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Abstract: A possibility of the intramolecular ferromagnetic (FM) interaction in pyrazole-bridged
dinuclear Mn(II), Fe(II), Co(II), and Ni(II) complexes is examined by density functional theory (DFT)
calculations. When azide is used for additional bridging ligand, the complexes indicate the strong
antiferromagnetic (AFM) interaction, while the AFM interaction becomes very weak when acetate
ligand is used. In the acetate-bridged complexes, an energy split of the frontier orbitals suggests
the orbital counter-complementarity effect between the dxy orbital pair, which contributes to the FM
interaction; however, a significant overlap of other d-orbital pairs also suggests an existence of the
AFM interaction. From those results, the orbital counter-complementarity effect is considered to be
canceled out by the overlap of other d-orbital pairs.

Keywords: pyrazole-bridged dinuclear metal complex; effective exchange integral (J); density
functional theory (DFT); broken-symmetry (BS) method; orbital complementarity

1. Introduction

Since the discovery of single-molecule magnets (SMMs) [1–3], a huge number of studies have been
devoted to finding the compounds with a higher blocking temperature (TB). Because a blocking barrier
height (Ueff) is in proportion to |D|S2, where D and S are magnetic anisotropy and spin size, respectively,
a larger (negative) D or larger S is required to realize the higher TB. In recent years, for example,
lanthanide ions such as Tb(III) or Dy(III) have been introduced to enlarge |D| values by increasing
the magnetic anisotropy. An alternative way to realize the high-TB compound is an introduction
of a plural number of metal ions to increase the spin size S. Because it is usually difficult to align
the metal ions in the ferromagnetic manner, sometimes, the ferrimagnetic interaction using different
valencies such as Mn(IV)/Mn(III) has been utilized to increase the size of S [3]. If we have rational and
effective guidelines to align spins on each metal ion ferromagnetically, however, the size of S is easily
increased. The ferromagnetic interaction is often explained by the orbital degeneracy due to the orbital
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orthogonality. The orbital orthogonality has succeeded in the explanation of many ferromagnetic
materials [4]. For example, in the Prussian blue analogues (PBA), which is one of the ferromagnetic
materials, the orbital degeneracy originating in the orthogonality between t2g and eg orbitals causes
the ferromagnetic interaction [5–8]. The orbital orthogonality found in such PBA analogues, however,
requires the linearly aligned metal–ligand–metal structures, as well as the specific combination of metal
ions such as Cr(III)/Cr(II), so that it is considered to have less degrees of freedom in molecular structures.
On the other hand, it has been known that some heterogeneous bridging ligands between two Cu(II)
ions make different contributions to the magnetic exchange interactions [9,10]. A pyrazole, which is
a heterocyclic five-membered ring compound, is often used as a bridging ligand between two metal
ions [9–12]. Kida, Okawa, and co-workers reported that pyrazole-bridged dinuclear-Cu(II) complexes
with azide and acetate as counter bridging-ligands shown in Figure 1 exhibit anti-ferromagnetic (AFM)
and ferromagnetic (FM) behavior, respectively [9,10]. They explained this phenomenon by an orbital
complementarity/counter-complementarity that originates in the orbital interaction between Cu(II)
and bridging-ligands. On the other hand, the theoretical studies with ab initio and density functional
theory (DFT) calculations have been one of the powerful tools for the investigation of the effective
exchange integrals (J), especially for the polynuclear metal complexes [13–19]. Up to now, there have
been only several papers that examine the exchange interactions of those complexes by theoretical
calculations [14–18]; furthermore, those are devoted to elucidating the mechanism of the ferromagnetic
interaction between two metal ions. The concept of the orbital counter-complementarity, however,
predicts the ferromagnetic materials from differences in the phase of molecular orbitals between
ligands and metals; therefore, it can be applied to the theoretical design of ferromagnetic molecules.
As described below, it is considered that the magnetic interaction is not necessarily ferromagnetic,
except for the Cu(II) complex, because of competition between the ferromagnetic interaction by orbital
counter-complementarity and antiferromagnetic interaction by direct d–d overlap. In this study, as the
first step for the molecular design, we examine whether this concept can be applied to metal ions,
except for Cu(II), by introducing them into the model structures. Here, we examine the high-spin
species of divalent 3d metal ions; Mn(II), Fe(II), Co(II), and Ni(II).
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Figure 1. Dinuclear Cu(II) complexes bridged by azide (complex 1) and acetate (complex 2) ligands.

2. Theoretical Background

2.1. Orbital Complementarity and Counter-Complementarity

The concept of the orbital complementarity and counter-complementarity is briefly explained
here using the dinuclear copper(II) complexes illustrated in Figure 1 [9,10]. Because each Cu(II)
ion has a spin in the dxy orbital, two Cu(II) ions in the complex form π-type symmetric bonding
(ϕs) and anti-symmetric anti-bonding (ϕa) orbitals within the xy plane, as illustrated in Figure 2.
The metal–metal bonding and anti-bonding orbitals also interact with the bridging-ligand orbitals.
The pyrazole (ϕpz) ligand, which provides an anti-symmetric coordination orbital, interacts with the
anti-symmetric (ϕa) orbital and forms in-phase (ϕa + ϕpz) and out-of-phase (ϕa −ϕpz) orbitals. In the



Magnetochemistry 2020, 6, 10 3 of 9

case of complex 1, the azide ligand orbital (ϕaz) can interact with ϕa (Figure 2a), and the out-of-phase
orbital (ϕ∗

a−(pz+az)
) becomes unstable, while the bonding-orbital ϕs does not interact with ligand

orbitals. As a result, two spins belong to the lower ϕs rather than ϕ∗
a−(pz+az)

, and thus the AFM state is
predicted to become the ground state. On the other hand, in the case of complex 2, ϕa and ϕs interact
with pyrazole (ϕpz) and acetate (ϕac), respectively. Consequently, the two formed out-of-phase orbitals,
that is, ϕ∗a−pz and ϕ∗s−ac, tend to be quasi-degenerate. Therefore, the FM state is predicted to become
the ground state of complex 2. Those explanations, however, assume an interaction among ligand
orbitals and ϕa (and ϕs) orbitals that consist of dxy of Cu(II). As mentioned above, we examine the
high-spin species of Mn(II), Fe(II), Co(II), and Ni(II), because the low-spin species do not have spins
in the dxy orbital. Because metal ions examined in this paper have more spins (e.g., s = 5/2, 2, 3/2,
and 1 for Mn(II), Fe(II), Co(II), and Ni(II), respectively), the direct overlap between other d-orbital
pairs can contribute to the AFM interaction. In this sense, the relative stability between the FM and
AFM states is predicted to be determined by a balance between the FM interaction via the orbital
counter-complementarity caused by dxy and the AFM interaction via direct overlap of other orbitals.
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2.2. Computational Models

On the basis of the reported structures of two complexes 1 and 2 illustrated in Figure 1,
we constructed model structures by substituting Mn(II), Fe(II), Co(II), and Ni(II) ions. In order
to conduct a systematic analysis, we assume an octahedral coordination for all models and the axial
positions of metal ions are capped by ammonia molecules that provide a moderate ligand field,
as illustrated in Figure 3a. For comparison, Cr(II) complexes that do not have electrons in dxy orbitals
are also examined (Figure 3b).
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Figure 3. Illustration for pyrazole-bridged dinuclear metal complexes substituted by Mn(II), Fe(II),
Co(II), Ni(II) ions (a), and Cr(II) ions (b). Note that a square planar structure is assumed for the Cr(II)
complexes because the octahedral structure is not obtained by the geometry optimization.

2.3. Computational Details

For all calculations, we employed the broken-symmetry (BS) method [20] using the B3LYP
functional [21] with the 6-31G* [22] basis set to obtain the spin-polarized electronic structures.
The model structures were, at first, fully optimized and the optimized geometries were confirmed not
to have any imaginary frequencies. In order to investigate the difference in the structures between
the AFM and FM states, we performed the geometry optimization for both states. At each optimized
geometry, the intramolecular magnetic interaction between two metal ions was discussed based on the
effective exchange integral (J) values calculated by the Yamaguchi equation [23,24],

J =
EAFM

− EFM

〈S2〉FM − 〈S2〉AFM
(1)

where EX and 〈S2
〉

X denote total energies and 〈S2
〉 values of spin state X (X = FM and AFM).

All calculations were performed in the gas phase using Gaussian09 [25].

3. Results and Discussion

3.1. Optimized Structures and Calculated J Values

The optimized Cartesian coordinates of model structures for both AFM and FM states are
summarized in Table S1 in Supplementary Materials. The calculated total energies and 〈S2

〉 values
are summarized in Tables S2 and S3 in Supplementary Materials. We also confirm that the Fe(II) and
Co(II) complexes energetically prefer the high-spin metal species rather than the low-spin species,
as summarized in Tables S4 and S5 in Supplementary Materials. In addition, the stability of those
model complexes is examined by roughly estimating the stabilization energies, as summarized in Table
S6 in Supplementary Materials. The results indicate the possibility of existence of all model structures.
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Calculated J values at the optimized geometry are summarized in Table 1. All models show
negative J values even at the optimized structures for the FM states, indicating that the AFM exchange
interaction between the metal ions is dominant even in the acetate-bridged complexes, in contrast
to the Cu(II) complexes [17]. The azide-bridged complexes, however, exhibit significantly stronger
AFM interaction, while the calculated J values of those acetate-bridged complexes are close to zero,
indicating the small energy gap between the AFM and FM states. The result suggests that the orbital
complementarity/counter-complementarity affects the magnetic interaction, like in Cu(II) complexes.

Table 1. Calculated J values at the optimized structures, where JAFM and JFM represent calculated J
values with the antiferromagnetic (AFM) and ferromagnetic (FM) structures, respectively.

M X JAFM/cm−1 JFM/cm−1 Exptl b/cm−1

Cr(II) N3
–

−8.9 −8.3
CH3CO2

–
−3.2 −3.1

Mn(II) N3
–

−9.1 −8.1
CH3CO2

–
−0.3 −0.2

Fe(II) N3
–

−13.1 −11.3
CH3CO2

–
−1.1 −1.0

Co(II) N3
–

−26.1 −23.0
CH3CO2

–
−2.0 −0.1

Ni(II) N3
–

−74.2 −33.1
CH3CO2

–
−3.2 −3.1

Cu(II) a N3
–

−436 −364 −371
CH3CO2

– 13.5 23.0 >8.9
a Calculated values in the work of [17]. b Experimental values in the work of [9].

3.2. Orbital Energy Difference

Next, we examined the energy gap between the symmetric and antisymmetric orbitals (∆E),
which is the origin of the concept of orbital complementarity, as illustrated in Figure 2. Here, ∆E is
defined as follows,

∆E =


∣∣∣∣∣E(
ϕ∗

a−(pz+az)

)
− E(ϕs)

∣∣∣∣∣ X = N−3∣∣∣∣E(
ϕ∗a−pz

)
− E(ϕ∗s−ac)

∣∣∣∣ X = CH3CO2
−

(2)

If ∆E value is negligible, those two orbitals shown in Figure 2 are quasi-degenerate and the FM
state becomes stable owing to Hund’s rule. As seen from Table 2, ∆E values of the azide-bridged
complexes are larger than those of the acetate-bridged complexes. For example, the ∆E value of the
acetate-bridged Mn(II) complex is 0.06 eV. ∆E values of the acetate-bridged complexes are shown to be
small as compared with that of the Cu(II) complex [17]; therefore, the FM state is expected to become
stable. However, their J values are found to be small, but still negative. This result indicates another
mechanism to stabilize the AFM state, suggesting the overlap between metal ions via other d-orbitals.

3.3. Natural Orbital Analyses

In order to explain the AFM interaction of the acetate-bridged complexes, spin-unrestricted natural
orbital (UNO) analysis is performed for the AFM state of each complex. The UNOs are obtained by
diagonalizing the first order density matrix, and the occupation number of orbital i (ni) is related to the
overlap between α and β orbitals (Ti) as

Ti = ni − 1. (3)

If ni is close to 1.0, then the two electrons in the corresponding α and β orbitals are spatially
polarized, indicating that spins on the metal ions are almost localized there, that is, the fully
spin-polarized state. On the other hand, ni should be equal to 2.0 if those are fully overlapped,
and spins disappear. The calculated occupation numbers of magnetic orbitals are summarized in
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Table 3 and corresponding natural orbitals are depicted in Figures S1–S8. Although the dxy orbitals of
which the occupation numbers are close to 1.0 are spin-polarized, they still have significant overlap.
In addition, other metal d-orbital pairs also have larger overlaps that contribute to the AFM interaction
with the direct d-d overlap. For example, the overlaps between dzx orbitals that are in a range of
0.013–0.025 is found to be comparable to those of dxy in the acetate-bridged complexes. As a result,
those orbital overlaps between those d-orbital pairs are considered to contribute to the stabilization of
the AFM state. In those complexes, metal ions and bridging ligands are in the same plane; therefore,
the metal–metal distance is a clue to consider the magnetic interaction. As summarized in Table S7 in
Supplementary Information, the metal–metal distances depend on the metal species; however, they do
not show a significant relationship between the overlap and the distances. It suggests that such a small
overlap does not change the molecular structure, but only the magnetic interaction.

Table 2. Energy gap between the symmetric and antisymmetric combinations of the magnetic orbitals
(∆E ) in the FM state.

M X ∆E / eV

Mn(II) N3
− 0.42

CH3CO2
− 0.06

Fe(II) N3
− 0.40

CH3CO2
− 0.07

Co(II) N3
− 0.29

CH3CO2
− 0.12

Ni(II) N3
− 0.20

CH3CO2
− 0.18

Cu(II) a N3
− 1.33

CH3CO2
− 0.60

a In the work of [17]. Note that the values are calculated by UBHandHLYP/6-31G* level of theory, and thus
overestimated.

Table 3. Occupation numbers (n) of unrestricted natural orbitals (UNOs) for magnetic orbitals of model
complexes, where dominant d-orbitals in each UNO are expressed in square parentheses.

M X HONO HONO-1 HONO-2 HONO-3 HONO-4

Mn(II) N3
−

1.002[
dx2−y2

] 1.011
[
dyz

]
1.012 [dz2 ] 1.025 [dzx] 1.093

[
dxy

]
CH3CO2

− 1.006 [dz2 ]
1.007[

dx2−y2

] 1.013
[
dyz

]
1.017

[
dxy

]
1.018 [dzx]

Fe(II) N3
− 1.009

[
dyz

]
1.012 [dz2 ] 1.021 [dzx] 1.087

[
dxy

]
CH3CO2

−
1.004[

dx2−y2

] 1.009
[
dyz

]
1.016 [dzx] 1.019

[
dxy

]
Co(II) N3

− 1.011 [dz2 ] 1.023 [dzx] 1.094
[
dxy

]
CH3CO2

− 1.007 [dz2 ] 1.013 [dzx] 1.022
[
dxy

]
Ni(II) N3

− 1.019 [dz2 ] 1.113
[
dxy

]
CH3CO2

− 1.012 [dz2 ] 1.029
[
dxy

]
Cu(II)a N3

− 1.188
[
dxy

]
CH3CO2

− 1.002
[
dxy

]
a Calculated values in the work of [17].

In order to confirm the effects of the orbital complementarity, counter-complementarity, and direct
overlap, we examined the Cr(II) complexes. As the high-spin Mn(II) ion has d5 configuration,
each d-orbital is filled by one electron in the complexes, while a dxy orbital is not occupied in the
case of the Cr(II) complex (d4 configuration) owing to the strong ligand field by surrounding ligands.
A difference in the calculated J values between azide- and acetate-bridged complexes for the Cr(II)
complexes is found to be less than that for the Mn(II) complexes. This contrast suggests that the
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orbital counter-complementarity effect contributes to a decrease of the energy gap between the AFM
and FM states. In addition, calculated J values of the azide-bridged Mn(II) and Cr(II) complexes are
almost the same; nevertheless, the acetate-bridged Cr(II) complex shows a negative value about 3 cm–1

smaller than the Mn(II) complex. An electron configuration of the Cr(II) complexes can be obtained
by eliminating electrons from dxy orbitals of the Mn(II) complexes; therefore, roughly speaking,
the difference is predicted to originate in the stabilization of the FM state caused by the degeneracy in
ϕ∗a−pz and ϕ∗s−ac, that is, orbital counter-complementarity. From those results, it is predicted that the
FM interaction via the counter-complementarity is canceled by the AFM interaction via overlap of
other d-orbitals in those complexes.

Finally, we consider a possibility of an end-on type coordination of the azide complex. It has been
reported that the azide ligand can bridge two metal ions with the end-on type manner as well as the
side-on type, which is considered above [26,27]. We performed geometry optimization of the dinuclear
Cu(II) complex for the end-on type structure, which is summarized in Table S8 in Supplementary
Information. The total energies of the side-on and end-on type structures that are summarized in
Table S9 in Supplementary Information indicate the side-on type is significantly stable in comparison
with the end-on type. Therefore, we did not mention the end-on type structures of other metal
complexes in this manuscript, although the end-on type induces the ferromagnetic interaction.

4. Conclusions

In this paper, we examine the possibility of the intramolecular FM interaction in pyrazole-bridged
dinuclear Mn(II), Fe(II), Co(II), and Ni(II) complexes. We confirmed that the azide-bridged complexes
indicate the strong AFM interaction, while the acetate-bridged complexes exhibit a very weak AFM
interaction. These results suggest that the counter-complementarity effect, which contributes to the FM
interaction, competes with the AFM interaction caused by overlap of other d-orbital pairs. Conversely,
there is the possibility that these 3d metal complexes exhibit an FM interaction if one can decrease the
overlap. For that purpose, a rational designing guideline based on the quantum chemical calculation is
considered to be effective for modifying the species of substituents and their substitution positions [28].

Supplementary Materials: The following are available online at http://www.mdpi.com/2312-7481/6/1/10/s1,
Table S1: Optimized cartesian coordinates (Å) of acetate bridged dinuclear Ni(II) complex; Table S2: Calculated
total energies and 〈S2

〉 values at AFM structures; Table S3: Calculated total energies and 〈S2
〉 values at FM

structures; Table S4: Calculated total energies and 〈S2
〉 values of low-spin Fe(II) (s = 0) complexes; Table S5:

Calculated total energies and 〈S2
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