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Hole-Cr+ nanomagnet in a semiconductor quantum dot
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We study a diluted magnetic semiconductor system based on the spin of the ionized acceptor Cr+. We show
that the negatively charged Cr+ ion, an excited state of the Cr in II-VI semiconductor, can be stable when
inserted in a CdTe quantum dot (QD). The Cr+ attracts a heavy hole in the QD and form a stable hole-Cr+

complex. Optical probing of this system reveals a ferromagnetic coupling between heavy holes and Cr+ spins.
At low temperature, the thermalization on the ground state of the hole-Cr+ system with parallel spins prevents
the optical recombination of the excess electron on the 3d shell of the atom. We study the dynamics of the
nanomagnet formed by the hole-Cr+ exchange interaction. The ferromagnetic ground states with Mz = ±4 can
be controlled by resonant optical pumping and a spin relaxation time in the 20 μs range is obtained at T = 4.2 K.
This spin memory at zero magnetic field is limited by the interaction with phonons.

DOI: 10.1103/PhysRevB.104.L041301

Recent experimental breakthroughs have laid the founda-
tions for atomic scale data storage, showing the capability
to read and control the spin of a single magnetic atom. In
particular, a magnetic atom can develop a magnetic anisotropy
energy when it interacts with the surface of a metal and
behaves like a nanomagnet [1]. A single magnetic atom can
also present a large magnetic anisotropy and a spin memory
when interacting with ligands in a molecular magnet [2]. In
semiconductors, the optical properties of a quantum dot (QD)
can be used to control the spin of individual magnetic atoms
[3–10]. Embedding a magnetic atom in a QD offers in addition
the possibility to tune the environment of the localized spin. A
control of the charge of the QD can for instance influence the
magnetic anisotropy of the atom [11], making these nanosized
systems attractive for miniaturized data storage applications.

A variety of magnetic transitions metals can be incorpo-
rated in semiconductors offering a large choice of localized
electronic spins, nuclear spins as well as orbital momentum.
The 3d5 Mn2+, a pure spin without orbital momentum, is
the most widely studied magnetic element in nanostructures
[12,13]. The magnetic properties of these nanostructures are
mainly controlled by the exchange interaction of the holes
spins with the five d electrons of the atom. In a II-VI
compound, this exchange interaction is dominated by p − d
hybridization, the so-called kinetic exchange with antifer-
romagnetic sign [14–17]. This antiferromagnetic interaction
limits the spin stability of the complex formed by a heavy hole
and one or a few Mn atoms as hole-Mn spins flip-flops occur
in the magnetic ground state [11].

We demonstrate here that another 3d5 element, the nega-
tively charged ionized acceptor Cr+, can be optically probed
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when inserted in CdTe/ZnTe QDs. We study the spin prop-
erties of this diluted magnetic semiconductor system. The
negative charge of the Cr+ ion attracts a hole in the QD and the
hole-Cr+ complex is formed. Magneto-optics measurements
on these positively charged QDs show that the hole-Cr+ ex-
change interaction is ferromagnetic. This coupling leads to a
ground state configuration with parallel hole and Cr+ spins
which blocks the recombination of the excess electron of the
3d shell. The two low energy hole-Cr+ states, with angular
momentum Mz = ±4, behave like an Ising spin system that
can thus be seen as a nanomagnet. Resonant optical pumping
is used to probe the dynamics of the hole-Cr+ complex. A spin
memory in the 20 μs range is observed at T = 4.2 K and zero
magnetic field. This dynamics is controlled by the interaction
with phonons.

For these experiments, Cr atoms are randomly introduced
in CdTe/ZnTe QDs grown by molecular beam epitaxy on a
1 μm thick ZnTe buffer layer deposited on a GaAs (001)
substrate [18]. The amount of Cr is adjusted to obtain QDs
containing 0, 1, or a few Cr atoms. Individual QDs are studied
in magnetic field by optical microspectroscopy [19].

A free Cr atom exhibits a 3d54s1 electron configuration. In
the cation site of a II-VI semiconductor, two of its electrons
are given to the bonds. The isoelectronic impurity Cr2+ (3d4)
is formed with a spin S = 2 and an orbital momentum L = 2.
However, in CdTe, Cr2+ is also an acceptor [23–25]. This is
illustrated in Fig. 1 presenting density functional theory based
calculations of substitutional Cr in CdTe (DFT code BigDFT
[19,26–28]). A Cr sitting on a Cd site is adopting a 2+ ox-
idation state with two occupied levels in the valence band,
two occupied and one unoccupied levels below the conduction
band edge [Fig. 1(a)]. The Cr can then capture an electron
on its unoccupied level; it adopts a 1+ oxidation state (3d5,
S = 5/2 and L = 0) with five localized levels in the band gap,
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FIG. 1. DFT calculated defects electronic levels in the band gap
of CdTe for a Cr2+ (a), a Cr+ (b) along with (c) a Cd antisite com-
pared to a configuration (d) where the CrCd and CdTe are separated
by 9.5 Å. (e) Calculated orbital of one of the states in the high energy
triplet of the Cr+ showing the hybridization of Cr and Te orbitals.

a low energy doublet, and a high energy triplet [Fig. 1(b)]. The
triplets states are significantly mixed with the anion p orbitals
[Fig. 1(e)]. This p − d hybridization is a potential source of
kinetic exchange between the Cr+ and holes spins [14–17].

The negatively charged acceptor Cr+ is however unstable
in bulk II-VI materials. Its magnetic properties and exchange
interaction with the carriers of the host have never been stud-
ied. The presence of Cr+ was nevertheless detected in electron
paramagnetic resonance experiments in bulk n-type CdTe or
under optical excitation [23,24].

We used DFT calculations to evaluate the influence of
defects on the possibility to observe Cr+ in undoped CdTe.
Indeed, charge compensation with intrinsic point defects is a
common mechanism [29]. We found that a Cd antisite (donor
character) can give rise to a change in the oxidation state of the
Cr. Figure 1 depicts the defects states for isolated Cr and Cd
antisite as compared to a configuration where they are located
at a distance of 9.5 Å (third neighbor). The latter configuration
presents five states in the band gap with five unpaired electrons
[Fig. 1(d)]. Even at this small distance, the electronic states are
located on the Cr center with energies and orbitals very similar
to a 3d5 isolated Cr+. Similarly, Zn antisite in the barriers of
Cr-doped CdTe/ZnTe QDs could be a local source of electron
transfer to Cr2+ by modulation doping.

QDs containing an individual isoelectronic Cr2+ were
identified recently [30]. In these dots, the spin S = 2 of Cr2+

is split by a large fine structure term induced by local strain. At
low temperature, the exchange interaction with a confined ex-
citon gives rise to three main emission lines corresponding to
the lowest energy spin states of the atom Sz = 0 and Sz = ±1.

Figure 2 presents the magnetic field dependence of another
type of QDs observed in Cr-doped samples. Their emission
consists in a minimum of six lines equally spaced in energy
(see QD1) [31]. Most of these QDs present a more complex
structure with the third line clearly split and seven lines sep-
arated by a gap (see QD2). The width of the gap changes
from dot to dot and additional weak intensity lines can also
be observed [19]. No linear polarization was observed in any
of the investigated QDs [Fig. 2(c)] suggesting that this PL

FIG. 2. Magnetic field dependence of the PL of two positively
charged QDs, QD1 (a) and QD2 (b) containing a Cr+. The bottom
panels present PL intensity maps recorded in circular polarization.
(c) Linear polarization PL intensity map of QD2 at Bz = 0 T. (d) De-
tail of the PL intensity map of QD2.

structure arises from a charged exciton (i.e., absence of fine
structure splitting) [32].

Under magnetic field each line presents a Zeeman split-
ting and a change in the photoluminescence (PL) intensity
distribution is observed. At Bz = 9 T the PL is concentrated
on the low energy lines in σ− polarization and on the high
energy lines in σ+ polarization [Fig. 2(a)]. This intensity
distribution is influenced by the temperature and the excitation
power and is opposite the situation reported for Mn2+ in II-VI
QDs [3,19]. A line broadening or anticrossings are usually
observed in the low magnetic field region. This is particularly
pronounced for QD2 where a complex series of anticrossings
is observed below Bz = 4 T [Fig. 2(d)].

This PL structure can be explained by the recombination
of a positively charged exciton (X+) interacting with the spin
S = 5/2 of the Cr in its 3d5 configuration, the Cr+ ionized
acceptor. This charged ion, when located in a QD, attracts a
hole and repels electrons. Thus, a hole-Cr+ complex is formed
that can be probed by the optical injection of an exciton.
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FIG. 3. (a) Energy levels of the excited state (X+-Cr+) and
ground state (h-Cr+) in a positively charged Cr+-doped QD. The
electron-Cr exchange interaction and the fine structure term E are
neglected and the structure of X+-Cr+ is controlled by D0. The
most intense transitions in σ+ and σ− polarizations are indicated
with thick arrows. Dashed arrows show the excitation/detection
configuration for the pumping experiment. (b) PL intensity map of
X+ − Cr+ calculated with IeCr+ = 0 μeV, IhCr+ = −225 μeV, D0 =
−40 μeV, E = 20 μeV, Teff = 20 K, ρ/�lh = 0.2, θs = −π/4 and
γ = 1.5 μeV T−2, gCr+ = 2, gh = 0.5, ge = −0.4. (c) Detail of the
calculated PL intensity map.

This attribution is confirmed by the modeling of the mag-
netic field dependence of X+-Cr+ presented in Fig. 3. In this
model, we consider that the two holes are not localized on the
negatively charged acceptor and keep a heavy-hole character
with a spin Jz = ±3/2 [33]. The energy levels of X+-Cr+ are
then described by the Hamiltonian

HX+−Cr+ = IeCr+ �S · �σ + geμB �σ · �B + γ B2 + HCr+ (1)

which contains the exchange interaction between the Cr spin
(�S) and the electron spin (�σ ), the Zeeman energy of the elec-
tron spin and a quadratic diamagnetic shift. HCr+ = D0S2

z +
E (S2

x − S2
y ) + gCr+μB �S · �B contains the fine structure of the

Cr+ spin and its Zeeman energy with gCr+ ≈ 2 [24,36]. The
strain induced fine structure consists of a biaxial term D0 and
a term arising from a possible in-plane anisotropy E . The
exchange interaction of the two spin paired holes with the Cr+

is neglected [37,38].

For IeCr+ � D0 and E , HX+−Cr+ describes the isotropic
coupling of a spin 5/2 and a spin 1/2. This would result in two
energy levels with a total angular momentum M = 2 or M = 3
and split by 3IeCr+ . For a vanishingly small IeCr+ , energies of
X+-Cr+ are dominated by the fine structure HCr+ .

The hole-Cr+ complex in the ground state is described by

Hh-Cr+ = IhCr+ �S · �J + ghμB �J · �B + HCr+ (2)

where �J is the hole spin operator. In the subspace of the

two low-energy heavy-hole states, a pseudospin operator �̃j
can be used to take into account a possible influence of the
valence band mixing (VBM). For a VBM induced by in-

plane anisotropy of the strain, the �̃j components are related
to the Pauli matrices τ by j̃z = 3

2τz and j̃± = ξτ± with ξ =
−2

√
3ρs/�lh exp (−2iθs). ρs is the coupling energy between

heavy holes and light holes split by the energy �lh, and θs is
the angle relative to the (100) axis describing the anisotropy
responsible for the VBM [19].

Neglecting the VBM (ρs/�lh ≈ 0), the 12 eigenstates of
Hh-Cr+ are organized as six equally spaced doublets with de-
fined Sz and Jz. For each level of X+-Cr+ with either M = 2
or M = 3 there are six possible final states after annihilation
of an electron-hole pair. With 3IeCr+ larger than the width
of the emission lines (around 75 μeV) we would expect 12
spectrally resolved PL lines for X+-Cr+. For a low value of
IeCr+ (lower than a few μeV) and with E � D0, Sz is a good
quantum number in the excited state (i.e., electron-Cr+ states),
it is conserved during the optical transition and only six lines
are obtained, as observed for QD1.

For most of the QDs, the third line is split and an energy
gap is observed in the center of the X+-Cr+ PL spectra (QD2
in Fig. 2) [19]. This structure results from (i) the presence
of a VBM induced by an in-plane anisotropy which couples
two by two the hole-Cr+ levels and (ii) a weak electron-Cr+

exchange interaction.
Provided that ρs/�lh � 1, the effect of the VBM is small

on the degeneracy of all the hole-Cr+ doublets except for the
fourth which is split [see Fig. 3(a)]. The split states are the
bonding and antibonding combinations of |Sz = −1/2, Jz =
+3/2〉 and |Sz = +1/2, Jz = −3/2〉. For 3IeCr+ larger than the
width of the PL lines the optical transition to these mixed
states would give rise to linearly polarized lines [9]. For a
low value of IeCr+ , the two linearly polarized transitions are
degenerated, only seven lines are expected (see QD2), and the
width of the central gap is controlled by ρs/�lh.

The distribution of PL intensity under magnetic field is op-
posite the situation of a Mn2+ ion in similar CdTe/ZnTe QDs.
In these dots, the level structure is dominated by an antiferro-
magnetic hole-Mn2+ exchange interaction [3]. To reproduce
the magnetic field dependence of the intensity distribution
of X+-Cr+ a ferromagnetic hole-Cr+ exchange interaction
and a thermalization on the electron-Cr+ states (i.e., initial
states) with an effective temperature Teff are used. Based on
the perturbation approach presented in Ref. [15], a ferromag-
netic coupling is indeed expected for a 3d5 element with the
hybridized triplet states (star in Fig. 1) situated above the
edge of the valence band (see Supplemental Material [19]). A
value of IeCr+ lower than a few μeV is also required to obtain
the structure of six (or seven) lines. For |IhCr+| � |IeCr+| ≈ 0,
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FIG. 4. (a) Configuration of excitation/detection for pumping
experiments (top) and resonant PL observed on the low energy line
for an excitation on the hight energy line (bottom). (b) Time resolved
resonant PL obtained under continuous nonresonant (568 nm) and
pulsed resonant excitations at B = 0 T. (c) Evolution of the pumping
transients as a function of the resonant excitation power in a two
pulses experiment with co-circular excitation/detection.

the hole-Cr+ exchange interaction can be directly deduced
from the overall splitting of the emission spectra given by
3/2 × 5IhCr+ .

For IeCr+ lower than D0 and E , the energy levels of the
X+-Cr+ are controlled by HCr+ . In the weak magnetic field re-
gion where gCr+μBB � 6D0, overlaps of the different X+-Cr+

spin levels are possible. These states can be mixed by the E
term producing anticrossings in the initial state of the optical
transitions. A value of E ≈ 20 μeV is required to reproduce
the spectra of QD2 below Bz = 4 T [Fig. 2(d) and Fig. 3(c)].
D0 shifts the magnetic field position of these anticrossings. A
negative D0 in a few tens of μeV range has to be used to obtain
most of the anticrossings in σ polarization on the high energy
side of the spectra. Depending on relative values of D0 and
E , splitting of the lines can also be observed at zero magnetic
field in some of the dots [19].

With a ferromagnetic coupling, at low T the hole-Cr+ is
in the ground states with parallel spins configuration and total
angular momentum Mz = ±4. This configuration blocks the
optical recombination of the excess 3d electron that would
return the Cr atom to its Cr2+ ground state. In analogy with
dark excitons, this transition is indeed forbidden for parallel
hole and 3d electrons spins (i.e., parallel hole and Cr+ spin).
The confined hole-Cr+ complex is a particularly favorable
system to stabilize the Cr+ as the Coulomb attraction of the
hole by the negative charge of the atom enhances their overlap
and exchange interaction.

The two ground hole-Cr+ states Mz = ±4 are not sensitive
to VBM that could induce spin flip flops as observed in the
case of hole-Mn2+ [11]. This should enhance the spin memory
of the hole-Cr+ nanomagnet. The spin dynamics of hole-Cr+

has been investigated by resonant optical pumping. For a
cross-linear excitation and detection, a resonant excitation of
the high energy side of X+-Cr+ produces only a weak reso-
nant PL on the low energy line [Fig. 4(a)]. The resonant PL

can be significantly enhanced when an additional nonresonant
laser tuned below the ZnTe barrier, on the QD’s excited states
range, is added. The nonresonant laser produces a weak PL
but has a strong influence on the intensity of the resonant
fluorescence [Fig. 4(a)].

This behavior can be explained by the presence of a reso-
nant optical pumping of the hole-Cr+ spin which is partially
suppressed by the nonresonant excitation. When the nonreso-
nant excitation is combined with a pulsed resonant excitation
on the high energy line, optical pumping transients are ob-
served [Fig. 4(b)]. The resonant PL is mainly co-circularly
polarized with the excitation and a transient is obtained in
the emission of the low energy line. In Fig. 4(b) the resonant
fluorescence obtained for co-circular excitation/detection is
compared with the weaker cross-circular signal. In cross-
circular configuration, the optical pumping transient is also
observed in the resonant fluorescence of the low energy line.
In addition, a transient is observed in the nonresonant signal
just after the end of the resonant pulse. This is the direct ob-
servation in the time domain of the destruction of the pumping
by the nonresonant excitation.

Under nonresonant excitation high energy phonons are
generated which can contribute to a direct heating of the
Cr spin [39]. X+-Cr+ is also formed independently of the
hole-Cr+ spin state. Within this complex the Cr+ states are
coupled by E (eventually by IeCr+) and spin flips can occur.
Both mechanisms destroy the pumping and the resonant PL
is partially restored. The spin dynamics within X+Cr+ is
also at the origin of the optical pumping under spin selective
excitation. The larger co-polarized resonant PL suggests that
spin flips of the Cr+ are faster than spin flips of the electron.

When the nonresonant and resonant excitations are both
modulated and separated in the time domain, an optical pump-
ing is observed in the resonant fluorescence in co-circular
excitation/detection configuration [Fig. 4(c)]. The PL inten-
sity during the resonant pulse reaches a weak intensity plateau
after a large transient. The transient is suppressed when the
nonresonant excitation is switched off. Its amplitude is much
larger than in the presence of the continuous nonresonant ex-
citation showing the increase of the efficiency of the pumping.
The dynamics of the optical pumping depends on the power
of the resonant laser and can take place in a few tens of ns at
high power. It is controlled by the probability of presence of
X + and by the spin dynamics within the X+-Cr+ complex.

To measure the hole-Cr+ spin relaxation we use a two-
wavelength time resolved pumping experiment (Fig. 5). A
nonresonant pulse (pulse 1) is used to initially populate the
different hole-Cr+ spin states. A second circularly polarized
resonant pulse (pulse 2), tuned to the high-energy line of the
QD, is used to perform the optical pumping (i.e., empty the
hole-Cr+ spin state under excitation). We use the co-circular
excitation/detection configuration where the largest resonant
fluorescence signal is obtained. In this configuration, the tran-
sient reflects the decrease of the absorption of the QD during
the pumping process.

The hole-Cr+ relaxation is probed with a third resonant
pulse (pulse 3) with the same energy and polarization as
pulse 2 sent after a variable dark time τd . The amplitude
of the transient during pulse 3 (�I1) depends on how the
low-energy hole-Cr+ spin state has been populated during τd .

L041301-4



HOLE-Cr+ NANOMAGNET IN A SEMICONDUCTOR … PHYSICAL REVIEW B 104, L041301 (2021)

FIG. 5. (a) Three pulses resonant optical pumping experiment at
B = 0 T in co-circular excitation/detection configuration. (b) Hole-
Cr+ spin relaxation observed for a fixed τd and two nonresonant
excitation powers Pnres and 4 × Pnres. (c) Corresponding measure-
ments of the relaxation time.

Alternatively, pulse 2 can be suppressed and the amplitude
of the pumping signal obtained during pulse 3 (�I2) used
as a reference signal (i.e., transient in the absence of initial
pumping by pulse 2).

The measured spin relaxation time is presented in
Figs. 5(b) and 5(c). The dependence on τd of the normalized
amplitude of transients (�I2-�I1)/(�I2 + �I1) is shown for
two values of the intensity of pulse 1. At low nonresonant
excitation power a relaxation time around 20 μs can be de-
duced from the time evolution of the pumping transients.

The relaxation time decreases with the increase of the power
of the nonresonant pulse 1. As recently observed for Cr2+,
this dependence is likely to be due to the effect of phonons
optically generated by the high energy excitation that remain
in the sample after the end of the pulse [39].

The spin relaxation of the hole-Cr+ is more than one
order of magnitude longer than what was reported for the
hole-Mn2+ complex where VBM efficiently couples the spin
levels [11]. VBM is still present in the case of hole-Cr+ but
in the ground states (i.e., Mz = ±4 with parallel hole and
Cr spins), the ferromagnetic coupling of the hole and Cr+

spin block the hole-Cr+ flip flops. The hole-Cr+ spin lifetime
is then limited by the spin-lattice coupling that cannot be
suppressed.

To conclude, we studied a nanomagnet based on a Cr+-
doped II-VI semiconductor QD. We demonstrated that the
excited state of the Cr, the Cr+ ionized acceptor, can be stable
when inserted in a QD and exchanged coupled with a confined
heavy-hole spin. The Cr+ spin, not studied until now, is char-
acterized by a ferromagnetic coupling with the hole spin and a
vanishingly small exchange interaction with the electron spin.
This contrast with Cr2+ where an antiferromagnetic exchange
interaction with the hole spin was observed [30,40]. The two
hole-Cr+ ground states with angular momentum Mz = ±4 are
not sensitive to flip flops induced by VBM. The measured spin
memory at T = 4.2 K and zero magnetic field is in the 20 μs
range. It is limited by the interaction with phonons and could
be further improved at sub-Kelvin temperature and weak op-
tical excitation. The presence of Cr+ could be controlled by
intentional modulation doping and the hole-Cr+ nanomagnet
used as an efficient spin filter in transport devices operating at
zero magnetic field and in the 1–2 K range.
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