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An asymmetrical dysprosium trimer with a molecular formula of [Dys(hq);(hqH)(NOs),(H,O)l was
obtained through a reflux reaction employing as starting material Dy(NOsz)3-nH,O and 8-quinolinoline as
ligand. Magnetic susceptibility investigations show the system to be an SMM, which was corroborated by
sub-Kelvin uySQUID studies. Upon cooling, the magnetic susceptibility also exhibits a decrease in the ymT
product, which was confirmed to be due to intramolecular antiferromagnetic interactions. pSQUID
measurements, moreover, reveal a marked magnetic behaviour in the angular dependence of the hyster-
esis loops. The latter is a direct consequence of the non-colinear spin arrangement of the anisotropy axes
of each Dy(i) ion in [Dys(hq)7(hgH)(NO3),(H,0)] and the interaction between the ions, as also evidenced
by CASSCF calculations. Our results evidence the effect of spin canting along with the intramolecular
interactions, which can induce non-trivial magnetic behaviour in SMMs.

Introduction

The fascinating phenomenon of slow magnetic relaxation in
molecular systems was first observed for the transition metal
aggregate [Mn;,0,(0Ac),6(H,0),]-4H,0-2AcOH best known as
{Mn;,}"”* and years later in a lanthanide-based molecule with
formula [LnPc,]-“TBA" (TBA" = tetrabutylammonium) where
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Ln = Tb(m) and Dy(m).* In lanthanide-based molecules, the an-
isotropic magnetic character is attributed to the intrinsic spin-
orbit coupling of the first-order orbital angular momentum
and the crystal field imposed by the ligand set giving rise to
the single molecule magnet (SMM) behaviour.® In the case of
lanthanide-based SMMs the anisotropy arises due to its intrin-
sic strong spin-orbit coupling (SOC) at single ion level,*®
while in 3d-based SMMs, the anisotropic character is attributed
to the cooperative contribution of spin and local magnetic an-
isotropy leading to a large molecular spin ground state (S) with
negative zero-field splitting (D).” A detailed understanding of the
physical parameters playing a role in the anisotropic character-
istics of lanthanide-based SMMs has led to energy barriers far
larger than those observed in the 3d-based SMM analogues, ulti-
mately realising blocking barriers above liquid nitrogen
temperatures,”® making these systems excellent candidates for
high-density data storage devices. Furthermore, the comprehen-
sion and manipulation of the structural, electronic and nuclear
characteristics of these systems, through a rational design, make
these systems also candidates for quantum information proces-
sing schemes acting as qubits.'™"* Today, SMMs have been pro-
posed as qubits and qudits - the quantum computer
scaffolds -, quantum sensors,'®'” quantum simulators'®>® and
quantum error correction protocols.”*>® Notably, the execution of
the quantum algorithm of Grover using a single molecule of
TbPc, exemplifies the plausibility of SMMs being part of novel
quantum technologies.””

To further the development of favourable SMM properties
and finally implement lanthanide-based molecules in devices,

10-15

Dalton Trans., 2024, 53,12927-12935 | 12927


http://rsc.li/dalton
http://orcid.org/0000-0002-6871-1795
http://orcid.org/0000-0001-8317-5778
http://orcid.org/0000-0002-5238-8380
http://orcid.org/0000-0001-7069-216X
http://orcid.org/0000-0003-3516-2440
http://orcid.org/0000-0002-7718-7016
http://orcid.org/0000-0003-4602-5257
http://orcid.org/0000-0002-9643-0341
https://doi.org/10.1039/d4dt01588f
https://doi.org/10.1039/d4dt01588f
https://doi.org/10.1039/d4dt01588f
http://crossmark.crossref.org/dialog/?doi=10.1039/d4dt01588f&domain=pdf&date_stamp=2024-08-05
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4dt01588f
https://pubs.rsc.org/en/journals/journal/DT
https://pubs.rsc.org/en/journals/journal/DT?issueid=DT053031

Open Access Article. Published on 16 July 2024. Downloaded on 12/10/2025 2:51:25 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

a detailed understanding of their magnetic properties con-
tinues to be a critical step.?*! A great deal of work has shed
some light on the understanding of the magnetic behaviour of
single lanthanide ion molecules,***® denoting the importance
of the role of magnetic interaction in SMMs. This understand-
ing is required since polymetallic lanthanide clusters can show
some unusual physical properties such as the observation of a
toroidal magnetic**™*! and strong magnetic exchange, causing
an increment of the blocking temperatures.®?>*>*
Furthermore, by use of 3d ions in a {Cr,Dy,} “butterfly”
complex,”**™” it has been shown that strong magnetic inter-
action can lead to hysteresis which is not observed when the
exchange interactions are switched off using the diamagnetic
3d metal analogue. The operative anisotropic exchange in a
[Dy4(O,CNiPr,);,] has also proven important in obtaining a
ferromagnetic and antiferromagnetic ground state, contingent
upon the applied field direction.*® In addition, coupling the
electron spins in lanthanides has made it possible to indirectly
couple the nuclear spins, which might be exploited as
qudits.**”>! Notably, recently it has been shown that a ¢-bond
between two lanthanide ions can lead to remarkably large hys-
teresis loops™*” even near the liquid nitrogen temperature
region.’

In all cases above, magnetic interactions improve the mag-
netic characteristics of the SMMs. However, magnetic inter-
actions between lanthanides in polymetallic systems can often
likewise lead to faster relaxation rates, diminishing the SMM
properties.*®**™? A common strategy to decrease such unde-
sired effects is to dilute the SMM into an isostructural diamag-
netic host. Experimentally the direct determination via elec-
tron paramagnetic resonance (EPR), in cohort with other tech-
niques, unravelled the effect of exchange interactions operat-
ing between two distinct Dy(in) ions in an asymmetric dimer
with the formula [hqH,][Dy,(hq).(NO3);] (hqH = 8-hydroxyqui-
noline).*® In this system, the exchange interaction yields a
well-separated manifold of four exchange states, which permit
facile relaxation of the magnetisation at low temperatures,
yielding no SMM behaviour in contrast to the diluted (ie.,
single ion) complex. Further studies on the analogous Ln(u)
derivatives shed light on the coupling mechanism in such
asymmetric systems.>* Herein we report the exchange charac-
teristic of a trinuclear dysprosium system. The 8-hydroxyquino-
line ligand has been chosen due to its strong chelating
effect.®*®® A synthetic drawback of employing oxyquinolines is
their tendency to form insoluble polymeric materials, making
structural characterisation difficult. Usual routes therefore
employ long high-temperature reactions to try and isolate the
thermodynamic product.®®®* In our approach, the asymmetric
trimetallic dysprosium complex with formula
[Dys(hq),(NO;),(OH,)] was obtained with mild reaction con-
ditions. Conventional SQUID studies show an out-of-phase
component of the AC magnetic susceptibility, characteristic of
SMMs. Furthermore, sub-Kelvin characterisation employing a
USQUID array shows open hysteresis loops confirming the
SMM character. The angular-dependent loops reveal a distinct
magnetic behaviour, implying the existence of spin canting in
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the system, in agreement with CASSCF calculations. The SMM
behaviour in the complex is a concerted behaviour of the three
Dy(in) ions connected by an antiferromagnetic intramolecular
interaction, as experimentally determined and verified
through simulations.

Results and discussion
Synthesis and crystallography

The direct reaction of Dy(NO3);-nH,O and 8-hydroxiquinoline
in the presence of Et;N in acetonitrile under reflux conditions
yields a bright orange solution, which upon slow evaporation
affords single crystals suitable for X-ray studies (see ESIT
section 1.1). In contrast to other approaches where elevated
temperatures are required,’®®>°® herein a rather mild
approach affords the complex. Note that a non-equimolar
amount of Et;N was required to obtain a clear solution. In con-
trast, an equimolar amount of Et;N based on the 8-hydroxiqui-
noline ligand led to the immediate formation of an insoluble
product, while the absence of the base resulted in the for-
mation of a slurry. Based on these points, it can be noted that
the presence of the Et;N is key for the formation of the
complex under milder conditions. The compound
[Dys(hq),(NO3),(H,0)] crystallises in the P1 space group with
one molecule residing in the asymmetric unit, while two and a
half molecules complete the unit cell (Fig. 1A and Table S17).
Three Dy(m), seven 8-quinolinates (hq), two nitrate ions (NO;)
and one terminal water molecule complete the structure, while
2.5 molecules of solvents are found in the lattice, yielding a
complex with the formula [Dy;(hq),(NO3)y(H,0)]-2.5MeCN
(Fig. 1B). The metal core resembles the previously reported
{Dy,} with a “V-shaped”®® motif and possess a Dy(1)---Dy(2)-+-Dy
(3) angle of 149.78°. The Dy---Dy separations are 3.5592(6) A
and 3.5120(6) A for Dy(1)---Dy(2) and Dy(2)---Dy(3), respectively.
Three different coordination environments are observed for the
dysprosium centres; Dy(1) and Dy(2) present a square antipris-
matic geometry with a continuous shape measure (CShM)*® of
1.364 and 1.129, respectively, whilst Dy(3) shows a spherical tri-
capped trigonal prismatic geometry (CShM of 2.232) (see
Table S2 and Fig. S17). The chelating ligands bind the three dys-
prosium centres with a mixture of p-1k(N,0):2k(O) bridging
ligands. The coordination sphere of Dy(1) is filled by four hq
groups and one terminal H,O giving a N;Os donor set, whilst
six hq ligands give Dy(2) an N,Oq donor environment. Finally,
Dy(3) is bridged by three hq and two chelating NO; anions
leading to an N,0O;, donor set. Both nitrate ions bind with the
1.110 coordination mode (see Harris notation).®” The packed
structure shows m-m interactions with the shortest distance
between hq groups being 3.318 A, with MeCN solvent molecules
residing in pockets between the complexes. The shortest inter-
molecular Dy---Dy distance is 6.0421(6) A.

Magnetic studies

The magnetic behaviour of [Dy;(hq),;(NO3),(H,O)] was investi-
gated on polycrystalline samples in the temperature range

This journal is © The Royal Society of Chemistry 2024
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Fig. 1 Crystal structure of [Dys(hq);(NO3)2(H,0)1-2.5MeCN. (A) Unit cell viewed along the crystallographic a-axis, showing the two symmetrically
equivalent molecules of [Dys(hq)7(NO3),(H,0)] filling the unit cell; (B) molecular structure of [Dys(hq);(NOs),(H,O)]. The arrows represent the orien-
tation of the principal magnetic axes for Dy(1), Dy(2) and Dy(3) in the ground Kramers doublet from ab initio calculations shown as green arrows and
orange arrows. Colour code: Dy, blue; N, light blue; O, red; C, grey. Hydrogen atoms were omitted for clarity.

2-300 K under an applied DC magnetic field (Hpc) of 1 kOe.
The room temperature y\7T value (being yy the molar mag-
netic susceptibility) for this system is found to be 42.2 cm® K
mol™, in good agreement with the y\T expected for the sum
of three non-interacting Dy(w) ions (42.5 cm® K mol ™", with g;
= 4/3, ] = 15/2). Upon cooling the y\T(T) faintly decreases
down to about 50 K when it decreases faster reaching a value
of 22.9 em® K mol ™" at 2 K (Fig. 2A). The drop upon lowering
the temperature observed can be attributed to a gradual
depopulation of the crystal field split m; sublevels of the
ground J multiplet, while magnetic interactions between the
Dy(m) sites cannot be excluded.

The dynamic magnetic behaviour was likewise studied
employing a SQUID magnetometer. In this case, AC suscepti-
bility measurements were carried out between 2 and 10 K
without an applied Hpc field. A clear temperature and fre-
quency dependence of the in- (y'm(T; v)) and out-of-phase
(¥"m(T; v)) magnetic susceptibility profiles were observed. This
behaviour can be directly ascribed to blockage to the relaxation
of the magnetisation, a behaviour characteristic of SMMs. In
the y"u(T) a maximum is observed at ca. 8 K at the highest fre-
quency (1512 Hz) (Fig. 2C). At the lowest temperature, the
maximum in the y"\(v) is centred at ca. 121 Hz and stays
centred at this frequency up to ca. 5 K. The constant behaviour
of the y"m(v) traces upon temperature increment, can be
directly ascribed to the quantum tunnelling of the magnetisa-
tion (QTM) being operative. Above 5 K, the maximum in y"\()
shifts swiftly towards higher frequencies up to 9.8 K where the
maximum lies outside our experimental frequency window
(Fig. 2D).

Simultaneous fitting the y'\(v) and y"m(v) to a generalised
Debye model allows the extraction of the temperature-depen-
dent relaxation times 7(7') of the system. A relatively uniform

This journal is © The Royal Society of Chemistry 2024

distribution of relaxation times is obtained, with 0.18(1) < a <
0.19(1) [from lowest to highest temperature], where a value of
0 would indicate no distribution. The obtained z(T) data can
be fitted to a multi-relaxation process employing the following
equation:

T71 :Tal eXp(erff/kBT)+CT”+TQTM71 (1)

with the first term being the Orbach process, the second one
being the Raman and the third one being the QTM process.
The best-fit yields the following parameters: 7, = 2.2(7) x 1077
S, Uegr = 61(2) K, C = 1.5(7) s7' K™, n = 2.8(3) and QTM = 12.2
(5) ms (Fig. 2B). Note that the Raman n parameter is smaller
than expected for Kramers ions, which could be a consequence
of low vibrations phonon-mediated relaxation.®®*”® To account
for this, the second term in (1) can be replaced by:

exp <hwi)
n X

; kg T
b B
T‘l]%laman = E :Ci

T (exp (o) _4 ’
Pkt

where the ; are the Raman vibrational modes.®® A good fit is
obtained solely with the inclusion of a single vibrational
mode, yielding U = 34(1) K (24(1) em™), 7, = 6(1) x 10™° 5, C;
= 341(260) s, oy = 5(1) em™Y, 7o = 1.21(2) x 107 s
(Fig. S41), with the w; being low.®®”"7>

Although the AC profiles indicate that [Dy;(hq),(NO;),(H,O)]
is an SMM, confirmation of the SMM character was sought
through the uSQUID technique at sub-Kelvin temperatures.
MSQUID measurements were carried out in the temperature
range of 4.5 K down to 30 mK using a dilution fridge with
applied fields of +1 T. Single crystals of [Dy;(hq),(NO;),(H,0)]
were directly placed on top of the pSQUID arrays, while the

Dalton Trans., 2024, 53,12927-12935 | 12929
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(B) 7(T) experimental data (blue symbols) obtained from the generalised

Debye model and the fit to a model comprising the Raman, Orbach and QTM processes (solid line). The contribution of each process to the overall
fit is shown as dotted lines; (C) temperature-dependent y”u(T) data (solid lines are guide for the eye) and (D) frequency-depended y"m(v) data

(symbols) and generalised Debye analysis (solid lines).

field was applied along the magnetic anisotropy axis of the
crystal employing the transverse field method.”*’* Three types
of studies were conducted: (i) temperature-dependent hyster-
esis loops from 30 mK up to 4.5 K at a fixed sweeping magnetic
field rate of 64 mT s~ (Fig. S51); (ii) magnetic field sweep-
rated dependent studies with sweeping rates of 1 to 128 mT
s~! at a fixed base temperature of 30 mK (Fig. 3A); and (iii)
magnetic field angle dependence (with respect to the crystal
orientation) at a fixed temperature of 30 mK and fixed scan
rate (16 mT s~ ') (Fig. 3B).

Confirmation of the SMM behaviour was obtained in these
studies. The temperature and sweep-rate dependent pSQUID
loops show the characteristic behaviour expected for SMMs,
i.e.,, the temperature-dependent loops show opening at the
lowest temperature, which reduces upon warming due to
enhanced thermal relaxation. While the sweep-dependent
loops at 30 mK are wider at faster sweeping rates, indicating
small QTM at the level-crossing, and hence slow thermal relax-
ation above 0.03 T. Moreover, the application of the magnetic
field at different crystallographic angles (xy plane) shows a
rather distinct magnetic behaviour. The latter behaviour can

12930 | Dalton Trans., 2024, 53,12927-12935

be ascribed to spin canting’* between the anisotropic mag-
netic axes present in [Dy;(hq),(NO3),(H,0)].

Electronic structure calculations

Ab initio calculations are an indispensable tool to elucidate the
origin of the anisotropic character of lanthanide-containing
systems due to the subtle and complex crystal field
interactions.”>’® Hence, the magnetic properties of
[Dys(hq),;(NO;),(H,0)] were likewise investigated using
CASSCF/RASSI/SINGLE_ANISO  ab  initio  calculations.
OpenMolcas was employed for the complete-active-space self-
consistent  field (CASSCF) calculations of  the
[Dys(hq),(NO3),(H,0)] complex”” (see ESIf section 1.4 for
details). The crystal field splits the ground °H;s;, spin-orbit
multiplet of Dy(ur) into eight Kramer’s doublets, i.e. m; = +15/
2, +13/2, ... +1/2. The calculations show that solely one Dy(1)
sites possess a strongly anisotropic character (g, ~ g, = 0 and g,
=20 and the first excited state at 147 cm '), while for Dy(2)
and Dy(3) the ions are far from pure m; = +15/2 states (e.g., for
Dy(1) gxy # 0 and g, < 20 with the first excited state at 35 and
14 cm™?, respectively). The first excited state for Dy(2) and Dy

This journal is © The Royal Society of Chemistry 2024
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Fig. 3 (A) Magnetic field sweep-rated dependent studies with sweeping rates of 1 to 128 mT s™* at a fixed temperature of 30 mK; (B) magnetic field
angle (with respect to the crystal) dependence at a fixed temperature of 30 mK and fixed scan rate (16 mT s™%). The top panels in A and B show the
applied magnetic field during the measurements. While for A the magnetic field was kept static along the crystal, in B the magnetic field was varied
at an angle 6. Note that the crystal orientation and the applied magnetic field might have an offset angle.

(3) is much more rhombic than the ground state and its main
magnetic axis is not coincident with the ground state in all
cases, while for Dy(1) the first excited state has a lower m; com-
ponent. These results suggest the environment for Dy(2) and
Dy(3) is not ideal for stabilising the high angular momentum
states of Dy(m), while Dy(1) should show an SMM character.

Up to this point, the discussion was based on the isolated
Dy(m) ion, however, interactions between Dy(ui) atoms can play
a significant role in the relaxation dynamics. To evaluate the
interaction operating between the Dy(m) ions, the Lines
model”® was employed to fit the magnetic susceptibilities of
complexes [Dy;(hq),(NO3),(H,0)]. The Lines model employs
an isotropic exchange between the spin component of the
angular momenta (S = 5/2 for Dy(u1)) and the crystal field para-
meters obtained via the CASSCF calculations. The
Hamiltonian has the form:

3

Hiyy = Hic + Gittotn DTy He +JinesSoy(1)Sy(2) +JinesSpy()Spy(3)
i=1

(3)

where Hi; = >

k=246 —k<q<k

B]0] is the ligand field Hamiltonian

expressed in Steven’s operator, Of are the Stevens operator and
B are the ligand field parameters obtained from CASSCF cal-
culations. ny@ and SDy(i) are the spin-orbit and spin-only state

This journal is © The Royal Society of Chemistry 2024

for Dy(m), respectively. Fitting’® of yT(T) employing the
crystal field parameters as determined from CASSCEF, yields a
Jtinestz = —0.07(1) em ™" and Jijneszs = —0.27(1) em™" with R = 2.9

points

(with R="3" [Yexp — Zeael’) (see Fig. 2A). Attempts to fit the
i

xmT(T) profile employing a single interaction produce a lower
agreement and higher residual factors. Considering the
Dy---Dy distances 3.5592(6) A for Dy(1)---Dy(2) and 3.5120(6)
for Dy(2)---Dy(3), and the strongest component of the dipolar
interaction obtained for such distances (~—0.7 cm™" projected
on an S = 5/2 state), it is very probable that the interaction
operating within [Dy;(hq),(NO3),(H,0)] are of dipolar origin
[see ESI} section 1.5].

Furthermore, the pSQUID loops show a clear angular
dependence of the loops upon magnetic field application (see
Fig. 3B). These observations are consistent with the anisotropy
arrangement of the magnetic axes for the three Dy(i) systems,
which depart from collinearity, in agreement with the
CASSCF calculated spin projections. Given the polynuclear
characteristics and the number of parameters characterising
the system, a quantitative analysis of the angular pSQUID
loops is not feasible. Nonetheless, a qualitative assessment
of the spin canting effect in the uSQUID loops can be
gained by simulating the Zeeman diagram at different field

the large Hilbert space of the
and the number of parameters

orientations. However,
[Dys(hq),(NO,),(H,0)]

Dalton Trans., 2024, 53,12927-12935 | 12931
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involved, e.g., ligand field parameters, g-values, Euler angles
and exchange interaction, a J = 15/2 makes the rationalis-
ation of the sub-Kelvin temperature data computationally
expensive. To overcome this problem, the spin effective
formalism (S = 1/2) can be used. For simplicity, a single
arbitrary interaction parameter and pure axial g-tensors were
employed i.e., one gy = g, = 0; g, = 20 (for m; = 15/2) and
tWo gux = &y = 0; 8z = 17 (for m; = 13/2) and the Euler
angles [in Z-Y'-Z" convention] for each Dy(m) ion obtained
from the CASSCCF calculations. However, S = 1/2, at first
order, mixed strongly by transverse fields, prompting large
tunnelling splitting, not representative of the system, hence,
a fictitious S = 3/2 system with an arbitrarily large zero field
splitting (D) parameter D = —100 cm ™" is found more suitable.
The g-values were maintained isotropic (g = gy = g = 20/3
and g.. = gy = 0; g = 17/3), since the anisotropy is projected
on the ZFS, while the anisotropy of the D term was rotated
employing the Euler angles obtained from CASSCF.”' The
CASSCF results indicate that the single ion magnetic properties
of [Dys(hq),(NO;),(H,0)] are dominated by the spin-orbit
coupling and the interaction with the ligands, yielding a
considerable separation between the ground and the first
excited multiplet, as compared to the temperature bath.
Therefore, we define the complex as three isolated Ising
spins coupled through an effective interaction Jioa(S1-52),
where Ji is an effective coupling and $,-S,, are effective
spin for each Dy(ur). In the presence of an external mag-
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netic field applied along the easy axis, the Hamiltonian for
[Dys(hq)(NO5),(H,0)] is:

3 3
H = geteupoHz D Si+Jiowal($1-$2 + 85 85) + > Si- Di- S
i i

(4)

The first term in (4) is the Zeeman term, the second the
exchange interaction and the last the zero-field splitting. The
non-colinear nature of the easy axes of the system is taken into
consideration by employing the Euler rotations. The results
show that the spin-canted arrangement of the Dy(m) ions in
[Dys(hq),(NO;),(H,O)] and the interaction operating between
the ions renders the lowest multiplet of the coupled system to
be sensitive to the field direction. While applying the magnetic
field along the easy axes of Dy(1) leads to a ferromagnetic
ground state, applying the field perpendicular to the easy axis
of Dy(1) renders a diamagnetic ground state. Bearing in mind
that [Dys(hq),(NO3),(H,0)] the field is applied along an inter-
mediate direction in the pSQUID arrays, it would cause
different responses in the orientation-dependent loops as
shown in Fig. 4.

As an overall result, although CASSCF predicts a highly
pure m; = 15/2 state for Dy(1), rather rhombic characteristics
are found for Dy(2) and Dy(3) with large spin canting as deter-
mined by pSQUID results and CASSCF calculations.

T
-20

-40

6 - 20
uH/mT

0 20
uoH /mT

40 -40 -20

0 20
u,H/mT

Fig. 4 Zeeman diagram for [Dyz(hq);(NO3),(H,0)] with the applied field between the a—c crystallographic plane (A) the easy axes of Dy(1); (B) with
the field 45° off the easy axes of Dy(1); and (C) with the field perpendicular to the easy axes of Dy(1). Application of the field along the easy axes of
Dy(1) leads to a ferromagnetic ground state, while perpendicular to the easy axes the ground doublet is an antiferromagnetic state.
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Conclusions

Herein we have described the synthesis of a heteroleptic dys-
prosium trimer with the formula [Dy;(hq),(NOs),(H,0)] under
mild conditions. The compound shows a V-shaped geometry
with a rather asymmetric arrangement. Magnetic studies
reveal a clear SMM behaviour, further corroborated by pSQUID
studies conducted at sub-Kelvin temperatures. Fitting the
1T (T) profile, employing the Lines model, shows that anti-
ferromagnetic interactions couple the Dy(ui) ions [fiinesiz =
—0.07(1) em™" and Jjineszs = —0.27(1) cm™']. Comparison of the
Lines interaction and the dipolar matrices operating between
the  systems  suggest that the interactions in
[Dys(hq),(NO;),(H,0)] are of dipolar origin. uSQUID loops
reveal open loops even at the lowest sweep rate and an
angular-dependent character, while CASSCF calculations show
that solely one of the dysprosium ion Dy(1) possesses SMM
properties, with the remaining two having considerably
rhombic characteristics. pSQUID and CASSCF results confirm
the non-colinear spin arrangements of the systems, which along
with the intramolecular antiferromagnetic interaction, are
responsible for relaxation dynamics in [Dy;(hq),(NOs),(H,O)].
When considering coupled systems, the electronic characteristics
e.g., barriers, relaxation, QTM, differ from their single ion charac-
teristics drastically. Often, for polynuclear complexes their elec-
tronic properties can be enhanced when all metallic ions are an-
isotropic with parallel or nearly parallel arrangements of
spins,**® % while for non-colinear arrangements it has been
usually observed that the properties are diminished.*®**®* In
contrast, the interaction of the three Dy(m) ions in
[Dy;(hq),(NOs),(H,0)] along with the canted spin arrangements,
leads to a spin ground state with anisotropic characteristics and
open loops and slow relaxation at zero field. This is a conse-
quence of the nearly ferromagnetic ground state along the easy
axes of [Dys(hq),(NOj3),(H,0)]. Our results are in contrast with
the behaviour of a [hqH,][Dy,(hq),(NO;);] complex, where the
SMM character was quenched by the intramolecular interaction
and the non-colinear spin arrangement with neighbouring non-
SMM dysprosium site.>® Herein we show the importance of the
orientation of the easy axis and interactions in SMMs and and
the consequences, which might not completely quench the SMM
character..
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