
PHYSICAL REVIEW B 108, 235312 (2023)

Room temperature coherent control of a single solid-state spin under anti-Stokes excitation
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Single-spin qubits in solid-state materials are important fundamental platforms for quantum information appli-
cations. Traditionally, coherent control of solid-state defects is realized under Stokes excitation. Little is known
about the coherent control of a single defect spin under anti-Stokes excitation. In this work, we experimentally
verify that the mechanism of anti-Stokes excitation of the divacancy in silicon carbide is a phonon-assisted
single-photon absorption process and provide the confocal microscopy anti-Stokes photoluminescence scanning
image of an isolated single divacancy. Moreover, the optically detected magnetic resonance measurement and
coherent control of the single divacancy spin under anti-Stokes excitation are realized at room temperature. We
further reveal that the spin readout contrast under anti-Stokes excitation is more robust than that under Stokes
excitation at elevated temperatures. Our work establishes a nontraditional protocol for the optical addressing and
coherent control of single-spin qubits and expands the boundary of quantum information technology.
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I. INTRODUCTION

Isolated single solid-state defects have aroused great re-
search enthusiasm and have been explored in many works
as preeminent candidates for single-photon sources [1–3] and
spin qubits [4] applied to quantum computers [5], quantum
registers [6], the establishment of light-matter quantum inter-
faces [7], and quantum sensing with high space resolution and
sensitivity [8,9]. However, in most of the previous works, the
optical readout and coherent control of single solid-state spin
qubits are based on the optically detected magnetic resonance
(ODMR) under Stokes excitation with the excitation wave-
length shorter than the zero-phonon-line (ZPL) of the defects.
Very little is known about the readout and coherent control
of single solid-state spin qubits under anti-Stokes excitation,
which means that the excitation wavelength is longer than the
ZPL. Exploring more types of single-spin readout protocols
and coherent control methods is significant to extend the scope
of single-spin-qubit-based quantum technologies.

Anti-Stokes emission is a fundamental physical phe-
nomenon [10] that has been observed in various matter
systems [11–16]. In recent years, anti-Stokes excitation of
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solid-state defects has also attracted research enthusiasm,
and to date, anti-Stokes-excited photoluminescence (PL)
emitted from the defects in hexagonal boron nitride [17],
diamond [18–20], and silicon carbide (SiC) [21] has been
observed, which can be used for all-optical thermometry [19]
and manipulation of the defect charge states [22]. Further-
more, readout and coherent control of spin states under
anti-Stokes excitation have also been realized for the silicon
vacancy (VSi) ensemble in 4H-SiC [21], extending the scope
of spin signal readout methods. However, the cornerstone of
quantum information is based on the single spin qubit. More-
over, ensemble experiments may sometimes introduce strong
background signals from impurities [23]. To build a new pro-
tocol for readout and manipulation of single solid-state spin
qubits, and further enrich the fundamental physics research
on defect spin properties, the ODMR measurement and co-
herent control of a single solid-state spin must be realized.
Unfortunately, due to the intrinsic inefficiency of anti-Stokes
PL emission, coherent control of single spin qubits under
anti-Stokes excitation remains an arduous task.

In this work, we realize the ODMR readout and coher-
ent control of a single PL6 divacancy spin in 4H-SiC under
anti-Stokes excitation at room temperature. We first experi-
mentally verify that the mechanism of anti-Stokes excitation
of the divacancy is a single-photon absorption process with
the assistance of phonons. Then we obtain the confocal PL
scanning image of a single PL6 divacancy under anti-Stokes
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FIG. 1. Energy level diagrams of Stokes and anti-Stokes excitation processes and optical properties of anti-Stokes PL (ASPL) of the
divacancy. (a) The processes of Stokes (left) and anti-Stokes (right) excitation. Purple waves represent the absorption and emission of phonons.
GS, ES, and MS represent the ground state, the excited state, and the series of metastable states, respectively. (b) The relationship between the
anti-Stokes PL intensity and the excitation laser power at three different temperatures. Both the abscissa and longitudinal axes are logarithmic
scales. (c) The relationship between the anti-Stokes PL intensity and the temperature under the excitation of a 30 mW 1122 nm laser. The
longitudinal axis represents the logarithm of the anti-Stokes PL intensity whose unit is cps, while the abscissa axis represents the reciprocal of
the temperature. Here “cps” means “counts per second” and “kcps” means “kilo cps.”

excitation, demonstrating the feasibility of the anti-Stokes
optical addressing of a single divacancy spin qubit. After
that, the ODMR measurement and the coherent control of
the single PL6 divacancy spin under anti-Stokes excitation are
performed at room temperature. This work paves the way for
the use of anti-Stokes methods in single-qubit-based quantum
information technologies. Finally, we reveal a potential advan-
tage of anti-Stokes excitation at elevated temperatures.

II. RESULTS

SiC is a kind of wide band-gap semiconductor widely
used in high-power electronic devices [24] and optoelec-
tronic devices [25]. There exist several types of defect spin
qubits in SiC, such as divacancy [26], VSi [27], and NCVSi

centers [28,29], and they have attracted much attention in
quantum technologies. In particular, the divacancy has been
widely used in quantum sensing [30,31] and shows great
potential for applications in quantum information process-
ing [32] due to its infrared fluorescence [26] and long
coherence time even at room temperature [4,32,33]. Several
types of divacancy have been discovered, marked as PL1-
PL8 [34,35]. Among them, the PL6 divacancy in the crystal
stack faults has bright PL intensity and a high ODMR contrast
at room temperature [36], thus in the following experiments,
we focus on the PL6 divacancy (ZPL at 1038 nm [34,36]). A
1122 nm laser and a 914 nm laser are used for anti-Stokes and
Stokes excitation, respectively.

The anti-Stokes excitation processes in various
kinds of physical systems can mainly be attributed
to three mechanisms, which are multiphoton absorp-
tion [11,37,38], Auger recombination [39–41], and phonon
assistance [17–19,21,42,43]. For the anti-Stokes excitation
process of solid-state defects, the mechanism has been
clarified to be a single-photon absorption phonon-assisted
process in previous works [17–19,21]. On this basis, a
model is utilized to describe the anti-Stokes excitation and
PL emission process of the divacancy, which is sketched
in Fig. 1(a). For comparison, the Stokes excitation and PL
emission process is also provided. Due to the coupling to
phonons, the ground state (GS) and excited state (ES) are
a set of quasicontinuous vibrational states [44], which are
represented by brown shadows. The spin quantum number of
the divacancy is S = 1 [45], leading to three spin manifolds
|ms = 0〉 and |ms = ±1〉 for both the GS and ES.

In the conventional Stokes excitation process, the diva-
cancy at GS is excited by one Stokes photon into one of
the vibrational ES and then relaxes to the lowest ES through
a phonon relaxation process. After that, the divacancy can
directly decay to GS through the spin-preserving radiative
transition and emit a PL photon, or through the nonradiative
transition that occurs via the mediate metastable state (MS).
While for the anti-Stokes excitation process, due to coupling
to phonons, the divacancy has a probability of jumping to
one of the vibrational GS. With the assistance of the phonon
energy, the photon with energy smaller than the energy cor-
responding to the ZPL can still excite the divacancy into ES.
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After that, the divacancy still decays to GS through the radia-
tive or nonradiative transitions, similar to that under Stokes
excitation.

To experimentally verify the mechanism of anti-Stokes
excitation of the divacancy, we investigate the properties of
the anti-Stokes PL of a divacancy ensemble, which is con-
tained in a 4H-SiC sample implanted with an ion fluence
(see Appendix A).

For the purpose of demonstrating that anti-Stokes excita-
tion of the divacancy is a single-photon absorption process,
we measure the anti-Stokes PL intensity as a function of the
excitation laser power. In Fig. 1(b), we show the anti-Stokes
PL intensity as a function of the excitation laser power at three
different temperatures. The anti-Stokes PL intensity can be
fitted by the function cPn + d (c is the scale factor, P is the
excitation laser power, and d is the constant term representing
the background signal) [21]. For a single-photon absorption
process, the power exponent n is close to 1, while for a
multiphoton absorption process, n is obviously larger than
1 [17–19,21]. At 298.3 K, n is fitted to be 0.99 ± 0.01, and
at 357.2 K and 406.2 K, n is fitted to be 0.90 ± 0.01 and
0.83 ± 0.01, respectively. All three fitted values of n are close
to 1, which strongly proves that anti-Stokes excitation of the
divacancy in 4H-SiC is a single-photon absorption process.
In Appendix C, the Stokes PL intensity as a function of the
excitation power is also provided, demonstrating that the ef-
ficiency of anti-Stokes excitation is around 3% that of Stokes
excitation at room temperature.

Since anti-Stokes excitation occurs with the assistance of
phonons whose energy can fill the energy insufficiency of
the excitation photon, the anti-Stokes PL intensity should
be proportional to the phonon number density obeying the
Bose-Einstein distribution, which can be described as IASPL ∝
{exp[�E/(kBT )] − 1}−1 [17,18], where �E is the gap be-
tween the energy of the 1122-nm excitation photon and
the ZPL at 1038 nm for PL6, which can be calculated to
be 89 meV, and kB is the Boltzmann constant. Since �E
is obviously larger than the thermal energy kBT (around
26 meV at near room temperature), we approximately have
IASPL ∝ {exp[�E/(kBT )]}−1 and thus ln IASPL has an approx-
imately linear relationship with 1/T [17,19]. As presented
in Fig. 1(c), we measure the anti-Stokes PL intensity of the
divacancy as a function of temperature under the excitation of
a 30 mW 1122 nm laser and plot the ln IASPL-1/T curve. The
approximately linear relationship between ln IASPL and 1/T
proves that anti-Stokes excitation of the divacancy is indeed a
phonon-assisted process. �E is fitted to be 96 ± 1 meV, which
is close to the calculated �E (89 meV). In Fig. 1(b), the power
index n decreases slowly as temperature increases, and this
can be attributed to the decrease of of the phonon assistance
efficiency for the photon absorption process as temperature
increases [21].

Before the spin manipulation experiment, we need to first
optically address an isolated single divacancy spin qubit that is
contained in another 4H-SiC sample implanted with a smaller
ion fluence (see Appendix A). In Fig. 2(a), we display the
confocal PL scanning image of a single PL6 divacancy under
Stokes excitation (914 nm, 250 μW) at room temperature.
Measurement of the second-order intensity correlation func-
tion g2(τ ) [46] (shown in Appendix E) confirms that this
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FIG. 2. Confocal PL scanning images of a single PL6 divacancy
at room temperature. (a) Confocal PL scanning image under Stokes
excitation (914 nm, 250 μW). (b) Confocal PL scanning image under
anti-Stokes excitation (1122 nm, 250 μW).

detected isolated PL6 divacancy is a single defect. In Fig. 2(b),
we show the confocal PL scanning image of this single PL6
under anti-Stokes excitation (1122 nm, 250 μW) at room
temperature. Since the anti-Stokes PL of a single divacancy is
very weak, the shown PL scanning image is accumulated by
single scanning results to eliminate the background noise and
then we take an average. This result demonstrates the feasibil-
ity of optically addressing a single divacancy spin qubit under
anti-Stokes excitation. By comparing the PL scanning images
shown in Figs. 2(a) and 2(b), it can be found that under the
same excitation laser power, the PL intensity of the single PL6
under anti-Stokes excitation is approximately 3% that under
Stokes excitation at room temperature.

We then turn to the coherent control of this single PL6
divacancy spin under anti-Stokes excitation. The ground state
Hamiltonian of divacancy reads H = D[S2

z − 1
3 S(S + 1)] +

E (S2
x − S2

y ) + gμBB · S [35], where D and E are zero-field-
splitting (ZFS) parameters, g is the Lande-g factor, μB is the
Bohr magneton, and B is the external magnetic field. For
PL6, D ≈ 1353 MHz at room temperature and E ≈ 0 [36],
then according to this Hamiltonian, |ms = ±1〉 are degenerate
without the external magnetic field, so we use a magnetic field
perpendicular to the sample surface, which is also along the
spin orientation of PL6, to split |ms = ±1〉. The two energy
gaps corresponding to transitions |ms = 0〉 ↔ |ms = ±1〉 can
be calculated to be D ± gμBB from the Hamiltonian, and can
be experimentally fitted from the ODMR spectrum. The spin
qubit coherently controlled in this work consists of |ms = 0〉
and |ms = −1〉 corresponding to the resonant frequency of the
left branch of the ODMR spectrum. The principles of optical
spin polarization and readout in the ODMR measurement and
coherent control under anti-Stokes and Stokes excitation are
both explained in Appendix F.

Here, we perform the coherent control of this single PL6
divacancy spin under anti-Stokes excitation at room tempera-
ture in a 3.4 mT external magnetic field. For comparison, the
results under Stokes excitation are also exhibited. In Figs. 3(a)
and 3(b), the left and right branches of the ODMR spectra of
the single PL6 spin under anti-Stokes and Stokes excitation
are displayed. It can be found that the resonant frequencies
fres1 and fres2 of the single PL6 divacancy spin remain the
same under anti-Stokes and Stokes excitation, which signi-
fies an unchanged spin state structure under anti-Stokes and
Stokes excitation at the level of a single divacancy spin. The
slight difference between ODMR contrasts under anti-Stokes
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FIG. 3. Coherent control of a single PL6 divacancy spin in a 3.4 mT magnetic field under anti-Stokes (1122 nm) and Stokes (914 nm)
excitation at room temperature. The upper column and bottom column represent the cases under anti-Stokes and Stokes excitation, respectively.
(a) and (b) Left and right branches of the ODMR spectra. fres1 and fres2 are the two resonant frequencies. (c) Rabi oscillations driven by the
same MW power. fRabi represents the Rabi oscillation frequency. (d) The relationship between the Rabi oscillation frequencies and the MW
power under anti-Stokes (red circles) and Stokes (blue rhombuses) excitation. The abscissa axis represents the normalized square root of the
MW power. Standard deviations are smaller than the size of data dots. (e) Spin echo curves. T2 is the coherence time fitted from the spin echo
curve. (f) Depolarization curves. T1 is the longitudinal spin relaxation time fitted from the depolarization curve.

and Stokes excitation can be attributed to the influence from
the background signal. As shown in Fig. 2, the anti-Stokes
PL intensity of the single PL6 is around only 3% that under
Stokes excitation, so the background signal has a larger effect
on the ODMR contrast under anti-Stokes excitation.

In the coherent control experiment of the single PL6 spin,
we fix the microwave (MW) frequency at fres1. Figure 3(c)
shows the Rabi oscillation curves of the single PL6 spin
under anti-Stokes and Stokes excitation driven by the same
MW power. The Rabi oscillation frequencies fRabi under anti-
Stokes and Stokes excitation are very close. In Fig. 3(d), we
show the relationship between the Rabi oscillation frequency
of the single PL6 spin and the MW power under anti-Stokes
and Stokes excitation. This figure demonstrates that under
both anti-Stokes and Stokes excitation, the Rabi oscillation
frequencies of the single PL6 spin have an accurate propor-
tional relationship with the square root of the MW power.

In Fig. 3(e), we show the spin echo curves of the single
PL6 under anti-Stokes and Stokes excitation. The coherence
times T2 fitted from spin echo curves under anti-Stokes and
Stokes excitation are both approximately 6 μs, which are very

close. As presented in Fig. 3(f), we measure the depolarization
curves of the single PL6 spin under anti-Stokes and Stokes ex-
citation. The longitudinal spin relaxation times T1 fitted from
depolarization curves under anti-Stokes and Stokes excitation
are also very close. Both T2 and T1 of a single PL6 spin are al-
most the same under anti-Stokes and Stokes excitation, which
can prove that the coherent properties of a single divacancy
spin do not change under anti-Stokes excitation compared
with those under traditional Stokes excitation.

We also realize the coherent control of the PL6 diva-
cancy ensemble spins under anti-Stokes excitation at room
temperature, and the results are displayed in Appendix D.
Meanwhile, we also compare the ODMR contrasts of the
PL6 ensemble spins under anti-Stokes and Stokes excitation
at elevated temperatures. In Figs. 4(a) and 4(b), we show the
left branches of the ODMR spectra of the PL6 ensemble spins
under anti-Stokes and Stokes excitation at different tempera-
tures. Figure 4(c) shows the temperature dependences of the
ODMR contrasts under anti-Stokes and Stokes excitation. As
demonstrated by these results, when the temperature increases
to be higher than room temperature, the ODMR contrast under
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FIG. 4. Temperature dependences of the ODMR contrasts of
the PL6 ensemble spins under anti-Stokes (1122 nm) and Stokes
(914 nm) excitation at room temperature and higher temperatures.
(a) and (b) The left branches of the ODMR spectra in a 3.0 mT mag-
netic field under anti-Stokes and Stokes excitation, respectively, at
different temperatures. (c) Temperature dependences of the ODMR
contrasts under anti-Stokes and Stokes excitation. (d) Relative
changes of the ODMR contrasts at higher temperatures compared
with the ODMR contrasts at room temperature under anti-Stokes and
Stokes excitation.

anti-Stokes excitation remains almost the same below around
400 K, while under the conventional Stokes excitation, the
ODMR contrast decreases apparently as the temperature in-
creases. In Fig. 4(d), we display the relative changes of the
ODMR contrasts at higher temperatures compared with the
ODMR contrasts at room temperature under anti-Stokes and
Stokes excitation. This figure shows that from room temper-
ature to around 480 K, the relative decrease of the ODMR
contrast under anti-Stokes excitation is smaller than that under
Stokes excitation. These results demonstrate a more robust
ODMR measurement operation under anti-Stokes excitation
than that under Stokes excitation at elevated temperatures. The
mechanism of this phenomenon may be that since anti-Stokes
excitation itself is a phonon-assisted process, the adverse ef-
fect of the phonon perturbation, which causes the ODMR
contrast to decrease as the temperature increases, can be partly
offset under anti-Stokes excitation. Here, we only investigate
the temperature dependence of the ODMR contrast of the PL6
ensemble spins instead of a single PL6 spin because a single
PL6 can only be optically addressed by using an objective
with a large numerical aperture (NA) (see Appendix A), which
induces a small distance between the objective and the sam-
ple surface and then can cause the objective to be harmed
by the high temperature as the temperature increases. In the
future, the use of a microstructure such as a solid immersion
lens [47], a nanopillar [48], or a circular bullseye grating [49]
can increase the PL collection efficiency and make the optical
addressing of a single divacancy by using an objective with
a smaller NA possible, leading to the overcoming of this
obstacle.

III. CONCLUSIONS

In conclusion, we realize the ODMR measurement and
coherent control of a single PL6 divacancy spin under
anti-Stokes excitation. We first experimentally verify that
anti-Stokes excitation of the divacancy in 4H-SiC is a phonon-
assisted single-photon absorption process by measuring the
intensity of the anti-Stokes PL from a divacancy ensemble as
functions of the excitation laser power and temperature. Then,
we provide the confocal anti-Stokes PL scanning image of a
single PL6 divacancy. After that, we realize the ODMR mea-
surement and coherent control of this single PL6 divacancy
spin under anti-Stokes excitation at room temperature. The
ODMR spectra, Rabi oscillation frequencies, coherence times
T2, and longitudinal spin relaxation times T1 of this single PL6
spin are all very close under anti-Stokes and Stokes excitation.
This fact demonstrates that the spin state structure and co-
herent properties do not change under anti-Stokes excitation
compared with those under Stokes excitation at the level of a
single divacancy spin qubit. This work constructs the basis of
coherently manipulating a single spin qubit under anti-Stokes
excitation. It contributes to establishing an unconventional
protocol for the addressing, readout, and coherent control of
single-spin qubits, and makes progress in the fundamental
spin physics by deepening the understanding of the properties
of a single solid-state defect spin. We also demonstrate that
the ODMR measurement operation is more robust under anti-
Stokes excitation than that under Stokes excitation at elevated
temperatures. Anti-Stokes excitation can also have the advan-
tage over Stokes excitation for solid-state-spin-based quantum
sensing inside living cells [50] due to the relatively minor pho-
totoxicity [51,52] and the more negligible photon scattering
effect [53] leading to a larger penetration depth inside living
cells [54] of the relatively longer excitation wavelength.
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APPENDIX A: EXPERIMENTAL SETUP

The samples used in our work are both sliced from a
high-purity epitaxial 4H-SiC wafer. For the sample containing
isolated single divacancies, we use a 5×1011/cm2 carbon ion
(C+) fluence with an ion kinetic energy of 30 keV to implant
it. While the divacancy ensemble sample is implanted by a
1×1014/cm2 fluence of nitrogen molecule ion (N+

2 ) with an
ion kinetic energy of 30 keV. After implantation, both samples
are annealed at 900 ◦C for 30 minutes.
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In this work, a homebuilt confocal microscopy system is
used for the excitation of the divacancy. A 1122 nm laser and
a 914 nm laser are used for anti-Stokes and Stokes excitation,
respectively. For verification of the mechanism of anti-Stokes
excitation shown in Fig. 1 of the main text, the measurement
of the temperature dependences of the ODMR contrasts under
anti-Stokes and Stokes excitation for PL6 ensemble spins
shown in Fig. 4 of the main text, and the comparison of the
anti-Stokes and Stokes excitation efficiencies shown in Fig. 6
of Appendix C, we use an air objective with NA = 0.65 to
focus the laser and collect PL, while in all the other experi-
ments, the objective used is an oil immersion objective with
NA = 1.30. The PL collected is filtered by a bandpass filter
whose passband is 1020-1090 nm (Semrock) and a 1100-nm
short-pass filter (Edmund Optics). Besides filtering out the
excitation laser, the filters can also exclude the influence of
the PL emitted from the NCVSi centers in the defect ensemble
whose ZPLs are longer than 1150 nm [28] and can be Stokes
excited by the 1122 nm laser. And then the filtered PL is
coupled into the fiber and sent to a superconducting nanowire
single photon detector (SNSPD, Photech). Count signals from
the SNSPD are recorded by a data acquisition (DAQ) device
(National Instruments). The laser and microwave (MW) pulse
sequences used for the coherent control are generated by an
acousto-optic modulator (AOM) and an MW switch, respec-
tively. The electrical pulse signals used to control the AOM
and MW switch, as well as trigger the record function of the
DAQ device, are generated by a pulse blaster board (PBESR-
PRO-500, SpinCore). The ODMR measurement and coherent
control results are displayed by the relative variation of the
PL intensity �PL/PL. The devices used for the temperature
control of the sample are a metal ceramic heater (HT24S,
Thorlabs) for heating the sample and a resistive temperature
detector (TH100PT, Thorlabs) for real-time monitoring of the
sample temperature. The measurement of g2(τ ) is realized by
a time-to-digital converter (id800, IDQ), which can record the
delay time τ between two PL photon paths.

APPENDIX B: ANTI-STOKES AND STOKES PL SPECTRA
OF THE DIVACANCY ENSEMBLE

In Fig. 5, the PL spectra of the divacancy ensemble at
room temperature under anti-Stokes and Stokes excitation are
displayed. The PL spectrum envelope under anti-Stokes exci-
tation has a small redshift compared with that under Stokes
excitation, which has also been observed for the VSi ensemble
in 4H-SiC [21]. The normalization factor of the Stokes PL
spectrum is approximately 30.5 times that of the anti-Stokes
PL spectrum, which indicates the Stokes to anti-Stokes PL
intensity ratio of the divacancy ensemble.

APPENDIX C: COMPARISON OF THE EXCITATION
EFFICIENCY BETWEEN ANTI-STOKES

AND STOKES EXCITATION

In order to compare the excitation efficiency between anti-
Stokes excitation and Stokes excitation, in Fig. 6(a), we show
the dependences of the PL intensities of the divacancy ensem-
ble under anti-Stokes and Stokes excitation on the excitation
laser power at room temperature. The ratios of the PL in-
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FIG. 5. PL spectra of the divacancy ensemble under anti-Stokes
(1122 nm) and Stokes (914 nm) excitation at room temperature. The
labeled coefficient 30.5 is the anti-Stokes PL spectrum magnification
time to normalize the data. “a.u.” means “arbitrary unit.”

tensities under anti-Stokes excitation to those under Stokes
excitation with the same excitation laser powers can be de-
rived from the data shown in Fig. 6(a), which are displayed
in Fig. 6(b). From the result shown in this figure, it can
be demonstrated that under the same excitation laser power,
the anti-Stokes PL intensity is around 3% of the Stokes PL
intensity at room temperature, which conforms to the PL ratio
displayed by the PL spectra shown in Fig. 5.

APPENDIX D: COHERENT CONTROL OF THE
DIVACANCY ENSEMBLE SPINS UNDER ANTI-STOKES

AND STOKES EXCITATION

We have operated coherent control of the PL6 divacancy
ensemble spins under anti-Stokes and Stokes excitation at
room temperature in a 3.0 mT magnetic field. In Fig. 7(a),
we show the left branches of the ODMR spectra of the PL6
ensemble spins under anti-Stokes and Stokes excitation. The
ODMR resonant frequencies fres of the PL6 ensemble spins
under anti-Stokes and Stokes excitation are very close. In
the coherent control, we set the MW frequency to fres. As
presented in Fig. 7(b), Rabi oscillations of the PL6 ensem-

FIG. 6. Comparison of the anti-Stokes and Stokes excitation ef-
ficiencies. (a) The PL intensities of the divacancy ensemble under
anti-Stokes and Stokes excitation as functions of the excitation laser
power at room temperature. (b) The ratios of the PL intensities
under anti-Stokes excitation to those under Stokes excitation with
the same excitation laser powers derived from (a). The result shown
in this figure demonstrates that the anti-Stokes excitation efficiency
is approximately 3% of the Stokes excitation efficiency at room
temperature.
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FIG. 7. Coherent control of the PL6 divacancy ensemble spins in a 3.0 mT magnetic field under anti-Stokes and Stokes excitation at room
temperature. The upper column and bottom column represent the cases under anti-Stokes and Stokes excitation, respectively. (a) The left
branches of the ODMR spectra. fres represents the resonant frequency. (b) Rabi oscillations driven by the same MW power. fRabi represents the
Rabi oscillation frequency. (c) Spin echo curves. T2 is the coherence time fitted from the spin echo curve.

ble spins under anti-Stokes and Stokes excitation are driven
by MW with the same power, and the Rabi oscillation fre-
quencies fRabi are very close to each other under anti-Stokes
and Stokes excitation for the PL6 ensemble spins. The spin
echo curves of the PL6 ensemble spins under anti-Stokes
and Stokes excitation are shown in Fig. 7(c). The coherence
times T2 fitted from the spin echo curves are both 6.8 μs
under anti-Stokes and Stokes excitation for the PL6 ensemble
spins. These experimental results demonstrate that the coher-
ent properties of spins remain the same under anti-Stokes and
Stokes excitation for the divacancy ensemble.

APPENDIX E: CONFIRMATION OF THE DETECTED
ISOLATED PL6 DIVACANCY AS A SINGLE DEFECT

To confirm that the detected isolated PL6 divacancy shown
in Fig. 2 of the main text is a single defect, we measure the
second-order intensity correlation function g2(τ ) [46], and the
result is shown in Fig. 8. The experimental data are fitted by
the function g2(τ ) = 1 − (1 + a)e−|τ |/τ1 + be−|τ |/τ2 , where a,
b, τ1, and τ2 are fitting parameters [28,36]. Because g2(0) is
much smaller than 0.5, the detected PL6 divacancy is indeed
a single defect.
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FIG. 8. Measurement of the second-order intensity correlation
function g2(τ ) for the detected isolated PL6 divacancy. The black line
shows the experimental data, and the red line is the fitting line. The
dashed line is the bound of 0.5. g2(0) < 0.5 verifies the single-photon
emission.

APPENDIX F: PRINCIPLES OF OPTICAL POLARIZATION
AND READOUT OF THE DIVACANCY SPIN STATE
UNDER STOKES AND ANTI-STOKES EXCITATION

In the operation of the ODMR measurement and coherent
control of the divacancy spins under both Stokes and anti-
Stokes excitation, the optical polarization by laser pumping
and the readout of the spin state by detecting the variation of
PL intensity are crucial. Here, we establish a simple five-level
model to explain the mechanism of the optical polarization
and the readout of the divacancy spin state in both Stokes
and anti-Stokes excitation processes, which are sketched in
Fig. 9.

In this figure, we have marked the decay rates between
the ground state (GS), the excited state (ES), and the mediate
metastable state (MS), while the excitation rates under Stokes
and anti-Stokes excitation are also marked. In both Stokes
and anti-Stokes excitations, the absorption and emission of
phonons are spin-conserving [21], and the radiative transitions
are also spin-preserving [21], so the operators corresponding
to both of these processes should be spin-independent. Due
to this, the excitation rates and the decay rates of radiative
transitions for both |ms = 0〉 and |ms = ±1〉 should be the
same. For both |ms = 0〉 and |ms = ±1〉, under Stokes and
anti-Stokes excitation, the excitation rates are marked as cS

and cAS respectively, and under both Stokes and anti-Stokes
excitation, the decay rate directly from ES to GS in the ra-
diative transition is marked as reg. The nonradiative transition
via MS, which is also called intersystem crossing (ISC), is
spin-dependent. For |ms = 0〉, the decay rate from ES to MS
is marked as rem,0 and that from MS to GS is marked as
rmg,0, while for |ms = ±1〉, the decay rate from ES to MS
is marked as rem,1 and that from MS to GS is marked as
rmg,1. The divacancy populations at the corresponding states,
which mean the probabilities of the divacancy being at the
corresponding states, are also marked in Fig. 9. The GS pop-
ulations at |ms = 0〉 and |ms = ±1〉 are marked as ng0 and
ng1, respectively, while the ES populations at |ms = 0〉 and
|ms = ±1〉 are marked as ne0 and ne1, respectively. The MS
population is marked as nm.

Then, we can establish a set of equations to describe the
change of these populations with time as follows. For Stokes
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FIG. 9. A simple five-level model describing the mechanism of the optical polarization and the readout of the divacancy spin state. The
excitation and decay rates, as well as the divacancy populations at the corresponding states, are marked in this figure. (a) The case under Stokes
excitation. (b) The case under anti-Stokes excitation.

excitation, these equations are

dng0

dt
= −cSng0 + regne0 + rmg,0nm

dng1

dt
= −cSng1 + regne1 + rmg,1nm

dne0

dt
= cSng0 − regne0 − rem,0ne0

dne1

dt
= cSng1 − regne1 − rem,1ne1

dnm

dt
= rem,0ne0 + rem,1ne1 − rmg,0nm − rmg,1nm

ng0 + ng1 + ne0 + ne1 + nm = 1. (F1)

For anti-Stokes excitation, these equations are

dng0

dt
= −cASng0 + regne0 + rmg,0nm

dng1

dt
= −cASng1 + regne1 + rmg,1nm

dne0

dt
= cASng0 − regne0 − rem,0ne0

dne1

dt
= cASng1 − regne1 − rem,1ne1

dnm

dt
= rem,0ne0 + rem,1ne1 − rmg,0nm − rmg,1nm

ng0 + ng1 + ne0 + ne1 + nm = 1. (F2)

In the calculation of the spin polarization effect by laser
pumping, we only focus on the steady-state solutions of these
equations, under which condition dng0

dt = dng1

dt = dne0
dt = dne1

dt =
dnm
dt = 0. Then, the steady populations at GS under Stokes

excitation can be solved as

ng0 =
(
1 + reg

rem,0

) rmg,0

cS

1 + (
1 + reg

cS

)( rmg,0

rem,0
+ rmg,1

rem,1

) + rmg,0+rmg,1

cS

, (F3)

ng1 =
(
1 + reg

rem,1

) rmg,1

cS

1 + (
1 + reg

cS

)( rmg,0

rem,0
+ rmg,1

rem,1

) + rmg,0+rmg,1

cS

. (F4)

And the steady populations at GS under anti-Stokes excitation
can be solved as

ng0 =
(
1 + reg

rem,0

) rmg,0

cAS

1 + (
1 + reg

cAS

)( rmg,0

rem,0
+ rmg,1

rem,1

) + rmg,0+rmg,1

cAS

, (F5)

ng1 =
(
1 + reg

rem,1

) rmg,1

cAS

1 + (
1 + reg

cAS

)( rmg,0

rem,0
+ rmg,1

rem,1

) + rmg,0+rmg,1

cAS

. (F6)

From the above solutions, it can be found that under both
Stokes and anti-Stokes excitation, we have the same popula-
tion ratio between ng0 and ng1 as

ng0/ng1 = rmg,0

rmg,1

rem,1

rem,0

reg + rem,0

reg + rem,1
, (F7)

which is irrelevant to the excitation rate cS or cAS. For a defect
that is a bright single-photon source, we have reg � rem,0 and
reg � rem,1, then we approximately have

ng0/ng1 ≈ rmg,0

rmg,1

rem,1

rem,0
. (F8)

From this result, we find that under both Stokes and anti-
Stokes excitation, the fact that the nonradiative decay rates
from ES to MS and from MS to GS are different between
different spin states is crucial for the effect of optical spin
polarization, since if rmg,0 = rmg,1 and rem,0 = rem,1, we have
ng0/ng1 = 1 (this relationship still holds for formula (F7)
without approximation, so here we use equal sign instead of
approximately equal sign) and there will be no spin polariza-
tion effect. As a usual definition [21], the spin polarization
parameter P is P = ng0−ng1

ng0+ng1
≈ rmg,0rem,1−rmg,1rem,0

rmg,0rem,1+rmg,1rem,0
, which is de-

termined by the nonradiative decay rates. For PL6, the spin
state is polarized to |ms = 0〉 [55], so there is likely to exist
the relationships rmg,0 > rmg,1 and rem,0 < rem,1, which corre-
spond to the line thicknesses of the nonradiative decay arrows
shown in Fig. 9 (the thicker arrow represents the larger decay
rate).

For the readout of the spin state, we focus on the ex-
pression of the PL intensity. Since only radiative transitions
can emit PL photons, the PL intensity can be expressed by
the populations at ES under both Stokes and anti-Stokes
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excitation as

PL = Nreg(ne0 + ne1). (F9)

Here, N is the number of the divacancies that have been
excited. For a single divacancy, N = 1. Although the steady-
state condition cannot be used under this case, since the
lifetime of ES is much shorter than those of MS and GS, the
populations at ES are always close to 0, so we approximately
still have dne0

dt ≈ 0, dne1
dt ≈ 0, then from the third and fourth

equations in formulas (F1) and (F2), we can obtain that un-
der Stokes excitation, ne0 ≈ cS

reg+rem,0
ng0 and ne1 ≈ cS

reg+rem,1
ng1,

and under anti-Stokes excitation, ne0 ≈ cAS
reg+rem,0

ng0 and ne1 ≈
cAS

reg+rem,1
ng1. Then, the PL intensities under Stokes and anti-

Stokes excitation can now be expressed by the GS populations
with different spin states as

PL(Stokes) ≈ NcSreg

(
ng0

reg + rem,0
+ ng1

reg + rem,1

)
∝ cS,

(F10)

PL(anti-Stokes) ≈ NcASreg

(
ng0

reg+rem,0
+ ng1

reg+rem,1

)
∝cAS.

(F11)

cAS is proportional to the number density of the phonons
whose energy can fill the energy insufficiency of the excita-
tion photon, which is {exp[�E/(kBT )] − 1}−1 as described
in the main text [17,18], and this number density is usually
much smaller than 1, thus, there usually exists the relation-
ship cAS � cS, which leads the PL intensity under anti-Stokes
excitation to be much smaller than that under Stokes excita-
tion [19,21].

In the weak illumination limit which is an approximate
condition when the excitation laser power is not too large,
the divacancy is most likely to be at the ground state,
under this condition ng0 + ng1 ≈ 1 [21]. And as described
above, for a defect that is a bright single-photon source, we
have reg � rem,0 and reg � rem,1. By using these conditions,
we approximately have that under Stokes and anti-Stokes
excitation,

PL(Stokes) ≈ NcS

(
1 − rem,1

reg
+ rem,1 − rem,0

reg
ng0

)

≈ NcS

(
1 − rem,0

reg
− rem,1 − rem,0

reg
ng1

)
, (F12)

PL(anti-Stokes) ≈ NcAS

(
1 − rem,1

reg
+ rem,1 − rem,0

reg
ng0

)

≈ NcAS

(
1 − rem,0

reg
− rem,1 − rem,0

reg
ng1

)
.

(F13)

Therefore the variations of PL intensities under Stokes and
anti-Stokes excitation can be expressed as

�PL(Stokes) ≈ NcS
rem,1 − rem,0

reg
�ng0

≈ −NcS
rem,1 − rem,0

reg
�ng1, (F14)

�PL(anti-Stokes) ≈ NcAS
rem,1 − rem,0

reg
�ng0

≈ −NcAS
rem,1 − rem,0

reg
�ng1. (F15)

Thus the variations of both the Stokes and anti-Stokes PL
intensities are proportional to the variation of the population
at GS with |ms = 0〉 or |ms = ±1〉, so under both Stokes and
anti-Stokes excitation, the variation of the PL intensity can be
a tool for the readout of the spin state. And it can be discovered
that the spin-dependence of the nonradiative decay rates is
still crucial for the optical readout of the spin state, since if
rem,1 = rem,0, from formulas (F14) and (F15) it can be found
that �PL ≈ 0 under both Stokes and anti-Stokes excitation,
which cannot reflect the change of the spin state.

From another perspective, as mentioned above, the prereq-
uisite of realizing the optical spin polarization and readout
processes in the ODMR measurement and coherent control
under anti-Stokes excitation is the spin-conserving property
of the phonon absorption process. In fact, this spin-conserving
property is not so apparent because at room temperature, the
thermal energy is around 26 meV, while the energy split-
ting between different spin states is the order of magnitude
of 10−3 meV, which is four orders of magnitude smaller
than the thermal energy. It is worth experimentally validating
this property. The realization of the ODMR measurement
and coherent control of a single divacancy spin under anti-
Stokes excitation in our work experimentally proves this
spin-conserving property of the phonon absorption process at
the level of a single solid-state defect spin, which enriches the
fundamental physics research on defect spin properties.

APPENDIX G: LASER AND MW PULSE SEQUENCES
USED IN THE COHERENT CONTROL EXPERIMENTS

In the coherent control of the divacancy ensemble spins
and the single divacancy spin, we use laser pulses for the
optical polarization of spins and the readout of the spin
states, and use microwave (MW) pulses for the manipulation
of the spin states. We also need to use the trigger pulse
generated by the pulse blaster board to enable the record
function of the DAQ device used to record the count signals
generated by the SNSPD, which is defined as the “detec-
tion pulse” here. Figure 10 displays the laser, MW, and
detection pulse sequences used for different coherent control
operations.

For measurement of the Rabi oscillation, the pulse se-
quence is displayed in Fig. 10(a); for measurement of the spin
echo curve, the pulse sequence is displayed in Fig. 10(b); for
measurement of the depolarization curve, the pulse sequence
is displayed in Fig. 10(c). In both Figs. 10(b) and 10(c), we use
τ to represent the free evolution time of the divacancy spin,
and in the main text, the abscissa axes “evolution time” of the
spin echo curves and depolarization curves are just the “τ”
here. Also in these two figures, π/2 and π represent the MW
pulses whose duration times are 1/4 and 1/2 Rabi oscillation
periods, respectively [26]. In the pulse sequences used for the
Rabi oscillation and spin echo measurements, the first laser
pulse is used for the spin polarization, and the second laser

235312-9



WU-XI LIN et al. PHYSICAL REVIEW B 108, 235312 (2023)

Laser

MW

5 μs 1.5 μs
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FIG. 10. Laser, microwave, and detection pulse sequences used for the coherent control of the divacancy spin. (a) The pulse sequence
used for the Rabi oscillation measurement. (b) The pulse sequence used for the spin echo measurement. (c) The pulse sequence used for the
depolarization measurement.

pulse is used for the readout of the spin state; in the pulse se-
quence used for the depolarization measurement, the first and
third laser pulses are used for the spin polarization, and the
second and fourth laser pulses are used for the readout of the
spin state. The detection pulse is generated by the pulse blaster
board after the laser pulse used for readout of the spin state has

been exciting the divacancy for 1 μs. In the depolarization
measurement, we record the difference between the results
corresponding to the first and second detection pulses that
measure the PL intensity with and without the action of the
MW π pulse respectively, which is the same as the previous
measurement method of the depolarization [26,56].
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