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Theoretical insights into the origin of magnetic
exchange and magnetic anisotropy in {ReIV–MII}
(M = Mn, Fe, Co, Ni and Cu) single chain magnets†

Saurabh Kumar Singh,‡a Kuduva R. Vignesh,‡b Velloth Archana§a and
Gopalan Rajaraman*a

Density functional calculations have been performed on a series of {ReIV–MII} (M = Mn(1), Fe(2), Co(3),

Ni(4), Cu(5)) complexes to compute the magnetic exchange interaction between the ReIV and MII ions,

and understand the mechanism of magnetic coupling in this series. DFT calculations yield J values of

−5.54 cm−1, +0.44 cm−1, +10.5 cm−1, +4.54 cm−1 and +19 cm−1 for complexes 1–5 respectively, and

these estimates are in general agreement with the experimental reports. Using molecular orbital (MO) and

overlap integral analysis, we have established a mechanism of coupling for a {3d–5d} pair and the

proposed mechanism rationalises both the sign and the magnitude of J values observed in this series.

Our proposed mechanism of coupling has five contributing factors: (i) (Re)dyz–dyz(3d) overlap,

(ii) (Re)dxz–dxz(3d) overlap, (iii) (Re)dxy–dxy(3d) overlap, (iv) (Re)eg–t2g(3d) overlaps and (v) (Re)eg–eg(3d)

overlaps. Here, the first two terms are found to contribute to the antiferromagnetic part of the exchange,

while the other three contribute to the ferromagnetic part. The last two terms correspond to the cross-

interactions and also contribute to the ferromagnetic part of the exchange. A record high ferromagnetic

J value observed for the {ReIV–CuII} pair in complex 5 is found to be due to a significant cross interaction

between the dz2 orbital of the ReIV ion and the dx2−y2 orbital of the Cu(II) ion. Magneto-structural corre-

lations are developed for Re–C and M–N bond lengths and Re–C–N and M–N–C bond angles. Among

the developed correlations, the M–N–C bond angle is found to be the most sensitive parameter which

influences the sign and strength of J values in this series. The J values are found to be more positive (or

less negative) as the angle increases, indicating stronger ferromagnetic coupling at linear M–N–C angles.

Apart from the magnetic exchange interaction, we have also estimated the magnetic anisotropy of

[ReCl4(CN)2]
2− and [(DMF)4(CN)MII(CN)] (MII–FeII, CoII and NiII) units using the state-of-the-art ab initio

CASSCF/PT2/RASSI-SO/SINGLE_ANISO approach. The calculated D and E values for these building units

are found to be in agreement with the available experimental results. Particularly a large positive D com-

puted for the [ReCl4(CN)2]
2− unit was found to arise from dxz/dyz→ dxy excitations corresponding to the

low-lying doublet states. Similarly, a very large positive D value computed for FeII and CoII units are

also rationalised based on the corresponding ground state electronic configurations computed. The non-

collinearity of the ReIV ion and the MII ion axial anisotropy (DZZ) axis are found to diminish the anisotropy

of the building unit, leading to the observation of moderate relaxation barriers for these molecules.

Introduction

Since the discovery of single molecule magnet (SMM) Mn12

and related clusters, much attention has been paid towards
the synthesis and characterization of SMMs.1–8 SMMs are
molecules which show slow relaxation of magnetization for
reorientation of the spins in the absence of any applied mag-
netic field. SMMs have several potential applications ranging
from highly dense information storage devices to solid state
Q-bits in quantum computing.1,9 The barrier height for re-
orientation of magnetization in these clusters is given by the
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spin ground state (S) and the negative axial zero field splitting
parameter (zfs; D): ΔE = S2|D| (for the integer spin state).10

Large ground state S values along with large negative zfs are the
desired parameters to exhibit slow relaxation of magnetization.
In transition metal clusters, the orbital angular momentum is
strongly quenched by the ligand field, which generally
diminishes the first order contribution to the magnetic an-
isotropy. The second order contribution to the zfs parameter is
of few wave numbers, and decreases significantly with increase
in the S value.11,12 Despite several pioneering studies in tran-
sition metal clusters, the barrier height for magnetization rever-
sal has not increased tremendously.13,14 In view of the fact that
attaining large S and D is not a trivial task, another class of one-
dimensional chain complexes called single chain magnets
(SCMs) has been reported as an alternative to SMMs. Here, the
barrier height is given by Δτ = (8J + D)S2, where the intra-
molecular exchange interaction J plays a direct role in control-
ling the barrier heights. As the exchange coupling parameter
J is relatively easy to control compared to the zfs parameters, a
significant number of one-dimensional chain compounds are
reported to behave as SCMs.15–19 Apart from a strong intrachain
magnetic exchange, a negligible interchain exchange interaction
is also a requisite for the observance of SCM behaviour.20–22

Strategies to incorporate highly anisotropic ions such as
heavier congeners of the transition metal ions in the cluster
aggregation have become very successful in recent years, as the
diffuse 4d and 5d orbitals facilitate stronger magnetic
exchange compared to their 3d analogues.12,23 Besides, the
SOC coupling constants in these ions are usually one order
higher than their 3d analogues and lead to a highly an-
isotropic environment, resulting in stabilization of the well iso-
lated ground state doublet from the excited state. The
advantage of employing 4d and 5d ions in molecular magnet-
ism has been reported recently by Dunbar and co-workers.23

The latter transition metal ions with the unquenched orbital
angular momentum are more attractive, as they benefitted
from both the first order angular momentum and the second
order angular momentum. This leads to a strong anisotropic
exchange coupling and yields a large anisotropic barrier for
magnetization reversal.24–27 Our detailed theoretical analysis
reported earlier reveals that the strength of anisotropic
exchange coupling increases as we move down the group,
leading to a large barrier for spin reversal.28

Generally 4d and 5d metal ions tend to stabilize the higher
oxidation states compared to their 3d analogues, and also
likely to exhibit a higher coordination number. Besides, these
4d and 5d metal ions are prone to form multiple metal–metal
bonds as a result of direct overlap of the frontier orbitals. To
avoid the direct metal–metal bonds, cyanide ligands are
employed as bridging ligands, and this synthetic strategy leads
to isolation of several 4d/5d SCMs.23 Cyanometalates are very
stable in the solution—various oxidation states and spin states
can be controlled and the magnetic properties are often
predictable.29–33 In addition, cyanides are a strong-field ligand
and preserve the orbital degeneracy of the coordinated metal
ions in many cases, which leads to unquenched orbital angular

momentum and facilitates anisotropic exchange coupling –

another key ingredient in the synthesis of SMMs/SCMs.34,35

Recently much attention has been paid to ReIV ion based
molecular magnets, and this is evident from the isolation of
several SMMs/SCMs based on ReIV building units.23,31,32,36 The
ReIV is a d3 ion which does not possess any first order orbital
angular momentum, but possesses large SOC constants (λ ∼
1000 cm−1), and this offers a huge anisotropy, isolating the
ground state doublet from the excited state. Particularly, the
[ReCl4(CN)2]

2− unit is a highly anisotropic building block as it
has been successfully used to isolate several SCMs with high
blocking temperatures for magnetic relaxation.31 In a seminal
report, Long et al. reported a series of [(DMF)4MReCl4(CN)2]
(where M = MnII, FeII, CoII, NiII) one-dimensional SCMs with
thermally activated, energy barriers to relaxation Δτ of 31, 56,
17, and 20 cm−1 for MnII, FeII, CoII, NiII complexes, respect-
ively.31 The same group also reported a (Bu4N)[TpCuR-
eCl4(CN)2] complex with a record high ferromagnetic exchange
of +29 cm−1 between ReIV–CN–CuII linkage.37 A recent HF-EPR
study on the [ReCl4(CN)2]

2− unit reveals a positive zfs of
+11 cm−1 with a large E term affirming our earlier point that
these building units possess a significant single-ion anisotropy.32

Synthesis of novel 4d/5d SMMs/SCMs demands a thorough
understanding and a perceivable way to achieve control of micro-
scopic spin-Hamiltonian parameters. Theoretical tools are
invaluable in this area as these molecules possess a complex set
of spin Hamiltonian parameters and extracting them using
experimental techniques often demands a bunch of sophisti-
cated spectroscopic analyses.27,29,30,35,38,39 Theoretical methods,
on the other hand, help to extract these parameters from the
X-ray structure and have also been used lately to make useful
predictions.38,40,41 In the present work, we have studied in
detail the mechanism of magnetic exchange interactions of
[(DMF)4MReCl4(CN)2] complexes (here M = MnII, FeII, CoII and
NiII) by using density functional calculations.31 Our study also
includes the (Bu4N)[TpCuReCl4(CN)2] complex to underpin the
factor behind the record high ferromagnetic exchange observed
for any cyanometalates.37 To unearth the source of anisotropy in
these systems, we have performed ab initio calculations on
mononuclear [ReCl4(CN)2]

2− and [(DMF)4(CN)M
II(CN)] (MII =

FeII, CoII and NiII) units to compute the zfs parameters. With
this data we aim to propose a unified mechanism of magnetic
coupling in these systems, and have developed a series of
magneto-structural correlations to offer further insight into the
nature of magnetic interactions in these series.

Computational details

In dinuclear complexes, the magnetic exchange interaction
between the ReIV and MII ions is described by the following
Hamiltonian:

Ĥ ¼ �JŜMŜRe ð1Þ
The exchange coupling constant is isotropic in nature

where SM and SRe are the spins on MII ions (SMn = 5/2, SFe = 2,
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SNi = 1, SCu = 1/2) and the spin on ReIV(S = 3/2). DFT combined
with the Broken Symmetry (BS) approach42 has been employed
to compute the energies of the different spin
configurations.43–45 The BS method in conjunction with the
equation proposed by Ruiz et al.41,46 has a proven track record
of yielding good numerical estimate of J values for a variety of
complexes and this has been used throughout our
study.28,38,40,41,46,47 Here, we have performed most of our calcu-
lations using Gaussian 09 suite of programs.48 We have
employed a hybrid B3LYP functional along with a relativistic
effective-core potential LANL08f basis set on Re atoms. The
rest of the atoms are treated with the Ahlrichs ζ triple-zeta
basis set.49 The SCF convergence is kept tight at 1 × 10−8 Eh
during the calculations. To analyse the origin of the exchange
interactions on ReIV–MII ions, we have replaced the ReIV ion by
the CrIII ion, and have computed the CrIII–MII exchange
employing the same functional and LANL08f basis set on the
Cr atom. The overlap integral was computed as per the pro-
cedure outlined in ref. 46. In the case of trinuclear complexes,
the magnetic exchange was computed using the pair-wise
interaction model,41 in which four spin-configurations were
computed to extract the three different exchange interactions
( J1–J3) (see the equation below and ESI† for further details).
The energy difference between spin configurations is equated
to the corresponding pair-wise exchange interaction from
which all three J values have been extracted.

Ĥ ¼ �J1SM1SRe � J2SM2SRe � J3SM1SM2 ð2Þ

Zero field splitting parameters were computed using the
MOLCAS 7.8 code.50 Here, we have performed state-of-the-art
ab initio calculations on the mononuclear [ReCl4(CN)2]

2− unit
to extract the zero field splitting of the ReIV ion and on
[(DMF)4(CN)M

II(CN)] (MII = FeII, CoII and NiII) units to
find the D and E values. We have employed the
[ANO–RCC⋯8s7p5d3f2g1h] basis set for the Re atom,
the [ANO–RCC⋯6s5p3d2f1g] basis set for MII atoms,
[ANO–RCC⋯4s3p2d] for C and N atoms, and
[ANO–RCC⋯5s4p2d] for Cl atoms. The ground state electronic
configuration of the ReIV ion is 5d3 with 4F as the ground state.
First, we have performed CASSCF calculations with an active
space of three active electrons in the five active 5d orbitals,
CAS(3,5). Here, we have computed 10 quartet states and 40
doublets states in the CI procedure. To treat the dynamic corre-
lation, we have performed the MS-CASPT2 calculations on top
of the converged CASSCF wavefunctions for the ReIV ion. We
have employed IPEA shift of 0.25 to avoid the intruder states
problem in CASPT2 calculations. For Fe(II) ions, we have per-
formed CASSCF calculations with an active space of six active
electrons in the five active 3d orbitals, CAS(6,5), and then we
have computed five quintet states and 45 triplet states in the
CI procedure. For Co(II) ions, we have performed CASSCF cal-
culations with an active space of 7 active electrons in the five
active 3d orbitals, CAS(7,5) and then computed 10 quartet
states and 40 doublet states in the CI procedure. Similarly for
Ni(II) ions, we have performed CASSCF calculations with an

active space of eight active electrons in the five active 3d
orbitals, CAS(8,5) and then computed 10 triplet states
and 15 singlet states in the CI procedure. After computing
these spin-free states, we have mixed these states in
the RASSI-SO module to compute the spin–orbit states. After
that, we have taken these states into the SINGLE_ANISO
program to compute the zfs parameters.50 The Cholesky
decomposition for two electron integrals is employed with the
cut-off value of 1 × 10−3 as recommended earlier.50 Using the
SINGLE_ANISO code, we have also computed the static d.c.
properties.51,52

Results and discussion
Magnetic exchange interactions in {ReIV–MII} (M = Mn (1),
Fe (2), Co (3), Ni (4), Cu (5)) building units

Utilizing [ReCl4(CN)2]
2− as a basic building unit, synthesis and

magnetic studies of [(DMF)4(CN)M
II(CN)ReIV(Cl)4(CN)] (M =

Mn (1), Fe (2), Co (3), and Ni (4)) and [(CN)(Tp)CuII(CN)
ReIV(Cl)4(CN)] (5) are reported in the literature (see Fig. 1).31,37

Here, we have modelled five dinuclear units (repeating units of
complexes 1–5) from the parent chain structure to estimate
and to understand the nature of magnetic coupling in these
classes of systems. The common building block in these
systems is the [ReCl4(CN)2]

2− unit. Here the ReIV ion possesses
an octahedral environment, with four Cl− ions in the equator-
ial plane and –CN bridges in the -trans position. The average
Re–Cl distances are found to be 2.314 Å which is slightly larger
than the average Re–CN bond distance of 2.122 Å. This is due
to the lack of π acceptance nature of the –Cl ligand compared
to the –CN ligand. The trans (–CN) ligands are attached to the
M(DMF)4 (M = Mn, Fe, Co and Ni; DMF = di-methyl forma-
mide) unit for complexes 1–4 and results in a one-dimensional
chain structure. For complex 5, however, a different topology is
detected where {(CN)(Tp)Cu} (here Tp− is hydrotris(pyrazol-
1-yl)borate) is attached to the trans –CN ligand of the
[ReCl4(CN)2]

2− unit. The CuII ion is found to possess a trigonal
pyramidal geometry. The selected structural parameters for all
the complexes are listed in Table 1.

The experimental magnetic susceptibility measurements
for complexes 1–5 yield the following {ReIV–MII} interactions:
−5.4 cm−1, +4.8 cm−1, +2.4 cm−1, +3.7 cm−1 and +29 cm−1,
respectively. The exchange interaction in complex 1 is esti-
mated to be antiferromagnetic in nature while in complexes
2–5, it is estimated to be ferromagnetic in nature with complex
5 exhibiting a record high exchange coupling reported for any
cyanometallate complexes.53 Among these five complexes,
complexes 1–4 are characterised as SCMs with the Δτ value of
31, 56, 17, and 20 cm−1 respectively. Additionally for complex
1, the HF-EPR studies have been performed to estimate accu-
rately both the Js and the anisotropic parameters.32 Complex 5
on the other hand does not exhibit any out-of-phase signals
and the zigzag nature of the chain is suggested to be the
reason for the absence of the SCM behaviour in this
complex.37
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DFT calculations yield the J values of −5.54 cm−1,
+0.44 cm−1, +10.5 cm−1, +4.54 cm−1 and +19 cm−1 for com-
plexes 1–5 respectively. The J value in complex 1 is computed
to be antiferromagnetic in nature, while in complexes 2–4 it is
computed to be ferromagnetic. This trend is in agreement
with the experimental results. The magnitude of J values are in
agreement with the experimental observations for complexes 1
and 4, while it deviates for complexes 2 and 3. This may be
attributed to the anisotropic nature of FeII and CoII metal ions,
which were further confirmed by ab initio calculations
(vide infra). Complex 5 is found to possess a very large ferro-
magnetic interaction, although the magnitude is underesti-
mated – our calculations reveal that the {ReIV–CuII} exchange
present in complex 5 is very strong.

As the ground state for complexes 1–5 are correctly repro-
duced, this has allowed us to analyse the mechanism of mag-
netic coupling in this class of complexes. The net magnetic
exchange J has two contributions: JF arises essentially due to
orthogonality of the magnetic orbitals while JAF arises due to
the overlap of magnetic orbitals. Thus analysis of the overlap
integral values and the spin density is likely to help in eluci-
dating the mechanism of magnetic coupling in 1–5.

The electronic configuration of the ReIV ion is computed to
be (dxy)

1(dxz)
1(dyz)

1(dz2)
0(dx2−y2)

0 and this is similar to its 3d
congener CrIII ion. The dxz and dyz orbitals are of π-type and
actively involved in electron delocalisation via π* orbitals of
the –CN ligand to the next attached partner and contribute sig-

nificantly to the JAF part of the exchange. The unpaired elec-
tron in the dxy orbital on the other hand is δ type in nature
and generally contributes to the ferromagnetic part of the
exchange28 (see Scheme 1).

The contributions to the net exchange are analysed via the
overlap integrals and the following equation describes the
nature of magnetic exchange in complex 1.

Jnet ¼ JAF MnðdyzÞ1 � ReðdyzÞ1
� �zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term I

þ JAF MnðdxzÞ1 � ReðdxzÞ1
� �zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term II

þ JF MnðdxyÞ1 � ReðdxyÞ1
h izfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term III

þ JFðcrossÞ MnðdxzÞ1=ðdyzÞ1=ðdxyÞ1 � Re dz2ð Þ0= dx2�y2
� �0h i

|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}
term IV

þ JFðcrossÞ Mn dz2ð Þ1= dx2�y2
� �1 � Re dz2ð Þ0= dx2�y2

� �0h i
|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}

termV

ð3Þ

Here the first two interactions (terms I and II) contribute
significantly to the JAF term where the 3d(dyz)–5d(dyz) and 3d
(dxz)–5d(dxz) overlap integrals are important. Although both
overlaps are expected to be the same when the Re–C–N and
C–N–M bond angles are linear, the nature of overlap is expected
to be different when these angles are different. As shown in
Table 1, the Re–C–N bond angle is close to linearity in all
cases, while the C–N–M bond angle is acute. This bending
does not influence the nature of 3(dyz)–5d(dyz) overlap but sig-
nificantly influences the 3d(dxz)

1–5d(dxz)
1 overlap as shown in

Scheme 1. The third interaction 3(dxy)–5d(dxy) overlap is δ-type
in nature and contributes to the JF term. The term IV describes
the interaction between the t2g orbitals of the ReIV ion and the
eg orbital of 3d metal ions, and this is expected to contribute
to the JF term. The last term (V) corresponds to the cross inter-
action where an overlap between the empty orbital of the ReIV

ion and singly occupied eg orbitals of the 3d elements is
expected, and this also contributes to the JF term.54–56 Unlike

Table 1 Selected X-ray structural parameters of complexes 1–5

Structural parameters 1 2 3 4 5

Re–C (Å) 2.125 2.118 2.129 2.134 2.111
M–N (Å) 2.228 2.155 2.095 2.111 1.986
M–O (Å) 2.181 2.134 2.099 2.098
Re–C–N (°) 175.8 175.33 175.95 174.7 175.08
M–N–C (°) 155.8 158.15 160.97 159.4 167.54
Re–Cl (Å) 2.312 2.339 2.338 2.340 2.337

Fig. 1 Representative crystal structures (showing only the dimeric unit) of complexes (a) 1 and (b) 5. Color code: brown for Re; pink for MnII; cyan
for Cu; light green for Cl; red for O; blue for N; grey for C; and white for hydrogen.
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the other interactions, the cross interaction does not contri-
bute directly to the exchange coupling. These interactions occur
between the ground and excited states configurations where
an electron has been transferred from a singly occupied mole-
cular orbital (SOMO) centred on one metal into a virtual mole-
cular orbital (VMO) on the other site. The contributions from
this term are correlated to the strength overlap integrals
between the SOMO–VMO pairs with larger overlaps leading to
more pronounced contributions to the JF term.

In the case of complex 1, the MnII ion has the t2g
3eg

2

electronic configuration and this interacts with t2g
3e0g set orbi-

tals of the ReIV ion. Here, terms I and II are expected to be
dominant, however a smaller C–N–M angle (155.8°) signifi-
cantly diminishes the overlap between the dxz orbitals
(term II), leading to a weak antiferromagnetic coupling. Although
all the other contributions are ferromagnetic, terms I and II
critically determine the sign of coupling as they contribute sig-
nificantly to the net exchange interactions. This is supported
by the computed overlap integrals (see Table ST1 in the ESI†).

For complex 2, the FeII ion is detected to have the following
ground state configurations, (dyz)

2(dxy)
1(dxz)

1(dx2−y2)
1(dz2)

1 from
our DFT calculations. The following equation is applicable in
this scenario,

Jnet ¼ JAF ½FeðdxzÞ1 � Re dxzð Þ1�
zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term II

þ JF FeðdxyÞ1 � ReðdxyÞ1
h izfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term III

þ JFðcrossÞ Fe dxzð Þ1=ðdxyÞ1 � Re dz2ð Þ0= dx2�y2
� �0h izfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term IV

þ JFðcrossÞ Fe dz2ð Þ1= dx2�y2
� �1 � Re dz2ð Þ0= dx2�y2

� �0h i
|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}

termV

ð4Þ

Here as the dyz orbital is doubly occupied and therefore
term I which contributes significantly to the JAF part in

complex 1 vanishes. Although term II is still present, the
C–N–M angle is also acute here (158.2°) leading to a
weaker overlap. As the terms III–V contribute to the
ferromagnetic coupling, this leads to an overall small
ferromagnetic coupling for this complex (see Table ST2 in
the ESI†).

For complex 3, the CoII ion is detected to have the following
ground state configurations, (dyz)

2(dxy)
2(dxz)

1(dz2)
1(dx2−y2)

1 from
our DFT calculations. The following equation is applicable in
this scenario,

Jnet ¼ JAF Co dxzð Þ1�Re dxzð Þ1� �zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term II

þ JFðcrossÞ Co dxzð Þ1�Re dz2ð Þ0= dx2�y2
� �0h izfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{term IV

þ JFðcrossÞ Co dz2ð Þ1= dx2�y2
� �1�Re dz2ð Þ0= dx2�y2

� �0h i
|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}

termV

ð5Þ

Here as both the dyz and dxy orbitals are doubly occupied,
hence both terms I and III, where earlier term offers dominant
JAF contribution while latter offers weak JF contributions are
vanished, leading to overall ferromagnetic exchange contri-
bution (see Table ST3 in the ESI†). We would like to note here
that for complexes 2 and 3, due to the presence of a residual
angular momentum, the exchange interaction is expected to
be anisotropic in nature. However here we have assumed this
to be isotropic to qualitatively analyse the trend as we move
along the first row transition metal series.

For complex 4, the NiII ion has the following electronic con-
figuration (dyz)

2(dxz)
2(dxy)

2(dz2)
1(dx2−y2)

1. The following equation
is applicable in this scenario,

Jnet ¼ JFðcrossÞ Ni dz2ð Þ1= dx2�y2
� �1 � Re dz2ð Þ0= dx2�y2

� �0h izfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{termV

ð6Þ

Scheme 1 Schematic representation of dominant orbital interactions present in the M–NC–Re complexes of 1–4. See eqn (3) for the description of
terms I–V.
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Here terms I, II, III and IV are vanished and only V contrib-
utes to ferromagnetic coupling (see Table ST4 in the ESI†). This
leads to a moderate ferromagnetic coupling in this complex.

In complex 5, the unpaired electron is present in the dx2−y2
orbital, and thus terms I, II and III are vanished and the main
contributing factor is term V leading to a ferromagnetic coup-
ling. The following equation is applicable in this scenario,

Jnet ¼ JFðcrossÞ ½Cuðdx2�y2Þ1 � Reðdz2Þ0�
zfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl}|fflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflfflffl{termV

ð7Þ

As the structural topology here is different compared to
complexes 1–4, there are some significant changes in the struc-
tural parameters. Particularly the C–N–Cu angle is found to
167.5° and this is ca. 8° larger than that observed for other
complexes. Additionally due to Jahn–Teller distortions, the
Cu–N bond distances are relatively shorter (Jahn–Teller com-
pressed axis at a Cu–N distance of 1.986 Å, see Table 1) com-
pared to other complexes. These two structural parameters are
found to promote the cross interactions (term V) significantly
in complex 5 compared to other complexes. Particularly a sig-
nificant interaction between the Cu(dx2−y2) and Re(dz2) is
detected (see Table ST5 in the ESI† for computed overlap inte-
gral values), and this interaction enhances the magnitude of
ferromagnetic coupling significantly (see Fig. 2).

One of the primary reasons for the strong ferromagnetic
exchange observed in this series is due to the cross interaction
which stems from the fact that the ReIV ion possesses unpaired
electrons in the 5d orbitals which are large and are diffuse in
nature compared to its 3d congener. To affirm this point, we
have performed calculations on {CrIII–MnII(1a)/CuII(5a)}
models using structures of complexes 1 and 5 without altering
any structural parameters. This yields a J value of −9.6 cm−1

for 1a and +9.0 cm−1 for 5a. The antiferromagnetic interaction

computed for 1a is ∼50% higher while the ferromagnetic inter-
action in 5a is ∼50% lower compared to the parent structures.
This is essentially due to the fact that the cross interaction
with the Cr(dz2) and 3d(dx2−y2) orbitals is much weaker com-
pared to the ReIV ion leading to a significant drop in the con-
tribution arising from term V in both cases. This illustrates the
importance of the cross interaction and the presence of 5d
orbitals in mediating the magnetic exchange interaction.

To gain further insights into the mechanism of magnetic
coupling, we have analysed the spin densities on the com-
plexes 1–5 (see Fig. 3). The spin densities on the MII metal
ions are computed to be 4.81, 3.79, 2.77, 1.74 and 0.64 for
complexes 1–5 respectively. All the MII ions possess spin den-
sities less than those expected based on the number of
unpaired electrons and this reveals significant spin delocaliza-
tion. This is essentially due to the fact that generally electrons
in the t2g orbitals promote spin polarization while electrons in
the eg orbitals promote delocalization, with the latter being
predominant if unpaired electrons are present in both sets of
orbitals.57 The ReIV ion, on the other hand, has a spin density
of ∼2.4 in all the complexes and this reflects a significant spin
delocalization by this ion. A closer look at the spin density plot
reveals that it promotes spin polarization along the –CN bridge
and delocalization along the –Cl ligands. This is contrary to
the behaviour expected for a d3 ion where spin polarization is
expected to be the only mechanism of coupling (note that in
models 1a and 5a the CrIII ions possess spin density of ∼3.04).
However, the large and diffuse nature of the 5d orbitals
promote strong delocalization of unpaired electrons to the –Cl
ligands (∼0.11 to 0.13 spin density is detected) while the
vacant dz2 orbital which lies along the –CN ligands promotes
spin polarization. This mixture of mechanisms detected
further illustrates the importance of cross interaction present
in these complexes.

In addition to this, the –N atom of the bridging cyanide
ligands is found to contain positive spin densities in all cases.
The magnitude of the spin density on this nitrogen atom is
found to increase in the following order: 1 < 2 < 3–4 < 5. The
ferromagnetic contribution to the J values is computed to
follow the same trend (see Tables ST6–ST10 in the ESI†).

As the reported complexes are one-dimensional chains,
beyond the {ReIV–MII} interactions, there are also possible (1,3)
next-nearest-neighbour MII–MII interactions present in these
complexes. Besides, the presence of additional MII units on
the ReIV unit could also influence the computed {ReIV–MII}
interactions. We have earlier studied in detail the magnetic
exchange interaction in {3d–4f–3d} complexes and established
the importance of (1,3) interactions in these clusters.47,58 To
probe these effects here, we have modelled a [(CN)(Tp)CuII(CN)
ReIV(Cl)4(CN)Cu

II(CN)(Tp)] (model 5b; Fig. 4a) complex from
the X-ray structure of complex 5 as a representative example.
We have modelled three different interactions as the structural
parameters describing slightly different {CuII–ReIV} and {ReIV–
CuII} interactions (see Fig. 4a). The J1 and J2 interactions rep-
resent {ReIV–CuII} interactions while the J3 interaction corres-
ponds to the (1,3) {CuII–CuII} interaction. The J1–J3 interactions

Fig. 2 The representative magnetic orbitals of Cu(dx2−y2) and Re(dz2)
with an overlap value of 0.011. The isodensity surface represented here
corresponds to a value of 0.036 e− bohr−3 (top). The schematic illus-
tration of orbital interaction corresponding to complex 5.
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are estimated to be +19.0 cm−1, +18.5 and −0.7 cm−1 respect-
ively (see Table ST11 and Scheme S1 in the ESI† for details on
fitting). Here both J1 and J2 interactions are computed to be
ferromagnetic and this suggests that the larger model seems
to have a negligible effect on the {ReIV–CuII} interactions esti-
mated on the dinuclear model. The J3 interaction is found to
be antiferromagnetic in nature but its magnitude is substan-
tially smaller compared to the {ReIV–CuII} interactions. This
suggests that (1,3) next-nearest-neighbour interactions can be
ignored in this class of complexes for modelling the magnetic
susceptibility data. The computed spin density for CuII and
ReIV is very similar to that of dinuclear models and this
affirms the proposed mechanistic point of view (Fig. 4b).

Magneto-structural correlations

The magneto-structural correlations are an important means to
interpret the observed magnetic properties of novel compounds
in order to design new compounds with the expected magnetic
properties. To ascertain the influence of different structural para-
meters on the computed J values, we have developed magneto-
structural correlations on complexes 1 and 5. Four structural
parameters are likely to influence the magnetic exchange inter-
actions in these complexes: they are Re–C and CuII/MnII–N dis-
tances, Re–C–N and CuII/MnII–N–C bond angles.

Fig. 3 DFT computed spin-density plot for (a) 1 with the S = 4 state; (b) 2 with the S = 7/2 state; (c) for 3 with the S = 3 state; (d) for 4 with the S =
5/2 state; (e) for 5 with the S = 2 state. The isodensity represented here corresponds to a cut-off value of 0.005 e− bohr−3. The white and blue
regions indicate the positive and negative spin densities respectively.

Fig. 4 (a) Trinuclear model of complex 5b along with the exchange
pathways in the complex; (b) DFT computed spin density for the S = 5/2
state. The isodensity represented here corresponds to a cut off value of
0.005 e− bohr−3. The white and blue regions indicate the positive and
negative spin densities respectively.

Dalton Transactions Paper

This journal is © The Royal Society of Chemistry 2016 Dalton Trans., 2016, 45, 8201–8214 | 8207

Pu
bl

is
he

d 
on

 0
1 

A
pr

il 
20

16
. D

ow
nl

oa
de

d 
by

 I
N

D
IA

N
 I

N
ST

IT
U

T
E

 O
F 

T
E

C
H

N
O

L
O

G
Y

 B
O

M
B

A
Y

 o
n 

10
/2

0/
20

20
 2

:4
2:

35
 P

M
. 

View Article Online

https://doi.org/10.1039/c5dt04928h


Magneto-structural correlations for Re–C bond distances.
The Re–C bond lengths in complexes 1 and 5 are 2.125 Å and
2.111 Å respectively. Moreover, the Re–C distance is found to
vary from 2.0 to 2.6 Å in the reported ReIV ion com-
plexes.31,32,36,37 Keeping this in mind, we have varied the Re–C
distance from 1.7 to 2.3 Å on models 1 and 5 without altering
any other structural parameters. The magnitude of the J value
is found to correlate with the distance by an exponential func-
tion (see Table ST12 in the ESI† for details on fitting) for both
complexes. However the observed trend for 1 and 5 contradict
each other (Fig. 5a). For complex 1, decreasing the Re–C dis-
tance from 2.3 Å increases the antiferromagnetic coupling
with strong antiferromagnetic Js noted at shorter Re–C dis-
tances. On the other hand, decreasing the Re–C distance from
2.4 Å increases the ferromagnetic coupling with strong ferro-
magnetic Js noted at shorter Re–C distances for complex 5 (see
Table ST13 in the ESI† for details). As longer distances are
found to yield J which is close to zero, we have restricted our
correlations to a Re–C distance of 2.3 Å. For complex 1,
decreasing the Re–C distance would significantly enhance the
contributions from terms I and II leading to a stronger anti-
ferromagnetic coupling, while in complex 5 the cross inter-
action (term V) is expected to be stronger at shorter distances
leading to a very strong ferromagnetic coupling of +80 cm−1 at
a very short Re–C distance. The computed overlap integral
affirms this point (see Table ST14 in the ESI†). Although the

Re–C bond distances significantly affect the J values for both
complexes 1 and 5, switching of the sign of J values is not
detected in both cases. Besides, given the fact that the Re–C
distances are very similar for complexes 1–5, this parameter is
unlikely to be the decisive structural parameter for altering the
exchange coupling in this series.

Magneto-structural correlations for Mn/Cu–N bond dis-
tances. The second magneto-structural correlation is deve-
loped by varying the Mn/Cu–N distances, and, here as well, the
computed J values are correlated to the distance by an expo-
nential function (see Fig. 5b, see Table ST15 in the ESI† for
details). The M–N distances are found to significantly vary
among the structures from 2.23 to 1.99 Å. This suggests that
this distance could in fact be altered by the structural vari-
ations. The observed correlation is very similar to that of the
Re–C distance correlation. As decreasing the Mn–N distance
from 2.4 Å is found to increase the antiferromagnetic coupling
while decreasing the Cu–N distance enhances the ferro-
magnetic coupling. The strength of antiferromagnetic coup-
ling at the shortest Mn–N distance is found to be stronger
than that observed for the corresponding Re–C distance but
when it comes to ferromagnetic coupling, the Re–C distance is
found to be dominant over the Cu–N distance.

Magneto-structural correlations for the Re–C–N bond angle.
Although this parameter is very rigid as this bond angle is
found to be very close to ∼175° in all five complexes, we have

Fig. 5 Magneto-structural correlations developed by DFT calculations for complexes 1 and 5 by varying different structural parameters. (a) Re–C
bond distance, (b) M–N bond distance, (c) Re–C–N bond angle, and (d) M–N–C bond angle. The red circle points correspond to complex 1 and the
black circle points correspond to complex 5 values. The blue lines are the best fit to the points.

Paper Dalton Transactions

8208 | Dalton Trans., 2016, 45, 8201–8214 This journal is © The Royal Society of Chemistry 2016

Pu
bl

is
he

d 
on

 0
1 

A
pr

il 
20

16
. D

ow
nl

oa
de

d 
by

 I
N

D
IA

N
 I

N
ST

IT
U

T
E

 O
F 

T
E

C
H

N
O

L
O

G
Y

 B
O

M
B

A
Y

 o
n 

10
/2

0/
20

20
 2

:4
2:

35
 P

M
. 

View Article Online

https://doi.org/10.1039/c5dt04928h


developed a correlation to gain its influence on the J values.
The correlation developed by varying the bond angle from
150° to 180° in 1 and from 120° to 180° in 5 is shown in
Fig. 5c. Decreasing the bond angle is found to decrease the
J value for both the complexes; however the variation observed
in J values is relatively small compared to other correlations
developed (see Table ST16 in the ESI† for details on fitting).

Magneto-structural correlations for the M–N–C bond angle.
The fourth correlation is developed by varying the M–N–C
bond angle from 130° to 180°. This angle is also found to be
flexible as it is found to vary from 155° to 167° among the
complexes 1–5. Variants of complex 2, with different coordinat-
ing solvents were synthesized and characterized by Long et al.,
earlier when the C–N–Fe angle was found to vary from 154° to
180°.36 For these structures, the {ReIV–FeII} J values are esti-
mated to vary from +4.2 cm−1 to +7.2 cm−1 with a larger angle
yielding a stronger ferromagnetic coupling. Here, we have
developed a correlation for complexes 1 and 5 and the deve-
loped correlation is shown in Fig. 5d. Here, the J value is found
to vary exponentially with respect to the bond angle (see
Table ST17 in the ESI† for details), and decreasing the
bond angle is found to increase the JAF contributions to the
J value, thus leading to strong antiferromagnetic couplings at
acute angles for both the complexes 1 and 5. This is in agree-
ment with the experimental correlation established for the
{ReIV–FeII} complex.36

Interestingly for complex 5, a switch in the sign of the
J value has been noted. At smaller Cu–N–C angles, the term II
(angle dependent overlap) is expected to gain strength leading
to larger negative J values. Besides, at these angles, the cross
interaction between Cu(dx2−y2) and Re(dz2) is also expected to
decrease, leading to a significant decrease in the ferro-
magnetic contributions. Furthermore, at very acute angles, the
dx2−y2 orbital begins to overlap with the dyz/dxz orbitals leading
to dominant antiferromagnetic contributions. This leads to a
net strong antiferromagnetic coupling at lower angles (see
overlap integrals in Tables ST18 and ST19 of the ESI†).

Since this correlation is found to be the most important
one among all the structural parameters studied, we have

further developed this correlation for complexes 2 and 4 (see
Fig. 6a and b). The correlation developed by varying the Ni/Fe–
N–C angle reveals a similar trend where a larger angle is found
to yield a stronger ferromagnetic coupling. The experimental
points taken from the reported structures and along with the
experimental Js are superimposed in our developed corre-
lation36 (pink circles in Fig. 6a) and the trend observed here is
the same as that of the correlation computed using DFT calcu-
lations. This offers confidence on our computed correlation.
The deviation found between the experimental and theoretical
points could be attributed to the fact that in the experimental
structures reported apart from the Fe–N–C bond angle, the
Fe–N bond distance also alters significantly (varies from 2.174 Å
to 2.075 Å). Our developed magneto-structural correlations
suggest that the bond angle is the most sensitive parameter to
control the sign as well as the magnitude of the magnetic
exchange in this class of complexes. This suggests that enhan-
cing the Cu–N–C angle beyond 165° is likely to increase the
ferromagnetic coupling further.

Magnetic anisotropy of [ReCl4(CN)2]
2− and

[(DMF)4(CN)M
II(CN)] units

Complexes 1–4 were found to exhibit slow relaxation of
magnetization, irrespective of the nature of magnetic coupling.
However complex 5 does not exhibit an SMM characteristic as
the chains are found to be zigzag in nature, cancelling the
overall magnetic anisotropy.37 In complexes 1–5, the one
source of anisotropy is the [ReCl4(CN)2]

2− unit while the
second source is the [(DMF)4(CN)M

II(CN)] unit for complexes
2–4. The MnII ion present in complex 1 is generally isotropic in
nature while the CuII ion in complex 5 does not possess any
single-ion anisotropy. To analyse in detail the magnetic an-
isotropy of these mononuclear building blocks, we have per-
formed CASSCF/PT2/RASSI-SO calculations on the monomeric
model complexes.

Magnetic anisotropy of the [ReCl4(CN)2]
2− unit. The ReIV

ions are highly anisotropic in nature due to very large spin–
orbit interactions (λ ∼ 1000 cm−1). In general due to the large
SOC of the ReIV unit, the ground state of ReIV ions becomes

Fig. 6 Magneto-structural correlations developed by DFT calculations for complexes (a) 2 and (b) 4 by varying the Fe/Ni–N–C bond angle. The
pink circle points correspond to the experimental structures and exchange values; the black circle points correspond to the computed values. The
blue lines correspond to the best fit for the data points.
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highly anisotropic and well separated from the excited
states, which results in a very large axial zero-field splitting
parameter D. The experimental HF-EPR on the mononuclear
(NBu4)2[ReCl4(CN)2] complex yields a positive zero field
splitting of +11 cm−1.32 The six coordinated ReIV ion has a
4F ground state and this further splits into 4A2,

4T1 and 4T2
states under an octahedral environment. The MS-CASPT2
computed D value is found to be +16.06 cm−1 for the
[ReCl4(CN)2]

2− unit, and this is in good agreement with the
HF-EPR measurements (see Table ST20† for details).32 The
computed orientation of the D-tensor is shown in Fig. 7a,
where the Dzz axis is pointed towards the direction of the axial
–CN ligand with a tilt of 30.1°. The computed magnetic
susceptibility of this mononuclear unit correlates well with the
experiments and offers confidence on the estimated anisotropy
parameter (see Fig. 7b).

The computed spin-free states suggest that the doublet
states are the low-lying excited states, and are expected to con-
tribute significantly to the D values.59 It is important to note
here that the second order perturbation has a very strong
impact on the low-lying excited states, especially the doublet
states which become closer to the ground state in comparison
with the CASSCF states (see Fig. 8a). To understand the origin
behind the positive zfs observed in this unit, we have analysed
the MO orbitals (see Fig. 8b).

The transition from the dxy to dx2−y2 orbital is spin-allowed
and contributes to the negative D value as this transition is
between the same |±ml| levels. A very small gap has been
encountered between the (dxz,dyz) orbitals and the dxy orbital,
and this spin–flip excitation from the dxz/dyz→ dxy orbital con-
tributes to the |DXX| and |DYY| components leading to a posi-
tive contribution to the D value.

Fig. 7 (a) X-ray structure of the [ReCl4(CN)2]
2− unit along with the ab initio computed D-tensor orientations; (b) experimental and computed mag-

netic susceptibility. The experimental data plotted are obtained from ref. 32.

Fig. 8 (a) CASSPT2 + RASSI computed spin-free states and spin–orbit states. The blue thick lines show the computed quartet states while dark
yellow lines represent computed doublet states. The red lines represent the first two Kramers doublets. (b) Crystal field splitting pattern of d-orbitals
of the Re(IV) ion in the same.
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Magnetic anisotropy of the [(DMF)4(CN)M
II(CN)] (MII–FeII,

CoII and NiII) unit. The computed single-ion anisotropy values
for the FeII, CoII and NiII mononuclear units are given in
Table 2. The axial zfs parameter D is estimated to be
+20.17 cm−1, +134.3 cm−1 and −0.02 cm−1 for FeII, CoII and
NiII mononuclear units respectively. The NiII ion zfs is com-
puted to be very small and thus can be treated as an isotropic
system similar to the MnII and CuII ions present in complexes
1 and 5. Thus only the nature of single-ion anisotropy of the
FeII and CoII ions is discussed here. To rationalize the observed
sign and magnitude of the D values, eigenvalue plots of the
respective monomeric units were analysed (see Fig. 9).

The FeII ion has the following orbital ordering
(dyz)

2(dxy)
1(dxz)

1(dx2−y2)
1(dz2)

1 with a very small dyz–dxy energy
gap and a significantly larger dyz–dxz gap. A very strong π-donor
–CN ligand on the axial position stabilizes the dyz orbitals
compared to other orbitals. The DMF present in the equatorial
position also acts as a π-acceptor ligand leading to the stabili-
zation of dxy orbitals. The π-interaction of the –CN ligand with
the dxz orbitals on the other hand is significantly less and this
may be attributed to the acute M–N–C angle. This leads to the
destabilization of these orbitals both in FeII and CoII com-
plexes. This orbital ordering has the following consequences
for the FeII ion D value (i) the β electron from the dyz to dxy
orbital has a very small transition energy and this is a spin-
allowed transition between different |±ml| levels and thus con-
tributes to positive D values. (ii) As the gap between the
dyz and dxz orbital is significantly large, the negative contribution
to the D value due to the dyz→ dxz spin-allowed transition is
small (transition between the same |±ml| levels) leading to an

overall positive D value for the FeII mononuclear unit. For the
CoII complex, the (dyz)

2(dxy)
2(dxz)

1(dx2−y2)
1(dz2)

1 configuration is
noted and here dxy→ dxz is expected to be dominant as the
gap between these two orbitals is very small. This leads to a
very large positive D value for this complex. The orientation of
the DZZ axis of the FeII and CoII ions along with the ReIV ion
anisotropy direction is shown in Fig. 10. The Dzz axis of the
FeII and CoII anisotropy is found to be tilted by 42.3° and 46.7°
respectively, compared to the ReIV DZZ axis. This is likely to sig-
nificantly reduce the overall anisotropy of the building unit.
Besides, the coupling with the ReIV ion is likely to reduce the
anisotropy of the building unit.60 For example, although the
CoII ion has a significant single-ion anisotropy, only 1/5th of
that magnitude contributes to the overall anisotropy of the S = 3
spin coupled state of the {ReIV–CoII} building unit (see the
ESI† for further details). All these components put together
substantially reduces the barrier height for magnetization
reversal observed in this series.12,60

Conclusions

In the present contribution we have studied in detail the
mechanism of magnetic exchange in five dinuclear {ReIV–MII}
complexes to determine the factors which control the mag-
netic exchange coupling. Our calculations reproduce the sign
of J values in all the cases studied. While the magnitude of
J values is in agreement with experiments for {ReIV–MnII},
{ReIV–NiII} and {ReIV–CuII} complexes some deviations are
noted for {ReIV–FeII}and {ReIV–CoII}complexes. A very large J value
computed for the {ReIV–CuII} complex is in agreement with the
record high ferromagnetic exchange reported for this complex.
More importantly, we have established a mechanism of mag-
netic coupling for this series where five terms are found to
contribute to the J values. Large and diffuse 5d orbitals of the
ReIV ion facilitate a strong magnetic exchange compared to
their 3d analogues. The (Re)dyz–dyz(3d) overlap is found to be

Table 2 CASSCF computed D and E values of complexes 2–4

FeII in complex 2 CoII in complex 3 NiII in complex 4

D +20.17 cm−1 +134.3 cm−1 −0.02 cm−1

E −3.39 cm−1 −29.6 cm−1 0.01 cm−1

Fig. 9 Crystal field splitting pattern of d-orbitals of (a) FeII ion in complex 2; (b) CoII ion in complex 3 computed using DFT calculations. The iso-
density surface of the orbital corresponds to a value of 0.036 e− bohr−3.
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significant and contributes to the antiferromagnetic part of
the exchange while the equivalent (Re)dxz–dxz(3d) overlap is
angle dependent and varies significantly with the variation in
the MII–N–C angle. The (Re)dxy–dxy(3d) overlap is found to con-
tribute to the ferromagnetic coupling, while a significant
orbital orthogonality between the t2g orbital of the ReIV ion
and eg-orbitals of M

II ions is noted, and this contributes to the
ferromagnetic part of the exchange. Besides these interactions,
cross interactions between the empty orbitals of the ReIV ion
and the occupied orbital of the MII ions are noted, and this
term is found to be dominant in the {ReIV–CuII} complex
leading to a very large ferromagnetic J in this complex.

Magneto-structural correlations are developed for Re–C and
M–N bond lengths and Re–C–N and M–N–C bond angles.
Representative correlations developed for complexes 1 and 5
reveal a decrease in the magnitude of J values as the Re–C or
M–N distances increase. The correlation developed for the
M–N–C bond angle is found to be the most important parameter
for all the complexes as it significantly alters the magnitude of
J values and also found to switch the sign of J values at smaller
angles. Particularly, the correlation developed for the Fe–N–C
bond angle matches well with the experimental correlation
developed earlier on a series of {ReIV–FeII} complexes. Most
importantly, the mechanism of coupling established not only
helps in rationalizing the trend observed among complexes
1–5, but also rationalize the trend observed among the
magneto-structural correlations developed.

Apart from the magnetic exchange interaction, we have also
estimated the magnetic anisotropy of [ReCl4(CN)2]

2− and
[(DMF)4(CN)M

II(CN)] (MII–FeII, CoII and NiII) units by employ-
ing the state-of-the-art ab initio CASSCF/PT2/RASSI-SO/
SINGLE_ANISO approach. The calculated D and E values are in
agreement with the available experimental observations. A
large positive D computed for the [ReCl4(CN)2]

2− unit stems
from the low-lying doublet states which corresponds to the exci-
tation between different |ml| levels (dxz/dyz→ dxy). Similarly
large and very large positive D values computed for FeII and CoII

units corroborate with the small transition energy between
different |ml| levels (for example dyz→ dxy) and ground state
electronic configurations established. The non-collinearity of
the ReIV and MII ions in the DZZ axis is found to diminish the
anisotropy of the building unit, leading to the observation of
moderate relaxation barriers/SCM behaviours in this series.
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