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Metal-organic frameworks (MOFs) integrated with molecular qubits are
promising for quantum sensing. In this study, a new UiO-type MOF with
a 5,12-diazatetracene (DAT)-containing ligand is synthesized, and the
radicals generated in the MOF exhibit high stability and a relatively long
coherence time (T,) responsive to the introduction of various guest
molecules.

Quantum bits (qubits) are the basic units of quantum information
science (QIS) and have a higher information processing capability
than classical bits because they can take superpositions of quantum
states."” Quantum sensing is one of the applications of qubits to
measure physical quantities using quantum effects.* "> Quantum
sensing, by utilizing the property of superposition states to be
sensitive to the external environment, is expected to exhibit higher
sensitivity than conventional sensing and have a significant impact
on a wide range of fields such as chemistry and biology."”* The
coherence time, evaluated as the spin-spin relaxation time (7), is an
important parameter directly related to the sensitivity of quantum
sensing.'® Nitrogen vacancy (NV) centers in diamond are represen-
tative quantum sensors because they exhibit long 7, from micro-
seconds to milliseconds even at room temperature,"*'* but it is
difficult to precisely control their defect positions and structures.*'
On the other hand, molecular qubits,”® which utilize the unpaired
electron spins of molecules, can be structurally defined at the atomic
level, and their properties can be finely controlled by changing the
molecular structure.

Metal-organic frameworks (MOFs) provide an ideal platform for
quantum sensing using molecular qubits.”’*>* Qubits can be
integrated into MOFs during or after synthesis. Paramagnetic metal
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ions and organic molecules in doublet, triplet,
and quintet states have been introduced into MOFs as qubits.
For the potential of chemical quantum sensing, the interac-
tions between adsorbed guest molecules and qubits can be
understood by estimating relaxation time and hyperfine inter-
actions with electron spin resonance (ESR) measurements.’>°
We have previously reported that MOFs consisting of pyridyl-
modified 5,12-diazatetracene (DAT) ligands (DPyDAT) and Zn
ions undergo charge separation from the photo-excited DAT
chromophore, and that the resulting DAT radicals exhibit
relatively long coherence times T,.>'** However, due to the
instability of the MOF structure, the response of T, to various
guest molecules could not be evaluated.

In this work, we newly synthesize a highly porous rigid MOF,
named DAT-MOF-4, using a DAT-based dicarboxylate ligand,
and demonstrate the guest responsivity of DAT radical qubits
(Fig. 1). DAT radicals in DAT-MOF-4 are found to be stable
at room temperature. The rigid structure of DAT-MOF-4 with
Ui0-68 topology”® enables the stable introduction of the guest
molecules. The densely packed DAT in the rigid UiO-type
structure suppresses the electron spin relaxation, giving a
relatively long T, value of 0.56 ps in the absence of guest

> Radicallith long T,

DAT-MOF-4
(b) CH, CD,
D D
NN © w4 %o
D D
D
Hexane Benzene Toluene Toluene-dg H,O D,O

Fig. 1 (a) Schematic illustration of quantum sensing by radicals with long
coherence time (T,) in MOFs. (b) Guest molecules used in this research.
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molecules. The T, value of radicals shows some response upon
guest inclusion, showing the possibility of quantum chemosensing.

4,4'-(Benzo[b|phenazine-6,11-diyl)dibenzoic acid (DATDBA)
was synthesized following the reported procedure (Fig. S1 and
S2, ESIt).*® DAT-MOF-4 was synthesized via a solvothermal
reaction of ZrCl, with DATDBA in the presence of trifluoroace-
tic acid as a modulator in DMF at 120 °C for 72 h (Fig. 2a). The
structure and phase purity of DAT-MOF-4 were confirmed by
powder X-ray diffraction (PXRD) (Fig. 2b). The experimental
powder pattern was matched with the simulated UiO-68, con-
firming that DAT-MOF-4 has the same topology as UiO-68.>°

In contrast to our previous DAT-based MOFs, DAT-MOF-4
showed very good structural stability. Thermogravimetric ana-
lysis (TGA) of the as-synthesized DAT-MOF-4 showed that guest
molecules were desorbed by around 130 °C and the MOF
structure was stable up to 450 °C (Fig. 2d). DAT-MOF-4 was
activated by removing guest DMF molecules through solvent
exchange with chloroform at room temperature and drying by
heating at 120 °C under vacuum. Importantly, the activated
DAT-MOF-4 showed a PXRD pattern similar to that of as-
synthesized DAT-MOF-4, indicating that the structural integrity
is maintained after guest removal. The porosity and high sur-
face area of the framework was also confirmed by the N, gas
adsorption measurements of activated DAT-MOF-4 at 77 K
(Fig. 2c). DAT-MOF-4 showed the IUPAC type-I adsorption
isotherm, which is characteristic of microporous materials.
The Brunauer-Emmett-Teller (BET) surface area was calculated
to be 1790 m”> g~ " and the average pore size was estimated to be
1.1 nm by the non-local density functional theory (NLDFT)
model analysis.

In our previous study, we observed that in three mixed-linker
MOFs (DAT-MOF-1, 2, and 3) consisting of Zn ions, DPyDAT,
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Fig. 2 (a) Synthetic scheme of DAT-MOF-4. (b) Simulated PXRD pattern
of UiO-68 (black line) and experimental PXRD patterns of the as-
synthesized DAT-MOF-4 (red line) and activated DAT-MOF-4 (blue line).
(c) N, adsorption (filled circles) and desorption (open circles) isotherm for
DAT-MOF-4 at 77 K. Inset: Pore-size distribution plot of DAT-MOF-4. (d)
TGA curves of the as-synthesized DAT-MOF-4 (black line), activated
DAT-MOF-4 (grey line), and DAT-MOF-4 exposed to hexane (red line),
benzene (orange line), H,O (light blue line), and toluene (light green line)
vapor. Measurements were carried out under N, with a heating rate of
10 °C min™%,
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Fig. 3 CW-ESR spectra of (a) activated DAT-MOF-4 and (b) DATDBA
crystals dispersed in paraffin oil, which was added to protect the sample.
The microwave frequency of each measurement was (a) 9.617631 GHz and
(b) 9.616428 GHz, respectively.

and different co-ligands, photoirradiation induces the charge
separation and the formation of DAT radical cations.*"** How-
ever, in the current DAT-MOF-4, the laser irradiation did not
bring any increase of the ESR signal intensity. Meanwhile, even
without light irradiation, continuous wave (CW)-ESR measure-
ments of DAT-MOF-4 in the “dark” condition showed an ESR
signal similar to the previously-observed ESR signal of
DAT radicals (Fig. 3a and Fig. S3, ESIT). The radical signal in
DAT-MOF-4 was found to be stable for several days. In previous
literature, a similar radical-derived ESR signal was reported
from a simple molecular crystal of DAT.?” The ESR signal did
not disappear after sublimation purification of DAT and was
best modeled when hyperfine coupling with **N is considered,
and the authors concluded that the radicals are derived from
DAT itself, not from impurities.”” Although the details of the
generation mechanism of the DAT radicals have not been fully
understood, similar radical generation would also take place in
the current DAT-MOF-4. The g value of the radical in DAT-MOF-4
was 2.0031, which is comparable to our previously reported DAT
radical cation,””** also supporting the formation of DAT
radicals in DAT-MOF-4. In our previous report on another
MOF (DAT-MOF-1) with a DAT derivative as a ligand, we
performed Rabi oscillation experiments and identified it as
radical species with S = 1/2 by comparing the oscillation
frequency with photoexcited triplet species.>* Furthermore, a
similar ESR signal was observed from the molecular crystals of
ligand DATDBA, which also supports that the radical in
DAT-MOF-4 is derived from the DAT-based ligand (Fig. 3b).
We also tried to measure the ESR of the ligand solution at the
highest possible concentration. From the concentration depen-
dence of the absorbance of the THF solution of the ligand, we
found that up to 1 mM, the ligand is in a molecular dispersion
state (Fig. S4, ESIt). We performed ESR measurements of 1 mM
ligand solution with many integrations (2000 times). The ESR
signal with hyperfine splitting was observed from the ligand
solution (Fig. S5, ESIt), confirming that the origin of the radical
is the DAT radical.

By taking advantage of the rigid porous structure of DAT-
MOF-4, the following six guest molecules were introduced into
activated DAT-MOF-4 through the vapor phase at saturated
vapor pressure at room temperature: hexane, benzene, toluene,
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H,0, toluene-dg, and D,O. The adsorption of these guest
molecules in DAT-MOF-4 was confirmed by TGA measurements
(Fig. 2d). CW-ESR measurements showed no significant change
in g value of DAT-MOF-4 by the guest accommodation (Fig. S6,
ESIt). To evaluate the guest dependence of the quantum
coherence of the radicals, the coherence time T, was estimated
by pulsed ESR measurements with the spin echo sequence at
room temperature (Fig. 4). The T, values were obtained from
the decay constants of mono-exponential fits of the echo signal
decays. A relatively long T, value of 0.56 ps was observed for
activated DAT-MOF-4, which is close to the T, values of previous
DAT-MOF-1, 2, 3.>"** By the adsorption of hexane, toluene and
H,O0, T, values became shorter to 0.49 ps, 0.44 ps and 0.43 s,
respectively. Meanwhile, DAT-MOF-4 with deuterated solvents,
toluene-dg and D,0, showed longer T, of 0.62 ps and 0.70 ps,
respectively. These results show that T), of radicals in MOFs can
be responsive to the chemical stimuli.

The spin-lattice relaxation time T; determined by the inver-
sion recovery sequence of pulsed ESR measurements was
sufficiently longer than T, for any guest included, indicating
that 7;, is not limited by T; (Fig. S7, ESIT). By using a standardized
ESR sample (TEMPO in toluene) as a reference, 0.03 mol% of DAT
ligand in DAT-MOF-4 is estimated to be present as radicals, and the
average distance between radicals is about 17 nm (Fig. S8, ESIT).
This means that the effect of spin-spin interaction on 7, in the
current MOF system is negligibly small.>® There are at least two
other possible factors that affect 7,. The first is the hyperfine
coupling between electron spins and nuclear spins. It is known
that the quantum coherence of electron spins can be influenced by
nuclear spins with large gyromagnetic ratio such as protons.'®*®
When guests were introduced into the pores, the DAT radicals can
be close to such spins, and hyperfine interactions between radical
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Fig. 4 (a) Hahn-echo sequence of pulsed ESR measurements. (b) Decay
of the echo intensity of the Hahn-echo sequence for activated DAT-MOF-4
(black line), and DAT-MOF-4 with hexane (red line), benzene (orange line),
toluene (light green line), toluene-dg (green line), H,O (light blue line), and
D,0 (blue line) at room temperature. Single-exponential fitting curves for the
decay signal and resulting T> values are also shown.
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electron spins and nuclear spins induce the spin relaxation.
This may be observed in the case of DAT-MOF-4 containing
hexane, toluene, and H,0. Another factor is the suppression
of the radical mobility by the adsorbed guest molecules. The
local magnetic field around radicals can fluctuate by the
motion of DAT ligands, which causes the decoherence."’
This molecular motion may be suppressed by the presence
of guest molecules in the MOF. Longer T, values were
obtained with the deuterated solvents, toluene-dg and
D,0O, compared with the activated samples and the ones
with protonated guests. Since *D has a gyromagnetic ratio
six times smaller than "H, the relaxation caused by hyper-
fine coupling was suppressed, and the effect of the motional
restriction might be dominant. In the case of the DAT-MOF-
4 with benzene, the T, value was almost similar to that of
the activated sample. This might be because of the two
competing effects, enhanced relaxation by the hyperfine
coupling and suppressed relaxation by the restriction
of molecular motion, were comparable in the case of
benzene.

In conclusion, we have developed MOF containing radical
qubits that can be utilized for quantum sensing. By construct-
ing MOFs with ligands containing the DAT moiety, stable DAT
radicals could be generated in the MOFs. The long coherence
time T, of the radicals was obtained by densely accumulating
DAT in the rigid UiO-framework. Furthermore, the response of
T, to various guest molecules suggests that the hyperfine
interaction between the electron spins of the radicals and the
nuclear spins of the guest molecules as well as the mobility
of the radical qubits are important controlling factors.
The method developed in this study is very simple, using
DAT-containing ligands to construct MOFs, and is expected to
be applied to various MOF structures in the future to construct
libraries that show different responses to a wider variety of
target analytes at different analyte concentrations.
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