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Abstract: Mononuclear NiII complexes are particularly attrac-
tive in the area of single-molecule magnets as the axial zero-
field splitting (D) for the NiII complexes is in the range of
�200 to + 200 cm�1. Despite this advantage, very little is
known on the origin of anisotropy across various coordina-
tion ligands, coordination numbers, and particularly what
factors influence the D parameter in these complexes. To
answer some of these questions, herein we have undertaken
a detailed study of a series of mononuclear NiII complexes
with ab initio calculations. Our results demonstrate that
three prominent spin-conserved low-lying d–d transitions
contribute significantly to the D value. Variation in the sign
and the magnitude of D values are found to correlate to the
specific structural distortions. Apart from the metal–ligand

bond lengths, two different parameters, namely, Da and Db,
which are correlated to the cis angles present in the coordi-
nation environment, are found to significantly influence the
axial D values. Developed magneto–structural D correlations
suggest that the D values can be enhanced significantly by
fine tuning the structural distortion in the coordination envi-
ronment. Calculations performed on a series of NiII models
with coordination numbers two to six unfold an interesting
observation—the D parameter increases significantly upon
a reduction in coordination number compared with a refer-
ence octahedral coordination. Besides, if high symmetry is
maintained, even larger coordination numbers yield large D
values.

Introduction

In recent years single-molecule magnets (SMMs)[1] have
emerged as promising materials for information-storage devi-
ces[1] along with other potential applications, such as molecular
coolants[2] and quantum computing.[3] These SMMs exhibit
slow relaxation of magnetization below the blocking tempera-
ture in the absence of a magnetic field. This occurs due to an
energy barrier between the spin microstates, the so-called ms
levels. This energy barrier (Ueff) is given by jD jS2 (for integer
spin states), but is found to be largely independent of the
total spin (S) as D is inversely proportional to S2.[4] Moreover,
for half-integer spin ground state, even positive D values are
found to exhibit SMM behavior.[5] Large polynuclear clusters
often yield large S, but negligible D values,[6] whereas the mon-
onuclear complexes often possess large magnetic anisotro-
py.[7–8] Hence, with the hope of designing SMMs with large
negative D values from the promising mononuclear complexes,
numerous mononuclear transition-metal complexes have been
synthesized lately, and, indeed, many of them were found to
possess larger Ueff values than traditional polynuclear transi-

tion-metal clusters.[7–9] Because only a finite S value, depending
on the number of unpaired electrons, can be obtained in mon-
onuclear complexes, fine tuning the magnetic properties of
these system largely rely on the zero-field splitting parameter,
thus understanding and controlling the zero-field splitting (zfs)
parameter is of paramount importance. In this regard, mono-
nuclear FeII, CoII, and NiII complexes[9b, 10–13] have attracted the
interest of the magnetism community as some of these com-
plexes are reported to have impressive zfs values, as large as
approximately �200 cm�1, and large Ueff values. These are
commonly called single-ion magnets (SIMs) and in the last few
years several SIMs that possess unusual coordination numbers
(CNs) have been reported and some of these complexes yield
Ueff values as large as 226 cm�1.[9b] Besides transition metals,
lanthanides based SIMs have been of great interest in recent
years because they inherit large magnetic anisotropy.[7a, 14]An il-
lustrating example is the mononuclear [Er(COT)2]� (COT = cy-
clooctatetraene) complex[15] that possesses a record blocking
temperature (TB) of 10 K required for magnetization reversal.

Most of the reported transition-metal-based SMMs possess
MnIII ions, because they generally offer negative D values due
to common Jahn–Teller elongated structures. Extensive experi-
mental and theoretical studies reveal that the D parameters in
six-coordinated MnIII complexes are, however, small and in the
range of �5 to + 5 cm�1.[16] Theoretical studies to underpin the
origin of zfs in MnIII have thus been undertaken; these studies
highlight the role of the spin–spin part in estimating the zfs
parameters.[16a, 17] On similar lines, the origin of the zfs parame-
ter in FeII complexes with out-of-state spin–orbit coupling has
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also been explored.[18] The dependence of the zfs parameter
on the basicity of the donor ligands for some mononuclear FeII

and CoII complexes have also been demonstrated.[18]

Although MnIII, FeII, and CoII ions are commonly employed
among the first row transition-metal ions to obtain SMMs, NiII

ions also successfully yield SMMs with attractive barrier height-
s.[18a, 19] The first NiII-ion-based SMM was prepared by Winpenny
and co-workers, who synthesized a giant {Ni12} wheel possess-
ing an S = 12 ground state and D =�0.047 cm�1. This molecule
is reported to have Ueff of 9.6 K.[19a] Following by this discovery,
several other NiII-based SMMs have been reported, including
some mononuclear complexes.[19] Neese and co-workers[20] and
Maurice and co-workers[9a, 21] independently, by the use of theo-
retical tools, probed the origin of zfs in a series of mononu-
clear NiII complexes and significant insight into the role of
halide ions as well as the coordination sphere in determining
the magnitude of the zfs parameter was established. On the
other hand, Comba and co-workers studied spectroscopic and
magnetic data of a series of NiII bispidine complexes and
probed the anisotropy of these complexes by the use of an an-
gular overlap model and ab initio calculations.[20a, 22–23] These
studies have recently been extended to dinuclear NiII com-
plexes.[24]

Experimentally probing the microscopic origin of the zfs pa-
rameter is often challenging and has been attempted only in
a few selected cases by using multifrequency EPR and other
techniques.[25] On the other hand, theoretical studies play
a prominent role in probing the microscopic origin of zfs pa-
rameters. Despite the increased number of NiII-based SMMs
since the first report,[19a] the electronic or structural origin of
zfs in various types of NiII complexes still remain unex-
plored.[9a, 26, 27] Based on ligand-field theory, Abragam and
Bleaney proposed the following qualitative equation [Eq (1)]
for the D values in NiII complexes, in which l= spin–orbit cou-
pling constant D= crystal field splitting parameter:

D ¼ �4l2

D1
þ 4l2

D2
ð1Þ

As per Equation (1), if a compression is applied on the z axis
D1<D2, hence D is negative, whereas elongation leads to D1>

D2 and a positive D value.[23] In an effort towards understand-
ing the same, a series of NiII mononuclear complexes were re-
ported and their zfs values were estimated based on fitting of
powder susceptibility and magnetization data.[28–29] Based on
the available data, a correlation to zfs values has been pro-
posed based on the tetragonality parameter Dstr of the com-
plexes. To offer a clear-cut understanding of zfs in varied coor-
dination environments and to ascertain the factors on which
the sign and magnitude of this parameter depend, herein we
have undertaken detailed ab initio calculations of zfs parame-
ters in a series of mononuclear NiII complexes. We have also
developed magneto–structural D correlations to offer clues on
how to enhance the zfs further in a given coordination envi-
ronment for a NiII complexes.[26]

Computational Details

Calculations were performed by using the ORCA program[30] pack-
age for eleven complexes for which the X-ray structures[31] as well
as zfs parameters are available from experiments. There are two
contributions to the zfs parameter, the first and the prominent one
being the spin–orbit coupling (SOC) contribution and the second
being the dipolar spin–spin (SS) contribution to the D value.[16a, 17, 32]

Although the density functional calculations are widely used for
the estimation of zfs parameters for polynuclear complexes,[33] gen-
erally the computed zfs parameters are less accurate compared
with ab initio treatment.[1c, 20, 26]

The ab initio CASSCF calculations were performed by using the
ORCA suite of programs and here we have performed the state-
average complete active space self-consistent field (SA-CASSCF)
calculations incorporating the required excited states. We em-
ployed the def2-TZVPP basis set for Ni and def2-TZVP for the rest
of the atoms during the zfs calculations.[34] The SA-CASSCF calcula-
tions have a history of yielding accurate estimation of D and E pa-
rameters for transition-metal complexes (where D signifies axial zfs
and E describes rhombic zfs).[16a, 17–18, 20–21] The active space for
CASSCF calculations comprises five NiII-based orbitals with eight
electrons in them (d8 system; CAS(8,5) setup). We considered ten
triplet excited states and fifteen singlet excited states in our calcu-
lations to compute zfs in these 11 complexes.[17a] The SOC contri-
butions in the ab initio frame work were obtained by using the
second-order perturbation theory (2PT; Table 1) as well as employ-
ing the effective Hamiltonian approach (EHA; Table S5 in the Sup-
porting Information), which enables calculations of all matrix ele-
ments of the anisotropic spin Hamiltonian from the ab initio ener-
gies and wave functions numerically.[35] To treat the dynamic corre-
lations, N-electron valence perturbation theory (NEVPT2) calcula-
tions[36] on SA-CASSCF (non-dynamic electron correlation)
converged wave functions were performed. The CASSCF wave
function contains all electronic configurations that can be con-
structed by distributing eight electrons over the five 3d orbitals of
the NiII ions. The SS coupling contribution was estimated from the
SS coupling operator by using the mean-field approximation.[35] In
light of the recent discussion[16a, 17, 20] and considering the superiori-
ty of the NEVPT2 correlated energies towards the estimation of zfs
parameters, here we restricted our analysis to NEVPT2-2PT results,
unless otherwise mentioned.

Additional ab initio calculations were also performed by using the
MOLCAS 7.8[37] suite on model systems in which orbital degeneracy
are expected. Here we employed the [ANO-RCC.. 6s5p3d2f1g.]
basis set for Ni, the [ANO-RCC.. 3 s2p1d.] basis set for N, and the
[ANO-RCC.. 2s.] basis set for H atoms. First we performed CASSCF
calculations with an active space of eight active electrons in five
3d orbitals (8,5). With this active space, we computed 10 triplets as
well as 15 singlets in the configuration interaction (CI) procedure.
After computing these excited states, we mixed all these 10 triplets
and 15 singlets by using the RASSI-SO[38] module to compute the
SOC states. Due to hardware limitations we did not performed
second-order CASPT2 calculations here. Further on, we took these
computed SO states into the SINGLE ANISO[37b] program to com-
pute the D-tensors. The Cholesky decomposition for two electron
integrals was employed throughout.

Results and Discussion

Boca and co-workers reported zfs values of a series of NiII mon-
onuclear complexes with structures varying from compressed
tetragonal systems to elongated ones. These were classified
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into four categories: Group I (homoleptic complexes), Group II
(quasi-octahedral), Group III (tetragonal), and Group IV (rhom-
bic systems; see Figure 1) based on the coordination atom
types and the structures. Each of these complexes was charac-
terized by a tetragonality parameter, Dstr, to which the fitted
magnetic D value, Dmag, was correlated. The Dstr of the first
group was defined differently than the other three as they are
the only homoleptic complexes in the set. Equation (2) was ad-
vocated to evaluate Dstr for Group I ({NiN6}) complexes

Dstr ¼ Rax�Req cm�1 ð2Þ

where Rax refers to the axial bond length and Req refers to the
average equatorial bond length. A different formula was used
for the remaining three groups {NiN4N2’} (Group II), {NiN4O2}
(Group III), and {NiN2O2O2’} (Group IV), details of which are dis-
cussed elsewhere (see the Supporting Information, Table S1 for
details).[28, 29] In order to shed light on how the zfs parameter
varies across these groups and to probe the effect of metal–
ligand bond strength as well as the covalency on the estimat-
ed D values, CASSCF calculations were performed (see Table 1).
Although the magnitude of D is reproduced compared with
the experimental estimate across all the groups, the sign of D
is contrary to the experimental values for Group II and IV. 2PT
and the EHA yield similar signs and magnitudes of D across
the series computed (see the Supporting Information, Table S5)
and this adds confidence to the computed results. To obtain
further clues on the sign of the D values,[16b] we performed ad-
ditional simulations with the Phi program where both the
magnetization and the susceptibility data were simultaneously
employed to fit the data (see the Supporting Information for
descriptive details on the usage of the Phi program).[39] Al-
though this resolve the sign ambiguity in two cases, both posi-
tive and negative D fits the experimental data equally well for
other complexes and two distinct minima are clearly found in

a residual error plot. The computed D values also yield good
fits to the experimental magnetization and susceptibility data
(Figure S2–S23 in the Supporting Information). Because accu-
rate measurements, such as HF-EPR spectroscopic data, are not
available for these complexes, the issue related to the sign of
the D values cannot be resolved by experimental means.

Studies on Group I: {NiN6} homoleptic complexes

In the first group, three complexes were chosen and all these
structures have the common formula of [Ni(iz)6]2 + , however
there are some structural deviations within the compounds
that are associated to the different counter anions (see
Table 1). This class is ideal to make the comparison as all the li-
gands are identical and any difference in the D parameter
must be associated to the small structural distortion directed
by the counter anion. As Dstr is related to the difference in the
axial and equatorial bond lengths, a perfect octahedral struc-
ture would yield a D value of zero, consistent with the symme-
try arguments.[40] Even a slight distortion from the perfect octa-
hedral symmetry is enough to yield a non-zero D value. The
computed trend correlates with the experiments, although
a deviation in sign is evident for complex Ic.

Studies on Group II: {NiN4N’2} complexes

The complexes of this group comprise a slightly diverse coordi-
nation sphere with the axial positions occupied by the thiocya-
nato ligands and the equatorial plane coordinate by a quino-
line/furopyridine-based N-donor ligand. Although the magni-
tude of D is reproduced in our calculations, the sign of D is
contrary to the experiment. Complex IIa and IIb are structurally
similar, but possess different D values due to disparity in the
basicity of the N-donor ligands in the equatorial plane (iso-
quinoline in case of complex IIa and Mefpy in case of IIb). The

Figure 1. Four crystal structures as representatives for Groups I–IV are
shown. The hydrogens atoms are omitted for the clarity. Color code: Ni
green, O red, N blue, S yellow, C gray.

Table 1. List of complexes studied along with experimental and comput-
ed zfs parameters.

Complex[a] Dexp [cm�1] NEVPT2-2PT-calculated D/E values
Dcal [cm�1] Ecal/Dcal gcal

Group I
a) [Ni(iz)6](fm)2 �3.43 �3.66 0.25 2.4668
b) [Ni(iz)6](Cl-ac)2 �0 �0.56 0.17 2.4196
c) [Ni(iz)6](Cl-prop)2 0.9 �1.44 0.17 2.4227
Group II
a) [Ni(iqu)4(NCS)2] �1.54 1.02 0.26 2.4268
b) [Ni(Mefpy)4(NCS)2] �1.93 5.11 0.01 2.4621
Group III
a) [Ni(pz)4(ac)2] 3.88 4.09 0.09 2.4492
b) [Ni(dmeiz)4(H2O)2]Cl2 7.42 10.67 0.10 2.4978
Group IV
a) [Ni(dmeiz)2(fm)2(H2O2] �7.7 8.79 0.30 2.5777
b) [Ni(fpy)2(ac)2(H2O)2] �5 3.99 0.14 2.4912
c) [Ni(iqu)2(ac)2(H2O)2] �5.3 5.58 0.32 2.5271
d) [Ni(bzfpy)2(ac)2(H2O)2] �2.85 4.93 0.18 2.5027

[a] iz = imidazole, fm = formato, iqu = isoquinoline, Mefpy = 2-methylfuro-
[3,2-c]pyridine, pz = pyrazole, demiz = 1,2-dimethyl-imidazole, fpy =

furo[3,2-c]pyridine, bzfpy = benzo[4,5]furo[3,2-c]pyridine.
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computed D values for both complexes are found to
be positive. Analyzing different contributions to D
suggests that the major contribution that adds to the
negative part of D arises from excitation I (see the
Supporting Information for details) and this excita-
tion is similar to that of the complexes studied in
Group I with a major contributory transition being
dyz!dz2 (dark green line in Figure 2 and complex IIb
in Figure 3). The contribution due to this excitation is
the same in both cases as the axial ligands are the
same with almost similar a-cis-angle (see Table 2 and
Table S2 in the Supporting Information).

Here the difference in the magnitude of D arise
from excitations II and III (these are predominantly
dxz!dx2�y2 and dxy!dx2�y2 transitions). The energies of
these orbitals are found to correlate to the equatorial
angles defined as the Db parameter in Scheme 1.

This parameter is estimated to 0.7 and 6.0 for IIa and IIb, re-
spectively. This difference significantly affects the energies of
dxy and dx2�y2 orbitals. For an ideal octahedral geometry, the Db

parameter is zero (see Scheme 1) and a large value of Db sug-
gests a significant structural distortion from ideal symmetry. As
the Db value increases, the s-donor ligand orbitals start to in-
teract with the t2g orbitals and this leads to destabilization of
these orbitals (see Figure 4). Here the N(px) orbital of the
ligand is found to interact with Ni(dxy) orbital as the Db in-
creases and this in turn raises the energy of the dxy orbital. A
large Db also means that the ligand deviates from the axial di-
rection and thus the interaction with the Ni(dx2�y2) weakens;
this stabilizes this orbital, leading to a drastic reduction in the
dxz!dx2�y2 and dxy!dx2�y2 gaps (see Figure 4). This reduction
observed for IIb rationalizes the observed deviation in the
computed D values. We would like to note here that at some
instance this parameter may not reflect the distortion present
in a structure, thus one has to carefully also inspect the indi-
vidual cis angles (see Table S2 in the Supporting Information).

Studies on Group III : {NiN4O2} complexes

Group III complexes are structurally diverse with the axial posi-
tions occupied by O-donor ligands and the equatorial positions
by the N-donor ligands. Here two representative complexes,
namely, IIIa and IIIb, are studied where the axial position is oc-
cupied by acetate and water molecules, respectively (see

Figure 2. CASSCF-computed metal-based d orbitals with single excitations.
The picture shows all possible spin-conserved excitations responsible for the
zfs for the set tested (the orbitals and the energies is for complex Ib). The
green and red regions indicate positive and negative spin phases. The iso-
density surface represented corresponds to a value of 0.015e�bohr�3.

Figure 3. NEVPT2-computed orientation of the zfs tensors for complexes Ib,
IIb, IIIb, and IVa as representatives for each group. See Figure S1 in the Sup-
porting Information for details. The color code is same as in the Figure 1.

Table 2. List of key excitation energies arising from the low-lying d–d multiplets ob-
served for the studied complexes along with the contribution to the D values.

Complex Excitation I Excitation II Excitation III
Energy [cm�1] D [cm�1] Energy [cm�1] D [cm�1] Energy [cm�1] D [cm�1]

Group I
Ia 10 935 �38.7 11 739 17.6 12 210 17.1
Ib 11 961 �34.6 12 123 17.3 12 074 16.8
Ic 11 941 �35.7 12 241 17.3 12 529 16.5
Group II
IIa 12 120 �33.1 11 823 17 11 790 16.8
IIb 12 560 �33.5 10 855 19.8 10 818 19.1
Group III
IIIa 10 255 �36.2 10 422 20.6 10 438 20.6
IIIb 13 230 �32.8 9062 23.2 8906 23.8
Group IV
IVa 8555 �37.2 11 501 22 9581 25.1
IVb 9077 �41.8 10 107 24.1 9077 23.4
IVc 9490 �36.5 11 437 20.3 10 378 22.8
IVd 10 069 �36.7 11 358 21.8 10 451 20.5

Scheme 1. Schematic illustration of the Da and Db parameters present in
these complexes.
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Figure 1 and Figure S1 in the Supporting Information). The
equatorial positions are occupied by 2,3-methyl-imidazole and
pyrazole for complexes IIIa and IIIb, respectively. The computed
D values are found to be positive in nature for both complexes
with a larger D value computed for IIIb compared with IIIa. Al-
though the magnitude slightly varies, the computed values are
in agreement with the experimental results (see Table 1). The
difference in the D values observed between IIIa and IIIb arises
again due to variation in the structural parameters (see the
Supporting Information, Table S2 for details). For both com-
plexes, large negative D values arise from excitation I (predom-
inantly dyz!dz2 transition) whereas two other excitations (pre-
dominantly dxz!dz2 and dxy!dx2�y2 transitions) are found to
contribute to a positive D value as in other groups studied.
The excitation analysis reveals significant reduction of the neg-
ative contributions to D and significant enhancement in the
positive D contributions for complex IIIb compared with com-
plex IIIa (see Table 2). Here both the Da value (8.3 vs. 0.8 for
IIIa and IIIb, respectively) and the Db values (2.5 vs. 4.8 for IIIa
and IIIb, respectively) are found to differ. The variation of both
parameters leads to larger differences for the computed D
values than for those observed for Group I and II, where only
one parameter (Da for Group I and Db for Group II) was found
to vary. Besides these structural variations, because both the
N- and O- donor atoms are present, the donating abilities and
the related metal–ligand covalency are also likely to affect the
orbital ordering and the computed D values.

Studies on Group IV: {NiN2O2O2
’} complexes

Further diversity is observed with two N-donors, two O-donors,
and two O’-donor ligands. The O and O’ atoms represent two
different oxygen-donor ligands, namely, water and acetate/
formaldehyde groups. All the computed D values are found to
be positive in nature and this is in contradiction to the experi-
mental observations. Because the experimental values are ob-
tained by fitting the magnetization data, we have also at-
tempted to fit these data with positive D values and as expect-
ed both positive and negative D values are found to fit the ex-

perimental data excellently (see
Figures S16–S23 in the Support-
ing Information). Although the
sign of D is found to vary, the
magnitude of the computed D
value is in agreement with the
experiments. More importantly,
the experimental trend of IVd<
IVb< IVc< IVa is nicely repro-
duced in our calculations. The
nature of the excitations, which
contributes to the D values, is
similar to those of the aforemen-
tioned groups. Similar to the
Group III, both the Da and the
Db parameters are found to vary
and the variation in these pa-
rameters are found to correlate

to the magnitude of the computed D values (see the Support-
ing Information, Table S2 and S3 for details).

The role of structural distortions on the estimation of D
values

To probe how structural distortion can influence the computed
D values, we decided to take one representative structure (Ib)
and developed magneto–structural D correlations. Here we
have developed two magneto–structural correlations: cis-bond
elongation[21b] and changes to the Db value.

Cis-bond elongation

Because earlier studies emphasis the role of the Ni�L bond
lengths, particularly the difference in the Ni�L bond lengths
(Dstr) as a key parameter that controls the sign and magnitude
of D, herein we decided to develop a magneto–structural cor-
relation by varying the two equatorial cis-Ni�N bond lengths.
Elongation and compression of this parameter will essentially
enhance/decrease the defined Dstr parameter. Developed mag-
neto–structural correlation for Dstr versus D is shown in
Figure 5. As the Dstr value increases the magnitude of D is
found to increase, whereas a decrease in the Dstr value leads to
a negative D value (note that positive Dstr values led to positive
D values, whereas negative Dstr values led to negative D
values). A variation of 12 cm�1 in the magnitude of D (from + 4
to �8 cm�1) is observed by altering the Dstr parameter from
�0.3 to 0.55. This illustrates the importance of the bond-
length differences in the estimation of the zfs parameter. To
gain further insight into the behavior of D, we performed orbi-
tal analysis and tabulated the major contributory excitations in
Table 3. The compression of the equatorial bonds pushes the d
orbitals up in energy (see Figure 5). The difference in sign is
found to occur due to the trade-off between two excitations:
dyz!dz2 and dxy!dx2�y2, which are the major contributory tran-
sitions in both cases, whereas the third excitation, dxz!dz2 re-
mains constant.

Figure 4. CASSCF-computed Eigen value plot along with metal-based orbitals for complexes IIa and IIb (left). The
blue arrows correspond to the dominant (dxy!dx2�y2) excitation, which is responsible for alteration of the D
values. The orbital interaction diagram reflects the extent of interaction as the Db parameter varies (right). The
green and red regions indicate positive and negative spin phases. The isodensity surface represented corresponds
to a value of 0.015e�bohr�3.
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D correlation for the Db parameter

In the second correlation we modified the Neq–Ni–Neq angle to
observe the changes in the D values. The calculations were
performed on the simple homoleptic complex Ib. The parent
complex possesses a Db value of 1.8 and a Da value of 1.6. To
vary the Db parameter, the N–Ni–N angle is increased up to
100 degrees and the opposite angle is concurrently reduced to
80 degrees. The variation of Db against the computed D
values is shown in Figure 6. The dxy!dx2�y2 excitation is found
to be the major contributing transition and lead to larger posi-
tive D values as the Db increases or decreases. It is apparent
from the graph that larger Db yield larger D values and this is

due to the fact that larger distortions reduce the metal–ligand
interaction and in turn decreases the gap between the dxy and
dx2�y2 orbitals, leading to larger D values. Note that apart from
the Db parameter, the Da parameter can also influence the
sign and magnitude of the D values.

The role of the CN on the computed zfs

In general strong metal–ligand interaction quenches the SOC
in transition-metal ions and this in turn significantly reduces
the magnetic anisotropy. Because SOC is an important ingredi-
ent in the magnetic anisotropy and as it is strongly correlated
to the orbital degeneracy, apart from the nontrivial structural
distortion, the number of donor ligands can also be tuned to
vary the SOC parameter to obtain large D values. Inspiration
for this work is the work of Long and co-workers who have re-
ported a family of two-coordinate [Fe(C(SiMe3)3)2]� complexes,
which are characterized as SMMs and these complexes also
possess the largest barrier height reported for magnetization
reversal.[9b] A reduction in the CN reduces the metal–ligand re-
pulsion, leading to close-lying d orbitals for low-coordination
complexes. In this context, Murugesu and co-workers reported
a mononuclear [Ni(6-Mes)2]Br (6-Mes = 1,3-bis(2,4,6-trimethyl-
phenyl)-3,4,5,6-tetrahydropyrimidin-2-ylidene) complex where
NiI possesses two coordination and shows slow relaxation of
magnetization.[41] Furthermore, in a recent report, Ruiz and co-
workers[18b] emphasis that the CN plays a prominent role in
controlling the sign/magnitude of D values. With this back-
ground we attempted to understand the role of the CN in the
estimation of D values in mononuclear NiII complexes. We
modelled the complex Ia with CN = 2–5 (see Table 3 and
Figure 7).

All the structures were optimized with the B3LYP functional
and verified as minima by computing the frequencies. Because
the structures are fully optimized, these models do not repre-
sent the high-symmetry point group of the modelled com-
plexes. On the DFT-computed structures, (see Table S6 in the
Supporting Information) regular SA-CASSCF calculations were
performed to estimate the D and E values and the orientation
of the D tensor (see Table 3 and Figure 7). Our calculations
reveal a nice trend where D increases with a decrease in CN

Figure 5. Magneto–structural D correlation developed for the Dstr parameter
(top) and computed orbital ordering of the metal-based d orbitals of the NiII

mononuclear complex of Group I upon equatorial compression and elonga-
tion (bottom). The red and green regions indicate positive and negative
spin phases. The isodensity surface represented corresponds to a value of
0.015e�bohr�3.

Table 3. CASSCF-computed D values for optimized model complexes
with different CNs.

CN Geometry D [cm�1] E/D

2 linear 267.51 0.11
3 trigonal �202.24[a] 0.32
4 tetrahedral 24.69 0.28
5 square pyramidal 25.27 0.06

[a] Since magnitude of E/D is close to 0.3, sign of D parameter is ambigu-
ous.

Figure 6. Magneto–structural D correlation developed for the Db parameter
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and a near-linear relationship between D and CN is evident. Of
particular interest is lower CNs, such as 2 and 3, which yield
very large D values and illustrate the fact that very large D
values are achievable by fine tuning the CN.

As calculations on the DFT-optimized model complexes of
[Ni(iz)n]2 + generate minimum-energy structures, which are dis-
torted and do not possess the highest-possible symmetry, we
decided to extend our studies to [Ni(NH3)n]2 + models with n =

2–7.[27a]The computed results are summarized in Table 4. This
model reiterate the point that lower CN yield large D values,

but additionally reveals that if the perfect point-group symme-
try is maintained, larger D values are achievable also with
higher CNs, including a trigonal bipyramidal geometry, for
which there is experimental evidence of such a large D
value.[9a] Interestingly, our calculations also predict a large neg-
ative D for seven-coordinate NiII complexes and no rhombic zfs
parameter for any of the structures. However, all these predic-
tions are yet to be verified by experiments. We have assumed
a S = 1 pseudospin to determine the D values, which subse-
quently quench the orbital momentum.

Conclusion

Magnetic anisotropy is an important ingredient in the design
of SMMs. This parameter is extremely difficult to control in
polynuclear complexes and till now there is no rational way to

enhance the anisotropy for a given SMM. Mononuclear com-
plexes on the other hand, for which the ligand donors, coordi-
nation environment, distortion, and CN can be fine tuned, are
very versatile. Thus these are attractive building blocks to
obtain large anisotropy. Herein we have undertaken detailed
ab initio studies on 11 mononuclear NiII complexes to probe
the origin of the magnetic anisotropy and the conclusions de-
rived from this work is summarized below:

1) The studied complexes are divided into four groups ac-
cording to the type of donor atoms (N or O). The zfs calcula-
tions with the NEVPT2-correlated energies yield good numeri-
cal estimates of the D values in all the cases when compared
with the experimental values, albeit the sign of D is found to
be contrary to experimental values for Group II and IV. More re-
liable measurements, such as high-field EPR spectroscopy, are
required to shed light on the sign of the D values.

2) Our magnetic calculations clearly suggest that spin-con-
served excitations are the major contributor towards the D
value. Out of 10 possible spin-conserved excitations, the first
three low-lying spin-conserved excitations are the most contri-
buting and play a proactive role in controlling the sign and
strength of the D values in this class of complexes. However,
these excitations are extremely sensitive to structural parame-
ters, such as Ni�L bond lengths and L–Ni–L bond angles. Inter-
estingly, even smaller structural variations are reflected in the
computed transition energies and hence found to correlate to
the magnitude of the D values.

3) The Dstr parameter, which is correlated to the dif-
ference in the Ni�L bond length, is found to signifi-
cantly influence the sign as well as magnitude of the
D values. Besides the bond-length parameter, we
have defined two more parameters, namely, Da and
Db, which account for the deviation in the cis L–Ni–L
angles within the coordination environment. These
two parameters are also found to significantly influ-
ence the strength, but not the sign of the D values.

4) The CN is found to be the key parameter to fine
tune the zfs parameters as lower CNs are found to
yield large D values. A near-linear relationship be-
tween the CN and the D value was detected with D
as high as + 267 cm�1 predicted for two-coordinate

mononuclear NiII complexes. If higher symmetry is maintained,
even higher-CN complexes are found to yield very large Ising
anisotropy, although this factor is challenging to address ex-
perimentally.
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Figure 7. NEVPT2-computed orientation of the D tensors for mononuclear
two-, three-, four-, and five-coordinated [Ni(iz)n]2 +complex (where n = 2, 3, 4,
and 5).

Table 4. CASSCF + RASSI-SO-computed D values for [Ni(NH3)n]2 + models with n = 2–7.

CN Geometry Dcal [cm�1] Ecal gcal (gxx, gyy, gzz) Dexp [cm�1][a]

2 linear �123.38 0 1.86, 1.86, 2.89 8.6–14.2[42]

3 trigonal planar 96.86 0 1.51, 1.52, 3.80 –
4 square planar �293.70 0 2.13, 2.11, 1.32 32[43]

4 tetrahedral �94.54 0 1.89, 1.88, 1.88 55[44]

5 trigonal bipyramidal �278.27 0 1.43, 1.43, 2.68 �120 to �180[9a]

7 pentagonal bipyramidal �300.84 0 1.38, 1.38, 1.65 �13.9[27a]

[a] Experimental D values reported for relevant structures, but note that none of the
reported structures possess the high symmetry defined in the model complexes ren-
dering only tentative cross-comparison.
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