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Symmetric carbon tetramers forming spin qubits in hexagonal
boron nitride
Zsolt Benedek1,2,3, Rohit Babar 1,2, Ádám Ganyecz 1,2, Tibor Szilvási3, Örs Legeza1,4, Gergely Barcza1,2,3✉ and Viktor Ivády 2,5,6✉

Point defect quantum bits in semiconductors have the potential to revolutionize sensing at atomic scales. Currently, vacancy-
related defects are at the forefront of high spatial resolution and low-dimensional sensing. On the other hand, it is expected that
impurity-related defect structures may give rise to new features that could further advance quantum sensing in low dimensions.
Here, we study the symmetric carbon tetramer clusters in hexagonal boron nitride and propose them as spin qubits for sensing. We
utilize periodic-DFT and quantum chemistry approaches to reliably and accurately predict the electronic, optical, and spin
properties of the studied defect. We show that the nitrogen-centered symmetric carbon tetramer gives rise to spin state-dependent
optical signals with strain-sensitive intersystem crossing rates. Furthermore, the weak hyperfine coupling of the defect to their spin
environments results in a reduced electron spin resonance linewidth that can enhance sensitivity.
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INTRODUCTION
Condensed matter physics in low dimensions is already a vast, yet
rapidly growing field. Especially, transition metal dichalcogen-
ides1,2 and complex van der Waals heterostructures3,4 develop
with an unprecedented pace. The study of these nanometer-scale
structures and related phenomena demands novel high spatial
resolution sensing devices operating in a wide temperature range
and sensitive to various external fields. Point defect quantum bits
in semiconductors, such as the NV center in diamond5,6 and the
silicon vacancy in silicon carbide7, have already demonstrated
outstanding capabilities in high spatial-resolution sensing and
fulfilled many of these requirements8–12. The distance of the
sensor from the targeted system is of crucial importance for high
spatial resolution sensing. Therefore, further improvements
require point defect sensors to be engineered closer to the
surface or to be directly integrated into various low-dimensional
structures. The currently available point defect qubit sensors in 3D
semiconductors are not optimal for such applications due to their
inherently bulk nature and strong dependence on surface
chemistry13–15. The development of point defect qubits in layered
van der Waals semiconductors may provide a way to overcome
this obstacle as their surface is chemically stable, and the thickness
of the host material, and thus the distance of the qubits and the
surface, can be engineered straightforwardly by exfoliation16–18.
Furthermore, van der Waals semiconductors with spin qubits can
implement atomic thin sensors with advanced capabilities16–21.
Hexagonal boron nitride (hBN) is a layered wide-bandgap

semiconductor, which is often used in van der Waals hetero-
structures. Its large, close to 6 eV bandgap accommodates
numerous optically active electronic states of structural defects
and impurities22,23. Exfoliated hBN samples may contain point
defects in such a low number that even individual color centers
can be observed with confocal microscopy techniques. Numerous
single photon emitters were demonstrated in hBN that has

opened a new field22,24. Point defect quantum bits form a special
class of color centers that carry high-spin ground and optically
excited states and feature a spin-dependent optical emission. This
phenomenon makes optical detection of magnetic resonance
(ODMR) measurements possible. ODMR signal of different spin
qubits have already been reported25–28 and predicted29–32 in hBN.
One of the observed ODMR centers has been identified as the

negatively charged boron vacancy center (VB− center)25,33–35. The
electronic, optical, and spin properties of the VB− center has been
comprehensively studied in the literature in numerous experi-
mental25,34–38 and theoretical studies33,39–41. While this center has
already been successfully used in various sensing applica-
tions16,17,19–21, single defect measurements have not been
demonstrated yet, expectantly due to the center’s low photo-
luminescence (PL) emission rate33.
Identification of the atomic and electronic structure of other

ODMR centers in hBN26–28,42 is more challenging. In contrast to
the VB− center, these emitters are bright, can be measured at
single defect level, and exhibit narrow ODMR lines26–28,42. These
features make them interesting for quantum sensing applica-
tions42. Recently, it has been demonstrated that the formation of
certain ODMR centers is directly related to carbon contamination
in hBN27. Carbon impurities and related defects have been studied
in numerous recent theoretical works43–46. Some of the investi-
gated defects exhibit optical properties resembling the experi-
mental signals43,44, while others possess high-spin ground
state31,46.
Here, we theoretically study the neutral charge state of the

nitrogen and the boron-centered symmetric carbon tetramer
structures in hBN, i.e., (CB)3-CN and (CN)3-CB that we dub as C4N
and C4B, respectively. The electronic structures of the defects
consist of a triplet ground state, an optically allowed triplet excited
state, and two singlet states between the triplets. For the C4B
defect, we obtain a large intersystem crossing rate from the triplet
excited state to the singlet manifold and a strain-dependent
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intersystem crossing rate to the ground state. For the C4N defect,
the spin selective decay is enabled by out-of-plane distortions.
Therefore, strain can be used to engineer the defects’ intersystem
crossing rates and contrast. In addition, the carbon tetramers give
rise to narrow magnetic resonance lines, due to the localization of
the spin density on the spinless carbon atoms. Relying on our
results, we propose the C4N and C4B defects in hBN as spin qubits
for improving sensing in low dimensions.
The thermodynamic properties of carbon complexes have been

studied recently in the literature46,47. Importantly, the symmetric
C4N and C4B tetramers, see Fig. 1a, b, possess a surprisingly low
formation energy. This can be explained by the Baird-aromatic
stabilization of C4 containing hBN, i.e., there are two unpaired
electrons and altogether 4k electrons in the delocalized π system
of any selected set of rings; k denotes an arbitrary integer, which is
similarly favorable to the Hückel aromaticity of pure hBN, i.e., there
are 4k+ 2 electrons in the delocalized π system, all of which are
paired. We note here that based on Baird’s and Hückel’s rules48,
the general conclusion can be drawn that an even number of
carbon atoms can, while the odd number of carbon atoms cannot
maintain aromaticity, implying larger formation energies in the
latter case.

The formation energy of the neutral C4N and C4B defects are
2.5 eV (8.3 eV) and 8.7 eV (2.9 eV) in N-rich (B-rich) growth
conditions and further decreases in charged configurations46.
The most relevant charge transition levels are
E(++ ∣+ )= 2.38 eV, E(+ ∣0)= 3.28 eV, and E(0∣− )= 5.59 eV for
the C4N defect and E(+ ∣0)= 0.48 eV, E(0∣− )= 3.03 eV, and
E(− ∣−− )= 3.90 eV for the C4B defect measured from the
valence band maximum46. The neutral charge state of the C4N
(C4B) defect is thus stable in the upper half (lower half) of the
bandgap, where the Fermi energy is located in N-rich (N-poor)
growth conditions46.

RESULTS
Single-particle levels
The single-particle electronic structures of the neutral ground
state of the C4N and C4B defects are depicted in Fig. 1c, d,
respectively. In-plane sp2 bonding states of the atoms are fully
occupied and most of them fall deep in the valence band. The four
pz orbitals of the carbon atoms form defect states that appear
inside the bandgap. In the neutral charge state of the C4N defect,
the most relevant single-particle defect states are the fully
occupied a002 cð Þ state, the half occupied e00 states, and the empty

N
B

C

Fig. 1 Atomic and electronic structure of symmetric carbon tetramers in hBN. a, b shows the ground state atomic configuration of the
nitrogen site-centered C4N defect and the boron site-centered C4B defect, respectively. Both defects exhibit D3h point group symmetry.
c, d depict the corresponding single-particle electronic structures. Yellow, red, and blue lines represent the conduction band, valence band,
and defect energy levels, respectively. Up and down arrows indicate the occupation of the defect states. The localized defect orbitals are
depicted in Supplementary Fig. 2.
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a002 sð Þ, see Fig. 1c. As visualized in Supplementary Fig. 2, the a002 and
e00 orbitals are primarily located on the central carbon atom and
on the three side carbon atoms, respectively. a002 cð Þ orbital is
strongly localized on the central carbon, while a002 sð Þ orbital is
slightly delocalized and has significant contributions from the pz
orbitals of the surrounding three boron atoms. The most relevant
defects states for the C4B defect are the fully occupied e0 and a002 sð Þ
states, the half occupied e″ state, and the empty a002 cð Þ, see Fig. 1d
and Supplementary Fig. 2. The occupied defect states of the C4B
defect can be found closer to the valence band compared to the
case of the C4N defect. For the C4B defect, a fully occupied in-
plane bonding e0 state can be found close to the valance band
maximum and it plays an important role in the optical excitation
process. Since the double degenerate e″ state is occupied by two

electrons with parallel spin, both defects exhibit a triplet ground
state.

Low-energy excitation spectrum
The many-body electronic structures of the symmetric carbon
tetramers, calculated after geometry relaxation for each electronic
state, are schematically visualized in Fig. 2. The depicted energy
gaps are obtained with an anticipated error margin of ± 0.15 eV49

on CASSCF-NEVPT2 level of theory50. As can be seen, four (five)
states can be found in the low-energy part of the electronic
structure of the C4N (C4B) defect. The ground states of both
defects can be described to a large degree (> 93%) by the single
Slater determinant obtained in the single-particle picture in DFT,
see Fig. 2c, d. For C4N, a 3E0 triplet state can be found 2.32 eV

Fig. 2 Many-body electronic structure of the symmetric C4N and C4B defects. a Many-body spectrum of the C4N defect separated into
singlet and triplet manifolds. The relative energy values are obtained at relaxed geometries without zero-point energy correction. Arrows
connecting the states indicate possible optical and spin–orbit interaction-mediated non-radiative transitions. b–e Slater-determinant
expression of the many-body states of the C4N defect. Squares with numbers indicate the occupancy of each of the localized defect states,
while groups of squares represent different Slater determinants. The percentages below the Slater determinants represent the weight of the
determinant in the expression. f Many-body spectrum of the C4B defect. The relative energy values are obtained at relaxed geometries
without zero-point energy correction. g–k Slater-determinant expression of the many-body states of the C4B defect.
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above the 3A0
2 ground state. Note that the corresponding zero

phonon photoluminescence (ZPL) energy, which is obtained by
adding the zero-point energy contribution of the local vibrational
modes to the 2.32 eV adiabatic energy difference, was found to be
2.18 eV. The 3E0 optically excited state is largely described by the
determinant corresponding to the e00x ! a002 ðsÞ transition, however,
other determinants of single excitation mix with the leading term
as depicted in Fig. 2c. The transition between the triplets is
enabled by parallel to c polarized photon absorption and
emission. The 3E0 state is Jahn–Teller (JT) unstable and the
optimized structure is slightly distorted, see Fig. 2a. Due to the
small JT distortion, we expect a dynamic Jahn–Teller effect, where
the vibronic 3

eE
0
state exhibits effective high symmetry. Here, we

note that an alternative, out-of-plane distorted triplet excited-state
geometry was also observed in some calculations, see Supple-
mentary Note 1. This effect is however peculiar to single,
separated hBN layers. In-between the triplet states, there are
two singlet excited states, a 1E0 state and a 1A0

1 state 0.61 eV and
1.13 eV above the ground state energy level, respectively.
For the C4B defect, we obtain a similar many-body electronic

structure as for the C4N defect; however, with an additional dark
triplet excited state in-between the ground state and the 3E0
triplet excited state, see Fig. 2f. The lower-lying 3A00

2 excited state
and the optically excited 3E0 state is expected to be found 2.37 eV
and ~3.0 eV above the ground state, respectively.
Note that in the exceptional case of C4B 3E0 state, the geometry

relaxation turned out to be unfeasible due to the strong
delocalization of the characteristic a002 sð Þ orbital. Thus, no
geometrical data are shown for this state. Only the vertical
excitation energy is available, which is 3.71 eV at 3A0

2 geometry. Of
course, this data cannot be compared to the rest of the values in
Fig. 2f. Still, it is possible to estimate the missing relaxation effects
based on the closely related C4N 3E0 state, where a 0.62 eV energy
decrease was observed. Altogether, this leads us to the
aforementioned estimated energy level of 3.71–0.62 ≈ 3 eV for
C4B 3E0.
The 3A00

2 and 3E0 states are described to a large degree by an
e0 ! e00 transition and a02 ! e00 transition, respectively, see Fig. 2h
and i. Both states are JT unstable and the point group symmetry of
the optimized excited-state structure reduces to C2v. The relaxed
lowest energy triplet excited state belongs to the B2 irreducible
representation of C2v. In D3h symmetry, no optical transition is
possible between the ground and the 3A00

2 excited state. This
property is largely preserved even in the JT distorted 3B002 state.
Transition to the higher-lying 3E0 state is possible, similarly to the
C4N defect; however, due to the proximity of the 3B002 state a rapid
non-radiative decay to this lower-lying triplet state is expected.
Therefore, the C4B defect can be optically excited, but no PL
emission is possible from this defect in the visible range. In
addition to the triplets, we find two singlets, a 1E0 state and a 1A0

1
state 0.72 eV and 1.07 eV above the ground state, respectively.
Slater-determinant expansion of the singlet states are also

provided in Fig. 2b–e and g–k for the C4N and C4B defects. The
most relevant 1E0 and the 1A0

1 states are the singlets that
correspond to the ground state occupancy of the single-particle
orbitals. These singlets mix with other excited determinants to a
similar degree as the optically excited states. The 1E0 state is a
Jahn–Teller unstable state, and it goes through a severe structure
distortion. In the optimized configuration one of the C–C bonds
shortens that splits of the 1E0 state into a 1A1 and a 1B1 state in C2v
symmetry, see Fig. 2a, f.

Photoluminescence spectrum
After obtaining the 3E0!3A0

2 excitation energy (at state-average
CASSCF-NEVPT2 level), the transition dipole moment (at state-
average CASSCF-NEVPT2 level) and the harmonic vibrational
modes of both ground and excited states (at time-dependent

(TD) DFT level), the calculation of excited-state dynamics, i.e.,
decay rates, Huang–Rhys factors, photon emission energies and
intensities, based on the Golden Rule rate equation becomes
straightforward and can be performed as a post-process. We note
that both CASSCF-NEVPT2 and TD-DFT theories take all occupied
valence band and empty conduction band states into account, as
described in detail in the SI. For the radiative lifetime of the triplet
excited states of the C4N defect, we obtain 80.5 ns at 0 K using a
2.13 refractive index for a 590 nm photon. The computed phonon
sideband (PSB) of the C4N defect is visualized in Fig. 3. Herein, a
line broadening of 300 cm−1 as well as a +0.06 eV shift is applied
to the initially obtained spectrum to mimic the experimental
results. We obtain 1.8 for the Huang–Rhys (HR) factor that
corresponds to the Debye–Waller (DW) factor of 0.165. The
relatively high DW factor for C4N defect is due to the high
symmetry and small distortion of the excited-state geometry. In
addition, in D3h symmetry we expect weak coupling to electric
field for the C4N structure51.
Partial HR factors of the vibrational modes indicate that the PL

transitions couple strongest to in-plane carbon-carbon bond
stretching modes that drive the JT distorted excited state into the
symmetric ground state configuration—see Supplementary Fig. 5
for the visualization of the vibrations. These modes are highly
localized to carbon atoms, nevertheless, the B and N atoms of the
lattice necessarily rearrange during the vibration to follow the
C2v⇄ D3h symmetry change of the C4 center. The energy of both
modes is 0.196 eV (1583 cm−1), which corresponds to the
generally observed range of aromatic C–C stretching in infrared
spectroscopy52. On the other hand, additional lower energy
modes also couple to the defect that broadens and slightly shifts
the maximum of the resonance peaks of the calculated PL
spectrum. The phonon sideband of the PL emission of the C4N
defect is compared with the experimental PL spectrum27,28 of the
unidentified carbon-related quantum bit, see Fig. 3. The theore-
tical and experimental spectra agree very well.
Point defect quantum bits are a special type of color centers

that exhibit high-spin ground state and spin state-dependent
optical emission through spin selective non-radiative decay
processes from the optically excited state to the ground state.
As carbon tetramers possess high-spin ground state and singlet
shelving states between the triplet excited and ground states,
they may implement optically addressable spin quantum bits in
hBN that we investigate in the following.
In order to obtain an efficient spin state-dependent non-

radiative decay channel through the singlets, the triplet, and the
singlet manifolds should be coupled by strong spin–orbit coupling

Fig. 3 Photoluminescence spectrum of the symmetric C4N defect
in hBN compared with an experimental signal27 of the unidenti-
fied carbon-related spin qubit in hBN. For better comparison, the
theoretical ZPL emission is aligned with the first maximum of the
experimental spectrum, where a shift of 0.06 eV is applied. The
theoretical spectrum is also broadened to mimic temperature and
inhomogeneous broadening effects. Blue and green impulses show
the partial Huang–Rhys factors of one and two-photon processes.
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(SOC) matrix elements. For the C4B defect, we obtain 48.81 GHz
(27.08 GHz) spin–orbit coupling matrix elements between the
3A00

2(mS= ± 1) and the 1E0 (1A0
1) states, see Table 1. Spin–orbit

interaction thus gives rise to a decay channel with approximately
0.07 MHz decay rate for the dark excited triplet of the C4B defect.
The spin–orbit coupling matrix elements between the 1E0 state
and the ground state are weaker, enabled mostly by the
Jahn–Teller distortion of the low-lying singlet state. Consequently,
the 1E0 state is long-lived compared to the triplet excited state.
These results indicate that the C4B defect can be spin polarized
through an optical excitation to the 3E0 state and subsequent non-
radiative and spin selective decay through the 3A00

2,
1A0

1, and
1E0

states. Due to this behavior, the C4B defect may be observed in
electron spin resonance (ESR) measurement in low concentrations
under ~3.0 eV excitation. In addition, due to the strict spin
selectivity of the non-radiative decay from the 3A00

2 excited state
and the expectedly long lifetime of the 3A00

2(mS= 0) state, the
defect may be suitable for photoelectron-detected magnetic
resonance (PDMR) readout of the spin states.
The C4N defect’s lowest energy triplet excited state has a

different symmetry than the excited state of the C4B defect,
therefore, the spin–orbit coupling between the triplets and the
singlets is forbidden in first-order approximation in D3h symmetry.
Indeed, considering the 0 K static atomic structure and corre-
sponding many-particle electronic states, we obtain either zero or
small spin–orbit coupling matrix elements between the states on
CASSCF-NEVPT2 level of theory, see Table 1, left column. The
nonzero elements are due to the JT effect yielding weak couplings
between states. On the other hand, strain and out-of-plane
distortions may break the symmetry that could give rise to a
sizable increase in the spin–orbit coupling matrix elements for
C4N. For example, in-plane compression of hBN flakes causes the
sample to buckle and arrange to a bent configuration, which is
similar to the experimentally observed hBN “bubbles"53. In such
structures, the extent of out-of-plane distortion can be quantified
by the ratio of bubble height (h) and bubble half-width (R)54. The
h/R quotient equals to 0 in the equilibrium geometry as all atoms
are located in one plane, but it shows an increasing deviation from
0 when enforcing the side of the flake—i.e., the outside B and N
atoms - to remain in a fixed position closer and closer to the
center, see Supplementary Fig. 6 for representative geometries
and the visualization of geometrical parameters. Buckling of hBN,
which is commonly observed in experiments28, can lead to
spin–orbit matrix elements in the 10–30 GHz range that are

comparable with NV center’s matrix elements55. The increased
SOC matrix elements give rise to spin-dependent non-radiative
decay channels that may facilitate optical readout of the spin
state.
As a demonstrative example, we compute the photolumines-

cence and intersystem crossing rates between the electronic
states of a buckled flake at h/R= 0.18, see Supplementary Fig. 7.
We note that the latter h/R ratio resembles an experimentally
relevant bubble shape, as typical hBN bubbles possess a value of
0.154. The obtained data indicate polarizability in mS= ± 1 state.
These results demonstrate that the C4N defect can implement an
optically addressable spin qubit, whose spin-dependent optical
signal is enabled mostly by local strain.
Apart from strain-induced geometry distortions, the out-of-

plane vibration of the C4 center may also lead to significant SOC
matrix elements, and hence intersystem crossing rates in the case
of C4N. Namely, even though the matrix elements are zero (or
close to zero) in equilibrium geometry, it does not hold true for
non-equilibrium geometries where the system spends a signifi-
cant amount of time due to its constant vibration—see
Supplementary Note 2 for SOC matrix elements computed at
geometries displaced along the out-of-plane normal mode. Thus,
a Herzberg–Teller transition56 is possible, the rate of which
strongly depends on the occupancy of vibrational levels (i.e., the
temperature).

Hyperfine structure
Next, we present our result on the spin properties of the C4N and
C4B defects. For the zero-field splitting (ZFS) parameter D of the
C4N defect, we obtain 820 MHz with CASSCF-NEVPT2. For the C4B
defect, we obtain a slightly reduced D= 660 MHz ZFS value on
CASSCF-NEVPT2 level of theory. Due to the D3h symmetry, the
quantization axis of the defects is parallel to the c axis, and no E
splitting is observed in unstrained configurations. The spin density
of the defects and the locations of the most relevant nuclear spins
are depicted in Fig. 4a–c. The corresponding hyperfine coupling
parameters, obtained with periodic hybrid-DFT in a bulk model,
are provided in Table 2 and in Supplementary Table 6. Most
notably, the spin density localizes mainly on the carbon atoms,
and only secondary localization can be found on the first neighbor
nitrogen atoms. Accordingly, the carbon hyperfine parameters are
an order of magnitude larger than the rest of the coupling
parameters. Using the theoretical spin coupling parameters, the

Table 1. Spin–orbit coupling matrix elements (SOCMEs) as obtained on CASSCF-NEVPT2 level of theory for 0 K optimized and distorted atomic
configurations.

C4N C4B

Transition Matrix element Transition Matrix

0 K static Buckling Buckling element

(h/R= 0) (h/R= 0.07) (h/R= 0.18) 0 K static

3E0ðms ¼ ±1Þ!1A01 0 16.03 31.95 3A002ðms ¼ ±1Þ!1A01 27.08
3E0ðms ¼ 0Þ!1A01 0.03 0.03 0.18 3A002ðms ¼ 0Þ!1A01 0
3E0ðms ¼ ±1Þ!1E0 0 7.67 13.26 3A002ðms ¼ ±1Þ!1E0 48.81
3E0ðms ¼ 0Þ!1E0 0.45 4.65 14.94 3A002ðms ¼ 0Þ!1E0 0
1A01!3A02ðms ¼ ± 1Þ 0 0.26 0.15 1A01!3A02ðms ¼ ±1Þ 0
1A01!3A02ðms ¼ 0Þ 2.76 2.61 11.25 1A01!3A02ðms ¼ 0Þ 2.71
1E0!3A02ðms ¼ ± 1Þ 0 6.41 9.53 1E0!3A02ðms ¼ ±1Þ 0
1E0!3A02ðms ¼ 0Þ 0.27 0.24 1.47 1E0!3A02ðms ¼ 0Þ 0.06

The bubble-like distortion is quantified by the ratio of bubble height and bubble half-width (h/R), see Supplementary Fig. 6 for the visualization of distorted
geometries. All values are in GHz. We note that the matrix element depends on the geometry. Herein, the average of initial-state and final-state SOCMEs is
given. When a zero and a nonzero SOCMEs are obtained for the involved initial and final electronic states, the nonzero value is provided.
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predicted electron spin resonance (ESR) spectra at zero magnetic
fields for different isotope abundances are depicted in Fig. 4d–g.
In natural abundance, 13C nuclear spin can be found only with
1.07% probability, thus in most configurations, no carbon spins are
included in the structures. When completely ignoring carbon
nuclear spins, we obtain a narrow homogeneous ESR signal, where
the linewidth is determined by the boron hyperfine coupling
tensor and the boron isotope abundance. The full widths of the
resonance peaks at half maximum are 12 MHz (8 MHz) and 31 MHz
(24 MHz) for the C4N and the C4B defects in 10BN (11BN) sample.
The narrow ESR linewidth may make the C4N and C4B defects
attractive candidates for sensing. When carbon nuclear spins are
included with 100% 13C abundance, we observe a characteristic 8
peak hyperfine structure with 95.0 and 57.6 MHz splittings for the
C4N defect, see Fig. 4e, and a characteristic 5 broad peak structure
with ~60 MHz splitting for C4B defect, see Fig. 4g. 13C-enriched
carbon contamination and observation of the carbon-related

hyperfine structure can be used to unambiguously identify the
C4N and C4B defects.

Chemical stability
Finally, we investigate the thermodynamic and kinetic stability of
the C4N and C4B defects against complex formation with boron
and carbon interstitial atoms. We observe that complex formation
is energetically favorable and kinetically allowed in most of the
cases, see Supplementary Note 3 for more details. The latter
statement means that the highest energy barrier for complex
formation is comparable to or even lower than the migration
barrier of the interstitial atoms. Therefore, complex formation is
limited by the availability and the migration of interstitial atoms.
The only exception is the case of the C4N defect and the carbon
interstitial atom. Here, we find a high energy barrier that can
prevent complex formation up to ~630 K. We also estimate the

Fig. 4 Spin densities and spin resonance signals of symmetric carbon tetramers. a, b depict the spin density of the C4N defect from top
and side views. c depicts the spin density of the C4B defect from the top view. d Electron spin resonance signal of the C4N defect at B= 0 with
no carbon nuclear spins in 10B (blue) and 11B (green) containing samples. e Electron spin resonance signal of the C4N defect when it includes
four 13C nuclear spins. f Simulated electron spin resonance signal of the C4B defect with no carbon nuclear spins in 10B and 11B containing
samples. g Electron spin resonance signal of the C4B defect, including four 13C nuclear spins.
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annealing temperature required to restore isolated C4N and C4B
defects. The obtained annealing temperatures range between 690
and 1190 K. For comparison, we carry out a similar study for the
VB− center in hBN, see Supplementary Note 3. As expected, the
recombination of VB− center and interstitial atoms is highly
favorable and practically irreversible, in contrast to the case of the
C4N and C4B defects.

DISCUSSION
Recently, a few nanometers thick sensing foils have been
developed by using spin qubit-containing hBN sheets16–18. We
propose the charge-neutral symmetric carbon tetramers for
implementing quantum bits in hBN. The narrow electron spin
resonance linewidth of the nitrogen-centered carbon tetramer
may lead to high sensitivity. Furthermore, the C4N and C4B spin
qubits could also be highly beneficial for hBN-based dynamic
nuclear polarization38. We show here that carbon tetramers can be
spin polarized by optical illumination, leading to spin polarization
sources that may couple to nuclear spins outside the hBN host.
High-temperature and low-magnetic nuclear hyperpolarization
mechanisms are long-time sought to boost the sensitivity of
conventional NMR and MRI applications.
Previous computational studies46 have demonstrated that

carbon tetramers exhibit low formation energy in N-rich samples
that may imply the formation of these complex defects in
observable concentrations (~1014 cm−3) in hBN. After growth
treatments, however, may give rise to concentrations well
exceeding the thermal equilibrium values and enable on-
demand fabrication in few-layer samples. In this respect, carbon
implantation might be of high importance with the potential to
create carbon-related point defect quantum bits in hBN27.
Furthermore, scanning transmission electron microscope (STEM)
is also of high potential for sub-nanometer precision creation of
defects57. STEM mapping combined with a subsequent annealing
step allows the creation of the carbon complexes in single-layer
hBN samples57. These processes open up new directions for
tailored fabrication of carbon clusters, including the symmetric
C4N defect, in hBN.
Finally, we discuss similarities and differences between the C4N

defect and the not-yet-identified carbon-related single photon
emitter and quantum bit in hBN that has been studied in
numerous experimental reports lately26–28,42,58,59. As we have
shown, the ZPL energy and the phonon sideband of the C4N
defect and the unidentified qubit agree within the accuracy of our
calculations, see Fig. 3. Furthermore, we predicted a narrow ESR
linewidth for the C4N defect in natural hBN samples, which is also
in agreement with the observed ~35 MHz ODMR linewidth of the
carbon-related qubit defect28. An apparent difference between
experiment and theory is, however, the value of the zero-field

splitting parameter D. In most cases, experimental extrapolations
to zero magnetic field predict a vanishing D value, which suggests
a doublet electron spin. Recently, this assumption has been
unambiguously proven experimentally59. On the other hand, other
recent experiments have reported a new ODMR signal of related
emitters with a zero-field splitting parameter D= 1.96 GHz and in-
plane quantization axis42. Using state-of-the-art theoretical
methods, we could not explain these observations, thus the C4
defects are presumably not directly related to these ODMR
centers.
In summary, we comprehensively studied the neutral nitrogen

and boron site-centered symmetric carbon tetramers in hBN. By
using complementary first-principles methods, we predicted the
electronic structure as well as the optical and spin properties of
the defects. We showed that symmetric carbon tetrameters
exhibit high-spin ground state, optical transition in the visible
range, singlet shelving states, and strain-dependent non-radiative
decay channels. We concluded that the C4N and C4B defects can
implement spin qubits for sensing. Furthermore, we showed that
strain can be used to tailor the spin contrast of the defects, which
could broaden further the applicability of spin quantum bits
in hBN.

METHODS
In this study, we carried out first-principles calculations of both
periodic, supercell model, and molecule model of the symmetric
C4 defects in hBN. The two approaches allowed independent
computational studies on different levels of theory, ensuring the
reliability of our results. Below we briefly summarize the
computational protocols; the detailed description of the metho-
dology as well as sample input files and the relaxed geometries for
the sake of reproducibility can be found in the Supplementary
Methods and Supplementary Notes 4 and 5, respectively.

Computations with supercell models
Kohn–Sham density functional theory was employed to study the
periodic models of carbon tetramer defects with VASP package60.
Here, we considered a plane wave basis set of 450 eV, PAW61 core
potentials, and HSE06 hybrid exchange-correlation functional62

with 0.32 exact exchange fraction63 (HSE(0.32)). The defects were
modeled in 162-atom (monolayer) and 768-atom (bulk) supercells
(Fig. 5, top). To account for van der Waals interaction, we included
the D3 correction by Grimme et al.64. The ZPL energies were
calculated from the energy difference between ground and
excited states, where the excited states were obtained using spin-
conserved constrained DFT method65 without enforcing symme-
try restrictions.

Table 2. Hyperfine tensors of C4N and C4B defect for the strongest coupled nuclear spins.

C4N C4B

Site N Axx Ayy Azz= Az Axy Site N Axx Ayy Azz= Az Axy

Cc 1 −33.4 −33.4 −57.6 0.0 Cc 1 −22.9 −22.9 −48.0 0.0

Cs 3 8.6 8.8 95.0 0.0 Cs 3 −2.6 −2.6 68.9 0.0

N1 6 −3.2 −3.3 0.3 0.1 B1 6 −10.6 −8.5 −6.8 −0.2

B2 3 −0.6 −0.3 1.7 0.0 N2 3 −0.5 −0.3 1.5 0.0

B3 6 0.2 −0.9 1.5 0.3 N3 6 −0.1 −0.4 1.1 0.0

BA/B 2 −0.3 −0.3 0.6 0.0 BA/B 6 −0.2 −0.2 0.6 0.0

The location of the considered nuclear spins is visualized in Fig. 4. In the calculations, we use 13C, 11B, and 14N isotopes. The table provides the hyperfine tensor
for one of the symmetrically equivalent positions, and N gives the number of equivalent positions in the lattice. The complete table of hyperfine tensors can
be found in Supplementary Table 6. All values are in MHz.
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Computations with molecule models
As a reasonable compromise between cost and accuracy, two hBN
flakes of different sizes were used to investigate the C4 defects as
a finite molecule. Electronic energies and properties, e.g.,
transition dipole moments, were computed on a smaller model
(Fig. 5, bottom left), while phononic effects were calculated on a
larger system (Fig. 5, bottom right). Test calculations justifying the
choice of flake size can be found in the Supplementary Methods.
All calculations were carried out using the ORCA 5.0.3. program66.
Geometry optimizations and vibrational analyses were per-

formed using density functional theory, at PBE0/cc-pVDZ level67,68

with D3(BJ) dispersion correction69. In the case of excited states,
time-dependent density functional theory (TD-DFT)70 was
requested with ten roots. Singlet excited states were generated
from the triplet ground state by spin-flip71.
Single-point energies and electronic properties were deter-

mined at CASSCF/cc-pVTZ level of theory68,72 while dynamic
correlation energy was taken into account by second-order N-
electron valence perturbation theory (NEVPT2)50. The active orbital
space for CASSCF was constructed based on both time-dependent
density functional theory results obtained by ORCA and density
matrix renormalization group (DMRG)73–75 calculations using the
Budapest-DMRG package76.
Spin–orbit coupling (SOC) matrix elements, spin-spin coupling

(SSC) and zero-field splitting tensors were calculated in the
framework of the quasi-degenerate perturbation theory (QDPT)77,
in the basis of the obtained CASSCF roots. Convergence tests
showed that the ZFS value obtained in the smallest molecule
models is already convergent.

ESR spectrum calculations
In order to calculate the ESR line shape we implemented a fast
Monte Carlo method. In the calculations, we randomly
generate spin state configurations of the system and calculate
the corresponding expectation value of the spin Hamiltonian.
The states of the many-spin system are obtained as a tensor
product of random Sz eigenstates of the considered spins. We
considered the four carbon spins (when 13C nuclear spins are

considered) and the closest six nitrogen or boron nuclear spins.
Including farther nuclear spins does not influence the shape of
the ESR curve. When calculating the expectation values, we
neglected off-diagonal elements of the Hamiltonian, which is a
good approximation as long as the hyperfine mixing coupling
terms are at least an order of magnitude smaller than the ZFS
parameter D. After generating 2–10 million random states, the
ESR spectrum is obtained as a histogram, which is proportional
to the density of the states of the mS = ± 1 electron spin
branch.

DATA AVAILABILITY
The main data supporting the findings of this study are available within the paper
and its Supplementary Information. Further numerical data are available from the
authors upon reasonable request.
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