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Coordination site manipulation of the annular
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clusters with different shapes and magnetic
properties†

Bing-Fan Long,a Shui Yu,a Zhong-Hong Zhu, *a Yun-Lan Li,a Fu-Pei Liang*a,b and
Hua-Hong Zou *a

Chiral lanthanide clusters provide a platform for molecular-based materials with coordination between

chirality and magnetism and exhibit great application prospects in the fields of three-dimensional displays,

magneto-optical memories, and spintronic devices. To date there is no reliable self-assembly rule for the

directional design of chiral lanthanide clusters with specific shapes and functions. Further, we are the first

to achieve the directional construction of chiral lanthanide clusters with different shapes and magnetic

properties by regulating the hydroxyl coordination sites at different positions on the ligands by manipulat-

ing the annular growth mechanism. Specifically, we carried out the reaction of R/S-mandelic acid hydra-

zide, 2,5-dihydroxybenzaldehyde and DyCl3·6H2O with methanol and water as mixed solvents under

solvothermal conditions at 80 °C to obtain mutual enantiomers tetranuclear chiral lanthanide clusters

R/S-1. In R/S-1, first, two HL1 ligands captured one Dy(III) ion to form a template unit Dy(L1)2, and following

this, four Dy(L1)2 template units were well-ordered and arranged at the four vertices of the square, which

were induced by a bridge anion μ4-O2−, to undergo the annular growth mechanism to form square-

shaped clusters R/S-1. Replacing 2,5-dihydroxybenzaldehyde with 2,3,4-trihydroxybenzaldehyde in the

reaction system, hexanuclear chiral clusters R/S-2 were obtained. Changing the hydroxyl coordination

sites enabled one H3L
2 ligand to capture two Dy(III) ions, forming a template unit Dy2L

2, following which

three Dy2L
2 were connected by a μ3-OH− bridge anion along the annular growth to form a triangular

pyramid-shaped hexanuclear chiral lanthanide cluster R/S-2. Circular dichroism spectra indicated that

R/S-1 and R/S-2 were two pairs of enantiomers. Magnetic studies showed that the R-1 chiral cluster was

a typical single-molecule magnet under a zero dc field, and it exhibited a distinct double relaxation be-

havior. To the best of our knowledge, this is one of the rare examples of chiral lanthanide clusters with

double relaxation behavior. This work provides an effective method for the directional construction of

chiral lanthanide clusters with different connections and shapes and opens up a new horizon for the

design and synthesis of multifunctional materials with magneto-optical applications.

Introduction

Chirality is a fundamental property of nature that plays a very
vital role in connecting micro and macro molecules, and it is
closely related to the origin of life.1–3 The formation of biologi-
cal macromolecules in nature, such as the double helix struc-
ture of DNA, nucleic acids and proteins of their hierarchical
structure is all derived from the regulation of chirality.4–6

However, the study of these chiral macromolecules is very com-
plicated and difficult to effectively elaborate through specific
single crystal structures.7–9 Therefore, there is an urgent need
to develop some simple and effective simplified models to
facilitate the exploration of the formation process of chiral
macromolecules. Chiral nanoclusters with precise structural
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connections and compositions as simplified models have
established an efficient platform for the study of complex
chiral compounds.10–12 In addition, chiral nanoclusters have
shown wide application prospects in asymmetric catalysis,
enantioselective recognition, circularly polarized luminescent
materials, biomimetic chemistry, molecular magnetism,
etc.13–18 In 2017, Cui et al. reported a chiral porous octahedral
cage, which can serve as an efficient asymmetric supramolecu-
lar catalyst and achieve high catalytic activity and high selecti-
vity.19 In 2021, Zhou et al. prepared a chiral dodecanuclear
lanthanide double-shell porous coordination cage and
extended its use for the selective separation of racemic enan-
tiomers.20 Chiral lanthanide clusters as an important part of
chiral nanoclusters have both chirality and magnetism and
have shown great application prospects in magnetic chiral
dichroism (MchD), circularly polarized luminescence (CPL),
second harmonic generation (SHG) and other aspects.21–23 In
2019, Tong et al. reported a pair of dinuclear chiral erbium-
based single-molecule magnets and studied their magnetic
structure relationship.24

Due to the variable coordination numbers, weak stereoche-
mical bias and kinetic instability of lanthanide ions, research
on the formation process and self-assembly mechanism of
lanthanide clusters has been slow.25–27 Although the explora-
tion of the self-assembly mechanism of lanthanide clusters is
still at the initial stage, we have made a series of progresses in
this field.28–37 In 2018, we were the first to use HRESI-MS
to track the self-assembly process of triangular-shaped
dysprosium clusters with toroidal magnetic moments.28

Furthermore, we were the first to use crystallography combined
with the HRESI-MS technique to trace the formation mecha-
nism of the high-nuclearity lanthanide cluster Dy10 with
double relaxation behavior.29 In 2020, the ligand chelation
method was first proposed to construct the largest double

cage-like cluster Dy60 and its intermediate Dy30 was obtained.
30

In addition, we achieved the construction of the caged lantha-
nide cluster Dy14 using strong hydrogen bonding of the dish-
shaped cluster precursors and achieved a highly selective photo-
response to heavy metal ions in the solution.31 In 2021, we were
the first to propose the out-to-in growth mechanism to guide
the directional construction of a series of 16 nuclear dish-like
lanthanide clusters, and under the guidance of the above
mechanism, a series of different types of lanthanide clusters
were obtained by changing the reaction conditions.32 Such as
crown-shaped high-nucleation lanthanide cluster Dy34 etc.33

Recently, we have successfully constructed the largest series of
brucite-like dysprosium-based nanoclusters of Dy19 under solvo-
thermal reactions, and proposed their possible assembly
mechanisms as the in-plane growth mechanism or planer epi-
taxial growth mechanism.38 The introduction of chirality into
lanthanide clusters will complicate the formation process.
Therefore, the research on the formation process and self-
assembly mechanism of chiral lanthanide clusters is still blank.

Herein, two pairs of chiral lanthanide clusters R/S-1
(Scheme 1a) and R/S-2 (Scheme 1b), which are enantiomers of
each other, were obtained by controlling the coordination sites
of acylhydrazone ligands and reaction with Dy(III) ions under
solvothermal conditions. Specifically, the chiral R/S-mandelic
acid hydrazide, 2,5-dihydroxybenzaldehyde, and DyCl3·6H2O
were used as raw materials, and with MeOH and H2O as mixed
solvents were reacted under solvothermal conditions to obtain
square-shaped chiral clusters R/S-1 by the assembly of eight
R/S-HL1 ligand molecules and four Dy(III) ions. After replacing
2,5-dihydroxybenzaldehyde with 2,3,4-trihydroxybenzaldehyde
with more aggregated coordination sites, a pair of triangular
pyramidal chiral hexanuclear lanthanide clusters R/S-2 were
obtained. The regulation of the coordination sites of the reac-
tion starting materials leads to the formation of the template

Scheme 1 Synthetic schematic diagram of clusters R/S-1 and R/S-2.
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units of the two pairs of enantiomers with different structural
connections (Dy(L1)2 and Dy2L

2), and then the different tem-
plate units form chiral clusters with different shapes through
the annular growth mechanism. To the best of our knowledge,
this is the first time that chiral lanthanide clusters with
different linkages and shapes have been constructed by regu-
lating the coordination sites on the ligands. Magnetic studies
showed that R-1 was a single-molecule magnet with double
relaxation behaviors under zero fields, and R-2 had obvious
frequency-dependent behaviors under zero fields. This work
provides a vivid example for the design and synthesis of chiral
lanthanide clusters and opens a door for the directed synthesis
of multifunctional materials with magneto-optical applications.

Results and discussion
Structural analysis of R/S-1 and R/S-2

Accurately weighed R/S-mandelic acid hydrazide (0.1 mmol,
0.0166 g), 2,5-dihydroxybenzaldehyde (0.1 mmol, 0.0138 g) and
DyCl3·6H2O (0.5 mmol, 0.1885 g) were reacted in the mixed
solvents of methanol and water (0.8 : 0.4 mL) under solvo-
thermal conditions at 80 °C, which gave rise to a light green
bulk crystal R/S-1. Single-crystal XRD (SCXRD) data indicated
that the R/S-1 crystallized in the orthorhombic space group
I222 (Table S1†). The structures of R-1 and S-1 were a pair of
enantiomeric structures and R-1 was discussed in detail. To be
specific, the structure framework of R-1 contains four Dy(III)
ions, eight deprotonated R-(E)-N′-(2,5-dihydroxybenzylidene)-2-
hydroxy-2-phenyl-2λ3-ethanehydrazide (R-(L1)−) ligands, one
bridged anion μ4-O2−, two peripherally free Cl− anions, eight
peripherally free MeOH molecules and twelve peripherally free
H2O molecules. The molecular formula of R-1 was [Dy4(L

1)8
(µ4-O)]·2Cl·xCH3OH·yH2O (R-1: x = 8, y = 12; S-1: x = 3, y = 7)
(Fig. 1a and b). The independent unit of R-1 consists of one
Dy(III) ion and two deprotonated R-(L1)− ligands. First, the two
R-(L1)− ligand units chelated one Dy(III) ion in a crossover
pattern, forming a Dy(L1)2 fragment (Fig. 3a, S-1 shown in
Fig. S1a†). Subsequently, the four Dy(L1)2 units arranged on
the four vertices of the square by an annular arrangement and
are further bridged by an anion μ4-O2− to form a square-
shaped tetranuclear dysprosium cluster R-1 (Fig. 1c and d).
The {Dy/O} nuclei of R-1 exhibited a square arrangement
(Fig. 1e and f). Furthermore, the eight ligands R-(L1)− in the
cluster R-1 exhibited the same coordination pattern: μ2-η1:η1:η2

(Fig. 3b, S-1 shown in Fig. S1b†). All the metal center Dy(III)
ions were in a ninth-coordinated O7N2 coordination environ-
ment by the R-(L1)− ligands and the bridged anion μ4-O2−. The
coordination configuration of the metal center Dy(III) ion was
calculated using SHAPE software to be a capped square anti-
prism (CSAPR-9) (Fig. 3c, S-1 shown in Fig. S1c, and Tables S6
and S7†).39 The structural analysis showed that the bond
lengths between Dy–O and Dy–N in R/S-1 were in the normal
range (Tables S2 and S3†).

When we replaced 2,5-dihydroxybenzaldehyde with 2,3,4-tri-
hydroxybenzaldehyde (0.1 mmol, 0.0154 g), the metal salt was

changed to Dy(OAc)3·4H2O (0.5 mmol, 0.2058 g) under the
same reaction conditions and two yellow bulk crystals R/S-2
were obtained. SCXRD results showed that the clusters R-2 and
S-2 were a pair of enantiomers crystallized in the monoclinic
system I2 space group (Table S1†). Here, the structure of R-2
was discussed in detail. The R-2 was composed of six Dy(III)
ions, three R-deprotonated(E)-2-hydroxy-2-phenyl-N′-(2,3,4-tri-
hydroxybenzylidene)-2λ3-ethanehydrazide (R-(L2)3−) ligands,
one bridged anion μ3-OH−, nine terminally coordinated OAc−,
three terminally coordinated H2O molecules, one peripherally
free H3O

+ ion, six peripherally free MeOH molecules and three
peripherally free H2O molecules. The molecular formula of R-2
was [Dy6(L

2)3(µ3-OH)(OAc)9(H2O)3]·H3O·xCH3OH·yH2O (R-2: x =
6, y = 3; S-2: x = 4, y = 2) (Fig. 2a and b). The smallest asym-
metric unit of R-2 consists of two Dy(III) ions and one deproto-
nated organic ligand R-(L2)3−. Interestingly, we regulated the
position of the hydroxyl coordination sites on the reaction
starting materials. That is, the change from 5-hydroxyl to
3-hydroxyl resulted in more concentrated chelation sites for

Fig. 1 Structure of R/S-1 (a and b); four Dy(L1)2 fragments of R/S-1 (c
and d); and cluster core connection (e and f).
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R-(L2)3−. Therefore, R-(L2)3− can effectively capture two Dy(III)
ions to form a Dy2L

2 template unit at the initial stage of the
reaction (Fig. 3d, S-2 shown in Fig. S1d†). Furthermore, the
added coordination sites of 4-hydroxyl on the R-(L2)3− ligand
can further bridge the Dy2L

2 template unit of another mole-
cule, finally forming a triangular pyramid-shaped hexanuclear
cluster R-2 (Fig. 2c and d). The cluster core {Dy/O} of R-2 con-
tains three Dy2O5 connected by an anion μ3-OH− (Fig. 2e and
f). The three ligands in the cluster R-2 had the same coordi-
nation mode as μ4-η1:η1:η2:η2:η2 (Fig. 3e, S-2 shown in
Fig. S1e†). The metal center Dy(III) ions had two different
coordination environments. The metal center Dy1 was sur-
rounded by an O8N1 coordination environment formed by
R-(L2)3−, OAc− and terminally coordinated H2O molecules and
its coordination configuration was calculated using SHAPE to
be a capped square antiprism (CSAPR-9) (Fig. 3f, S-2 shown in
Fig. S1f†). The Dy2 was surrounded by an O8 coordination
environment formed by R-(L2)3−, OAc− and bridged anion
μ4-O2− and its coordination configuration was biaugmented
trigonal prism (BTPR-8) (Fig. 3g, S-2 shown in Fig. S1g, and
Tables S8 and S9†). The structural analysis showed that the
bond lengths between Dy–O and Dy–N in R/S-2 were in the
normal range (Tables S4 and S5†).

The clusters R/S-1 (Fig. S2a†) and R/S-2 (Fig. S2b†) were two
pairs of enantiomers, so they have similar infrared absorption
peaks. The test results showed that they all have characteristic
absorption peaks including ν(HO–H) of the water molecule,
CvN of the imine group (–CvN–), CvN and CvC of the aro-
matic ring, and C–O of the phenolic hydroxyl group.40 The
thermogravimetric curves of R/S-1 and R/S-2 showed that the
frameworks were stable up to 180 °C, after which they quickly
collapsed. From 35 to 170 °C, the weight loss of R-1 was
13.42%, which corresponds to eight free MeOH molecules and
twelve free H2O molecules (theoretical, 13.09%) (Fig. S3a†).
The weight loss of S-1 was 6.87% from 35 to 170 °C, which

Fig. 2 Structure of R/S-2 (a and b); three Dy2L
2 fragments of R/S-2 (c

and d); and cluster core connection (e and f).

Fig. 3 The asymmetric unit of R-1 (a) and R-2 (d); ligand coordination mode of R-1 (b) and R-2 (e); and coordination polyhedron around the Dy(III)
ions of R-1 (c) and R-2 (f and g).
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corresponds to three free MeOH molecules and seven free H2O
molecules (theoretical, 6.59%) (Fig. S3b†). From 35 to 180 °C,
the weight loss of R-2 was 11.85%, which corresponds to six
free MeOH molecules and four free H2O molecules and three
terminally coordinated H2O molecules (theoretical, 13.25%)
(Fig. S3c†). For the S-2, the weight loss rate was 9.52% over the
range 35–180 °C, which corresponds to the loss of four
free MeOH molecules, three free H2O molecules and three
terminally coordinated H2O molecules (theoretical, 8.69%)
(Fig. S3d†). Powder X-ray diffraction (PXRD) patterns of R/S-1
and R/S-2 (Fig. S4†) agreed well with simulated patterns calcu-
lated from SCXRD data, indicating phase purity in all crystal-
line samples.

As for R/S-1, first, two HL1 ligand molecules captured one
Dy(III) ion, forming the template unit Dy(L1)2. And then four
Dy(L1)2 template units were well-ordered arranged at the four
vertices of the square to form a square-like tetranuclear cluster
R/S-1 by a bridged anion μ4-O2− (Scheme 2a). In the process of
R/S-1 formation, the template unit Dy(L1)2 undergoes a hydro-
lysis-induced annular growth mechanism to form the final
product. When we changed the coordination sites on the alde-
hyde, the original 5-hydroxyl was changed to 3-hydroxyl, which
resulted in more aggregation of the coordination sites on the
ligand. One H3L

2 ligand molecule can capture two Dy(III) ions,
forming the template unit Dy2L

2. Furthermore, the above-men-
tioned multiple template units Dy2L

2 were then bridged by an
anion μ3-OH− to form triangular pyramid-like hexanuclear
clusters R/S-2 (Scheme 2b). In a word, we obtained template
units with different linkages by regulating the coordination
sites of ligands and achieved the manipulation of the annular
growth mechanism to construct chiral lanthanide clusters with
different shapes and linkages.

CD spectra analysis of R/S-1 and R/S-2

The chiral optical activity and enantiomeric characteristics of
clusters R/S-1 and R/S-2 were verified by circular dichroism
(CD) spectra in methanol. The CD signal peaks of the two
enantiomers at a concentration of 0.1 g L−1 in the range of
200–500 nm presented a nearly perfect mirror symmetry

(Fig. 4b and d). The results indicated that R-1 displayed a
strong positive Cotton effect at 242 and 303 nm, a weak posi-
tive Cotton effect at 273 nm and a strong negative Cotton effect
at 221 nm, while S-1 showed opposite signals at the same
wavelength to form a mirror image, indicating that R-1 and S-1
were a pair of enantiomers. The CD signals of R/S-2 were
different from those of the R/S-1 due to the significant differ-
ence in self-assembled structure. The R-2 exhibited a strong
positive Cotton effect at 354 nm and 273 nm, a weak negative
Cotton effect at 240 nm and a strong negative Cotton effect at
215 nm, while S-2 showed opposite signals at the same wave-
length, confirming that the R-2 and S-2 were a pair of enantio-
mers. In combination with the absorption spectrum analysis,
the R/S-1 had three strong absorption peaks at 380 nm,
288 nm and 256 nm, which were attributed to the n–π* tran-
sition of the imino group on the ligands and the π–π* tran-
sition of the aromatic group (Fig. 4a). The R/S-2 had a strong
absorption peak at 364 nm, which was attributed to the n–π*
transition of the imino group and the π–π* transition of the
aromatic group, while a weak shoulder peak at 271 nm was
attributed to the π–π* transition on the ligands (Fig. 4c).41,42

Magnetic analysis of clusters R/S-1 and R/S-2

The variable-temperature molar magnetic susceptibility of
clusters R/S-1 and R/S-2 was measured from 300 K to 2 K
under an external dc magnetic field of 0.1 T.43–47 The χmT
values of clusters R-1, S-1, R-2 and S-2 were 55.17, 55.95, 85.13
and 85.96 cm3 mol−1 K at 300 K, respectively, which were close
to expected values (6H15/2, S = 5/2, g = 4/3, J = 15/2, L = 5)
(Fig. S5a, S8a, S5b and S8b†). The χmT values of clusters R-1
and S-1 reached minimum values of 46.69 cm3 mol−1 K and
50.92 cm3 mol−1 K at 14 K, which can be attributed to the
thermal depopulation of the excited Stark sublevels of Dy(III)
ions. Then the R-1 increased to 49.75 cm3 mol−1 K and the S-1
reached 53.94 cm3 mol−1 K at 2 K, which can be attributed to a

Scheme 2 Schematic diagrams of growth mechanisms of the R/S-1 (a)
and R/S-2 (b).

Fig. 4 The UV-vis absorption spectra of clusters R/S-1 (a) and R/S-2 (c).
CD spectra of clusters R/S-1 (b) and R/S-2 (d).
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weak ferromagnetic interaction. For the R-2 and S-2, the χmT
values decreased and reached the minimum values of
42.44 cm3 mol−1 K and 44.37 cm3 mol−1 K at 2 K, which was
likely due to the presence of intermolecular weak antiferro-
magnetic coupling. The magnetization versus magnetic field
plots of clusters R/S-1 and R/S-2 in the applied field of 0–7 T
and temperature range of 2–5 K, respectively. The magnetiza-
tion of clusters R-1, S-1, R-2 and S-2 was 18.92, 17.75, 27.16
and 34.23Nβ, respectively. The nonoverlapping M versus HT−1

graph revealed the existence of significant magnetic anisotropy
which may be attributed to the strong crystal field effect
(Fig. S5c, S8c, S5d and S8d†). Furthermore, the hysteresis
loops of clusters R-1, S-1, R-2 and S-2 were not obvious at 2 K
which may be caused by the strong quantum tunneling effect
of Dy(III) ions (Fig. S6a, S9a, S6b and S9b†).

To further study the magnetic relaxation dynamics of clus-
ters R/S-1 and R/S-2, we conducted alternating current (AC)
magnetization under zero dc field at different temperatures in
the frequency range of 10–999 Hz. The results indicated that
the in-phase (χ′) and out-of-phase (χ″) AC susceptibilities of R-1
and S-1 had obvious frequency and temperature dependence,
which confirmed that R-1 and S-1 showed slow magnetic relax-
ation behavior. Also the out-of-phase signal had a distinct
peak of R-1 and S-1, and with the increase of frequency, the
peak gradually shifted to the high temperature region, which
was a typical feature of SMMs (Fig. 5a and S10a†). The field-
dependence of magnetic dynamics was monitored at 2 K
(Fig. S11a and S11b†) for R-1 and S-1, respectively. The field-
dependence of the relaxation time τ indicates that the relax-

ation rate decreases to a minimum under the applied dc field
of 1000 Oe (Fig. S11c and S11d†). Therefore, 1000 Oe was
selected as an optimum external dc field for further measure-
ments of R-1 and S-1. We found that the quantum tunneling
effect can be suppressed. Both in-phase and out-of-phase
signals of clusters R-1 and S-1 showed obvious peaks
(Fig. S11e and S11f†). For the R-2 and S-2, only a slight fre-
quency-dependent behavior was observed, and no obvious
peak was observed with the decreasing temperature, which
might be caused by the fast quantum tunneling effect of the
clusters R-2 and S-2 at low temperature (Fig. 5c and S13a†).
When a certain external field was applied, the quantum tun-
neling effect might be suppressed. Therefore, the R-2 and S-2
were tested under 1000 Oe external dc field. In order to study
the magnetic behavior of R-2 and S-2 under 1000 Oe dc fields,
the in-phase and out-of-phase AC susceptibilities were plotted
as a function of temperature (χ′/χ″ vs. T ) (Fig. S7a and S13b†) and
frequency (χ′/χ″ vs. v), respectively (Fig. S7b and S7c†). The results
showed that the in-phase and out of phase only showed slight
frequency dependence, no peak. Although an external field of
1000 Oe was applied, the experimental results showed that the
in-phase and out of phase signals of R-2 and S-2 were not signifi-
cantly different from under zero field, confirming that R-2 and
S-2 had no field effect, and only exhibited frequency-dependent
behavior.

To explore the relaxation process of R-1 and S-1, the Cole–
Cole diagram between 2 K and 12 K was fitted and the fitting
values were basically consistent with the generalized Debye
model. The R-1 and S-1 presented two semicircular shapes,

Fig. 5 Temperature-dependent χ’ and χ’’ AC susceptibilities under 0 Oe dc fields for R-1 (a) and R-2 (c); and Cole–Cole plots for R-1 (b) and R-2 (d).
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exhibiting double relaxation processes, namely the fast relax-
ation phase (FR, with a relatively short relaxation time) and the
slow relaxation phase (SR, with a relatively long relaxation
time) (Fig. 5b and S10b†).29,48 The ln(τ/s) vs. T−1 curve for the
cluster R-1 was also plotted from these fitting results. The
temperature-dependent relaxation time was analyzed by
assuming the thermal activation process according to the
Arrhenius law τ = τ0 exp(Ueff/kBT ). At high temperatures, we
applied an Orbach relaxation process (τ−1 = τ0

−1 exp(−Ueff/kBT )
to best fit obtained Ueff = 28.66 K, τ0 = 1.01 × 10−5 s for the FR
phase (Fig. 6a) and Ueff = 24.36 K, τ0 = 1.02 × 10−4 s for the SR
phase (Fig. 6b), respectively. In addition, in order to adapt to a
larger temperature range, the fitting process should include
multiple relaxation processes, such as the Orbach process
(τ0

−1 exp(−Ueff/kBT )), Raman (CTn), direct relaxation process
(AHmT ) and quantum tunneling process (QTM); the direct
relaxation process can be ignored for the slow relaxation beha-
viors at zero field. So, we considered multinomial relaxation
processes (τ−1 = τ0

−1 exp(−Ueff/kBT ) + τQTM
−1 + CTn) to fit R-1

over all of the temperatures, and we obtained Ueff = 43.52 K,
τ0 = 3.71 × 10−6 s for the FR phase (Fig. 6a) and Ueff = 30.91 K,
τ0 = 6.90 × 10−5 s for the SR phase (Fig. 6b), respectively.49,50

The Cole–Cole plots for the R-2 at 0 Oe and 1000 Oe dc fields
are shown in Fig. 5d and S7d;† since the R-2 had no field
effect, it cannot be fitted. Magnetic analysis showed that R-1
had more obvious SMM behavior than R-2. The ln(τ/s) vs. T−1

curve for the cluster S-1 is shown in Fig. S12a and S12b.†

Conclusion

In summary, we induced the formation of template units with
different linkages through the change of hydroxyl coordination
sites at different positions on the ligands and realized the
directional construction of two pairs of chiral lanthanide clus-
ters R/S-1 and R/S-2 with different shapes and magnetic pro-

perties by hydrolysis manipulating the annular growth mecha-
nism. The template unit formed in the initial stage of the reac-
tion is crucial for the design and synthesis of chiral clusters.
Two HL1 ligands co-chelate one Dy(III) ion to form a mono-
nuclear template unit Dy(L1)

2. The above template units are
pulled by a bridge anion μ4-O2− and assembled to form
square-shaped clusters R/S-1 through the annular growth
mechanism. The change of the hydroxyl coordination sites
enables the H3L

2 ligand to capture two Dy(III) ions and to form
the template unit Dy2L

2. The above three Dy2L
2 are assembled

along the annular arrangement by the traction of the bridge
anion μ3-OH− to form triangular pyramidal hexanuclear clus-
ters R/S-2. Magnetic studies showed that the chiral clusters R-1
and S-1 exhibited obvious single-molecule magnet behavior
with double relaxation behavior under zero dc field. To the
best of our knowledge, this is one of the rare examples of
chiral lanthanide clusters with double relaxation behavior. The
R-2 and S-2 have distinct frequency-dependent behavior under
zero dc field. This work provides a vivid example for the design
and synthesis of chiral lanthanide clusters, and for the first
time, the self-assembly process is regulated by the design of
coordination sites to induce the formation of chiral lanthanide
clusters with different shapes. Furthermore, this work opens a
door for the directional construction of specific chiral clusters,
which opens a new horizon for the design and synthesis of
multifunctional materials with magneto-optical applications.
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