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Mononuclear high-spin Fe(in) complexes:
synthesis, crystal structures, magnetic and optical
propertiesy

Olga Danilescu, @ *? Paulina Bourosh, @°® lon Bulhac,® Olga Kulikova, ©°
Maria Cocu @2 and Yurii Chumakov ®°

The coordination agent H,L = 2,6-diacetylpyridine bis(picolinoylhydrazone) was used for the synthesis of
two mononuclear iron(i) complexes [Fe(H,L)(H,0),1X3-2.5H,0, where X = NOs™ (1) and ClO4 (2). In the
studied crystals of 1 and 2, characterized by IR spectroscopy and X-ray diffraction, the pentadentate Schiff
base ligands are coordinated in mononuclear cationic complexes [Fe(H,L)(H,0),1%*

as double zwitterions. In 1, the cations are joined to centrosymmetric dimers via hydrogen bonds (HB),

by donor atoms N3O,

forming chains in the crystal, while in 2, the cations are assembled into tetramers through HB owing to the
anions and water molecules. The crystal structures of the studied compounds were stabilized via hydrogen
bonding that yielded supramolecular 3D networks via coordinated and crystallization water molecules,
PyH* groups of H,L and NOs~ or ClO, anions. The theoretical calculations, performed using the new
DFT-TB2J approach revealed the magnetic exchange interactions between the iron ions, which were
mediated through intermolecular hydrogen bonds. The UV-vis absorption spectra of 1 and 2 were not
overlapped with their photoluminescence emission spectra because of the spin-gapless characteristic of
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 Electronic supplementary information (ESI) available: Photographs of crystals'
compound 1 and 2 selected for the single crystal X-ray experiment (Fig. S1); the
IR spectra of compounds 1, 2 and H,L Schiff base ligand (Fig. S2); selected bond
lengths (A) and angles (°) in coordination metal environment in 1 and 2 (Table
S1); hydrogen bond distances (A) and angles (°) in 1 and 2 (Table S2);
geometrical parameters for CI-O---m interactions (Table S3); coordination
geometry of Fe(ur) ion in 1 and 2 with partial atom labelling (Fig. S3); formation
dimers in 1 (a); fragments of crystal packing of 1 (b, ¢); anion---x interactions in
1. Due to center of symmetry in the crystal the outer-sphere water molecules
04W and O5W form the four-membered rings (d) (Fig. S4); UV-visible study of
H,L ligand titration profiles with varying concentration of Fe*" ions from 10 to
100 pL: Fe(NOs); (a) and Fe(ClO,); (b) solutions (Fig. S5); the total energies (A.U.)
for different spin multiplicities calculated at different levels of theory within the
DFT methodology (Table S4); frontier orbital energies and percentage
composition of molecular orbitals (MO) computed for studied cation. The MOs
consist of the following fragments: iron ion, 2,6-diacetylpyridine (A) and two
picolinoylhydrazones (B1 and B2) (Table S5); comparison of solid-state PL
emission spectra for complexes 1, 2 and coordination agent (Fig. S6); schematic
picture of the luminescence taken from ref. 58. A photon of energy #w,,
promotes an electron from the filled (narrow) d-band to above the Fermi level Eg
(sp-band). The hole relaxes in momentum space by e.g., absorbing (E > E') or
emitting (E < E') phonon and is eventually filled by an electron from the filled
sp-band emitting photon of energy #w,, which is the luminescence photon
(Scheme S1). CCDC 2400697 and 2400698. For ESI and crystallographic data in
CIF or other electronic format see DOI: https://doi.org/10.1039/d5ce00125k
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the band structure of these compounds.

1. Introduction

Advances in coordination chemistry are to a large extent
associated with the construction of new types of ligand systems.
Schiff bases and their structural analogues are the most studied
ligands in coordination chemistry." Schiff base derivates reveals
catalytic,> magnetochemical® and biological* properties. One
class of intensively studied Schiff bases coordination
compounds is represented by iron complexes with penta-
dentate ligands.”

Understanding the relationship between the molecular and
supramolecular structures is so necessary for molecular crystal
engineering,® bioinorganic chemistry (modeling of electron
transfer and oxygen transfer enzymes)” and catalysis.*®

Over the past few years, the role of anions in supramolecular
architecture has become more and more attractive due to its
applicability in diverse areas of research, such as in molecular
recognition, sensing, biomembrane transport, catalysis and
designing novel selective anion-receptors. In supramolecular
chemistry, especially coordination polymer chemistry, anions
can promote the formation of complex compounds with
different dimensionalities.'® "> Due to several major interactions
of anions in the crystals such as electrostatic interactions, metal
coordination bond, hydrogen and/or halogen bonding and
anion-nt interactions, the anions can act as a spectator (charge
balance) or may have a structure-directing impact as a template,

This journal is © The Royal Society of Chemistry 2025
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building unit, or secondary building unit."*'* Anions binding
has attracted continued interest because of the relevant role
performed by this molecules in biological, chemical, and
environmental processes. It is well known that anions can fulfil
various roles during crystallization processes, and anion
receptors have shown bright application prospects in trans-
epithelial ion transport, chemical sensing, and simulation of
enzyme catalysed organic reactions.''®

Structural studies have shown that the nature and geometry
of inorganic anions, such as linear (NCS"), spherical (Cl', Br,
I'), trigonal planar (NO;7), tetrahedral (ClO,, SO,>", H,PO,,
BF,) can induce the formation of diverse supramolecular
architectures, effectively influencing the final structure.'”*® Our
recent study of iron(ur) coordination compounds with isomeric
Schiff base ligands™ also showed the contribution of different
anions (ClO;, SCN, N;) to the supramolecular assemblies.
Anions were chosen to have the same charge with different
coordination abilities: CIO, < SCN™ < Nj . Therefore, based on
this and our previous studies, we are interested in finding an
optimal synthetic method for obtaining of mononuclear Fe(m)
coordination compounds with 2,6-diacetylpyridine
bis(picolinoylhydrazone) (H,L). Analysis of the Cambridge
Structural Database (CSD)*° has revealed five coordination
compounds of transition metals (Co(u), Mn(u), Cd(n) and Cu(m)),
where the ligand, 2,6-diacetylpyridine bis(picolinoylhydrazone)
predominately acts as a pentadentate N;O, ligand and
surrounding metal in the equatorial plane, except for the Cuf(u)
complexes. The examination of published examples showed
that H,L moiety forms neutral and ionic complexes,
coordinating in the neutral and bi-deprotonated fashions (H,L
and L*"), in consequence providing three mononuclear and two
tetrameric coordination compounds. It is noteworthy that only
mononuclear coordination compounds®>* were prepared
through one-pot template synthesis, while the tetrameric
compounds®"*® - by direct reaction between H,L and copper(n)
chloride/perchlorate salts. The search in the CSD has revealed
also six coordination compounds of Fe(ur), with ionic structures,
where the ligands act as a pentadentate N;O, ligands,

O,
7 N\ 7 N\
=N HN—N HN—-NH N=
Picolinic acide 2 6-Diacetylpyridine Picolinic .acide
hydrazide hydrazide

2.6-Diacetylpyridine bis(picolinoylhydrazone)
(H,L)

X=Noy, Clos
MeOH
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surrounding metal in the equatorial plane. In the crystal
packing of all compounds there are the noncovalent
interactions between coordination cation, outer-sphere
inorganic anions (NO,~,%**” Cl0,**®) and water molecules.

In the present work, we present the synthesis and crystal
structures of two coordination compounds of Fe(ur), namely,
[Fe(H,L)(H,0),](NO3)52.5H,0 (compound 1) and [Fe(H,L)
(H,0),](Cl0,);-2.5H,0  (compound  2), where H,L =
2,6-diacetylpyridine bis(picolinoylhydrazone). Both complexes
contain the complex cation [Fe(H,L)(H,0),]** and counter-
anions with the same charge but various geometries: trigonal
planar (NO;s™ in 1) and tetrahedral (ClO,™ in 2). The crystals of
compound 1 and 2 (Scheme 1), suitable for single crystal
diffraction analysis, were obtained by the direct reaction
between the pre-synthesized H,L ligand and iron(m) nitrate/
perchlorate salt (Fig. S11). Both complexes were characterized
by single crystal X-ray diffraction method and IR spectroscopy.

2. Experimental
2.1. Materials and methods

All reagents (2,6-diacetylpyridine, picolinic acid hydrazide,
Fe(Cl0O,);-xH,0, Fe(NO3);-9H,0) and methanol were obtained
from commercial sources and were used without further
purification. Schiff base H,L was synthesized by the
condensation of 2,6-diacetylpyridine and picolinic acid
hydrazide according to the previously reported method.*

The IR spectra were obtained in Vaseline oil (400-4000
em™) and ATR (650-4000 cm™*) on an FT IR Spectrum-100
Perkin Elmer spectrometer.

The photoluminescence (PL) was measured using a pulsed
N, laser excited with A.. = 337 nm in the interval of 350-750
nm at room temperature. The excitation pulse duration was
15 ns, the repetition rate was 50 Hz, and the pulse energy
was 0.2 mJ. The emission was detected using an FEU-79
instrument (multi-alkaline photocathode Sb(Na2K) with the
adsorbed cesium layer on the photocathode surface,
characteristic of the S20 type). The registration system self-

3+

4

=]
O,

H,0

) X= A(Nos‘) in1 i

X= )A (€10,) in 2

Scheme 1 Schematic of the synthesis of the Schiff base ligand H,L and coordination compounds 1 and 2.

This journal is © The Royal Society of Chemistry 2025
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time was 20 ns. The equipment used for recording was a
boxcar integrator SR-250 (Stanford Research Systems).

The ultraviolet-visible (UV-vis) absorption spectrum was
recorded on a Perkin Elmer Lambda 25 spectrophotometer.

Single crystal X-ray diffraction data of 1 and 2 were collected
at room temperature on an Xcalibur E CCD diffractometer
equipped with a CCD area detector and a graphite
monochromator using MoK, radiation. Determination of the
unit cell parameters and processing of experimental data were
performed using the CrysAlis Oxford Diffraction Ltd software.*
The structures were solved by a direct method and refined by
the least square method in the anisotropic approximation for
non-hydrogen atoms using the SHELX-97 (ref. 31) and
SHELXL2014 (ref. 32) program packages. The hydrogen atoms
were included in the refinement in geometrically calculated
positions, and their thermal factors Uy were taken to be 1.2
times larger than those of carbon and nitrogen atoms bonded
to them. The H-atoms in water molecules were determined from
differential Fourier maps at the intermediate stages of
refinement. The outer-sphere water molecules in the studied
compounds were refined with full and partial occupancies. In 1,
one of the three crystallization water molecules in the
asymmetric unit cell has an occupancy factor of 0.5 while in 2,
the site occupancy factors of the eight observed crystallization
water molecules range from 0.4 to 0.85 and metal:
crystallization water molecules ratio is 1:2.5. One of the oxygen
atoms in the two ClO, anions in compound 2 is statically
disordered over two positions with the site occupation factors of
0.55 and 0.45 probabilities. The X-ray data and the details of the
refinement for all compounds are summarized in Table 1. The
figures were obtained using the Mercury program® and some

Table 1 Crystallographic data and structure refinement details for
compounds 1 and 2

1 2
CCDC 2400697 2400698
Empirical formula Cy1HygFeN;gO155 Co1H,ysCl3FeN,Oqg 5
Formula weight 724.38 836.70
Crystal system Triclinic Triclinic
Space group Pi Pi
zZ 2 4
a(A) 10.2159(6) 13.4972(5)
b (A) 11.9887(4) 16.7467(7)
c(A) 12.2929(5) 17.1179(6)
a (deg) 86.478(3) 89.179(3)
S (deg) 89.905(4) 71.646(3)
7 (deg) 83.462(4) 70.421(4)
v (&%) 1492.92(12) 3442.0(2)
D, (g cm?) 1.611 1.615
# (mm™) 0.596 0.758
F(000) 748 1712
Crystal size (mm®) 0.50 x 0.25 X 0.18  0.45 x 0.40 x 0.08
Reflections collected/unique 9737/5553 21523/12139

[R(int) = 0.0220]  [R(int) = 0.0248]

Reflections with [I > 26(I)] 4535 7619
Parameters 5553/3/455 12139/1/959
GOF on F? 1.003 1.005

Ry, WR, [T > 20(1)]
Ry, WR, (all data)

0.0463, 0.1217
0.0587, 0.1320

0.0902, 0.2655
0.1326, 0.3042
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of them are presented in ESL} The hydrogen atoms that are not
involved in the hydrogen bonding were omitted from the
generation of the main packing diagrams. The geometrical
analysis was performed using the PLATON program.** The Y-
X---Cg (m-cycle) interactions were revealed in the studied
compounds (X---Cg < 4.0 A, y < 30.0°, with y being the angle
between the XCg vector and the normal to the aromatic cycle
Cg); for 1 and 2, X = O, Y = N, Cl and Cg is the centroid of the
pyridine ring. Selected interatomic distances and bond angles,
as well as all hydrogen bonds, are given in Tables S1 and S2;}
coordinates of the basis atoms of the studied structures have
been deposited with the Cambridge Crystallographic Data
Centre (CCDC 2400697 and 2400698).

2.2. Synthesis

2.2.1. Synthesis of 1. The aqueous solution of
Fe(NO3)3-9H,0 (0.1 g, 0.25 mmol) was added to a MeOH (5
mL) suspension of the H,L (0.1 g, 0.25 mmol) Schiff base.
The mixture was refluxed with constant stirring until the
coordinating agent was completely dissolved, then filtered
and left at room temperature. Black elongated-prismatic
crystals were observed in the solution after 48 hours,
collected by filtration, washed with MeOH and dried in air.
Yield (based on H,L) ~83% (0.15 g). IR (v, cm™"): 3081, 2988,
1611, 1585, 1574, 1559, 1521, 1496, 1434, 1382, 1318, 1293,
1273, 1254, 1207, 1175, 1148, 1093, 1064, 1044, 1018, 1001,
932, 913, 825, 812, 746, 702, 690, 623, 569, 534, 499, 449.

2.2.2. Synthesis of 2. Fe(ClO,);-xH,0 (0.09 g, 0.25 mmol),
dissolved in 5 mL MeOH, was added in the MeOH (10 mL)-H,L
(0.1 g, 1 mmol) suspension. The mixture was refluxed with
constant stirring until the coordinating agent was completely
dissolved, then filtered and left at room temperature. Black
elongated prismatic crystals were observed in the solution after
48 hours, collected by filtration, washed with MeOH and dried
in the air. Yield (based on H,L) ~67% (0.14 g). IR (v, cm™"):
3516, 3371, 3152, 1611, 1590, 1568, 1541, 1530, 1510, 1479,
1454, 1425, 1389, 1375, 1305, 1276, 1257, 1237, 1211, 1177,
1063, 1035, 1007, 930, 917, 809, 797, 746, 702, 693, 679, 653,
623,565, 532,493, 443.

3. Results and discussion
3.1. IR spectroscopy

The IR spectra of compounds 1 and 2 confirm the
coordination of the organic ligand H,L to Fe(m) ions (Fig.
S2t). Although the H,L ligand is neutral, in the spectra of
complexes 1 and 2, the band v(NH), observed in the free
ligand at 3324 cm™, is absent. The 1(C=0) stretching
vibration band at 1698 cm™ in the H,L spectrum represents
the most intense and significant band and a characteristic of
the Schiff base ligand. In the IR spectrum of H,L, the strong
characteristic absorption in the 3650-3400 cm™" region,
represented by peaks at 3609 and 3483 cm™', indicates the
stretching vibrations v(OH).

The crystal structures of compounds 1 and 2 are stabilized
by hydrogen bonds formed by the coordinated and

This journal is © The Royal Society of Chemistry 2025
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crystallization water molecules, NO;~ and ClO, anions and
NH' (PyH') (Table S27). In the spectra of compounds 1 and 2
in the region 3650-2600 cm™, a broad absorption is observed
with the clear manifestation of four peaks at 3161, 3081,
2988 and 2952 cm ' in the spectrum of compound 1 and
seven peaks at 3516, 3369, 3219, 3158, 3100, 2988 and 2888
cm! in the spectrum of compound 2. The absorption bands
at 3081, 2988, and 2952 cm ™' in the spectrum of 1 and 3100,
2988, and 2888 cm ' in the spectrum of compound 2 are
attributed to the v(CH)urom. and v(CHj;) oscillations.

Absorption in the region of frequencies higher than 3100
em™ is attributed to the v(OH) oscillations with different
degrees of association®® involved in the formation of
hydrogen bonds. In the spectral region of 3650-2600 cm™" of
compound 1, no clear peaks are highlighted, unlike those
attributed to v(CH)arom. and v(CH;), which is evidence that
the degree of association of the oscillations v(OH) of the
coordinated H,0, v(OH) of the outer-sphere water molecules,
and v(NH') with the participation of NO;  anions is
pronounced.

The clearly visible absorption bands at 3516, 3369, 3219,
and 3158 ecm™ in the spectrum of compound 2 can be
explained by the grouping of hydrogen bonds according to
their length into several groups, and the broad bands of weak
intensity can be the PyH" oscillations.*

In the spectra of compounds 1 and 2, the absorption
bands of medium intensity at 3325 cm ™' and very high
intensity at 1698 cm™" disappear; however, they are observed
in the spectrum of the non-coordinated Schiff base attributed
to v(NH) and v(C=0), respectively. This is explained by the
formation of metallocycles upon the complexation of the
Schiff base, in which the redistribution of electron density
occurs between the chemical bonds in the metallocycle.*®

View Article Online
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The absorption bands at 1521 cm™ in the spectrum of
compound 1 and 1529 em™" in the spectrum of compound 2 are
attributed to the (C==0) + v(C==C) oscillations.>® The highest
intensity absorption band at 1382 cm™ and the band at 825
em™ in spectrum 1 are attributed to the NO; anions
oscillations. In the spectrum of complex 2, a very intensive band
at 1059 cm ! is attributed to the ClO,” anion oscillations.*®

The type of substitutions in aromatic rings are
distinguished by absorption bands that are manifested by the
5(CH)pianar oscillations (in the region 1275-1000 cm™* for 1,2-
and 1175-1000 cm ' for 1,2,3-substitution type) and
3(CH)noplanar (770-735 cm ™" for 1,2- and 810-750 cm ™" for the
1,2,3-substitution type).*>*® As seen in the spectra of the
ligand and the complexes, the absorption bands of the
O(CH)honplanar Oscillations from the benzene rings are more
pronounced and are manifested at 814 and 697 cm ' in H,L,
at 812 and 690 cm ' in 1, and 808 and 679 cm ' in 2 for four
neighbouring hydrogen atoms and at 710 em™ in H,L, at 746
em ™ in 1 and 744 cm™ in 2 for the 1,2,3-substitution type.*®

3.2. Crystal structures

The X-ray analysis indicated that 1 and 2 are ionic structures
containing the mononuclear cationic complex [Fe(H,L)
(H,0),]*", and NO;7/ClO,~ anions, and the Schiff base ligand
is coordinated in the neutral mode. Both salts crystallize in a
triclinic space group P1; however, an ideal asymmetric unit
of this space group of 1 comprises one [Fe(H,L)(H,O),]*"
cation, three non-coordinated nitrate anions and three outer-
sphere water molecules, while in 2, there are two
independent [Fe(H,L)(H,0),]*" cations A and B, three non-
coordinated perchlorate anions and eight outer-sphere water
molecules. In the studied structures, the proton transfers are

This journal is © The Royal Society of Chemistry 2025

(b)
Fig. 1 Atom labelling of complexes in 1 (a) and 2 (b). Thermal ellipsoids are drawn at 50% probability level.
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observed from the nitrogen atoms of the amide groups to the
N atoms of the terminal pyridine rings (PyH'); thus, the
Schiff base ligands in 1 and 2 are coordinated in the form of
double zwitterions. In these complexes, the Fe(ur)
coordination polyhedron is a pentagonal bipyramid. In each
compound, the metal atoms are seven-coordinated (N3O,)
with a practically symmetrical pentagonal bipyramidal
environment. The equatorial plane contains one central
pyridine nitrogen N4, two azomethine nitrogen atoms N3
and N5, as well as two carbonyl oxygen atoms O1 and O2.
The Fe-O and Fe-N distances are within the range of
2.061(4)-2.085(2) and 2.185(5)-2.200(4) A, respectively. The
apical vertices of the pentagonal bipyramid are occupied by
water molecules with Fe-Ow distances in the range of
1.995(2)-2.040(2) A (Table S1, Fig. 1 and S37).

We have recently studied six Fe(m) coordination
compounds with isomeric Schiff base ligands and these
compounds differ from each other in the charge of the
ligands, the anions and in the axial vertices of the iron(ur)
coordination polyhedra.>® In all complexes the metal's
coordination polyhedron is the pentagonal bipyramid,
formed by the coordination cores N;O4 NsO,, N,O; and
found Fe-O and Fe-N distances are consistent with similar
bond lengths in 1 and 2. In the unit cell of 1, the
mononuclear cations are joined into centrosymmetric dimers
by the O(1w)-H:--O(2) hydrogen bonds (HB), forming the
R3(8) synthons (Fig. 2a and S3at) and these dimers are linked
by water molecules O(2w) and one of the three NO;~ groups
into chains along the [011] direction through the hydrogen
bonds O(2w)-H---O(7), N(1)-H:--O(8), C(20)-H---O(8), C(2)-
H---0(6), and C(16)-H---O(7) (Table S2,i Fig. 2b). Finally,

View Article Online
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these chains are further extended into a 3D supramolecular
architecture via hydrogen bonding involving the remaining
NO;™ anions and outer-sphere water molecules (Table S2,
Fig. 2 and S4b and ct). Additionally, in the crystal packing of
1, the N-O---n interactions are present between two nitrate
groups with the N4-containing pyridine ring of the cation
with the O---Cg distances of 3.537 and 3.268 A (Fig. S4d+).

In the crystal of compound 2, the independent cations A
and B are linked by an extensive system of hydrogen bonds,
which includes bifurcated HB involving two outer-sphere
water molecules O8(w) and O(10w) and two tetrahedral ClO,"
anions: O(2w)-H---O(8w), O(8w)-H---O(5), O(4w)-H---O(5),
O(4w)-H---0(6), O(8w)-H:--O(12), O(10w)-H---O(12), and
O(4w)-H---O(10) (Table S2, Fig. 3a). In turn, these hydrogen
bonded cations A and B in the unit cell form the tetramer
due to the centre of symmetry (Fig. 3b). In the tetramer, the
centrosymmetric cations A are joined by the water molecule
08w and one of the ClO,  anions via the O(2w)-H---O(8w),
O(8w)-H---O(12), and C(9A)-H---O(11) hydrogen bonds
(Fig. 3d). In turn, the cations A and B’ are related by the water
molecules O(10w) and anion through C(9A)-H---O(11),
O(10w)'-H:--0(12)', O(4w)'-H---O(10w), as well as the C(20B)-
H--*N(2A) HB (Fig. 3d and e). However, the centrosymmetric
complexes B:-'B are not linked to each other directly by
hydrogen bonds. As in the case of compound 1, the CI-O---n
interactions are observed in 2. All ClO, anions form the
anion---m interactions between CI-O and the coordinated
pyridine rings (Cg(N4A/C8A-C12A) and Cg((N4B/C8B-C12B))
and terminal pyridines rings (Cg(N1A/C2A-C6A), Cg(N7A/
C15A-C19A) Cg(N1B/C2B-C6B), and Cg(N7B/C15B-C19B))
(Table S3,t Fig. 3a). The hydrogen bonding in 2, involving the

(a)

(b)

Fig. 2 Two types of dimers in chains along the [011] direction of 1 (a and b). Fragment of crystal packing of 1 without the hanging contacts (c).

3010 | CrystEngComm, 2025, 27, 3006-3017
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(e)
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Fig. 3 View of two independent complexes of 2 (a). Formation of a tetramer in the crystal structure of 2 (b). Fragment of crystal packing of 2
without hanging contacts (c). Hydrogen bonding and magnetic coupling between complexes A---A’ and A---B’ (d and e).

perchlorate anions, water molecules and Cl-O--'n
interactions lead to a 3D supramolecular structure of this
compound.

3.3. Magnetic exchange

The iron(u) Schiff base complexes are interesting because of
their structural diversities and applications in molecular
magnetism. The iron(m) complexes with the N;O,-donor Schiff
base ligands belong to a family of coordination compounds in
which their structural features affect the resulting magnetic
behaviour, spin states and spin crossover properties.’”*®
Moreover, it was found that the magnetic properties of the high

This journal is © The Royal Society of Chemistry 2025

spin Fe(m) complexes with two different Schiff base ligands and
different pseudohalides as counterions can be very well
reproduced with a weak intermolecular antiferromagnetic
interaction mediated through the inter-molecular hydrogen
bonds.* Therefore, the TB2] python package®*" was used to
study the magnetic interactions in coordination compounds 1
and 2. It was developed in the framework of density functional
theory (DFT) and successively applied for extended systems,
such as bulk or 2D materials.**™*

The converged Hamiltonian and overlap matrix, obtained by
Siesta software (v. 1.4.5),***° were used by the TB2J script to
calculate the exchange interactions. TB2J python script, based
on Green's function method, uses the Liechtenstein—
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Table 2 Magnetic interaction pathways, interatomic distances (d, A), and
calculated isotropic exchange parameters (Jiso, cm™). Every pair ijj was
taken into account twice in Heisenberg Hamiltonian and the isotropic
exchange parameters were calculated as described in ref. 40

Compound Coupling Jiso d

1 Fel---Fel’ -0.227 8.192

2 Fel---Fe2 0.01 8.408
Fel---Fe2' —-0.196 9.469
Fel---Fel’ —-0.285 10.949

Katsnelson-Antropov-Gubanov formula®® implemented in this
package. This approach treats the local spin rotation of the
numerical atomic orbitals for the magnetic atoms as a
perturbation, avoiding the problems related to the total energy
mapping. The calculations of the electronic structures of 1 and
2, based on the geometry determined by X-ray measurements,
were done by DFT in generalized gradient approximation with
Perdew-Burke-Ernzerhof exchange-correlation functional.”" The
norm-conserving pseudopotentials of Troullier-Martins®>>* and
atomic orbital basis sets were used, as implemented in the
Siesta code. A linear combination of numerical atomic orbitals
with double-polarized and single-polarized basis sets was
applied for Fe and oxygen and nitrogen atoms, respectively, and
a real-space grid cut off 200 Ry was used for the calculation of
the electronic crystal structures. The first-principles calculations
were performed with the 4 x 3 x 3 k-points sampling of the
Brillouin zone. Owing to the confined Fe-3d orbitals, the DFT+U
approach was used to simulate the magnetic and electronic

40

N
o
!

DOS(states/eV)
o

N
=3
!

DOS(states/eV)
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properties of the studied compounds, as implemented in the
Siesta program.

This method requires the knowledge of the Hubbard U
parameter that describes the effective Coulomb on-site
electron-electron interaction as well as the Hund exchange
interaction parameter J, and these parameters were taken
from.>® The magnetic interaction pathways and calculated
isotropic exchange parameters Jis, are presented in Table 2.
The magnetic exchange interactions occur only between those
iron ions in the complexes, which are related by hydrogen
bonds. The antiferromagnetic (AFM) interactions are observed
for symmetrically related atoms Fe:--Fe’ in complexes 1, and
A---A’ and A---B' in 2 (Fig. 3a, d and e), where the isotropic
exchange parameters are in the range of —0.196-0.285 cm.™"
However, the very weak ferromagnetic interactions Fel---Fe2
exist for independent compounds A and B, which are joined by
extensive hydrogen bonds involving two outer-sphere water
molecules and two ClO,™ anions (Fig. 3a) if it is compared with
the hydrogen-bound complexes A---A"and B--*B'.

The spin-polarized density of states (DOS) and projected DOS
have been calculated for 1 and 2 to understand the magnetic
coupling in these compounds (Fig. 4). In compounds 1 and 2,
both the majority (spin-up) and minority (spin-down) spin
channels are the spin-gapless channels that might lead to a
minimal amount of energy required to excite electrons from the
valence to the conduction band due to zero gap and the
availability of both charge carriers, i.e., electrons and holes, which
may be spin-polarized simultaneously. In each of the studied
compounds, the majority and minority spin channels arise

60 -

40

20

DOS(states/eV)

DOS(states/eV)

Fig. 4 DOS (upper panel) and PDOS (lower panel) of 1 (a) and 2 (b). Spin-up (positive) and spin-down (negative) density of states is shown by black

and red color respectively.
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Fig. 5 Absorption spectra of the H,L ligand and Fe(m) coordination
compounds 1 and 2.

within ca. -9.9-2.7 and -11.9-2.3 eV, respectively. However, the
spin-up and spin-down states of iron(m) ions in 1 and 2 are
delocalized within the same aforementioned ranges of energy
(Fig. 4a and b), and such hybridization between Fe*" and ligands
atoms could facilitate the magnetic exchange observed in these
compounds.

3.4. Ultraviolet-visible (UV-vis) spectroscopic study

The UV-Vis absorption spectra of Schiff base ligand and
coordination compounds 1, 2 were determined in ethanol
solution of 5 x 10~° mol L™, It was found that the profiles of
the electronic spectra of complexes 1 and 2, are very similar,
which confirms the ionic nature of these compounds, having
the same complex cation [Fe(H,L)(H,0),]*" (Fig. 5). The broad
bands of these compounds are observed in the UV region of
spectra and maxima are centered at 363 and 365 nm,
respectively. Two broad absorption bands of Schiff base
ligand, whose maxima are centered at 275 and 313 nm, are
also observed in UV region of spectra and the corresponding
energy transfers could be attributed to n — n* transitions. In
the wavelength region 272-317 nm the shapes of ligand and
complexes absorption curves are similar, however for 1 and 2
there is the intensity decreasing compared with that in
spectrum of ligand. Because of coordination, the bands,
related to electronic transitions in the complexes, are red
shifted relatively to those observed at the free Schiff base
ligand.

The UV-vis spectral titration experiments of the H,L ligand
with Fe®" were carried out by gradually increasing the

View Article Online
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amount of Fe*" (10-100 pL) in the ethanol media of the
ligand. The successive addition of Fe®' to H,L is
accompanied by the appearance of shoulder peaks in the
200-350 nm region and one isosbestic point at 360 nm (1)
and at 365 nm (2) (Fig. S51). The ratio of the intensities of
the peaks forming the spectra changed with the increasing
Fe*" concentration for both complexes: the intensity of the
peaks at 285 and 325 nm decreased, and the intensity of the
peak at 210 nm increased. The gradual addition of Fe*" to
the Schiff base ligand showed a hypochromic shift at 285 and
325 nm and a hyperchromic shift at 210 and 380 nm. The
results show that the addition of Fe** to an ethanol solution
of H,L leads to the formation of stable coordination
compounds.

The DFT calculations were performed at the B3LYP/6-
311++G(2d,2p)/IEFPCM (ethanol) level of theory using the
Gaussian16 software®>*® for a detailed description of the
observed UV-vis spectra of the complex cation [Fe(H,L)
(H,0),]*". The molecular structure of the cation, determined
by the X-ray method, was fully optimized with the
aforementioned basis set in ethanol solvent, and all
calculated frequencies were positive, confirming that a
definite absolute minimum in the potential energy surface
was obtained. To inspect the ground state, a series of DFT
calculations at different levels of theory were done for the
doublet, quartet and sextet states for [Fe(H,L)(H,0),]*", and
it was shown that the high spin (HS) state (S = 5/2) is the
most stable (Table S47).

The HS and low spin (LS) states are energetically
separated by 0.79 eV, indicating that the transition from a
ground HS state to an excited LS state is not very likely
to be observed. The time-dependent DFT (TDDFT)
formalism was employed to study the UV-vis spectra in
the solvent, and the GausSum-3.0 software®” was used for
analyzing this spectrum. The obtained results are reported
in Tables 3 and S5 (ESIf).

The calculated electronic transitions in the studied cation,
which lead to UV and visible absorption, are in good
agreement with the experimental data. The values of
transition energies, whose oscillator strengths (f) are greater
than 0.05, are in the same range 3.55-2.88 eV (350-430 nm),
as shown in Fig. 5. The maximum of the absorption bands
on the experimental curves are centred at 363 and 365 nm
while the calculated wavelength with f = 0.25 is equal to 371
nm. As shown in Table 3, the occupied HOMO-1 alpha (A)
and beta (B) spin molecular orbitals (MO) and antibonding
LUMO(A) and LUMO+2(B) play important roles in this

Table 3 The UV-vis absorption properties (transition energies, wavelengths with the oscillator strength larger than 0.05) calculated for the studied

cation

Energy, eV 4, Nm f Major contributions Assignment
2.88 430.23 0.088 HOMO(A) — LUMO(A) (38%), HOMO(B) — L + 2(B) (56%) LLCT

3.32 373.8 0.17 HOMO(A) — L + 1(A) (25%), HOMO(B) — L + 4(B) (58%) LLCT

3.34 370.91 0.251 H-1(A) — LUMO(A) (44%), H-1(B) — L + 2(B) (39%) LLCT

3.55 349.63 0.06 H-1(A) — L + 1(A) (19%), HOMO(A) — L + 2(A) (10%), H-1(B) — L + 4(B) (53%) LMLCT

This journal is © The Royal Society of Chemistry 2025
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Fig. 6 Selected frontier alpha (A) and beta (B) spin molecular orbitals for the calculated absorption transitions.

electron  transition. The ligand 2,6-diacetylpyridine
bis(picolinoylhydrazone) shows the main contribution in
both the occupied and unoccupied MOs of the given
transition, which is equal to 98% with the exception of

3014 | CrystEngComm, 2025, 27, 3006-3017

HOMO-1(B) (96%) (Table S5t). The frontier MOs are n (n*) -
orbitals (Fig. 6), and thus, the absorption maximum arises
from the ligand-to-ligand ©= — =* charge transfer (LLCT).
HOMO-1(A) and HOMO-1(B) ate centered mainly on pyridine
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Fig. 7 Solid-state PL emission spectra for complexes 1 and 2.

nitrogen atom N4 and O-C-N-N-C fragments of
metallocycles while LUMO(A) and LUMO+2(B) are centered
practically on all non-hydrogen atoms of ligand. The same
situation is observed for other electron transitions, listed
in Table 3, with the exception of a transition with f =
0.06, where the corresponding metal and ligand
contributions consist of 16 and 84%, respectively, which
could be attributed to the metal-ligand-to-ligand charge
transfer (LMLCT).

3.5. Photoluminescent properties

The shape of the spectral dependencies of the luminescence
spectra of all samples indicates the superposition of several
radiative processes. For the deconvolution of the bands, the
Gaussian function was used, which allowed the resolution
of the spectra as superpositions of several radiative
processes. The band of the PL spectrum for the studied
complexes is a superposition of three peaks: in the red
region of the spectrum, with 1.85 eV for 2 and 1.95 eV for
1; in the yellow region of the spectrum, with a maximum at
2.1 eV; and in the blue region of the spectrum with a
maximum at 2.6 eV (Fig. 7).

The PL observed in the complexes is very weak compared
to the ligand. The intensity of the PL peaks of the samples is
more than 500 times weaker than the PL spectrum of the
ligand H,L (Fig. S6t). The addition of iron to the ligand
solution leads to changes in the photoluminescence spectra
because of complexation. The maximum of the
photoluminescence spectral band is shifted to the red region
relative to the ligand.

The band structures of compounds 1 and 2 display
metallic character because the majority and minority spin
channels are spin-gapless. Therefore, the intensity
reduction of the PL spectra in 1 and 2 in comparison
with the ligand may be explained by the mechanism
proposed in ref. 58 (Scheme S1t). In accordance with this
mechanism, the PL is caused by emissions within the
filled bands. However, in both the studied compounds,

This journal is © The Royal Society of Chemistry 2025

View Article Online

Paper

the number of electronic states is limited in the energy
range of 2.2 eV above the Fermi level (Fig. 7).

Moreover, within this interval, related to the observed
maxima of the PL peaks of the studied compounds, no spin-
up electron states of iron ions are present. Thus, the number
of photoexcited carrier relaxations in 1 and 2 could be less
than in the ligand, which might lead to a decrease in the PL
intensity of these compounds.

Conclusion

The new mononuclear iron(m) complexes, [Fe(H,L)(H,O0),]
(NO;);-2.5H,0 (1) and [Fe(H,L)(H,0),](ClO4);-2.5H,0 (2),
were synthesized and characterized by IR spectroscopy and
X-ray diffraction. It was found that in the crystalline state,
compounds 1 and 2 form the supramolecular dimers and
tetramers, respectively, which are extended into a 3D
supramolecular architecture via hydrogen bonding involving
the NO; /ClO, counter anions and water molecules. The
intermolecular magnetic couplings in the mononuclear high
spin iron(m) Schiff base complexes were studied by the TB2]
python package wused for calculating the magnetic
interaction parameters in Heisenberg models from density
functional theory. The DFT-TB2] approach revealed the
antiferromagnetic interactions and very weak ferromagnetic
coupling between iron ions, mediated through the
intermolecular hydrogen bonds. The UV-vis absorption
spectra of the Schiff base ligand and coordination
compounds 1 and 2 confirmed the presence of a complex
cation [Fe(H,L)(H,O),*" in ethanol solution. The TDDFT
calculations were used to study the UV-vis spectra of the
studied complexes, and it was shown that the absorption
maxima arise from the ligand-to-ligand n — =n* charge
transfer. The measured photoluminescence spectra revealed
that the PL peaks in 1 and 2 are considerably weaker than
those in the ligand, and it is related to the spin-gapless
character of the band structure of these complexes.
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