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The work in this paper aims to portray a complete structural, magnetic, and theoretical description of two original end-
to-end (EE) μ1,3-azide-bridged, cyclic tetranuclear Ni

II clusters, [{NiII(L1)(μ1,3-N3)(H2O)}4] (1) and [{NiII(L2)(μ1,3-
N3)(H2O)}4] (2), where the ligands used to achieve these species, HL

1 and HL2, are the tridentate Schiff base ligands
obtained from [1 þ 1] condensations of salicylaldehyde with 1-(2-aminoethyl)-piperidine and 4-(2-aminoethyl)-
morpholine, respectively. The title compounds, 1 and 2, crystallize in a monoclinic P21 space group. Overall, both
species can be described in a similar way; where all NiII centers within each molecule are hexacoordinated and bound
to [L1]- or [L2]- through the phenoxo oxygen, imine nitrogen, and piperidine/morpholine nitrogen atoms of the
corresponding ligand. The remaining coordination sites are satisfied by one molecule of H2O and two nitrogen atoms
fromN3

- anions. The latest act as bridges betweenNiII ions, and eventually, only four azido groups are linked to the same
number of NiII centers resulting in the formation of cyclic NiII4 systems. Interestingly, compounds 1 and 2 are the two sole
examples of tetranuclear clusters generated exclusively by EE azide-bridging ligands to date. All the N(azide)-Ni-
N(azide) moieties are almost linear in 1 and 2 indicating trans arrangement of the azido ligand. Variable-temperature
(2-300 K)magnetic susceptibilities of 1 and 2 have beenmeasured under magnetic fields of 0.04 T (from 2 to 30 K) and
0.7 T (from 30 to 300 K), and magneto-structural correlations have been performed. Despite the presence of both
ferromagnetic and antiferromagnetic interactions in both compounds, significant differences have been observed in their
magnetic behaviors directly related to the arrangement of the bridging azido ligands. Hence, compound 1 has an overall
moderate antiferromagnetic behavior due to the presence of an exchange pathway with an unprecedented
Ni-N 3 3 3N-Ni torsion angle close to 0�, meanwhile complex 2 exhibits a predominant ferromagnetic behavior, with
torsion angles between 50 and 90�. Density functional theory calculations have been performed to provide more insight
into the magnetic nature of this new family of NiII-azido complexes and also to corroborate the fitting of the data.

Introduction

Supramolecular chemistry and crystal engineering of co-
ordination compounds are of current interest due to the
fascinating structural diversity and the potential applications
as functional materials.1 In general, the different molecular
architectures depend mainly on three factors: the structural
functionality of their ligands, the coordination geometry of
the metal centers, and the weak intermolecular lattice inter-
actions.2-6Taking advantage of these factors, the development

of organic-inorganic hybrid materials aims to combine the
physical and chemical properties of inorganic and organic
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components.1,4 The above-mentioned features are also in-
creasingly applied in other current areas of investigation, for
instance in the interdisciplinary area of molecular magne-
tism,4,5,7-32 where major efforts are applied in the study of
magneto-structural correlations of metallospecies with the
aim of understanding and controlling the final systems and
their properties. Relating to both the fields of molecular
magnetism and supramolecular chemistry/crystal engineer-
ing, a great deal of effort has recently beendevoted to develop
or utilize novel polydentate blocking and bridging ligands
that can accommodate metal ions and to create unique
supramolecular structures and new network topologies at
all sorts of levels [from zero- to three-dimensional (0D and

3D, respectively)]. To develop varieties of topologies, Schiff
bases5b,6,7,33 and azide anions4,7,10-31,33 are known to behave
excellently as blocking and bridging ligands, respectively.
Metallo-azido species have been always of great interest in

the above-mentioned two fields of research due to a number
of coordination modes of this potentially bridging ligand as
well as due to its ability to mediate ferro- or antiferromag-
netic interactions among metal centers. The most usual
bridging modes are the end-on (μ1,1-, commonly expressed
asEO)4,7,10-18 and end-to-end (μ1,3-, EE),

4,7,12,19-26 but some
others like, μ1,1,1-,

13,16,27,28 μ1,1,3-,
14,19,28,29 μ1,1,1,1-,

30 and
μ1,1,3,3-

31 have been also described in the past. This way, a
number of azide-bridged systems of different nuclearity (di-,
oligo-, and polynuclear clusters) and also of 1D, 2D, and 3D
topologies have been achieved.4,7,10-31,33 As a result, there is
a considerable amount of information available on experi-
mental4,10,24e and theoretical32 magneto-structural correla-
tions of azido species, which often exhibit appealing features,
for example, long-range magnetic ordering.4,11c,17,18b,d,f,20

Despite all the encouraging results, the serendipitous
nature of most of the compounds containing azido-bridging
ligands brings out the moderate freedom in the design of the
final structures.4,7,10-31,33 As remarked before, several fea-
tures may rule the assemblage to afford the products, and
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therefore new topologies may be attained bymodifying these
parameters. Among them, this work focuses on the impact of
N3

- ions in combination with chelating coligands HL1 and
HL2 (Scheme 1) in the chemistry of nickel(II), where the
ligands are the [1 þ 1] condensation products of salicy-
laldehyde and 1-(2-aminoethyl)-piperidine (for HL1) or
4-(2-aminoethyl)-morpholine (for HL2). Although the
phenoxo groups of [L1]- and [L2]- may function as bridging
ligands, both [L1]- and [L2]- should behave as tridentate
blocking units, where the nitrogen atoms from the piperidine
or morpholine together with the oxygen atom from the
phenoxo coordinate to the samemetal center, here, nickel(II).
It has been already mentioned that predictions are complicated
in the metallo-azido chemistry, and therefore, as nickel(II)-
azide chemistry with the two ligands HL1 and HL2 has not
been investigated so far, interesting topology and properties
may be achieved in the nickel(II)-azide compounds derived
from these two ligands.With these expectations, HL1 andHL2

were reacted with Ni(ClO4)2 3 6H2O and NaN3, respectively,
and consequently, two novel tetranuclear nickel(II) clusters,
[{NiII(L1)(μ1,3-N3)(H2O)}4] (1) and [{NiII(L2)(μ1,3-N3)(H2O)}4]
(2), displaying unprecedented topological aspects were
obtained. Herein, we report the synthetic procedure and
X-ray crystallography of 1 and 2 as well as the study of the
magnetic properties and density functional theory (DFT)
calculations of these two new complexes.

Experimental Section

Materials and Physical Measurements. All the reagents and
solvents were purchased from the commercial sources and used
as received. Elemental (C, H, and N) analyses were performed
on a Perkin-Elmer 2400 II analyzer. IR spectra were recorded in
the region of 400-4000 cm-1 on a Bruker-Optics Alpha-T
spectrophotometer with samples as KBr disks. Magnetic sus-
ceptibility measurements were carried out on polycrystalline
samples with aDSM5QuantumDesign magnetometer working
in the range 2-300 K under magnetic fields of 0.04 and 0.7 T
(from2 to 30 and 30 to 300K, respectively). Diamagnetic correc-
tions were estimated from Pascal Tables. TIP is the temperature-
independent paramagnetism. R is the agreement factor defined
as R = Σι[(χMT)obs(i) - (χMT)calc(i)]

2/Σι[(χMT)obs(i)]
2.

Computational Details. Electronic structure calculations
based on DFT provide an excellent estimation of the exchange
coupling constants in polynuclear transition-metal complexes,
taking into account the tiny involved energy differences.34 Since
a detailed description of the computational strategy used to
calculate the exchange coupling constants in polynuclear com-
plexes is outside the scope of this paper, we will focus our
discussion here to its most relevant aspects. Previously, we have
published a series of papers devoted to such purpose wheremore
details can be found.35-37 For the studied Ni4 complexes, 1 and
2, there are four first-neighbor exchange interactions, we ne-
glected the next-nearest neighbor interactions.We employed six
spin configurations to estimate these four J values, the high spin
solution (S = 4), two S = 2 wave functions obtained with the
spin inversion of the Ni(1) and Ni(4), respectively, and finally

three S= 0 spin configurations for the inversion of the follow-
ing pairs {Ni(1), Ni(3)}, {Ni(1), Ni(4)}, and {Ni(3), Ni(4)}.

In previous papers, we have analyzed the effect of the basis set
and the choice of the functional on the accuracy of the determi-
nation of the exchange coupling constants.36-38 Thus, we found
that the hybrid B3LYP functional,39 together with the basis sets
proposed by Schaefer et al., provide J values in excellent
agreement with the experimental ones. The hybrid character
of the B3LYP due to the inclusion of some contribution of exact
exchange reduces self-interaction error improving the calculated
J values in comparison with non-hybrid functionals. We have
employed a basis set of triple-ζ quality as proposed by Schaefer
et al.40 The calculations were performed with the Gaussian09
code,41 using guess functions generated with the Jaguar 7.0
code42 introducing the ligand field effects,43 in order to control
the local charge and multiplicity of each atom.

Synthesis of [{NiII(L1)(μ1,3-N3)(H2O)}4] (1) and [{NiII(L2)-
(μ1,3-N3)(H2O)}4] (2). These two compounds were prepared
following the exact procedure described below for 1, although
in the synthesis of 2, 4-(2-aminoethyl)-morpholine was used
instead of 1-(2-aminoethyl)-piperidine.

A slurry of 1-(2-aminoethyl)-piperidine (0.128 g, 1 mmol) in
MeOH (10 mL) was added to a solution of salicylaldehyde
(0.122 g, 1 mmol) in MeOH (20 mL). The mixture was refluxed
for 2 h, and the volume of the resulting red-colored solution was
reduced to 10 mL. Then, a methanolic solution (5 mL) of
NiClO4 3 6H2O (0.366 g, 1 mmol) was added dropwise, and the

Scheme 1. Chemical Structure of HL1 and HL2
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189–194.
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color of the solution changed from red to green. Afterward,
Et3N (0.101 g, 1 mmol) dissolved in 2 mL of MeOH was also
added drop by drop, making the solution back to red. After 1 h,
an aqueous solution (5 mL) of NaN3 (0.260 g, 4 mmol) was
added dropwise into the mixture, ending with a green color
solution. Finally, after stirring for 2 h the solution was filtered
and allowed to evaporate at room temperature.After a fewdays,
green powdered compound was deposited, which was collected
by filtration and washed with cold methanol. Recrystallization
from methanol provided green, quality crystals. The deposited
crystalline compound was collected by filtration and washed
with cold methanol. Yield: 0.297 g (85%). Anal. calcd for C56-
H84N20O8Ni4: C, 48.04; H, 6.05; N, 20.01. Found: C, 48.31; H,
5.78; N, 20.02. Selected FT-IR data on KBr (cm-1): ν(H2O),
3410 m; ν(azide), 2073vs; ν(CdN), 1648 m.

Data of 2. Yield: 0.246 g (70%). Anal. calcd for C52H76N20-
O12Ni4: C, 44.36; H, 5.44; N, 19.89. Found: C, 44.31; H, 5.68; N,
19.81. Selected FT-IR data on KBr (cm-1): ν(H2O), 3399 m;
ν(azide), 2069vs; ν(CdN), 1648 m.

Crystal Structure Determination of 1 and 2. The crystal-
lographic data for 1 and 2 are summarized in Table 1. Diffrac-
tion data were collected on a Bruker-APEX II SMART CCD
diffractometer at 293 K (for 1) and at 296 K (for 2), respectively,
using graphite-monochromated Mo KR radiation (λ = 0.71073
Å). For data processing and absorption correction the packages
SAINT44a and SADABS44b were used. The structure was solved
by direct and Fourier methods and refined by full-matrix least-
squares based on F2 using SHELXTL44c and SHELXL-9744d

packages. Eight water hydrogen atoms for both 1 and 2 were
not located. All other hydrogen atoms in 1 and 2were inserted at
calculated positions with isotropic thermal parameters and
refined. Using anisotropic treatment for the nonhydrogen
atoms and isotropic treatment for the hydrogen atoms, the final
refinements converged at the R1 values (I > 2σ(I)) 0.0400 and
0.0441 for 1 and 2, respectively.

Results and Discussion

Description of the Structures of 1 and 2. Crystal struc-
tures of [{NiII(L1)(μ1,3-N3)(H2O)}4] (1) and [{NiII(L2)(μ1,3-
N3)(H2O)}4] (2) are shown in Figures 1 and 2, respectively,

while the selected bond lengths and angles of both the
compounds are listed in Table 2. The crystallographic
data of both compounds reveal that these are tetranickel(II)
compounds, in which each nickel(II) ion is surrounded by
similar set of donor atoms. Each of the metal centers is
coordinated to the phenoxo oxygen and the imine nitrogen
and the piperidine or morpholine (for 1 and 2, respec-
tively) nitrogen atoms of one deprotonated ligand, [L1]-

or [L2]-, in the cases of 1 or 2, respectively. The remaining
coordination positions of the hexacoordinated nickel(II)
centers are satisfied by one water oxygen atom and two
nitrogen atoms of two EE bridging azide anions, that
connect each nickel with two others. Eventually, each of
the four azide anions bridges a pair of nickel(II) ions to
result in the formation of a cyclic NiII4 cluster in the title
compounds. Overall, it is relevant to stress that the

Table 1. Crystallographic Data for 1 and 2

1 2

empirical formula C56H76N20O8Ni4 C52H68N20O12Ni4
formula weight 1392.21 1400.10
crystal color green green
crystal system monoclinic monoclinic
space group P21 P21
a [Å] 12.1087(8) 12.164(3)
b [Å] 20.8959(14) 21.065(5)
c [Å] 13.0900(9) 12.646(3)
R [�] 90.00 90.00
β [�] 111.190(2) 109.628(9)
γ [�] 90.00 90.00

V [Å3] 3088.1(4) 3052.2(14)
Z 2 2
temperature [K] 293(2) 296(2)
2θ 3.34-57.96 3.42-54.06
μ [mm-1] 1.271 1.291
Fcalcd [ g cm-3] 1.497 1.523
F(000) 1456 1456
absorption-correction multiscan multiscan
index ranges -16 e h e 16 -15 e h e 15

-28 e k e 27 -26 e k e 26
-17 e l e 17 -16 e l e 16

reflections collected 44 801 39 374
independent reflections (Rint) 15 221(0.0417) 12 075(0.0501)
R1

a/ wR2
b (I > 2σ(I)) 0.0400/0.1043 0.0441/0.1163

R1
a/ wR2

b (for all data) 0.0537/0.1150 0.0659/0.1336

a R1 = [
P

|Fo| - |Fc||/
P

|Fo|].
bwR2 = [

P
w(Fo

2 - Fc
2)2/

P
wFo

4]1/2.

Figure 1. Crystal structure of [{NiII(L1)(1,3-N3)(H2O)}4] (1). Ni (99%),
N (85%), andO (85%)atomsare presented as ellipsoids,whileCatoms are
presented as wires/sticks. All the hydrogen atoms are omitted for clarity.

Figure 2. Crystal structure of [{NiII(L2)(1,3-N3)(H2O)}4] (2). Ni (90%),
N (50%), and O (50% for O1-O8, 15% for O9-O12) atoms are
presented as ellipsoids, while C atoms are presented as wires/sticks. All
the hydrogen atoms are omitted for clarity.

(44) (a) APEX-II, SAINT-Plus, and TWINABS; Bruker-Nonius AXS,
Inc.: Madison, WI, 2004 (b) Sheldrick, G. M. SAINT-Plus, version 6.02 and
SADABS, version 2.03; Bruker AXS, lnc.: Madison, WI, 2002. (c) SHELXTL,
version 6.10; Bruker AXS Inc.: Madison, WI, 2002. (d) Sheldrick, G. M.
SHELXL-97; University of G€ottingen: G€ottingen, Germany, 1997.
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intralinking of the four metal ions in the cluster takes
place only by the four EE azide anions.
The distance ranges of the metal-ligand bonds are

ratherwide.However, on average the distances of the four
metal centers are not very different, 2.000(3)-2.225(3) Å
forNi(1), 1.991(3)-2.254(3) Å forNi(2), 1.989(3)-2.290(3)
Å for Ni(3), and 1.999(3)-2.249(3) Å for Ni(4) in 1 and
1.973(5)-2.306(5) Å for Ni(1), 1.992(4)-2.260(4) Å for
Ni(2), 2.002(4)-2.293(5) Å for Ni(3), and 1.981(5)-
2.294(5) Å for Ni(4) in 2. For each NiII center, the bond
length involving the imine nitrogen is always the shortest
(1.989(3)-2.000(3) Å in 1 and 1.973(5)-2.002(4) Å in 2),
while the Ni-N(piperidine/morpholine) is the longest
(2.225(3)-2.290(3) Å in 1 and 2.260(4)-2.306(5) Å in 2).
The metal-water, metal-phenoxo, and metal-azide
bond distances are intermediate and lie in the ranges of
2.063(3)-2.089(2), 2.057(2)-2.077(2), and 2.054(3)-2.133-
(3) Å, respectively, in 1 and 2.060(3)-2.098(3), 2.050(4)-
2.068(4), and 2.088(5)-2.147(5) Å, in that order, for 2.
It is evident, from the mentioned large bond lengths,

that the hexacoordinated environment of all the four

metal centers in both the compounds is distorted octa-
hedral. The distortion can be further evidenced from the
deviation of both the cisoid and transoid angles from the
ideal values. The N(azide)-Ni-N(azide) angles for all
the metal centers in compounds 1 and 2 lie in the range of
171.5(3)-175.8(2)�, indicating trans arrangement of the
two EE azido ligands within the coordination environ-
ment of all the NiII centers. It is worth mentioning that
such trans arrangement has been previously observed in a
number of 1D nickel(II) systems,4,21,24,25 although here
appears as the only coordinator motive in a cluster (0D)
feature crystallographically unprecedented until now.
Numerous azido-bridged metal clusters having nucle-

arity three or higher have been already reported in the liter-
ature. These systems can be classified in two broad classes:
only azido-4,15,16 or heterobridged clusters4,11-14,19,23,27-29

(where the metal ions are additionally bridged by other
bridging moieties). Among those, the number of com-
pounds that form the first type (exclusively azido ligands)
is very limited compared with the second group. In
addition, while several bridging modes of azido ligand

Table 2. Selected Bond Lengths (Å) and Angles (�) of 1 and 2

1 2 1 2

Ni(1) Ni(2)

Ni(1)-O(1) 2.057(2) 2.068(4) Ni(2)-O(3) 2.077(2) 2.050(4)
Ni(1)-N(2) 2.225(3) 2.306(5) Ni(2)-N(7) 2.254(3) 2.260(4)
Ni(1)-N(1) 2.000(3) 1.973(5) Ni(2)-N(6) 1.991(3) 1.992(4)
Ni(1)-N(3) 2.133(3) 2.105(5) Ni(2)-N(8) 2.054(3) 2.120(5)
Ni(1)-N(20) 2.091(3) 2.088(5) Ni(2)-N(5) 2.108(3) 2.147(5)
Ni(1)-O(2) 2.074(2) 2.060(3) Ni(2)-O(4) 2.063(3) 2.071(3)
O(1)-Ni(1)-N(2) 173.48(11) 172.49(17) O(3)-Ni(2)-N(7) 170.70(13) 173.31(17)
N(1)-Ni(1)-O(2) 175.11(11) 174.4(2) N(6)-Ni(2)-O(4) 169.52(13) 177.36(17)
N(3)-Ni(1)-N(20) 175.66(13) 172.6(2) N(5)-Ni(2)-N(8) 174.31(17) 174.8(2)
O(1)-Ni(1)-N(1) 91.32(12) 91.1(2) O(3)-Ni(2)-N(6) 89.40(11) 91.86(18)
O(1)-Ni(1)-N(3) 91.23(11) 92.77(16) O(3)-Ni(2)-N(8) 89.68(14) 91.47(17)
O(1)-Ni(1)-N(20) 92.11(11) 92.71(18) O(3)-Ni(2)-N(5) 94.40(10) 90.80(16)
O(1)-Ni(1)-O(2) 86.06(9) 86.60(14) O(3)-Ni(2)-O(4) 86.55(10) 86.43(14)
N(1)-Ni(1)-N(2) 83.06(13) 81.9(2) N(6)-Ni(2)-N(7) 82.76(14) 81.82(18)
N(1)-Ni(1)-N(3) 87.49(13) 89.1(2) N(6)-Ni(2)-N(8) 97.10(15) 94.8(2)
N(1)-Ni(1)-N(20) 95.21(13) 95.8(2) N(6)-Ni(2)-N(5) 86.92(13) 89.78(19)
N(2)-Ni(1)-N(3) 91.82(12) 89.91(18) N(7)-Ni(2)-N(8) 86.34(16) 86.93(18)
N(2)-Ni(1)-N(20) 85.14(12) 85.27(19) N(7)-Ni(2)-N(5) 90.19(13) 91.34(17)
N(2)-Ni(1)-O(2) 99.78(11) 100.60(17) N(7)-Ni(2)-O(4) 102.01(12) 99.97(16)
N(3)-Ni(1)-O(2) 88.43(11) 85.95(18) N(8)-Ni(2)-O(4) 92.55(13) 87.23(18)
N(20)-Ni(1)-O(2) 89.03(11) 89.36(17) N(5)-Ni(2)-O(4) 83.76(11) 88.24(16)

Ni(3) Ni(4)

Ni(3)-O(5) 2.064(2) 2.059(4) Ni(4)-O(7) 2.072(2) 2.051(4)
Ni(3)-N(12) 2.290(3) 2.293(5) Ni(4)-N(17) 2.249(3) 2.294(5)
Ni(3)-N(11) 1.989(3) 2.002(4) Ni(4)-N(16) 1.999(3) 1.981(5)
Ni(3)-N(13) 2.071(3) 2.114(5) Ni(4)-N(18) 2.088(3) 2.101(4)
Ni(3)-N(10) 2.079(3) 2.095(5) Ni(4)-N(15) 2.108(3) 2.090(5)
Ni(3)-O(6) 2.089(2) 2.098(3) Ni(4)-O(8) 2.083(2) 2.067(4)
O(5)-Ni(3)-N(12) 173.17(11) 173.55(17) O(7)-Ni(4)-N(17) 173.28(10) 172.64(17)
N(11)-Ni(3)-O(6) 173.87(13) 176.14(18) N(16)-Ni(4)-O(8) 177.21(12) 178.0(2)
N(10)-Ni(3)-N(13) 175.82(18) 173.3(2) N(15)-Ni(4)-N(18) 174.57(13) 171.5(3)
O(5)-Ni(3)-N(11) 90.86(12) 91.15(18) O(7)-Ni(4)-N(16) 91.07(11) 91.0(2)
O(5)-Ni(3)-N(13) 90.20(11) 90.63(18) O(7)-Ni(4)-N(18) 92.65(11) 93.29(18)
O(5)-Ni(3)-N(10) 91.62(15) 91.91(19) O(7)-Ni(4)-N(15) 90.76(11) 90.3(2)
O(5)-Ni(3)-O(6) 86.00(9) 86.78(14) O(7)-Ni(4)-O(8) 86.30(9) 87.02(15)
N(11)-Ni(3)-N(12) 82.74(13) 82.9(2) N(16)-Ni(4)-N(17) 83.29(13) 81.9(2)
N(11)-Ni(3)-N(13) 90.92(14) 91.3(2) N(16)-Ni(4)-N(18) 91.47(13) 92.5(2)
N(11)-Ni(3)-N(10) 92.81(16) 94.81(19) N(16)-Ni(4)-N(15) 92.68(13) 95.1(2)
N(12)-Ni(3)-N(13) 92.25(12) 91.9(2) N(17)-Ni(4)-N(18) 91.14(12) 89.08(18)
N(12)-Ni(3)-N(10) 86.37(15) 86.2(2) N(17)-Ni(4)-N(15) 85.88(12) 88.3(2)
N(12)-Ni(3)-O(6) 100.59(11) 99.33(17) N(17)-Ni(4)-O(8) 99.28(11) 100.04(17)
N(13)-Ni(3)-O(6) 83.84(12) 85.48(19) N(18)-Ni(4)-O(8) 89.57(11) 87.64(18)
N(10)-Ni(3)-O(6) 92.53(14) 88.51(18) N(15)-Ni(4)-O(8) 86.44(12) 84.9(2)
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(μ1,1-;
4,11 μ1,3-;

23 μ1,1,1-;
27 μ1,1,3-;

29 μ1,1- and μ1,3-;
12 μ1,1-

and μ1,1,1-;
13 μ1,1- and μ1,1,3-;

14 μ1,3- and μ1,1,3-;
19 μ1,1,1-

and μ1,1,3-
28) have been observed in heterobridged clus-

ters, only few bridgingmodes (μ1,1-;
4,15 μ1,1-, and μ1,1,1-

16)
have been described in the case of the first group. Previous
to this paper only a trinuclear cluster described by ex-
tended X-ray absorption fine structure (EXAFS) has
exhibited a μ1,3-azido coordination mode as the exclusive
coordination ligand.21b Clearly, the tetranickel(II) cluster
compounds crystallographically described here, [{NiII-
(L1)(μ1,3-N3)(H2O)}4] (1) and [{NiII(L2)(μ1,3-N3)(H2O)}4] (2),
resulting from only a μ1,3-azide bridging ligand repre-
sent a unique family of tetranuclear azido-bridged
clusters.
On the other hand, while comparing compounds 1 and

2 not only several similarities can be found but also
relevant differences. This way, bothNiII4 clusters are cyclic,
with N-N distances and N-N-N angles in the azide
anions of 1.148(4)-1.189(4) Å and 175.8(4)-179.2(3)�
for 1 and 1.163(7)-1.182(6) Å and 177.2(7)-178.2(6)� for
complex 2, indicating that the azide is roughly linear and
has roughly the same N-N bond lengths. The Ni-N-N
angles are considerably bent in both compounds, with
values between 116.1(2)-129.7(3)� in 1 and 118.0(4)-
123.3(4)� in 2 (Table 3). The four intramolecular Ni 3 3 3Ni
distances are slightly different: the Ni(1) 3 3 3Ni(2), Ni(2) 3 3 3
Ni(3), Ni(3) 3 3 3Ni(4), and Ni(4) 3 3 3Ni(1) distances are,
respectively, 5.049, 5.195, 4.884, and 4.931 Å in 1 and
5.115, 4.949, 5.190, and 4.883 Å in 2. The Ni 3 3 3Ni 3 3 3Ni
angles in the cluster lie in the range 85.7-90.4� in 1 and
85.1-88.8� in 2. The arrangement of the four nickel(II)
centers in each title compound can be considered as a quasi-
square. As listed in Table 3, the four Ni-N 3 3 3N-Ni
torsion angles (τ; 3.3, 50.4, 87.5, and 90.6�) between the
two least-squares NiN3 planes, in a particular nickel(II)-
azide-nickel(II) fragment, vary in the wide range of 3.3-
90.6� in 1. In contrast, the four τ values in compound 2 are
54.7, 57.8, 85.4, and 86.1�. Clearly, despite having a similar
type of structure, the two azide-bridged tetranickel(II)
compounds are significantly different in terms of the Ni-
N 3 3 3N-Ni torsion angles, which is the key parameter to
govern the magnetic behavior (vide infra).

Syntheses and FT-IR Spectra.The two title compounds
1 and 2 were readily prepared in high yield on reacting
nickel(II) perchlorate hexahydrate, triethyl amine, and
sodium azidewith the solution containing salicylaldehyde
and 1-(2-aminoethyl)-piperidine or 4-(2-aminoethyl)-
morpholine (for 1 or 2, respectively). As already discussed,
both the compounds are tetranuclear clusters containing

1:1 stoichiometric ratio of NiII and [L1]-/[L2]-. All the
three donor centers, phenolate oxygen atom and imine
and piperidine/morpholine nitrogen atoms, of a ligand
are monodentate and coordinate to one metal center. It
may be mentioned that there are a number of nickel(II)-
azide compounds derived from closely similar ligands. In
a fewof these, the phenoxo oxygen atomof the Schiff base
ligand acts as a bridging center to generate either di-
nuclear or trinuclear compounds.45 On the other hand,
the Schiff base in most of the nickel(II)-azide com-
pounds behaves as a tridentate blocking ligand to pro-
duce a 1D system46 in one case and amononuclear species
in all other cases.47 Clearly, the behavior of [L1]-/[L2]- as
a blocking ligand in the present investigation is verymuch
common. Albeit, as discussed, the final topology in 1 and
2 is unprecedented, which indicates the success of the
synthetic strategy to achieve novel metallo-azide topology.
The characteristic azide stretching in 1 and 2 is very

strong and appears at 2073 and 2069 cm-1, respectively.
The imine stretching in 1 and 2 is observed as a medium
intensity band at 1648 cm-1. The presence of water mole-
cules is evident from the appearance of a medium inten-
sity band at 3410 and 3399 cm-1 for 1 and 2, respectively.

Magnetic Properties. DC magnetic susceptibility data
were collected for crushed crystalline samples of 1 and 2
with applied magnetic fields of 0.04 and 0.7 T (from 2 to
30 and 30 to 300 K, respectively). The data are shown in
Figures 3 and 4, in the same order, as χMT versus T plots.
For compound 1, the χMT value, 4.72 cm3 mol-1 K, at

300 K is above the expected value of 4.0 cm3 mol-1 K for
four independent NiII ions with g=2.0 and S=1. As
temperature decreases, the χMT product decreases grad-
ually to nearly zero, 0.08 cm3 mol-1 K, at 2 K. These
features are indicative of an overall antiferromagnetic
behavior, alike most NiII complexes containing azido
linkers with EE bridging modes.4,7,19,21b,c,22

Table 3. Ni-N-N Angles (�) and Ni-N 3 3 3N-Ni Torsion Angle (�) in 1 and 2

1 2

Ni(1)-N(3)-N(4) 117.0(2) 120.2(4)
Ni(1)-N(20)-N(19) 123.1(2) 122.0(4)
Ni(2)-N(5)-N(4) 116.1(2) 118.0(4)
Ni(2)-N(8)-N(9) 129.7(3) 123.3(4)
Ni(3)-N(10)-N(9) 123.8(3) 122.6(4)
Ni(3)-N(13)-N(14) 121.6(2) 122.3(4)
Ni(4)-N(15)-N(14) 121.4(3) 121.2(5)
Ni(4)-N(18)-N(19) 123.3(2) 120.9(4)
Ni(1)-N3-Ni(2) 90.6 85.4
Ni(2)-N3-Ni(3) 3.3 54.7
Ni(3)-N3-Ni(4) 87.5 86.1
Ni(4)-N3-Ni(1) 50.4 57.8

Figure 3. Observed χMT vs T plots for complex 1 is shown as solid
square symbols. The solid line represents the best fitting to the experi-
mental data between 10 and 300 K.

(45) (a) Qiu, X.-Y.; Liu, W.-S.; Zhu, H.-L. Z. Anorg. Allg. Chem. 2007,
633, 1480–1484. (b) Cao, G.-B. Synth. React. Inorg., Met.-Org., Nano-Met.
Chem. 2007, 37, 639–642.

(46) Sun, Y.-X. Acta Crystallogr., Sect. E: Struct. Rep. Online 2006, 62,
m109–m111.

(47) (a) Li, K.; Huang, S.-S.; Zhang, B.-J.; Meng, D.-L.; Diao, Y.-P.Acta
Crystallogr., Sect. E: Struct. Rep. Online 2007, 63, m2291. (b) Diao, Y.-P.;
Huang, S.-S.; Zhang, B.-J.; Li, K. Acta Crystallogr., Sect. E: Struct. Rep.
Online 2007, 63, m2495. (c) Zhou, Z.; Xiao, Z.-H. Acta Crystallogr., Sect. E:
Struct. Rep. Online 2007, 63, m2012.
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In the past, changes of the torsion angle in a dinuclear
NiII complex containing one 1,3-μ-azido and one pyra-
zolate group as bridging ligands have been proved the
cause ofmagnetic bistability of such system.23bDue to the
novelty of compound 1, strict comparison and discussion
of the magnetic response with analogous clusters is not
available.However, a number of data is already described
for related 1D trans-NiII-(μ-N3)-Ni systems.4,21,24,25

According to the magneto-structural correlations made
on these systems, Ni-N-N and torsion (τ, described as
Ni-N 3 3 3N-Ni) angles are themain factors to determine
the nature and strength of the exchange interactions. In
the presentwork, theNi-N-Nangles (116.1-129.7�) for
all four NiII centers in 1 are not very different and
comparable to others found in the literature.4,21,24,25 In
general, for Ni-N-N angles close to 108� strong anti-
ferromagnetic interaction will be expected, meanwhile
angles nearby 164� will exhibit accidental orthogonality
resulting in ferromagnetic interactions. Compound 1
shows intermediate values of those which may emphasize
the weakness of the total magnetic interaction. However,
more drastic variations were found in the four τ angles,
with values: 3.3, 50.4, 87.5, and 90.6�. This information
was used as criterion to define the final magnetic system.
Fitting of the data was performed using the MAGPACK
package48 and carried out by means of the marked differ-
ences among the torsion angles; for that, three exchange
coupling constants were considered in the following
Heisenberg-spin Hamiltonian, Ĥ =-Ja(Ŝ1Ŝ2 þ Ŝ3Ŝ4)-
JbŜ2Ŝ3 - JcŜ4Ŝ1 (numbering of the spins were made
according to crystallographic criteria). Only experimental
points from 10 to 300 K were considered in the magnetic
analysis due to a small impurity (commonly observed at
the lowest temperatures in antiferromagnetic Ni-azido
systems). Thus, diagonalization of the full matrix was
performed, and the magnetic answer of the four-member
NiII ring analyzed. Least-squares fitting of the experi-
mental data led to the following parameters: Ja=35.5,
Jb=-70.5, and Jc=-15.5 cm-1 and g=2.29, withR=
8.5 � 10-5.
These results are indicative of a moderate antiferro-

magnetic behavior of compound 1 in agreement with the

shape of the curve. In general, when τ increases from 0�,
the pathway becomes less effective, decreasing the strength
of the exchange interaction (less antiferromagnetic).
Following this idea, complex 1 exhibits two high values of
τ (87.5 and 90.6�), which are related to the ferromagnetic
exchange (Ja), one intermediate of ≈50� antiferromag-
netic but not very strong (Jc), and finally one lower τ of
3.3� (unprecedented in polynuclear clusters until now)
that is associated to the strongest intramolecular anti-
ferromagnetic interaction (Jb). Herein, the antiferroma-
gentic exchanges prevail, and the final spin ground state
of the system is S = 0.
On the other hand, the room-temperature value of χMT

for compound 2 is 4.90 cm3 mol-1 K (higher than the
value expected for four uncorrelated S=1 spins). This
value increases up to a maximum of 6.37 cm3 mol-1 K at
20 K, after which it decreases abruptly at lower tempera-
tures, down to 4.06 cm3 mol-1 K at 2.0 K. These results
suggest the presence of ferromagnetic intramolecular
interactions, although the value of the total spin ground
state was not evident and needed further analysis of the
data. Using the program mentioned above and taking
into account the parameters discussed before (for com-
pound 2: Ni-N-N values are between 118.0 and 123.3�
and τ are 54.7, 57.8, 85.4, and 86.1�), the systemwas better
described using two J values. The calculation of the
exchange coupling interactions is based on the following
Hamiltonian: Ĥ=-Ja(Ŝ1Ŝ2þ Ŝ3Ŝ4)- JbŜ2Ŝ3- JcŜ4Ŝ1.
The fitting results are shown in Figure 4 in the form of
solid lines, and the values obtained were: Ja =þ21.6 and
Jb = -1.17 cm-1, g = 2.12, and TIP = 522�10-6 cm3

mol-1, with R= 1.0 � 10-5. In this regard, Ja and Jb are
related to the τ values 85.4�/86.1� and 54.7�/57.8�, respec-
tively. To get more insight on the spin ground state of the
complex, magnetization studies were performed (inset of
Figure 4), although the curve did not reach saturation,
and therefore the nature of this could not be established.
Final conclusions on that matter were obtained from
DFT calculations (see below).

Electronic Structure Calculations. The use of theoreti-
calmethods allows to calculate and also to understand the
dependence of the exchange coupling constants with
structural changes. In the past, some of us have previously
studied such dependences for some azido-bridging ligands:
CuII andNiII complexes with a double EO32a,b or EE bridg-
ing ligands.32c,d For compounds 1 and 2, the existence of
four J values makes it considerably difficult to get an

Figure 4. Observed χMT vsT plot of complex 2 is shown as solid square
symbols. The solid line represents the best fit from 2 to 300K. The inset is
an isothermalM/NμB vs H/G plot at 2.0 K.

Table 4. Structural Parameters (in Å and �) and Calculated Exchange Coupling
Constants Corresponding the Two NiII4 Complexes 1 and 2

d(Ni 3 3 3Ni) d(Ni-N)av Ni-N-N Ni-N 3 3 3N-Ni Jcalcd

1

J12 5.049 2.120 117.0(2), 116.1(2) 90.6 þ14.9
J23 5.195 2.066 129.7(3), 123.8(3) 3.3 - 85.3
J34 4.884 2.090 121.6(2), 121.4(3) 87.5 þ17.1
J41 4.931 2.090 123.3(2), 123.1(2) 50.4 -18.6

2

J12 5.115 2.126 120.2(4), 118.0(4) 85.4 þ14.1
J23 4.949 2.108 123.3(4), 122.6(4) 54.7 - 4.5
J34 5.190 2.101 122.3(4), 121.2(5) 86.1 þ15.5
J41 4.883 2.095 122.0(4), 120.9(4) 57.8 -1.2

(48) (a) Borr�as-Almenar, J. J.; Clemente-Juan, J. M.; Coronado, E.;
Tsukerblat, B. S. Inorg. Chem. 1999, 38, 6081–6088. (b) Borr�as-Almenar,
J. J.; Clemente-Juan, J. M.; Coronado, E.; Tsukerblat, B. S. J. Comput. Chem.
2001, 22, 985–991.
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accurate fitting of themagnetic susceptibility curve. Thus,
in order to estimate each interaction we have to perform
electronic structure calculations using methods based on
DFT (see Computational Details). This approach allows
the resolution of all the exchange interactions present in
the molecule, and for that, the Hamiltonian employed
was the following:

Ĥ ¼ - J12Ŝ1Ŝ2 - J23Ŝ2Ŝ3 - J34Ŝ3Ŝ4 - J41Ŝ4Ŝ1 ð1Þ
The calculated J values together with the most relevant

structural parameters for the exchange interactions of
these two complexes are collected in Table 4. As it can be
observed from these values, there is a nice agreement with
the experimentally fitted J values, thus, the predominance
of the antiferromagnetism in complex 1, especially due to
the J23 interaction. While for complex 2, the system is
close to be completely ferromagnetic, but two interactions
are still slightly antiferromagnetic.

Table 5. Cambridge Structural Database Refcodes,49 Structural Parameters (in Å and �), and Experimental Exchange Coupling constants (in cm-1) for the Nickel
Complexes Containing a Single EE Azido-Bridging Ligand

refcode d(Ni 3 3 3Ni) d(Ni-N)av Ni-N-N Ni-N 3 3 3N-Ni Jexp ref

Molecular Systems with Only EE Azido-Bridging Ligands

LIJCUC 6.073 2.132 131.6, 131.6 180.0 -53.6 22a
WOHMUB 6.188 2.122 139.4, 139.4 180.0 -40.9 22b

Molecular Systems with Also Other Bridging Ligands

ICULAT 5.322 2.149 126.7, 123.8 74.6 þ7.1 23a
KENBIP 5.472 2.018 126.3, 133.5 89.6 þ6.0 12
KERYIQ 5.480 2.028 126.0, 134.7 92.9 þ5.0 12
YABNEV 5.788 2.031 148.1, 141.7 36.1 -32.4 18e

Chain Structures with only EE Azido-Bridging Ligands

ACAGEQ 5.662 2.110 124.5, 133.3 106.8 þ13.5 24a
AGOXAV 6.112 2.123 135.6, 135.6 180.0 -35.0 24b

5.950 2.100 128.6, 128.6 180.0 -65.0
5.950 2.112 140.3, 128,6 133.5 -52.7

CIBBOF 5.820 2.189 116.0, 117.0 171.0 -63.7 26a
5.340 2.106 131.9, 126.5 64.0 -33.4

CIBBUL 6.141 2.088 138.8, 138.8 179.9 -26.8 26a
6.111 2.101 135.8, 135.8 180.0

GUNQEL 5.618 1.884 134.8, 134.8 180.0 -68.4 21c
5.603 1.863 143.7, 143.7 180.0 -37.8

GUNQIP 5.908 2.150 123.4, 134.8 140.0 -13.6 21c
HECQAH 5.717 2.111 128.4, 146.1 75.8 þ6.91 21d
HEWNEC 5.648 2.108 123.7, 120.1 133.8 -33.0 26b

6.111 2.109 121.3, 126.6 138.9
HEWNIG 5.665 2.101 122.6, 122.6 134.9 -22.4 26b

5.741 2.112 127.4, 120.7 138.0
JUXYAC 6.149 2.168 128.3, 140.3 166.9 -39.2 24c
LUWXIK 6.146 2.167 135.6, 135.6 144.9 -20.7 24d
PEZMIR 5.602 2.123 126.6, 144.6 49.2 -16.0 24e
PITMAG 6.003 2.204 123.6, 123.6 180.0 -62.1 25a

6.128 2.078 142.4, 142.4 180.0
PITMEK 6.182 2.133 151.8, 151.3 180.0 -18.5 25a
RELLEZ 6.139 2.125 136.6, 136.6 180.0 -41.1 25b
RELLID 5.983 2.122 126.1, 126.1 180.0 -70.6 25b
WIBDAM 6.067 2.179 130.6, 128.5 150.5 -41.4 25c

6.067 2.169 131.5, 131.5 146.2 -36.4
WIBDIU 5.797 2.144 122.9, 122.9 175.5 -101.4 25c

5.769 2.158 116.5, 116.5 177.6
WUJTEA 6.155 2.117 136.2, 149.8 161.1 -21.8 25d
WUJTIE 6.385 2.122 151.4, 151.4 179.9 -3.2 25d
WUJTOK 6.190 2.112 145.4, 136.5 177.6 -42.3 25d
YOGJUZ01 5.770 2.165 117.2, 117.2 170.4 -97.8 25e
ZOLLIV 5.313 2.152 125.9, 131.8 53.9 -16.8 25f
ZOLLOB 5.335 2.172 122.6, 135.0 51.4 -3.25 25f
ZOVLEB 5.864 2.183 126.2, 127.9 123.4 -1.0 26c

Figure 5. Dependence of the exchange coupling constants for the com-
plexes with a Ni-N-N angle below 135� (white squares, Table 5) and
those obtainedwith theDFTcalculations for the complexes1 and 2 (black
squares and circles, respectively).
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As mentioned before, two structural factors that con-
trol the magnetic behavior in single μ-1,3 azido-bridging
ligands are the Ni-N-N and torsion (τ) angles.4,21,24,25

For the two studied complexes, 1 and 2, the Ni-N-N
angle values are rather similar, thus, the changes in the
magnetic response are mainly controlled by τ. Based on
our studies, there is a nice correlation between the calcu-
lated J values and the Ni-N 3 3 3N-Ni torsion angle.
Thus, for τ values around 90�, the exchange interactions
are ferromagnetic, while the exchange couplings become
antiferromagnetic for torsion angle values smaller than
60� (or larger than 120�). This magneto-structural corre-
lation (see Figure 5) can be clearly corroborated by
comparing experimental J values collected from the
literature for complexes with similar Ni-N-N angle
values with those J parameters obtained in this work
(Ni-N-N angle value below 135�, see Table 5). It is
worth noting that J23 (Jb in the fitting) interaction of
complex 1 corresponds to a unique case where τ is almost
0� and consequently strongly antiferromagnetic. Finally,
for this family of complexes, the analysis of J values
versus Ni-N-N angles shows a decrease of the antifer-
romagnetic contribution when the angles increase. Thus,
there is a linear correlation with Ni-N-N angles if
one may compare J values that have similar τ (τ>165�,
Figure S1, Supporting Information).
The mentioned magneto-structural correlation can be

understood by considering themagnetic orbitals involved
in the exchange interactions. The lobe of the d orbitals
dz2 or dx2-y2 of the NiII cation, oriented toward the π
orbital of the azido ligand in the Ni-N-N-N plane (see
Scheme 2), can provide a maximum overlap (strongest
antiferromagnetism) when a second NiII cation is placed
with a Ni-N 3 3 3N-Ni torsion angle of either 0� or 180�.
However, if the torsion angle is 90�, then the twomagnetic
orbitals of the second NiII cation are orthogonal to the π
orbital of the azido ligand, and consequently the coupling
is ferromagnetic. The influence of the Ni-N-N can be
easily explained because the increase of such an angle
results in a smaller overlap between the d orbital of the Ni
II cation and the π orbital of the azido ligand, being
strictly orthogonal for Ni-N-N equal to 180�.
Finally to corroborate these results, experimental

magnetic susceptibility curves (white symbols, subtract-
ing TIP for complex 2; Figure 6) are plotted together with
the magnetic data of complexes 1 and 2 using DFT
J values (black symbols, using g=2.29 and 2.0023 for 1
and 2, respectively; Figure 6). The experimental and
theoretical curves are in agreement, confirming the ability
of the employed DFT methodology to reproduce the
exchange interactions in this type of polynuclear com-
plexes. The differences between the curves are due to the

very large sensitivity of the shape of the curve with the
J values. Thus, such differences are due to small variations
between calculated and measured J values. The presence
of such small energy differences implies that even at very
low temperatures these excited states are populated giving
nonzero χMT values (see Figure 4). For instance, com-
pound 2 exhibits a S=0ground state and aS=1 excited
state at less than 1 cm-1 above; furthermore, a S=4high
spin state at only 6 cm-1 from the ground state.

Conclusions

Despite the extensive research on metal-azide chemistry
that has been developed during the last 30 years, there are
topologies that have not yet been achieved, among them,
clusters having nuclearity of four or more and containing
onlyEEazido groups as bridgeswere one of them.This is to a
certain extent surprising and could be considered as a gap
fulfilled in the present work by the achievement of com-
pounds 1 and 2. These two species are the sole examples of the
only μ1,3-N3-bridged NiII clusters, the title compounds
[{NiII(L1)(μ1,3-N3)(H2O)}4] (1) and [{NiII(L2)(μ1,3-N3)-
(H2O)}4] (2) represent a unique family of metal-azide
compounds.
The two title compounds have been derived from two

similar tridentate Schiff base ligands that also coordinate in
an analogousway. The bridging network and the topology of
the two complexes are alike too. In general, compounds 1 and
2, showing both bond lengths and angles in the coordination
environment of the metal ions, are comparable as well as the
Ni-N-N angles. In spite of all these similarities, the two
complexes differ significantly in terms of theNi-N 3 3 3N-Ni
torsion angles (τ); 3.3, 50.4, 87.5, and 90.6� in 1 and 54.7, 57.8,
85.4, and 86.1� in 2. One τ value of 3.3� in 1 is interesting
because a τ value close to 0� is unprecedented in metal-azide
chemistry.
The analyses of the measured magnetic susceptibility

together with the results of the theoretical calculations using
density functional theory methods show nice agreements for
both complexes. Regardless of their similarities, complex 1

exhibits an overall antiferromagnetic behavior in contrast to
complex 2 that shows ferromagnetic conduct. Previously, it
was pointed out the importance of the Ni-N-N angle as a

Scheme 2. RelativeOrientation of theMagneticOrbitals ofNiII andπ
Orbitals of Azido Ligand

Figure 6. Dependence of the χT product with the temperature for the
complexes 1 and 2, squares and circles, respectively. The black symbols
represent the values obtained from the DFT calculated J value (g = 2.29
and 2.0023 for 1 and 2, respectively), while the white color corresponds to
the measured susceptibility data eliminating the TIP for 2.

(49) Allen, F. H. Acta Crystallogr. 2002, B58, 380–388.
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key structural parameter in controlling the magnetic behav-
ior of this type of complexes. However, for the two studied
complexes, such angle values remain almost constant being
the τ values crucial to control the magnetic properties. Both
the ferromagnetic and antiferromagnetic pathways exist in
the two complexes due to the wide range of τ values. This
way, the antiferromagnetic behavior observed for complex 1
is mainly due to a low torsion angle (3.3�), while complex 2 is
predominantly ferromagnetic because torsion angles are
higher in value (between 50 and 90�). The overlap between
the magnetic orbitals is relatively large when the τ value
is close to 0�, while the strongest ferromagnetic coupling
corresponding to an angle of 90� is due to the orthogonality
of the orbitals. The intermediate situations, such as the τ values
close to 50�, result in weak antiferromagnetic couplings.
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