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Syntheses, structures and magnetic properties
of the lanthanide complexes of the pyrimidyl-
substituted nitronyl nitroxide radical†

Jian Wang,a Hao Miao,a Zhao-Xin Xiao,a Yan Zhou,a Lin-Dan Deng,a

Yi-Quan Zhang*b and Xin-Yi Wang *a

Four 2p–4f LnIII-radical complexes, [(NIT-2-Pm)Ln(hfac)3]·0.5C7H16 (NIT-2-Pm = 2-pyrimidyl-4,4,5,5-

tetramethyl-4,5-dihydro-1H-imidazol-1-oxy-3-oxide, hfac = hexafluoroacetylacetonato, Ln = Tb (1),

Dy (2), Ho (3) and Er (4)), and four 4f–2p–4f LnIII-radical-LnIII complexes, [(μ-NIT-2-Pm)Ln2(hfac)6
(H2O)2]·0.5C7H16 (Ln = Tb (5), Dy (6), Ho (7) and Er (8)) have been synthesized and characterized struc-

turally and magnetically. These compounds can be selectively obtained by controlling the reaction ratio

of Ln(hfac)3·2H2O to the radical ligand NIT-2-Pm. The crystal structures show that in the former four

complexes 1–4, the NIT-2-Pm radical acts as a terminal bidentate ligand chelating to one LnIII ion, while

in 5–8, the NIT-2-Pm acts as a bridging ligand linking two LnIII ions to form a binuclear three-spin

system. Magnetic studies revealed that complexes 1–4 and 6 show frequency-dependent ac magnetic

susceptibilities, suggesting a possible single-molecule magnet behavior. To the best of our knowledge,

complexes 3 and 4 are the first Ho-NIT and Er-NIT compounds showing slow magnetic relaxation.

Compounds 5–8 represent a rare family of compounds showing the NIT bridged 4f–2p–4f three-spin

motif, while complex 6 is a rare NIT bridged multinuclear lanthanide compound possessing SMM-like

behaviour. Ab initio calculations were performed on all these complexes. The fitting of the magnetic

susceptibilities of these compounds suggests weak antiferromagnetic coupling between the LnIII and NIT

radical in 1–8 and weak ferromagnetic LnIII–LnIII interactions in 5–8.

Introduction

Molecular nanomagnets including single-ion magnets (SIMs),
single-molecule magnets (SMMs), and single-chain magnets
(SCMs) have been extensively studied in the field of molecular
magnetism.1–3 For all these systems with slow magnetic relax-
ation, magnetic anisotropy plays a dominant role and deter-
mines the height of the relaxation barrier (Ueff ) and the
blocking temperature (TB). In this sense, lanthanide ions
of unquenched orbital moment and strong spin–orbit
coupling, especially heavy lanthanide ions such as terbium(III),

dysprosium(III), holmium(III), and erbium(III), are of special
interest for the construction of high performance molecular
nanomagnets. Thus, lanthanide-containing nanomagnets have
dominated the recent developments in molecular magnetism.4

For example, lanthanide-based SIMs have provided very high
energy barriers near or above 1000 cm−1, and very high block-
ing temperatures close to 60 K.5 In multinuclear SMMs,
N2

3− radical bridged Ln2 systems exhibit very strong magnetic
coupling between the lanthanides and also very high blocking
temperatures.6a,b In addition, lanthanide clusters also provide
ideal systems to study the single-molecule toroics system.6c

On the other hand, the ability of many organic radicals,
such as verdazyls,7a–d thiazyls,7e–h selenazyls,7f reduced forms
of bipyrimidine7i and tetra-2-pyridinylpyrazine,7j and nitronyl
nitroxides,7k,l to coordinate or even bridge the metal centers
makes them very valuable to many developments in molecular
magnetism, such as high Tc magnets,8 high TB SMMs,6,9

SCMs10–12 and so on. Among all these organic radicals, nitro-
nyl nitroxide radicals (2-(R)-4,4,5,5-tetramethyl-4,5-dihydro-1H-
imidazol-1-oxy-3-oxide, NITR) are the most widely studied
because of their great stability and ease of chemical modifi-
cation.13 In molecular nanomagnets, the use of NITRs has also
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been proved to be a very successful strategy.9–14 In fact, the
first SCM was reported in a CoII-NITR system,10 where the
strong magnetic interaction transmitted by the NITR and the
magnetic anisotropy of the cobalt center are both responsible
for the observed SCM behaviour. Along this line, Ishida and
co-workers prepared another Co(II)-NITR chain compound
with slow magnetic relaxation and a very high coercive field of
HC = 52 kOe at 6 K.11 In addition, a similar SCM based on
Co(II)-NITR reported by Vaz et al. also shows slow magnetic relax-
ation behaviour with a high blocking temperature (TB = 13.2 K)
and a very high coercive field of 49 kOe at 4.0 K.12 Besides this
success of NITRs for the construction of SCMs, these stable
radicals are also of great importance for the construction of
heterospin clusters with two or three different spin centers,
such as p–d, p–f, and p–d–f derivatives, which may behave as
SMMs if strong magnetic anisotropy is present.9b,14,15

Despite the great success of the NITRs in constructing
SCMs, NITR bridged SMMs are quite scarce. In fact, the first
NIT-containing SMM, a cyclic four-spin DyIII dimer, was not
reported until 2007,16 6 years after the report of the first
SCM.10 After that, the reports of the NITR containing SMMs
are still limited to a handful of examples, most of which are
DyIII or TbIII NITR compounds.17–21 In addition, for most of
the reported NITR containing SMMs,9 the radical part of the
NITR ligands (O–N–C–N–O unit) does not serve as bridges
between the metal centers, except for a Dy-NIT compound
from Tian’s group22 and the compound (NIT-2-Pm)Co2(hfac)4
reported by some of us very recently.23a Interestingly, the bis-
bidentate character of the NIT-2-Pm ligand (Fig. 1) is believed
to be of crucial importance for the construction of NIT
bridged Co2 compounds. Despite the apparent success of
using the NIT-2-Pm ligand for the construction of NIT bridged
Co2 compounds, the energy barrier of the resulting SMM is
still quite low and an external dc field is needed to suppress
the QTM (quantum tunnelling of magnetization) effect.
Systems of a larger ground state and larger magnetic an-
isotropy are still required for the preparation of better perform-
ance SMMs based on the NIT-2-Pm radical ligand.

Given the great success of radical bridged lanthanides in
the preparation of high Ueff SMMs such as Ln2 systems
bridged by the N2

3− radical6a,b and also the reduced form of

bipyrimidine7i and tetra-2-pyridinylpyrazine,7j we aimed at the
preparation of NIT-2-Pm bridged lanthanide compounds. In
fact, for the NITR-Ln3+ compounds containing three spin
centers, 2p–4f–2p is the mostly observed spin arrangement,
where the 2p spins interact with the 4f spin and with each
other through the 4f center.4,23b However, NIT bridged lantha-
nide compounds with the 4f–2p–4f spin arrangement are very
limited. To the best of our knowledge, there is only one recent
report on the NIT bridged 4f–2p–4f tri-spin unit for Gd3+, Tb3+,
and Dy3+ ions. As for the Ho3+ and Er3+ centers, NIT radical
coordinated compounds are also relatively scarce compared to
those containing other Ln3+ centers such as Gd3+, Tb3+, and
Dy3+ ions.23c–h Actually, to the best of our knowledge, we
noticed that there are no NIT bridged Ho3+ and Er3+ com-
pounds with the 2p–4f–2p spin arrangement in the literature.
In this sense, the current ligand NIT-2-Pm is of great interest
as it can act as a bis-bidentate ligand between two metal
centers. Herein we reported the syntheses, structures, and
magnetic properties of a series of Ln-NIT-2-Pm compounds,
namely [(NIT-2-Pm)Ln(hfac)3]·0.5C7H16 (Ln = Tb (1), Dy (2), Ho (3),
Er (4)) and [(μ-NIT-2-Pm)Ln2(hfac)6(H2O)2]·0.5C7H16 (Ln = Tb (5),
Dy (6), Ho (7), Er (8)). In compounds 1–4, the NIT-2-Pm ligand
acts as a terminal ligand, resulting in the mononuclear 4f–2p
two-spin system, while in compounds 5–8, the NIT-2-Pm
bridges two lanthanide centers leading to a binuclear 4f–2p–4f
three-spin system. Moreover, compounds 1–4 and 6 exhibit
frequency-dependent ac magnetic susceptibilities, indicating
slow magnetic relaxation and the SMM behaviour. To the best
of our knowledge, complexes 3 and 4 are the first Ho-NITR
and Er-NITR SMMs with slow magnetic relaxation. Complexes
7 and 8 are the first NIT bridged Ho3+ and Er3+ compounds. In
addition, ab initio calculations were performed to investigate
the local magnetic anisotropy and the magnetic exchange
interactions between the 4f and 2p spin centers.

Experimental section
Physical measurements

IR data were obtained on KBr pellets using a Bruker Vector 27
FT-IR spectrometer in the 4000–400 cm−1 range. Elemental
analyses for C, H, and N were performed using an Elementar
Vario MICRO analyzer. Magnetic susceptibility measurements
were performed using a Quantum Design SQUID VSM magne-
tometer on the ground single crystals embedded in eicosane
for all compounds. Direct current (dc) measurements were
conducted from 300 to 2 K under an external magnetic field of
1000 Oe. The field dependences of the magnetization were
measured at 2 K with a dc magnetic field between 0 and 7 T.
All magnetic data were corrected for the sample holders, the
eicosane and for the diamagnetic contribution of the samples.

Materials and syntheses of compounds 1–8

All preparations and manipulations were performed under
aerobic conditions. The solvents were commercially purchased
and used as received. The NIT-2-Pm was synthesized followingFig. 1 The structure of NIT-2-Pm.
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a published method.23 The starting material Ln(hfac)3·2H2O
was synthesized according to the methods in the literature.24

Syntheses of complexes [(NIT-2-Pm)Ln(hfac)3]·0.5C7H16

(Ln = Tb (1), Dy (2), Ho (3), Er (4)). A solution of
Ln(hfac)3·2H2O (82.0 mg, 0.1 mmol) in 25 mL of dry boiling
n-heptane was heated to reflux for 5 hours and then cooled to
80 °C. Then 20 mL of CHCl3 solution of NIT-2-Pm (23.5 mg,
0.1 mmol) was added with stirring for 30 min. The solution was
cooled to room temperature, filtered and left undisturbed. Purple
single crystals of 1–4 suitable for X-ray diffraction were obtained
after 3 days. The crystals were filtered off, washed with n-heptane
and dried in air. Yield: ca. 50%. IR data (KBr, cm−1) for 1:
3146(m), 2342(m), 1671(s), 1417(s), 1234(s), 1217(s), 1120(s),
812(m), 645(m), 516(m); 2: 3036(m), 2325(m), 1646(s), 1477(s),
1284(s), 1257(s), 1140(s), 822(m), 604(m), 591(m); 3: 3236(m),
2345(m), 1646(s), 1357(s), 1294(s), 1201(s), 1120(s), 803(m),
624(m), 546(m); 4: 3116(m), 2345(m), 1656(s), 1456(s), 1232(s),
1205(s), 1180(s), 827(m), 648(m), 599(m). Elemental analysis (%)
calculated for 1 (C29.5H26F18N4O8Tb1): C, 33.26; H, 2.46; N, 5.26.
Found: C, 33.35; H, 2.51; N, 5.29; 2 (C29.5H26Dy1F18N4O8):
C, 33.14; H, 2.45; N, 5.24. Found: C, 33.21; H, 2.48; N, 5.23;
3 (C29.5H26F18Ho1N4O8): C, 33.07; H, 2.45; N, 5.23. Found:
C, 33.13; H, 2.39; N, 5.33; 4 (C29.5H26Er1F18N4O8): C, 33.00;
H, 2.44; N, 5.22. Found: C, 32.95; H, 2.41; N, 5.29.

Syntheses of complexes [(μ-NIT-2-Pm)Ln2(hfac)6(H2O)2]·
0.5C7H16 (Ln = Tb (5), Dy (6), Ho (7), Er (8)). Complexes 5–8
were synthesized also as purple single crystals in a way
similar to that of complexes 1–4, except that the ratio of
Ln(hfac)3·2H2O to NIT-2-Pm was changed from 1 : 1 to 1 : 2.
Yield: ca. 45%. IR data (KBr, cm−1) for 5: 3116(m), 2325(m),
1636(s), 1452(s), 1274(s), 1211(s), 1151(s), 825(m), 648(m),
536(m); 6: 3224(m), 2337(m), 1652(s), 1493(s), 1268(s), 1215(s),
1141(s), 805(m), 623(m), 581(m); 7: 3125(m), 2346(m), 1654(s),
1499(s), 1257(s), 1212(s), 1132(s), 811(m), 626(m), 581(m);
8: 3024(m), 2387(m), 1688(s), 1458(s), 1212(s), 1253(s), 1143(s),
8531(m), 663(m), 546(m). Elemental analysis (%) calculated
for 5 (C44.5H33N4O16F36Tb2): C, 28.41; H, 1.77; N, 2.98.
Found: C, 28.49; H, 1.73; N, 3.01; 6 (C44.5H33Dy2N4O16F36):
C, 28.30; H, 1.74; N, 2.97. Found: C, 28.41; H, 1.77; N, 2.91;
7 (C44.5H33Ho2N4O16F36): C, 28.23; H, 1.76; N, 2.96. Found:
C, 28.31; H, 1.79; N, 3.01; 8 (C44.5H33Er2N4O16F36): C, 28.16;
H, 1.75; N, 2.95. Found: C, 28.23; H, 1.73; N, 2.94.

X-ray data collection and structure refinement

The X-ray data of 1–8 were collected on a Bruker APEX II or D8
diffractometer with a CCD area detector (Mo-Kα radiation, λ =
0.71073 Å). The APEX II program was used to determine the
unit cell parameters and for data collection. The data were
integrated using SAINT25 and SADABS.26 The structures for all
eight compounds were solved by direct methods and refined
by full-matrix least-squares based on F2 using the SHELXTL
program.27 All non-hydrogen atoms were refined anisotropi-
cally by the SHELXTL program and all hydrogen atoms were
refined by the riding mode. The fluorine atoms in complexes
1–8 are disordered in two positions. Furthermore, the atoms
C31 and C37 in complex 7 are also disordered in two positions,

each with a site occupancy of 0.5. Since the highly disordered
solvent molecules (0.5 n-heptane per asymmetric unit) in 1–8
are difficult to model, their contribution of electron densities
were removed using the SQUEEZE routine in PLATON. The
final chemical formulae of 1–8 were obtained from elemental
analysis. The details of the data collections and structural
refinement parameters are provided in Table 1. Selected bond
lengths and bond angles are listed in Tables S1 and S2.†

Results and discussion
Synthesis

In most of the coordination compounds containing the NITR
ligands, the counter anions are usually strong electron with-
drawing groups, such as hfac and so on. This is due to the gen-
erally very weak Lewis base character of the O atoms of the
NITR compounds, making the coordination of the NITR
ligands to the metal centers very weak. Therefore, a strong
electron withdrawing group is used to increase the acidity of
the metal centers. On the other hand, other coordination
groups can be planted in the R group of the NITR ligand, and
the whole ligand can use multiple coordination sites to chelate
the metal centers. From this point of view, our new ligand
NIT-2-Pm with a pyrimidine group can function as a bis-biden-
tate ligand such as the widely studied 2,2′-bipyrimidine ligand.
Most interestingly, not only can this ligand coordinate to one
metal center, but it is also able to bridge two metal centers
using the radical part due to its similar geometry to 2,2′-bipyr-
imidine. Using this ligand, we reported two new cobalt com-
plexes.23 Depending on the ratio of the ligand to the cobalt
ion, this ligand can act as either a terminal or a bridging
ligand, leading to a mononuclear two-spin Co-NIR compound
or an NIT bridged binuclear three-spin Co-NIT-Co compound.
Similarly, the reaction of this ligand to the lanthanide ions
leads to the separation of two different Ln-NIT complexes, the
mononuclear two-spin Ln-NIT complexes 1–4 and binuclear
three-spin Ln-NIT-Ln complexes 5–8. The experimental PXRD
patterns of 1–8 (Fig. S1–S8†) are in good agreement with their
simulated spectra, indicating their phase purities and also the
controllable syntheses of these materials by changing the mole
ratio of the Ln3+ to the NIT-2-Pm ligand. These results
prompted us to synthesize lanthanide complexes of higher
nuclearity and dimensionality. However, due to the presence
of three hfac anions occupying the available coordination sites
of the Ln3+ ions, no extended structures were obtained under
our current reaction conditions. Attempts along this direction
using lanthanide starting materials with weakly coordinated
anions such as LnCl3 and similar NITR ligands with more elec-
tron donating ability are now actively tried in our group.

Crystal structure descriptions

The crystal structures of all eight compounds have been solved
by single crystal X-ray diffraction. Complexes 1–4 are isostruc-
tural and crystallize in the monoclinic space group P21/n.
Using the program SHAPE 2.1,28 the continuous shape
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Table 1 Crystallographic data and structure refinement parameters for compounds 1–8

Complex 1Tb 2Dy 3Ho 4Er 5Tb 6Dy 7Ho 8Er

Formula C29.5H26F18N4O8Tb C29.5H26F18N4O8Dy C29.5H26F18N4O8Ho C29.5H26F18N4O8Er C44.5H33F36N4O16Tb2 C44.5H33F36N4O16Dy2 C44.5H33F36N4O16Ho2 C44.5H33F36N4O16Er2
Formula
weight

1065.46 1069.04 1071.47 1073.80 1881.59 1888.75 1893.61 1898.27

T/K 296 296 296 296 296 296 296 296
Crystal
system

Monoclinic Monoclinic Monoclinic Monoclinic Monoclinic Monoclinic Monoclinic Monoclinic

Space
group

P21/n P21/n P21/n P21/n C2/c C2/c C2/c C2/c

a/Å 16.4875(7) 16.4805(5) 16.467(3) 16.4699(19) 27.622(3) 27.5783(9) 27.5064(15) 27.4821(7)
b/Å 12.5863(6) 12.7254(4) 12.566(2) 12.4439(15) 24.365(3) 24.3847(8) 24.3120(13) 24.3232(7)
c/Å 21.1614(9) 20.9746(6) 21.111(4) 21.111(3) 23.015(4) 23.0032(7) 22.9255(12) 22.9210(6)
α/deg 90.00 90.00 90.00 90.00 90.00 90.00 90.00 90.00
β/deg 109.531(1) 109.770(0) 109.392(2) 109.655(2) 122.396(1) 122.293(1) 122.340(1) 122.310(0)
γ/deg 90.00 90.00 90.00 90.00 90.00 90.00 90.00 90.00
V/Å3 4138.7(3) 4139.4(2) 4120.7(13) 4074.5(8) 13079(3) 13076.7(7) 12953.1(12) 12949.2(6)
Z 4 4 4 4 8 8 8 8
F(000) 2088 2092 2096 2100 7280 7296 7312 7328
Collected
refl.

27 206 32 855 27 669 27 028 57 842 44 339 44 034 44 046

Unique
refl.

9499 12 151 9889 9428 15 039 15 007 14 867 14 877

Rint 0.0257 0.0237 0.0241 0.0220 0.136 0.0252 0.0449 0.0368
R1

a/wR2
b (I

> 2σ(I))
0.0346, 0.1079 0.0293, 0.0771 0.0351, 0.1179 0.0380, 0.1324 0.0742, 0.2378 0.0278, 0.0626 0.0418, 0.1104 0.0402, 0.1124

GOF 1.066 1.021 1.056 1.032 1.050 1.036 1.046 1.016

a R1 = ∑||Fo| − |Fc||/∑|Fo|.
bwR2 = {∑[w(Fo

2 − Fc
2)2]/∑[w(Fo

2)2]}1/2.
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measures (CShM’s) of the LnIII centres relative to the ideal
square antiprism were calculated to be 1.119, 1.292, 1.179 and
1.175 for 1–4, respectively (Table S3†). As depicted in Fig. 2,
the Ln3+ metal ion is eight-coordinated in a square antiprism
symmetry completed by one NIT-2-Pm radical and three hfac
anions (Fig. 2). The ligand NIT-2-Pm behaves as a terminal
bidentate chelating ligand coordinated to the Ln3+ ion through
one O atom of nitronyl nitroxide (O1) and one nitrogen atom
of pyrimidyl (N3) on the same side, while the oxygen and nitro-
gen atoms on the other side remain uncoordinated. The co-
ordinated N–O bond lengths of the nitronyl nitroxide radical

moiety are 1.305(5), 1.302(3), 1.303(5) and 1.305(5) Å, which
are longer than those of the uncoordinated ones (1.257(6),
1.252(4), 1.250(6) and 1.262(5) Å, for 1–4, respectively). The
Ln–O1 distances are 2.306(3), 2.302(2), 2.281(3) and 2.270(3) Å,
and the Ln–N3 bond lengths are 2.632(4), 2.618(3), 2.614(4)
and 2.595(4) Å for 1–4, respectively. These bond distances are
comparable to those reported in other similar lanthanide pyri-
dine-substituted radical compounds.29 And the gradual
decrease of the bond lengths from 1 to 4 is consistent with the
lanthanide contraction.

Complexes 5–8 are also isostructural and crystallize in the
monoclinic space group C2/c. As depicted in Fig. 3 and
Fig. S9,† the crystal structure consists of one NIT-2-Pm ligand,
two crystallographic independent Ln(hfac)3 fragments, two co-
ordinated H2O molecules and half a n-heptane molecule.

Although they are crystallographically different, the two
LnIII ions are of very similar coordination environments. Both
ions are nine-coordinated in either a distorted tricapped trigo-
nal prism or capped square antiprism (see CShMs in
Table S4†) with one O atom from the nitroxide group from the
NIT-2-Pm ligand, one N atom from the same radical ligand, six
O atoms from three hfac anions and one O atom from the
coordination H2O molecule. The bond lengths and bond
angles involving the LnIII ions (Table S2†) are all in the normal
range for similar lanthanide NIT radical compounds. Different
from the situation in complexes 1–4, the NIT-2-pm ligand uses
all four coordination atoms to bridge two lanthanide ions,
where the NO bond lengths are relatively close to each other
(around 1.26 and 1.29 Å). This bridging mode of the NIT-2-Pm
ligand is very close to the situation in the previously reported

Fig. 2 (a) Simplified view of the structure of 1–4. All fluorine and
hydrogen atoms were omitted for clarity; (b) polyhedral representation
of the Ln(III) core (Ln = Tb for 1, Dy for 2, Ho for 3 and Er for 4); and (c)
ORTEP view of the asymmetric unit of [(NIT-2-Pm)Tb(hfac)3] with
thermal ellipsoids at 30% probability.

Fig. 3 Top: Simplified view of the structure of 5–8. All fluorine and
hydrogen atoms were omitted for clarity. Bottom: polyhedral represen-
tation of the Ln(III) core. (Ln = Tb for 5, Dy for 6, Ho for 7 and Er for 8).
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Co2 complex,23 and is desired for the construction of high
nuclear complexes. Structurally, although there have been a
number of one-dimensional Ln3+-NIT compounds containing
the “4f–2p–4f” unit, the NIT radical bridged 4f–2p–4f binuclear
three-spin compounds have been very scarcely reported in the
literature.15 In fact, most of the lanthanide-NIT zero-dimen-
sional molecular compounds are either 2p–4f mononuclear
two-spin compounds18a,19c,21a,b,29,30b or 2p–4f–2p three-spin
compounds.20,30a,31 There is only one recent report containing
the NIT bridged 4f–2p–4f three-spin complexes for Gd3+, Tb3+,
and Dy3+ ions and no such compound has been reported for
the Ho3+ and Er3+ centers.22 Therefore, compounds 5–8 rep-
resent a rare family of compounds showing the NIT bridged
4f–2p–4f three-spin motif and would be of help for the further
construction of the NIT bridged lanthanide compounds of
higher nuclearity and higher dimensionality.

Magnetic properties

The magnetic susceptibilities for the finely ground single crys-
tals of all eight compounds were measured as a function of
temperature from 300 to 2 K, at an applied dc field of 1000 Oe
(Fig. 4 and 5). The experimental χMT and magnetization (M)
values were calculated according to the Ln-radical repeating
units for complexes 1–4 and Ln-radical-Ln units for 5–8. At
300 K, the values of χMT are 11.30, 14.81, 14.58, and 13.84
cm3 mol−1 K for 1–4, respectively. These values correspond to
the expected values (12.20, 14.55, 14.45 and 11.86 cm3 mol−1 K)
for one uncoupled LnIII ion (7F6 and g = 3/2 for TbIII, 6H15/2

and g = 4/3 for DyIII, 5I8 and g = 2 for HoIII and 4I15/2 and g =
3/2 for ErIII) and one radical (S = 1/2, g = 2). We noticed that the
difference between the experimental and expected χMT values
of compound 4 is large. We are not sure about the reason for
this observation. Upon cooling, the χMT values of all four com-
plexes monotonously decrease down to 2 K, reaching the
minimum value of 8.56, 12.66, 9.22, and 8.13 cm3 mol−1 K for
1–4 at 2 K (Fig. 4). This behaviour is probably due to the

thermal depopulation of the LnIII Stark sublevels and possible
antiferromagnetic interaction between the NIT and LnIII ions.

For compound 5, the χMT value at 300 K is 20.11 cm3 mol−1 K,
which is somewhat smaller than the theoretical value of
23.98 cm3 mol−1 K expected for two non-interacting TbIII ions
plus one radical. Upon cooling, χMT decreases smoothly to
reach 19.45 cm3 mol−1 K at 30 K, and then increases gradually
to 20.63 cm3 mol−1 K at 2.5 K, followed by a further decrease
to 20.58 cm3 mol−1 K at 2.0 K (Fig. 5). This “down-up-down”
pathway of the χMT versus T curve may indicate the existence of
ferromagnetic coupling. However, this is also possible for the
antiparallel alignment of Tb(↑)-radical(↓)-Tb(↑) with a large
ground state, combining with the depopulation of the LnIII MJ

states.
As for compound 6, the χMT value at 300 K is 32.21

cm3 mol−1 K, higher than the expected 28.72 cm3 mol−1 K for
one radical and two DyIII ions. The χMT curve increases very
slightly to achieve a maximum at 100 K with the value of
33.08 cm3 mol−1 K. Then, the χMT value decreases smoothly to
31.12 cm3 mol−1 K at 9.0 K, followed by a further increase to
32.77 cm3 mol−1 K at 2 K (Fig. 5). This behaviour of the
χMT versus T curve indicates the existence of weak ferro-
magnetic interaction between the spin carriers in complex 6.
However, this ferromagnetic interaction could come from
either the magnetic coupling between the radical and DyIII

ions or between the DyIII centers.
Compared to complexes 5 and 6, the situation for the

radical bridged binuclear complexes 7 and 8 is much simpler:
their χMT versus T curves decrease monotonously upon cooling
down to 2 K, reflecting the possible crystal field effect of HoIII

and ErIII ions and/or the antiferromagnetic coupling between
the spin carriers. At room temperature, the χMT values are
29.00 and 21.84 cm3 mol−1 K for 7 and 8, respectively, which
are reasonably close to the expected values (Ho: 28.52 cm3

mol−1 K; Er: 23.34 cm3 mol−1 K) for two LnIII and one
uncoupled radical.

Fig. 4 Dc magnetic susceptibility data of 1–4 measured at 1 kOe. The
solid lines are the fitting curves as described in the paper.

Fig. 5 Dc magnetic susceptibility data of 5–8 measured at 1 kOe. The
solid lines are the fitting curves as described in the paper.
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The field dependent magnetizations for the eight com-
plexes determined at 2.0 K in the range of 0–70 kOe (Fig. 6)
exhibit a rapid increase at low fields followed by a more
gradual but continuous increase to 4.73, 6.21, 6.47, 5.06, 9.58,
13.21, 11.02, 10.40Nβ, respectively. The values are far from
saturation (1Nβ for each organic radical and 9, 10, 10, 9Nβ for
one TbIII, DyIII, HoIII, ErIII ion, respectively), which can be
attributed to the magnetic anisotropy of the LnIII ions in com-
pounds 1–8 and/or low lying excited states in the systems. No
hysteresis effects were observed for all complexes at this
temperature.

To probe the spin dynamics of magnetization, alternating
current (ac) magnetic susceptibility measurements were per-
formed for the eight complexes at zero dc field or under a dc
field of 1000 Oe. No observable out-of-phase ac signals can be
detected for complexes 5, 7, and 8 even under an applied dc
field (Fig. S16–S21†), ruling out the SMM behaviour for these
three complexes. On the other hand, frequency dependent ac
signals were observed for complexes 1, 2, 3, 4, and 6 even
under a zero dc field, revealing the presence of slow magnetic
relaxation (Fig. 7 and 8 and Fig. S10–S15†). However, no peaks
in χ″M were observed for these complexes above 2.0 K under
zero dc field. This could be due to their very low blocking
temperatures or the presence of the QTM effect as observed
frequently for the lanthanide nanomagnets. Thus, an external
dc field of 1000 Oe was applied during the ac measurements
for these complexes, hoping to suppress the possible QTM
effects. However, although frequency dependent peaks appear
in the in-phase susceptibility curves for complex 2 upon appli-
cation of a 1000 Oe dc field, no peak maximum was observed
for its out-of-phase signals (Fig. 7). For complexes 1, 3, 4, and 6,
the application of a dc field did not change the shape of the
ac curves and there are still no observable peaks above 1.8 K
(Fig. 8, S11, S13 and S15†). Although these profiles preclude
the extraction of the effective energy barriers for these com-
plexes, we have to point out that both complexes 3 and 4
are the first Ho-NIT and Er-NIT systems showing the slow
magnetic relaxation and complex 6 is a rare NIT bridged multi-

nuclear lanthanide compound possessing possible SMM
behaviour.

The magnetic interactions between the lanthanides and the
NIT radicals were reported to be either antiferromagnetic or
ferromagnetic in the literature.2,16,20,21a,31a,32 Due to the
orbital contribution of the 4f centers, it is usually rather
difficult to draw a conclusion on the magnetic interaction
between the 4f and 2p spins for the lanthanide compounds
except for the isotropic Gd3+ compounds.33 However, attempts
for the preparation of the Gd3+ containing compounds of the
NIT-2-Pm ligand were not successful. For most of the other
4f-NIT systems containing the LnIII ions of orbital contribution,
no simple model is available to fit the temperature depen-
dence of the magnetic susceptibilities. Thus, the properties of
magnetic interactions were usually judged from the tendency
of the χMT versus T plots. For the 4f–2p two-spin systems, the
increase of the χMT upon cooling indicates the occurrence of
the ferromagnetic interaction. However, if the χMT curve
decreases as the temperature is lowered, no conclusion can be
drawn as both the antiferromagnetic interaction and the

Fig. 6 Field dependent magnetization at 2 K for 1–8. Fig. 7 The real (χ’) and imaginary (χ’’) parts of the ac susceptibilities for
2 in zero (left) and 1 kOe dc field (right).

Fig. 8 The real (χ’) and imaginary (χ’’) parts of the ac susceptibilities for
6 in zero (left) and 1 kOe dc field (right).
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depopulation of the LnIII Stark levels can lead to the same
phenomenon. The situation is more complicated for our com-
pounds 5 to 8 of the 4f–2p–4f motif. For these three-spin com-
pounds, both the ferromagnetic and antiferromagnetic inter-
actions can lead to an increase of the χMT versus T curves at low
temperatures. On the other hand, two different magnetic inter-
actions (4f–2p and 4f–4f) need to be considered at the same
time. Thus, no decisive conclusions can be drawn for these com-
pounds from the temperature dependence of the χMT curves. To
gain an insight into the possible magnetic interactions between
the 4f and 2p spins for compounds 1–4 and also the magnetic
coupling between the 4f centers for compounds 5–8, ab initio
calculations were performed on all these compounds.

Complete-active-space self-consistent field (CASSCF) calcu-
lations on one type of individual LnIII (TbIII, DyIII, HoIII or ErIII)
fragment for complexes 1–4 on the basis of X-ray determined
geometries have been carried out with MOLCAS 8.01 and
SINGLE_ANISO2 programs (see the ESI† for details).34,35

Considering the similar coordination environment around two
LnIII ions for complexes 5–8, we only calculate one type of LnIII

fragment for each of them. The lowest spin–orbit energies and
the corresponding g tensors of complexes 1–8 are shown in
Table S5.† As we can see, the LnIII centers in all these com-
pounds are of Ising type magnetic anisotropy with the largest
MJ states as ground states. The main magnetic axes on LnIII

are indicated in Fig. S23,† where the magnetic axes on two
LnIII of 5–8 are not completely parallel due to their asymmetri-
cal structures.

Based on the CASSCF results obtained above, the magnetic
susceptibilities of complexes 1–8 were then fit using the Lines
model.36 For complexes 1–4, the exchange Hamiltonian is
written as:

H
_

exch ¼ �JtotalLn‐radical S̃
^
Ln S̃

^
Radical ð1Þ

while for complexes 5–8, the exchange Hamiltonian is:

H
_

exch ¼ � JtotalLn�radicalðS̃
^
Ln1 S̃

^
Radical þ S̃

^
Ln2 S̃

^
RadicalÞ � JtotalLn�Ln S̃

^
Ln1 S̃

^
Ln2

ð2Þ

The JtotalLn�radical and JtotalLn–Ln are the parameters of the total mag-
netic interaction ( Jtotal = Jdiploar + Jexchange) between LnIII-radical
and Ln1–Ln2, respectively. The exchange interaction between
the magnetic centers is considered within the Lines model,36

while the account of the dipole–dipole magnetic coupling is
treated exactly. S̃

^
Ln ¼ +1=2 is the ground pseudospin on the

LnIII sites. The radicals in all eight complexes were considered
as isotropic, and the average g values were all set as 2.0 during
the fitting. In addition, the intermolecular interactions zJ′ of

1–8 were fit to be −0.01, 0.00, −0.01, 0.03, −0.01, 0.01, −0.05
and −0.05 cm−1, respectively. The total coupling constants
were fit through comparison of the computed and measured
magnetic susceptibilities using the POLY_ANISO program.35

The calculated and experimental χMT versus T plots of com-
plexes 1–8 are shown in Fig. 4 and 5, where the fits for them
are all reasonably close to the experimental data. The obtained
exchange parameters are listed in Table 2. As we can see, the
LnIII–radical interactions in complexes 1–8 within the Lines
model are all antiferromagnetic, and all of the Ln–Ln inter-
actions in 5–8 are ferromagnetic. From Table S6,† we can see
that the energy splittings of the lowest exchange doublets for
1–8 are much small. Further calculations show that the large
tunnelling gaps between these exchange states lead to their
much small energy barriers.

Conclusions

In summary, we reported here the synthesis of a series of
lanthanide complexes with the radical ligand NIT-2-Pm, which
has the great potential to act as a bridging ligand between two
metal centers. The structures of the complexes are dependent
on the reaction ratio of the ligand to the lanthanides.
Mononuclear Ln-radical complexes were obtained when the
ratio of NIT-2-Pm to Ln(hfac)3·2H2O is 1 : 1, while an increase
of the ratio to 2 : 1 leads to binuclear Ln-radical-Ln structures
where the NIT-2-Pm acts as a bridging ligand. The binuclear
compounds represent a rare family of compounds showing the
4f–2p–4f three-spin motif. Ab initio calculations and fitting of
the magnetic susceptibilities suggest the existence of weak
antiferromagnetic coupling between the LnIII and NIT radical
and weak ferromagnetic LnIII–LnIII interactions in the radical
bridged binuclear LnIII compounds. Slow magnetic relaxation
was observed in all the mononuclear complexes and one of the
binuclear complexes with the Dy3+ center, indicating the poss-
ible SMM behaviour for these complexes. These results
demonstrate that the NIT-2-Pm radical is ready to act as a brid-
ging ligand between the metal centers and is very promising
for the construction of complexes of higher nuclearity and
dimensionality. Efforts along this line are devoted now in our
laboratory.

Acknowledgements

This work was supported by the 973 Program (2013CB922102),
NSFC (21522103, 21471077 and 91622110) and the NSF of
Jiangsu province (BK20150017 and BK20151542).

Table 2 The fitted total J values between Ln-radical and Ln1–Ln2 with respect to the spin š = 1/2 of the LnIII and radical in 1–8 (cm−1)

1 2 3 4 5 6 7 8

JLn1-radical −0.24 −0.15 −0.16 −0.12 −0.24 −0.20 −0.16 −0.12
JLn1–Ln2 2.99 0.44 0.32 0.15
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