Open Access Article. Published on 30 October 2024. Downloaded on 10/26/2025 12:31:02 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Chemical
Science

EDGE ARTICLE

i '.) Check for updates ‘

Cite this: Chem. Sci., 2024, 15, 20328
8 All publication charges for this article

have been paid for by the Royal Society
of Chemistry

Received 7th August 2024
Accepted 29th October 2024

DOI: 10.1039/d4sc05304d

rsc.li/chemical-science

Introduction

Coherent

superposition and entanglement of quantum

#® ROYAL SOCIETY
PPN OF CHEMISTRY

View Article Online
View Journal | View Issue

Probing decoherence in molecular 4f qubitsy

Steen H. Hansen,}? Christian D. Buch,}? Jonatan B. Petersen,® Michelle Rix,?
Marc Ubach | Cervera,® Asger Strandfelt,® Richard E. P. Winpenny, ©°
Eric J. L. Mclnnes® and Stergios Piligkos@*a

We probe herein the fundamental factors that induce decoherence in ensembles of molecular magnetic
materials. This is done by pulse Electron Paramagnetic Resonance measurements at X-band (~9.6 GHz)
on single crystals of Gd@Y(trensal) at 0.5, 1071, 1072 and 1073% doping levels, using Hahn echo, partial
refocusing and CPMG sequences. The phase memory time, T, obtained by the Hahn echo sequence at
X-band is compared to the one previously determined at higher frequency/magnetic field (~240 GHz).
The combined information from these experiments allows to gain insight into the contributions to
decoherence originating from various relaxation mechanisms such as spin—lattice relaxation, electron
and nuclear spin diffusion and instantaneous diffusion. We show that while at high magnetic fields T, is
limited by spin—-lattice relaxation seemingly attributed to a direct process, at lower fields the limiting
factor is spectral diffusion. At X-band, for Gd@Y(trensal) we determine a T,, in the range 1-12 ps, at 5 K,
depending on the magnetic field and concentration of Gd(trensal) in the isostructural diamagnetic host
Y(trensal). Importantly, Gd@Y(trensal) displays measurable coherence at temperatures above liquid
nitrogen ones, with 125 K being the upper limit. At the lowest dilution level of 1073% and under dynamic
decoupling conditions, the ratio of T,, versus the time it takes to implement a quantum gate, T, reaches
the order of 104, in the example of a single qubit t-rotation, which corresponds to an upper limit of gate
fidelity of the order of 99.99%, reaching thus the lower limit of qubit figure of merit required for
implementations in quantum information technologies.

eigenspectrum provides an expanded computational space
dimension, as compared to individual qubits, and offers the
capability to implement quantum algorithms at the single

mechanical states are fundamental properties of matter the
exploitation of which forms the basis for a variety of emerging
new technologies, collectively referred to as quantum
technologies,”® such as quantum computing,*® simulators,’
communications,' sensing,"*** metrology," cryptography'” and
imaging.'®* Two-dimensional or higher dimensionality quantum
systems (qubits or qudits, respectively) such as superconducting
nanostructures,””  photons,”**  nitrogen
diamonds,** single atoms in silicon,*** trapped ions,*”* photo
excited states,** atoms on surfaces®* and metal complexes®~>’
can be used as quantum hardware. Unlike many other candi-
dates, molecular magnetic materials routinely display many low
energy states compatible with the encoding of multiple qubits
and qudits.*”* Importantly, the multilevel structure of their
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molecule level,”**% efficiently encode quantum error correction
algorithms®»*”** or the first example of a quantum simulation
using a molecular system.*® Implementation of single and
entangled quantum gates on molecular magnetic materials is
performed by coherent manipulation of individual or entangled
electronic or electronuclear angular momenta.** Such coherent
manipulations are achieved by electromagnetic pulse excitations,
usually within an applied external magnetic field. The phase
memory time, Ty, reflects the time for which the information
encoding state retains its phase coherence.®” According to the
DiVincenzo criteria,®® the fidelity with which such states are
created depends on the relative magnitude of T, and the time it
takes to implement a quantum gate, Tg, with the ratio T1,/Tg
required to be of the order of at least 10* to achieve a satisfactory
fidelity. Thus, T,, and T are critical parameters determining the
suitability of a given material as quantum hardware. Decoher-
ence,” the loss of coherence, is due to the interaction of the
quantum system with its environment and results in loss of
superposition collapsing the dynamic state of the quantum
system to its thermal equilibrium eigenstates. Decoherence is
due to fluctuations of the resonance frequency of the quantum
system, partly induced by local magnetic field fluctuations

© 2024 The Author(s). Published by the Royal Society of Chemistry
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generated by the dynamics of environmental angular momenta,
such as electronic or nuclear spins. Such fluctuations can be
induced by the electromagnetic pulse excitation, resulting in
instantaneous diffusion or by the intrinsic dynamics of the
environment resulting in spectral diffusion. The main factors to
which spectral diffusion is usually attributed to are electron and
nuclear spin diffusion. However, the relative contributions of
such local magnetic field fluctuations diminish with increasing
resonance frequency. Thus, the phase memory time should
increase at higher resonance frequencies, which in the case of
real or effective spin-half systems translates to higher applied
magnetic fields. However, spin-lattice relaxation, reflecting the
longitudinal relaxation induced to the quantum system by
exchange of angular momentum with the lattice phonons, par-
ametrised by the inverse of the longitudinal relaxation time, T7,
which is the upper limit for T, via the dependence T, = 2Ty,
increases with increasing external magnetic field, especially
when determined by a direct process.”*”*

We probe herein the relative importance of these different
decoherence mechanisms to T,,. We have previously studied
Gd@Y(trensal) at the 0.5% doping level in the isostructural
diamagnetic host Y(trensal) (0.5%, Gdg.005Y0.005(trensal)), with
Hstrensal = 2,2/,2"-tris(salicylideneimino)triethylamine)), by
pulse Electron Paramagnetic Resonance (EPR) at high
frequency (240 GHz, 9 T). These studies revealed one of the
highest Ty, (12 ps at 3 K) amongst the to date proposed 4f
molecular qubits.>® However, under these conditions Ty, is
limited by a T; of the order of 30 us at 3 K, by what appears to be
a direct process.*® SQUID magnetometry of 0.5% at 0.3 T
revealed a Ty of the order of 20 ms at 1.9 K (Fig. S1, S2 and
Tables S1, S2f). Other derivatives of Gd(trensal) have been
found to have a T; of hundreds of ms in the magnetic field
regime of 1000-5000 G.”>”* Thus, at magnetic fields of the order
of the ones involved at X-band EPR (~9.6 GHz), T increases by
about 3 orders of magnitude with respect to the one observed at
9 T and so does the upper limit imposed to Ty, by T;. We study
herein, T, and T; of single crystals of Gd@Y(trensal) at 0.5%,
10 %, 107 >% and 10 % doping levels by X-band pulse EPR at
magnetic fields in the range 0 to 0.7 T, to probe T, and the
factors that determine it, under these conditions.

Experimental
Sample preparation

Single crystals of Gdy go5Yo.005(trensal) (0.5%), Gdo.o01Yo.990(-
trensal) (10 '%),  Gdg.0001Yo.0000(trensal) (10 2%) and
Gdo.00001Y0.99900(trensal) (1073%) were grown according to the
literature.” All chemicals and solvents for the synthesis were
obtained from commercial sources except for Gd(OTf);-9H,0
and Y(OTf);-9H,0 which were prepared from the correspond-
ing oxide and triflic acid as described in the literature.”

Electron paramagnetic resonance (EPR)

All pulse EPR measurements were performed on single crystals
of Gd(trensal) doped into the isostructural diamagnetic host
Y(trensal).
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Measurements on 0.5%. Pulse EPR spectra were recorded at
X-band on a Bruker Elexsys 580 spectrometer fitted with
a Bruker ER 4118X-MD5 dielectric resonator. The setup was
cooled with a Bruker Flexline Cryogen-free system and the
temperature controlled with an Oxford Instruments Mercury
ITC. A single crystal of 0.5% was placed with the unique axis
parallel to the magnetic field (B, || C;). The crystal alignment
was checked by comparing echo-detected field-sweep (EDFS)
measurements to a simulated spectrum (Fig. 2, top) based on
the crystal field (CF) parameters determined in our previous
study (Table S37).%®

Measurements on 10 %, 10 2% and 10 >%. Pulse EPR
spectra were recorded at X-band on a Bruker Elexsys 580 spec-
trometer fitted with a Bruker ER 4118X-MD5W dielectric reso-
nator. The setup was cooled by an oxford instruments flow
cryostat and the temperature controlled with an Oxford
Instruments Mercury ITC. Because of their larger than 3 mm
length, single crystals of 10 >% were placed with the unique
axis vertical, thus perpendicular to the magnetic field (B, L Cj),
which is applied in the horizontal plane. EDFS spectra (Fig. 2,
bottom for 10 %) were measured using a standard Hahn echo
sequence T/2—-1-m-t-echo with m-pulses of 32 ns and 7 of 300
ns.

T, and Ty, measurements. T; and T, were measured using
inversion recovery and Hahn-echo decay pulse sequences m—t-
7/2-1-7-1-echo and 7/2-1-7-1-echo, respectively. In the case
of T, measurements, a large degree of ESEEM was observed
with a frequency of w = 1 MHz. At low temperatures, the
ESEEM effect was suppressed by use of long pulses. Due to the
decrease in T, with increasing temperature, this was not
possible at temperatures above 20 K. Ty, decays were modelled
as mono-exponential ones. T; decays of 10 3% were also
modelled as mono-exponential ones, while those of 0.5%
required use of bi-exponential functions.

Partial refocusing pulses. Instantaneous diffusion was pro-
bed by use of a w/2-7-@-1-echo sequence,*”’*”” with 80 ns /2
pulses and © pulses of 40, 80, 120 and 160 ns.

Carr-Purcell-Meiboom-Gill (CPMG) sequence. Relaxation
traces using CPMG dynamic refocusing,®””®”® consisting of the
sequence: 7,/2-[1-m,~1],~echo, with n up to 120, were measured
using /2 pulse lengths of 16 ns.

Results and discussion

Gd(trensal), as other members of the Ln(trensal) family,***>

crystallises in the trigonal space group P3c¢1. The Gd(um) centre is
hepta-coordinated by the trensal ligand, with the ligand form-
ing a three-armed chiral screw around the metal centre (Fig. 1).
In the crystal structure, the crystallographic and molecular C;
axes coincide. They also coincide with the hexagonal axis of the
macroscopic crystal. A single crystal of Gd(trensal) was oriented
parallel or perpendicular to the magnetic field, By,. The EDFS
spectrum of 0.5% with B, || C; shows the expected seven allowed
EPR transitions of the ®S,,, term at the same magnetic fields as
predicted by the simulation (Fig. 2, top, S3 and S4t). For 10 3%
and B, L Cj3, only 6 transitions were observed as the transitions
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Fig. 1 Molecular structure of Gd(trensal) (a) seen along the threefold
symmetry axis and (b) seen from the side. Colour code: C, gray; H,
white; N, nitrogen; O, oxygen; Gd, cyan.
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Fig.2 EDFS (blue) of 0.5% with By || Cs (top) and of 103% with By L
Cs (bottom) at 5.5 K, compared to simulations (black) using previously
determined CF parameters (Table S3+1).

between levels 1-2, (1 <> 2),,and 2-3, (2 < 3), overlap (Fig. 2,
bottom and S5).

Relaxation

Longitudinal (T;) and transverse (Ty,) relaxation measurements
were performed on each of the above-mentioned observed lines
(Fig. S6-S327), as described in previous sections. The measured
T, values for the various investigated EPR transitions are
significantly different. For 0.5% and B, || C3, an increase of T,
with magnetic field is observed (Fig. 3, top), where T; increases
from the lowest value of 863 ps for the (1 < 2); transition to the
highest value at 3.5 ms for the (4 < 5), transition (Fig. 3, top),
a fourfold increase. Qualitatively similar results are obtained for
0.5% and B, L C; (Fig. $437). In contrast, for 10 *% and B, L
Cs, the longest T is observed for transition (7 < 8), with the (5
<> 6), transition having the shortest 7y (Fig. 3, bottom). This
indicates that both the magnetic field and the nature of the
eigenvectors involved in the particular EPR transition influence
Ty, both doing so via the magnetoelastic coupling terms (f|0H/

20330 | Chem. Sci., 2024, 15, 20328-20337
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Fig. 3 Field dependence of T, and T, for 0.5% with Bg || C3 (top) and
for 1073% with By L Cs (bottom) at 5.5 K.

dR|i), with |{) and |f) the eigenvectors involved in the transition
and 0H/IR the derivative of the Hamiltonian due to the dR
displacement.””* Furthermore, as previously discussed, a very
large increase in 7; was observed going from high field/
frequency measurements to lower field/frequency ones. For
0.5% and B, || C;, the Ty of the (7 < 8); transition (Fig. 3, top)
increases by two orders of magnitude with respect to the one
determined at 240 GHz, from 24 ps at 240 GHz to 2.5 ms at 9.7
GHz at 5.5 K, hence, accordingly lifting the upper T, limit.
However, the observed T}, does not follow this increase in T;. In
contrast, the (7 < 8) transition has a significantly lower Ty, at
X-band than at 240 GHz (1.6 ps versus 4.3 us, respectively). As
previously mentioned, the relative contributions to decoher-
ence (Aw/w, with Aw the dephasing) induced from local
magnetic field fluctuations due to environmental dynamics
decrease with increasing transition frequency, w. This results in
a progressive insensitivity of the dynamic state towards deco-
herence with increasing transition frequency. For 0.5% and B, ||
C; a slight increase of Ty, with field is observed while for 103%
and B, 1 C;, T,, shows non-monotonic behaviour with the
central line (4 < 5), transition (Fig. 3, bottom) displaying the
shortest T,,. Again, as for T;, both the magnetic field and the
composition of the involved eigenstates influence Ty,. Qualita-
tively similar results are obtained for 0.5% and B, L Cj;
(Fig. 5431).

© 2024 The Author(s). Published by the Royal Society of Chemistry
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dashed lines are linear fits to log(Ty) vs. log(T) as described in the main
text.

With respect to the temperature, T, dependence of the
relaxation dynamics, as anticipated, T; of all investigated reso-
nances is highly temperature dependent, decreasing by three to
four orders of magnitude from 5 to 125 K (Fig. 4). At X-band, a T;
o« T >° dependence is observed in this T range, which is
a higher exponent dependence than what observed at 240 GHz
(Ty o« T~ %) reflecting the increasing dominance with magnetic
field of the direct process as compared to Raman ones. Dynamic
susceptibility thermodynamic SQUID measurements of 0.5%
between 4.9 and 1.9 K (Fig. 4, S1, S2 and Tables S1, S2+t) revealed
aT, « T "% dependence indicating that longitudinal relaxation
is determined by a combination of processes, likely direct and
Raman ones, as determined in previous studies.®**® T, values
obtained by pulse EPR measurements below 5 K deviate from
the T, « T *° behaviour and are closer to the 7, o« T %
dependence.

Sources of decoherence

Given that at low temperatures the determined T, of Gd(tren-
sal) at X-band is about two to three orders of magnitude lower
than the corresponding 7y (Fig. 4), we now investigate the
factors that limit it under these experimental conditions. In
contrast to Ty, Ty, shows little temperature dependence up to
about 40 K (Fig. 4). Above this temperature, T,, becomes limited
by T; and hence decreases accordingly, ultimately reaching the
lowest detectable by our instrument level at about 100 K for
By L Cjz and 125 K for By || Cj.

Magnetic dipole interactions between Gd(trensal) moieties
distributed within the diamagnetic Y(trensal) lattice induce
decoherence via dipolar magnetic field fluctuations due to
indirect spin flip-flops involving neighbouring Gd(trensal) sites.
The local magnetic field, By, generated by a magnetic dipole at
distance r from the dipole is inversely proportional to the cube
of 7 (Biee * 7~ %). Thus, magnetic field fluctuations due to dipolar
interactions should also scale accordingly. Under these condi-
tions, one would expect an inverse linear dependence of T, to

© 2024 The Author(s). Published by the Royal Society of Chemistry
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the concentration of paramagnetic sites in the host lattice until
indirect electron—-electron dipolar interactions cease to consti-
tute the limiting factor. However, it has been shown that devi-
ations from this simple behaviour can be observed when the
coupling of the paramagnet to the spin bath, as well as the
dynamics of the spin bath, are explicitly taken into account.®® To
determine the dependence of T, on the concentration, C, of
Gd(trensal) sites in the Y(trensal) lattice, we studied samples
diluted between 0.5 and 10 3% (0.5%, 10 "%, 10 2% and
103%). For B, L C3, we observe that while Ty, initially increases
fast with inverse concentration, at doping levels between 10 %%
and 10 %% T, increases only marginally with C™*, thus shows
signs of saturation (Fig. 5). This indicates that at the lowest
studied doping level of 1073%, corresponding to a 30 uM
molarity for Gd(trensal), dipolar interactions cease to be the
dominating limiting factor for Ty, (Fig. 5). Given that the typical
volume of a herein measured Gd(trensal) crystal is of the order
of 50 mm?, this corresponds to about 10'> measured spins at
a doping level of 10™>%, which corresponds to the lowest limit
of number of spins that can be measured within a convenient
amount of time (few minutes) with our experimental setup at X-
band. Thus, while diluting from 0.5% to 10 3% led roughly to
an increase of an order of magnitude in T, further dilution is
not expected to lead to a further substantial increase in Ty,. In
addition, the paramagnetic ion content of samples more dilute
than 1072 reaches the detection limit of our setup at X-band,
estimated to be roughly 10> to 10" spins, and would require
much longer measurement times to achieve satisfactory signal
to noise ratios.

Instantaneous diffusion contributions to decoherence occur
as a consequence of neighbouring spins to the observed one
being excited by the electromagnetic excitation pulse, hence
causing a variation of the local field at the observed site.
Instantaneous diffusion is often the limiting factor for impu-
rities or defects in spin-free solid state materials such as silicon
or diamond.”®”” The occurrence of this decoherence mecha-
nism can be investigated by varying the macroscopic turning
angle, O, of the refocusing pulses employed in a Hahn echo
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Fig. 5 Inverse concentration dependence of T, with Bo L Cz at 5
(107%% and 1072%) and 5.5 (0.5% and 103%) K. The solid lines are
guides for the eye.
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sequence, hence addressing fewer spins at the microscopic
level. The dependence of Ty, to O is expected to follow:%7¢

1 —sin2<@){ 1 n 1 }_’_ 1
Tn 2 Taiay  Toar) Tifr

with Ty(iq), Toae and Tae being the instantaneous diffusion,
direct flip flop and indirect flip flop contributions to T,
respectively. T, is often small compared to the other terms.
Both T4y and Tosy scale as sin*(®/2), while Ty(itr) is indepen-
dent of @. Thus, extrapolation to ® = 0 corresponds to a deco-
herence regime where complete suppression of the
instantaneous diffusion and direct flip flop contributions
occurs, leaving only the one from indirect flip flops
(Tis) which is also called spectral diffusion. The experimental
realisation of this regime is achieved by either reducing the
amplitude of the magnetic field component (B,), either the
length, of the refocusing pulse (6 pulse in Fig. 6) with respect to
what required for a 7 pulse. Herein we investigate resolved
resonances from single crystals probing unique molecular
orientations. Thus, we chose to vary the length of the refocusing
pulse as the change in the excitation profile related to the
variation of the pulse length is not expected to result in different
orientational sub-populations being probed. Negligible varia-
tion of Ty, with ® was observed for all the investigated transi-
tions (Fig. 6 and S33-S367) suggesting that direct flip-flops and
instantaneous diffusion are not dominant decoherence mech-
anisms under these experimental conditions. This is also ex-
pected as the sample is relatively highly magnetically dilute.
Furthermore, the thermal population distribution of the mg
sublevels of Gd(m) results in only a single sublevel being reso-
nantly addressed out of 8 possible, effectively resulting in

0.20 T
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. (606, 0 BoT),
Q OiOJO
0.161 n/2 0 Echo i
@ 0.14- > 1
= e
0.12 I
0.10 B
0.08 0/0 °—ao
0.0 0.2 0.4 0.6 0.8 1.0

sin?(6/2)

Fig. 6 Tm of 1073% with By L Cs at 5.5 K measured via a Hahn echo
sequence with variable length of the refocusing pulse at 4367, 3817,
3249 and 2917 Gauss, showing no angle dependence. The solid lines
are guides for the eye.
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a smaller fraction of the spins being in resonance with the
microwave pulse.

Decoherence originating from indirect flip flops (spectral
diffusion) occurs as a consequence of the stochastic noise of
nearby spin pairs flipping during the Hahn echo sequence.
Spectral diffusion effects can be remediated for by dynamic
decoupling,®**** for example by employing the CPMG pulse
sequence where a m-pulse-train refocuses the transverse
magnetization.®””®”® This effectively acts as a frequency filter for
magnetic noise, giving rise to much longer transverse relaxation
time. Application of the CPMG pulse sequence for 10 >% with
B, L C; and varying length of the pulse train revealed
a substantial increase of Ty, (Fig. 7 and S37-S39 and Table S67).
In particular, for the (6 < 7), transition at 4367 Gauss, Tp,
increases from about 10.8 ps for n = 0 (Hahn echo) to around
180 ps for n = 180, thus by a factor of 16.4. The linear depen-
dence of Ty, on the length of the pulse train indicates that the
dominant decoherence mechanism under these experimental
conditions is spectral diffusion, which is also expected given the
large number of nuclear spin bearing atoms present in the
studied crystals. In particular, hydrogen atoms of the lattice are
expected to heavily induce decoherence.** Thus, we show herein
that repetitive refocusing of the transverse magnetisation can
substantially increase Ty, in nuclear spin-rich media, by
dynamically suppressing nuclear spectral diffusion.

The multilevel structure of molecular magnetic materials
has been proposed for the implementation of quantum error
correction algorithms or of multiple qubits. For this purpose,
the ability to place in a coherent superposition any two arbitrary
eigenstates, say |i) and |j), of the system is required. However, it
has been shown that this universality can also be achieved by
sequentially addressing several allowed transitions connecting
the two eigenstates of interest, |i) and |j), with other eigenstates
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Fig.7 Tm of 1073% with By L Csat 5.5 K as a function of the number
of refocusing CPMG pulses at 4367, 3817, 3249 and 2917 Gauss. The
solid lines are guides for the eye.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4sc05304d

Open Access Article. Published on 30 October 2024. Downloaded on 10/26/2025 12:31:02 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Edge Article

Nutation pulse /2 T Echo

L T»T, A

T T

Normalized Intensities / a.u.

0 500 1000 1500

Time/ns
50 T T T T T T T °. 7
40 g
S
= 30 4
& 20 /o ]
10 o/o —9-(4o5)
0 T T T T T T T T
0 2 4 6 8 10 12 14 16
B,/a.u.

Fig. 8 (Top): Schematic of the transient nutation pulse sequence and
associated Rabi oscillations of 1073% with Bq L Cs at 5.5 K for the
central (4 < 5), transition. (Bottom): Rabi frequencies plotted against
the relative magnitude of the magnetic field component of the
microwave pulse (B1).

of the Hilbert space, say |k). Thus a coherent superposition of |i)
and |j) can be achieved via the |k) states (|i) <> |k) <> |j)).*® To
demonstrate that the spin eigenstates of Gd(trensal) can be
placed in coherent superposition, we performed transient
nutation experiments (§-T-m/2-1-m-1-echo, Fig. 8 and S40-
S42+t). Using a Fourier transform of the time trace of the echo
evolution, the Rabi frequency, Q, at each power level for the
different allowed transitions was obtained. For Rabi oscilla-
tions, Q scales linearly with microwave power, as:

_ 2mtgug B

Qr 7

VS(S+ 1) —my(ms + 1)

with g the g-factor, up the Bohr magneton, B; the magnetic field
of the microwave pulse, # the reduced Planck constant and S
and mg the spin angular momentum and its projection on the
quantisation axis, respectively. A linear fit to the Rabi oscillation
frequency as a function of B; shows that the oscillations
observed in the nutation experiment are indeed Rabi oscilla-
tions (Fig. 8 and S427).

The above described Rabi-nutation experiments also provide
the timescale, Tg, for single qubit gates, for example 7 or /2
rotations. It can for example be seen from Fig. 8, that the
duration of a 7 rotation is of the order of 10 ns at the highest
power investigated (9 dB). This time duration for a 7 gate
combined with the long coherence times achieved via CPMG,

Table 1 mw-Rotation gate durations, Tg, associated phase memory
times, Tr, and T,/T4 ratios for four different allowed transitions of
Gd(trensal) 1073% with By L Cs

Transition Tg (m-rotation)/ns Tro/us Tl Tg
(3« 4), 12 109 9083
(4-5), 12 64 5333
(5 < 6), 10 124 12 400
(6« 7). 12 178 14 833

© 2024 The Author(s). Published by the Royal Society of Chemistry
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results in a T,/ T ratio of the order of 10* (Table 1), which is the
desired order of magnitude for the figure of merit of a qubit.
This demonstrates that quantum gates implemented on
molecular materials can reach fidelities of 99.99% or above.

Conclusions

We undertook herein a systematic investigation of the mecha-
nisms that induce decoherence in qubits implemented in
molecular magnetic materials. We show that in the case that
these processes are probed by pulse EPR under the most usual
experimental conditions (X-band), nuclear spin spectral diffu-
sion is the dominant process determining decoherence.
However, spectral diffusion effects can be remediated for by
dynamic refocusing sequences, such as CPMG, even in such
dense nuclear spin environments. For the materials investi-
gated herein, the bulk concentration is of 3 M which, for
example, corresponds to a concentration of proton nuclear
spins of the order of 80 M, given that each molecule has 27
protons. This is a relatively large concentration of nuclear spins
that dynamic refocusing is able to remediate for. Thus, it is not
absolutely necessary to utilise nuclear spin free environments,
such as frozen solution in solvents devoid of nuclear spins, to
study the coherent properties of these materials. Furthermore,
use of dynamic decoupling allowed T, of the investigated
materials to be increased by two orders of magnitude. This
resulted in reaching 180 ps for 120 refocusing pulses with the
increase in Ty, being linear to the number of refocusing pulses,
thus without showing signs of saturation. The obtained Ty,'s
combined with Tg's of the order of 10 ns leads to qubit figure of
merit ratios of the order of 10*. This demonstrates the suit-
ability of molecular magnetic materials for use as hardware for
quantum technologies. Chemical engineering of organic scaf-
folds where protons are exchanged for deuterium that has
a significantly lower magnetic moment than protons would
allow use of pulse sequences not including dynamic refocusing.
Detection of an echo at relatively high temperatures (125 K)
indicates that further tuning of the dynamic magnetic proper-
ties of lanthanide-based molecular materials can lead to
coherent magnetic properties at even higher temperatures, as
has been demonstrated in the case of transition metal
complexes. Finally, we provide herein detailed solid state
relaxation data of lanthanide coordination complexes, obtained
on magnetically dilute single crystals of trigonal symmetry.
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