about 72+ ~ 100 ns. It should be noted
that the temporal behavior of the electron magnetization is
nonmonotonic when the system tends to the steady state.

Discussion of the experimental SRM observation. In practi-
cal terms, for the PL excitation spot area S of 107°-10~% cm?
and photon energy of 1.5 eV, Fig. 2 corresponds to the
absorbed pump power P of a few tens of microwatts.
The experimentally observable quantity characterizing the
carrier spin polarization is a degree of the PL circular
polarization

=1

= 7
e ™

where I (I7) is the PL intensity with o* (07) light po-
larization. The PL includes both eA- and DA-recombination
contribution and for PL intensity with o* (o ~) polarization
one can write

DA 0 - DA 0
IS“A Xy mLmM, I, <y m%mm, (8)
I ocynym,, I, ocy©ngmd,, ©))

which are the selection rules for radiative recombination. The
position of the DA line in the PL spectra relative to the eA line
corresponds to the difference of the magnetic donor binding
energy (e.g., for the Mn;" donor in GaAs this energy does not
exceed a few meV) and the Coulomb attraction energy in the
final state. Thus, the two lines can be unresolved, for which
reason we consider the integral polarization of the PL band
containing both eA and DA lines.

The calculated dependence of the integral PL polarization
as a function of the pump power is plotted in Fig. 3. It has
been found by the numerical solution of the system of 11
rate equations [24] and utilizing Eqgs. (7)—(9). Qualitatively
the total electron spin sign as well as the PL polarization
degree depend on a competition between the two above-
mentioned channels of the excitation and the recombination.
The negative PL polarization at the low pump power corre-
sponds to the predominance of the DA recombination. At the
high excitation level the channel via donors is saturated and
the sign of the integral PL polarization becomes positive as
the eA recombination takes over. The phenomenon is more
pronounced for the higher DA-dimer concentration. Neverthe-
less, the predicted SRM effect persists at any nonzero dimer
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FIG. 3. Dependence of the PL polarization involving Mn°-
related optical transitions on the pump power. Parameters are
the following: M=10"% cm™3, S=10"° cm? =10 ns,

19=10ns, 17 =1,- =27 =100 ns, yP» =6 x 107" ecm?s7!,
YA =8x10"" cm3s™!, 6% =10"° cm3s™!, 6 =0, B = 3.0 x
1078 em?s™!, Bf=15%x10"% ecm’®s™!, o= =100 cm™!, a? =

400 cm™". Solid red curve corresponds to the SRM behavior, M¢ =
0.05M, M®** = 0.7M; dashed green curve corresponds to the nor-
mal behavior, M4 = 0, MP** = M.

concentration. The P(P) dependence is monotonic as shown
in Fig. 3, if the magnetic donor concentration is zero (M¢ = 0)
only.

The estimates for the PL polarization in low/high pump
power limits are made. At the fast Mn,, spin relaxation (t0 —
0, the PL polarization reflects electron magnetization only)
the degree of the circular PL polarization in low pump limit
(P = —Am* /m™") is negative:

ladyPAG
P]ow = _.[:F ‘ y2 : (10)

In the high pump power limit the PL polarization degree
is imposed by the eA recombination, P = —An/n. Due to the
predominant spin-down magnetization of the conduction band

electrons it is positive and saturated:
1

_— 11
1+ 7>°/t¢ b

Phigh =
with 7° =1/ (y®AM~) being the radiative lifetime at the
high pump power level. The high pump power behavior
resembles the well-known result for the PL polarization
[5]. This formula is similar for the quantum-well case un-
der the excitation/recombination with the participation of
the first heavy-hole subband (in the case of the interband
excitation/recombination in the bulk A™'BY material it has
to contain prefactor 0.25 as follows from the selection rules).
In the present case it is a consequence of a simplification
imposed by the pseudospin-1/2 model.

Conclusion. As shown by the proposed consideration, the
magnetization in spin subsystems does not depend on the
optical selection rules only. The charge-carrier capture by
the local defects or impurities, the character of the spin-
spin interactions, and the spin relaxation are crucial for the
optical orientation as well. The all-optical scheme of the elec-
tron sign-reversal magnetization in Mn-doped GaAs-based
semiconductor structures has been suggested and extensively
studied. We also discuss an experimental way to detect the
SRM effect by means of the polarized PL.

The switching of the electron magnetization by means of
the temperature control is also possible. Let us consider the
above system at the liquid-helium temperature and under the
pump power corresponding to the maximal positive magne-
tization. In this case the magnetization is due to the donor
alignment. The growing temperature decreases the capture
rate by the shallow donors and in turn the anomalous mag-
netization is decreased as well. The energy corresponding
to the temperature of the liquid nitrogen is about 7 meV,
while the electron binding energy of the MnIJr state in GaAs
is estimated as not exceeding 4 meV. The conduction band
electrons with such an energy are not captured by donors and
predominantly remain in the spin-down state. This means that
at the liquid-nitrogen temperature the negative magnetization
is almost completely restored.
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