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On the pivotal role of tetrel bonding in the
supramolecular architectures of Pb"-NCS
complexes with chelating thiosemicarbazide
derivativest
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Ghodrat Mahmoudi, @ *2 Ennio Zangrando, @ ¢
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Pp" (PO(L)SCN)I,,  {PO(L)(SCN)},  and  {[Pb(HL")SCN)I(SCN)},
(HL' = N’-phenyl(pyridin-2-yl)methylene-N-phenylthiosemicarbazide, HL" = N’-amino(pyrazin-2-yl)
methylenethiosemicarbazide, HL" = N'-amino(pyridin-2-y)methylenethiosemicarbazide) have been
synthesized and characterized by spectroscopic techniques and single crystal X-ray diffraction. In all

Three  new complexes

complexes, the corresponding organic ligand behaves as a tridentate N,N'S-chelating species. A 1D
supramolecular polymeric aggregation in complex [Pb(L')(SCN)I,, is dictated by the Pb--*NCS and Pb-:-S=C
tetrel bonds formed between the [Pb(L)(SCN)] species. 1D cationic coordination polymers ([Pb(L")]),"™*
the structure of complex {[Pb(L")](SCN)}, are linked into a 2D supramolecular polymeric layer through the
Pb---NCS tetrel bonds and Pb---n(NCS) interactions formed with the nitrogen atom and the conjugated
system of the free SCN™ anions, respectively. The cationic species [Pb(HL")(SCN)I* in the structure of
complex {[Pb(HL")(SCN)I(SCN)},, produce a 1D supramolecular polymer due to the Pb---SCN and Pb--S=C
tetrel bonds, further stabilized by the Pb---n(NCS) interactions formed with the conjugated system of the
coordinated NCS™ anion. The latter anions also link these 1D chains through the Pb---SCN tetrel bonds,
yielding 1D supramolecular polymeric ribbons. The energetic relevance of the Pb---S and Pb---N tetrel
bonds has been studied by DFT calculations. The tetrel bonds have been characterized using QTAIM and
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Introduction

Lead complexes with multidentate ligands are of significant
importance in the realm of inorganic chemistry, primarily
due to their unique structural and chemical properties."?
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NClplot analysis and rationalized using molecular electrostatic potential surface calculations.

Multidentate ligands, known for their ability to coordinate to
a metal atom at multiple points, play a crucial role in
stabilizing lead ions in these complexes. Despite lead's status
as a globally recognized toxic heavy metal pollutant,®* its
inherent characteristics have captivated chemists, fuelling
extensive research in areas such as coordination chemistry,
catalytic properties and photochemistry.”** Recently, there
has also been a growing interest in exploring the luminescent
properties of lead-based polymers.'*"*

The ability of polydentate ligands to form strong and
specific interactions with lead ions not only enhances the
stability of the complexes but also allows for precise control
over their chemical and physical properties." ™ As a result,
understanding the nature of these interactions and the
resulting complexes is vital for advancing both theoretical
knowledge and practical applications in chemistry.

Lead exhibits a great variety of coordination numbers
and two distinct coordination modes: hemidirectional and
holodirectional.>® In hemidirectional coordination, lead
atoms display a preference for interactions on one side of
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their coordination sphere, often resulting in asymmetric or
incomplete geometries. This mode is indicative of lead's
inclination towards softer,”> more polarizable ligands,
reflecting its unique electronic configuration and relativistic
effects. On the other hand, holodirectional coordination®
sees lead atoms engaging in more uniform and symmetrical
interactions around their coordination sphere.*' The ability
of lead to toggle between these two coordination modes not
only highlights its chemical versatility but also underscores
the importance of considering electronic and steric factors
when designing lead-containing complexes.

The utilization of lead in crystal engineering, particularly
through the formation of Pb---O, S, N tetrel bonds, represents
an interesting aspect of material science and inorganic
chemistry.>*™*' Tetrel bonding, involving the interaction
between a group 14 element**** (like lead) and an electron
rich atom (such as oxygen, sulfur or nitrogen), is pivotal in
the construction of intricate crystal structures.** In this
context, lead, with its large atomic radius and significant
polarizability, forms strong and directionally specific
interactions with a variety of electron donors, including
n-systems.*> These tetrel bonding interactions are
instrumental in dictating the assembly and properties of
crystal networks.>*™** This approach in crystal engineering
not only broadens the horizon for creating new materials but
also offers deep insights into the fundamental interactions
governing the assembly of complex crystal structures.

In this manuscript we report the synthesis, spectroscopic
and X-ray characterization, and DFT studies of three
new Pb" complexes [Pb(L')(SCN)],, {[Pb(L™](SCN)}, and
{[Pb(HL™)(SCN)](SCN)}, (HL' = N'-phenyl(pyridin-2-yl)-
methylene-N-phenylthiosemicarbazide, HL" =
N'-amino(pyrazin-2-yl)methylenethiosemicarbazide, HL™
N'-amino(pyridin-2-yl)methylenethiosemicarbazide) (Chart 1).

Results and discussion

A reaction of an equimolar mixture of PbX, (X = ClO,4, NO3)
and HL"™ in the presence of two equivalents of KSCN leads
to the formation of crystals of new supramolecular
coordination structures [Pb(L")(SCN)],, {[Pb(L")](SCN)}, and
{[Pb(HL™)(SCN)](SCN)},,, respectively (Scheme 1).

Complexes [Pb(L")(SCN)],, {[Pb(HL™)(SCN)](SCN)},, and
{[Pb(L")](SCN)},, crystallized in monoclinic P2,/n and I2/a,
and triclinic P1 space groups, respectively. The asymmetric
unit of [Pb(L")(SCN)], and {[Pb(L™)](SCN)}, contains
[Pb(L")(SCN)] and [Pb(L")](SCN) species, while the asymmetric
unit of complex {[Pb(HL™)(SCN)](SCN)},,, due to the presence
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Chart 1 Thiosemicrbazide derivatives used as ligands in this work.
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HL! X = CIO, |
[Pb(L)(SCN)],

HL" X = NO,
PbX, +2KSCN ————— » {[Pb(L")](SCN)},

HL" X = cl0,
L » {[Pb(HL")(SCN)I(SCN)},

Scheme 1 Synthesis of the described complexes.

of the parent organic ligand in the neutral form, contains
one cationic species [Pb(HL")(SCN)]" and one SCN™ anion
(Fig. 1). In all three complexes, both the deprotonated and
neutral forms of the corresponding organic ligands are N,N’,
S-coordinated to one Pb" cation with the formation of two
five-membered chelate cycles (Fig. 1).

In the reported complexes, the Pb-N bonds formed with
the nitrogen atom of the aromatic ring vary from 2.563(2) A
to 2.702(2) A, with the shortest and longest values found in the
structures of {[Pb(HL™)(SCN)](SCN)}, and {[Pb(L")](SCN)},,
respectively (Table 1). The Pb-N bonds formed with the imine
nitrogen atom are only about 0.06 A shorter in comparison to
the corresponding bond with the pyridine nitrogen atom in
the structures of [Pb(L")(SCN)], and {[Pb(HL"™)(SCN)](SCN)},
(Table 1). However, the same bond is about 0.22 A shorter in
comparison to the corresponding bond with the pyrazine
nitrogen atom in the structure of {[Pb(L"™)](SCN)}, (Table 1).
The Pb-S distance with the thiocarbonyl sulfur atom is
similar in the structures of complexes and varies from
2.771(6) A to 2.8539(9) A (Table 1).

In the structure of [Pb(L")(SCN)],, the coordination sphere
of the Pb" cation is filled by the sulfur atom of the covalently
bound SCN™ anion, further completed by tetrel bound two
thiocyanate nitrogen and two thiocarbonyl sulfur atoms from
two adjacent [Pb(L")(SCN)] molecules (Fig. 1 and 2, Table 1).
Thus, the overall coordination geometry of the Pb" cation in
[Pb(L')(SCN)], is described as a N;S, eight-membered
environment. The covalent Pb-S and tetrel Pb---S bonds
formed with the thiocarbonyl sulfur atoms of the ligands L'
are responsible for the formation of the Pb,S, coordination
cores of the parallelogram type with the Pb---Pb separations
of 4.575(2) A and 4.218(2) A (Fig. 3, Table 1). These Pb,S,
cores form a central backbone of the 1D supramolecular
polymeric chain of [Pb(L")(SCN)],, which, in turn, is further
stabilized by N4-H4A---N5 hydrogen bonds formed between
the NH hydrogen atom and the thiocyanate nitrogen atom
(Fig. 3, Table 2). Furthermore, both sides of the Pb,S, cores,
constructed from two covalent Pb-S and two tetrel Pb---S
bonds, are involed in the interaction with the thiocyanate
C1-N5 fragments (Fig. 3, Table 2). Finally, 1D supramolecular
polymeric chains are linked through the C4-H4:--Phgo
interactions  (Table 2), yielding an extended 3D
supramolecular framework.

In the structure of {[Pb(L™)](SCN)},, the coordination
sphere of the Pb" cation also includes one amide nitrogen
and one thiocarbonyl sulfur atoms from two adjacent
cationic species [Pb(L™)]" (Fig. 2, Table 1). The overall

This journal is © The Royal Society of Chemistry 2024
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Fig. 1 Top and side views on the asymmetric units of [Pb(L)(SCN)l, (left), {[Pb(L")I(SCN)}, (middle) and {[Pb(HL")(SCN)I(SCN)}, (right).
Displacement ellipsoids are drawn with the 50% probability. Color code: H = black, C = gold, N = blue, S = yellow, Pb = magenta; Pb---N tetrel

bond = cyan dashed line, N-H---N hydrogen bond = pink dashed line.

Table 1 Selected bond lengths (A) in the crystal structures of the described complexes (see Fig. 1 for atoms labelling)

Bond Bond length Bond type Bond Bond length Bond type
[Pb(L)(SCN)],

Pb-N1 2.63(2) Covalent Pb---51%? 3.123(6) Tetrel
Pb-N2 2.57(2) Covalent Pb---N5** 3.26(2) Tetrel
Pb-S1 2.771(6) Covalent Pb---N5 3.25(2) Tetrel
Pb-S2 2.949(7) Covalent pb---Pb* 4.575(2)

Pb---S1%* 3.213(6) Tetrel Pb---Pb*? 4.218(2)

{{PbLM)(SCN)}”

Pb-N1 2.702(2) Covalent Pb---N7 2.922(2) Tetrel
Pb-N2 2.484(2) Covalent Pb---n(NCS)" 3.338 Tetrel
Pb-N3"! 2.780(2) Covalent Pb---Pb™ 4.9682(4)

Pb-S1 2.7982(7) Covalent Pb---Pb™ 4.1220(4)

Pb-51% 2.9196(7) Covalent

{[Pb(HL™)(SCN)J(SCN)},“

Pb-N1 2.563(2) Covalent Pb---52# 3.5182(9) Tetrel
Pb-N2 2.500(3) Covalent Pb---52# 3.3687(10) Tetrel
Pb-N6 2.460(3) Covalent Pb---n(NCS)* 3.254 Tetrel
Pb-S1 2.8539(9) Covalent Pb---Pb™ 4.5552(4)

Pb---51" 3.1455(9) Tetrel Pb---Pb™ 4.5552(4)

aSymmetrycodes:#l1+x,y,z;#21fx,1fy,1fz;#327x,1fy,1fz.bSymmetrycodes:#l1fx,1fy,1fz;#27x,1fy,172;#37x,7y,
1 -z © Symmetry codes: #1 1/2 +x, 1 -y, z; #2 1+ x,y, 2; #3 1/2 - x, y, ~z; #4 -1/2 + x, 1~ y, 2.

coordination geometry of the Pb" cation in {[Pb(L"™)](SCN)},
is described as a N,S,(NCS) environment. Besides the
covalent Pb-N and Pb-S bonds, the coordination sphere of
the metal cation is completed by one Pb-:-N tetrel bond with
the nitrogen atom of the free NCS™ anion and the n-system of
the other free NCS™ anion (Fig. 2, Table 1). Aggregation of the
[Pb(L™]" cations yields a 1D supramolecular cationic

polymeric chain [Pb(L")],”", which central backbone is

This journal is © The Royal Society of Chemistry 2024

constructed from the Pb,S, parallelograms and Pb,N, cycles
of the chair conformation with the Pb---Pb separations of
4.1220(4) A and 4.9682(4) A, respectively (Fig. 2, Table 1). The
1D supramolecular cationic polymeric chains [Pb(L")],"" are
linked into a 2D supramolecular layer through the Pb--'N
and Pb---w(NCS) tetrel bonds formed with the interchain
thiocyanate anions (Fig. 3, Table 1), and N4-H14A---S2 and

N6-H15A--*N7 hydrogen bonds formed between the sulfur

CrystEngComm, 2024, 26, 1637-1646 | 1639
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Fig. 2 Supramolecular aggregation together with the corresponding
coordination polyhedra in the crystal structures of [Pb(L')(SCN)], (top),
{IPb(L"I(SCN)},  (middle) and {[Pb(HL")(SCN)I(SCN)}, (bottom).
Displacement ellipsoids are drawn with the 50% probability. Hydrogen
atoms were omitted for clarity. Color code: C = gold, N = blue, S =
yellow, Pb = magenta; Pb---N, Pb---S and Pb---n(NCS) tetrel bonds =
cyan dashed line.

and nitrogen atoms of the same thiocyanate anions and
hydrogen atoms of two NH, groups of the organic ligand L™
(Fig. 2, Table 2). Furthermore, the C1-H11---S2 interactions
between the thiocyanate sulfur atoms and one of the pyrazine
hydrogen atoms stabilize these layers (Table 2). The resulting
2D supramolecular layers are linked into a 3D
supramolecular framework through the N4-H14B---N5
hydrogen bonds, formed between the second hydrogen atom
of the NH, group attached to the thiocarbonyl fragment and
the free pyrazine nitrogen atom (Table 2). The resulting
supramolecular 3D framework is further reinforced by n---n
interactions between the pyrazine cycles (Table 2).

In the crystal structure of {[Pb(HL™)(SCN)](SCN)},, the
coordination sphere of the Pb" cation, besides a covalently
linked tridentate HL™ ligand and a monodentate N-bound
thiocyanate anion, is described by the formation of three
Pb---S tetrel bonds with one thiocarbonyl and two
thiocyanate sulfur atoms from three adjacent cationic species
[Pb(HL™)(SCN)]" (Fig. 2, Table 1). Notably, the thiocyanate
ligand of the adjacent [Pb(HL™)(SCN)]" cation, which
thiocarbonyl sulfur atom forms a Pb---S tetrel bond, further
completes the coordination sphere of the Pb" cation by the
Pb---n(NCS) tetrel bond (Fig. 2, Table 1). Thus, the

1640 | CrystEngComm, 2024, 26, 1637-1646
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Fig. 3 1D supramolecular polymeric chains in the crystal structures of
[Pb(L')(SCN)I, (top) and {[Pb(HL")(SCN)I(SCN)}, (bottom), and a 2D
supramolecular layer in the structure of {[Pb(L")I(SCN)}, (middle).
Displacement ellipsoids are drawn with the 50% probability. Hydrogen
atoms were omitted for clarity. Color code: C = gold, N = blue, S =
yellow, Pb = magenta; Pb---N, Pb---S and Pb---n(NCS) tetrel bonds =
cyan dashed line.

coordination sphere of metal cation is described as a
N3S4(NCS) environment. Tetrel bonds in the structure of
{[Pb(HL™)(SCN)](SCN)},, are responsible for the formation of
a 1D supramolecular polymeric chain [Pb(HL™)(SCN)],™
(Fig. 3), with the shortest Pb--Pb separations of 4.5552(4) A
(Table 1). These supramolecular chains are separated by the
noncoordinated thiocyanate anions, which, in turn, are
linked through the N-H:-*N and N-H:---S hydrogen bonds
with the NH and NH, hydrogen atoms of the organic ligands

This journal is © The Royal Society of Chemistry 2024
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Table 2 Hydrogen bond and other noncovalent, and n---n interaction
lengths (A) and angles (°) in the crystal structures of the described
complexes (see Fig. 1 for atoms labelling)

D-X---A d(D-X) dX---A) d(D---A) Z(DXA)
[Pb(L)(SCN)],*

N4-H4A---N5" 0.88 2.18 3.06(3) 171

C4-H4---Phgy™ 0.95 2.82 3.58(3) 137

C1-N5---Pb,S1, 1.16(3) 2.94(2) 2.90(2) 76.7(16)
C1-N5---Pb,S1," 1.16(3) 2.94(2) 2.90(2) 76.7(16)
{[Pb(L"))(SCN)},”

N4-H14A---S2"! 0.92 2.69 3.571(2) 162

N4-H14B:--N5" 0.80 2.23 3.023(3) 175

N6-H15A---N7" 0.86 2.22 3.008(3) 154

C1-H11---82" 0.93 2.86 3.631(2) 141

{[Pb(HL™)(SCN))(SCN)},*

N3-H3A---N7" 0.85 1.98 2.817(4) 168

N4-H4A:--S3" 0.80 2.84 3.404(3) 130

N4-H4A---N7" 0.80 2.51 3.153(5) 139

N4-H4B---$3% 0.78 2.61 3.364(3) 163

N5-H5A---53" 0.89 2.53 3.411(3) 168

N5-H5B---N7"° 0.87 2.46 3.103(4) 131

C4-H4---S3" 0.95 2.72 3.652(3) 167

Cg()  Cgly)  dlCg)-Cg(N)] « B y Slippage
{[Pb(L"))(SCN)},”

Pyrz  Pyrz"  3.8962(15) 0.00(14) 304 30.4 1.970

{[Pb(HL™)(SCN)](SCN)},°

Py py™ 4.019(2) 5.61(17) 291 262 1.955

Py py™® 4.019(2) 5.61(17) 262 291 1.775

¢ Symmetry codes: #1 —x, 1 -y, 1 — z; #2 3/2 — x, -1/2 + y, 1/2 - z;
b Symmetry codes: #1 1 +x, 1+, z; #2 x, 9, 1 + 2 #3 —x, -y, 1 — z; #4
1-x,1-y, -2z ° Symmetry codes: #1 3/2 - x, 1/2 -y, 1/2 - z; #2 1 - x,
1/2+y,1/2 -z, #3 -1/2 + x, 1 -y, z; #4 =1/2 + x, -y, z; #5 -1 + x, y, 2;
#6 -1/2 + x, -y, z.

HL™ (Table 2). Furthermore, one of the pyridine hydrogen
atoms is also involved in the C-H---S interaction with the
noncoordinated thiocyanate anion (Table 2). Finally, 1D
supramolecular chains are interlinked through
interactions between the pyridine cycles (Table 2).

All the obtained complexes were further studied by 'H
NMR spectroscopy in DMSO-d¢ and compared with those of
the corresponding parent ligands in the same solvent.
Notably, the spectrum of HL' exhibits two sets of signals
corresponding to the E- and Z-isomers, of which the latter
one is dominant in solution of DMSO-d, (Fig. 4). The spectra
of [Pb(L")(SCN)],, and {[Pb(L™)](SCN)},, contain a single set of
peaks, which were observed in the regions typical for protons
of the certain nature (phenyl, pyridine and pyrazine
fragments; NH and NH, groups) (Fig. 4). Interestingly, the 'H
NMR spectrum of {[Pb(HL™)(SCN)](SCN)}, in the same
solvent exhibits two sets of peaks with a ratio of about 1:4
(Fig. 4). The minor set of peaks was attributed to the
[Pb(HL™)(SCN)](SCN) species, while the major set of peaks
was tentatively assigned to the [Pb(L"™)(SCN)] species. Thus, in

T 7T
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DMSO-dg, complex {[Pb(HL™)(SCN)](SCN)},, exhibits the following
equilibrium: [Pb(HL"")(SCN)](SCN) «— [Pb(L"")(SCN)] + HSCN.
We can tentatively explain this equilibrium by the formation
of strong intermolecular hydrogen bond N3-H3A-:-N7 formed
between the NH hydrogen atom of the organic ligand HL™ and
the nitrogen atom of the free thiocyanate anion (Fig. 1, Table 2),
which allows to withdraw the corresponding hydrogen atom.

This study concentrates on examining the intriguing tetrel
bonding interactions that facilitate the formation of the
reported supramolecular polymers. Initially, the molecular
electrostatic potential (MEP) surfaces of complexes
[Pb(L")(SCN)] and [Pb(HL™)(SCN)](SCN) were calculated to
explore the presence and intensity of c-holes at the Pb"
centers. The MEP surfaces reveal that the MEP maximum is
situated at the Pb" center in [Pb(L")(SCN)] and at the amino
group of the cationic [Pb(HL™)(SCN)]" species in
[Pb(HL")(SCN)](SCN) (Fig. 5). Detailed analysis of the MEP at
the Pb" center in [Pb(L")(SCN)] indicates the existence of
three c-holes, suggesting directional characteristics for the
tetrel bonds involving the hemicoordinated Pb" cation. Notably,
the MEP values at the o-holes in [Pb(HL™)(SCN)](SCN),
ranging from 51 to 60 kcal mol™, are higher than those in
[Pb(L")(SCN)] (26 to 33 kecal mol ™), which can be attributed to
the ion-pair nature of the former complex. The MEP minima
are located at the thiocyanate anion, with [Pb(L")(SCN)]
showing a significantly less negative value (-57 kcal mol™ at
the nitrogen atom) compared to [Pb(HL™)SCN)](SCN)
(-68 kcal mol™), a result of the non-coordination of the
anion. The MEP values are positive over the m-system of
the coordinated pyridine fragment in both compounds,
recorded at 19 and 39 kcal mol™ in [Pb(L")(SCN)] and
[Pb(HL")(SCN)](SCN), respectively (Fig. 5). Conversely, the
MEP is negative over the phenyl group in [Pb(L")(SCN)],
measuring -13 kecal mol ™.

We have also applied the quantum theory of atoms in
molecules (QTAIM) in conjunction with the non-covalent
interaction (NCI) plot to more comprehensively characterize
the tetrel bonds in the discussed complexes. This dual
approach effectively reveals interactions in real space.
Furthermore, the colour coding of the reduced density
gradient (RDG) isosurfaces assists in distinguishing between
attractive and repulsive interactions, with green indicating
weak noncovalent interactions and blue denoting strong
ones.

We have also focused specifically on the QTAIM/NCI plot
characterization of tetrel bonds for two dimers of complex
[Pb(L")(SCN)], (Fig. 6). The QTAIM analysis identified two
symmetrically equivalent Pb---S contacts, each marked by a
bond critical point (CP), depicted as a small red sphere, and
a bond path, illustrated as a dashed bond, linking the atoms
the centrosymmetric dimer (Fig. 6, left). Additionally, this
analysis revealed the presence of two Pb---N interactions,
with corresponding bond CPs and paths connecting the Pb"
centers to the terminal nitrogen atom of the thiocyanate
ligand. In this dimer, the NCI plot analysis displays blue
isosurfaces between the Pb" and sulfur atoms, coinciding

CrystEngComm, 2024, 26, 1637-1646 | 1641
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Fig. 4 The 'H NMR spectra of HL™, [Pb(L)(SCN)I,, {[Pb(L"I(SCN)}, and {[Pb(HL")(SCN)I(SCN)}, recorded in DMSO-dg (see Fig. 1 for peak

labelling).

with the bond CPs, and green isosurfaces for the Pb---N tetrel
bonds, indicating that the Pb---S tetrel bonds are stronger
than the secondary Pb--N bonds. This arrangement aligns
with the MEP analysis, which shows electron-rich sulfur and
nitrogen atoms positioned at the c-holes. Consequently, the
large dimerization energy of this dimer (-35.5 kcal mol™) is
attributed to the formation of four concurrent and
electrostatically enhanced tetrel bonds.

In the other dimer, extracted from the solid-state structure
of [Pb(L")(SCN)],, the Pb™ cation forms two tetrel bonds with
the sulfur and nitrogen atoms of the adjacent molecule, each
characterized by a bond CP, bond path and a green-bluish

1642 | CrystEngComm, 2024, 26, 1637-1646

RDG isosurface (Fig. 6, right). Moreover, three additional
bond CPs interconnect both molecules, indicative of the C-
H:--n and C-H--'N interactions. The dimerization energy of
this assembly is lower than that of the centrosymmetric
dimer (-21.2 keal mol™), owing to the presence of only two
tetrel bonds.

At this point, it is interesting to differentiate the
coordination bonds from tetrel bonds. Using the dimer of
[Pb(L")(SCN)], represented in Fig. 6a as example, we have
compared the values of density (p), its Laplacian (V>p), the
potential energy density (V), the Lagrangian kinetic energy
(G) and the total energy density (H). The values gathered in

This journal is © The Royal Society of Chemistry 2024
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Fig. 5 MEP surfaces of [Pb(L'(SCN)I (top) and [Pb(HL")(SCN)I(SCN)
(bottom) using a 0.001 a.u. isodensity.

~33.5kcal/mol

—21.2 kcal/mol

Fig. 6 (a) QTAIM/NCI plot analysis of a dimer of [Pb(L')(SCN)I,, where
only the tetrel bonds are indicated. (b) QTAIM/NCI plot analysis of a
dimer of [Pb(L')(SCN)],, where tetrel bonds, hydrogen bonds and
C-H---n interactions are indicated.

Table 3 are measured at the bond CPs that characterize both
the tetrel and coordination bonds, represented by dashed
and solid bonds in Fig. 6, respectively.

The values of density at the bond CPs that characterize
the coordination bonds are in all cases greater than 0.035
a.u. whilst those of the tetrel bonds are smaller than
0.024 a.u.,, in the range of typical noncovalent
interactions.”®* ' Similarly, the values of V?p are larger for
the coordination bonds than for the Pb---S1’ and Pb---N5’
tetrel bonds. A convenient criterion to differentiate
coordination (partial covalent character) from tetrel bonds
(non covalent) is the total energy density (H = V + G)
since it has been previously demonstrated that negative

This journal is © The Royal Society of Chemistry 2024
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Table 3 Electron charge density (p), its Laplacian (V%), kinetic (V),
Lagrangian (G) and total (H) energy densities at the bond critical points
(CPs) that characterize both coordination and tetrel bonds in the dimer of
[Pb(L)(SCN)], shown in Fig. 6a

Bond p v 1% G H

Pb-N1 0.0393 0.0989 -0.0320 0.0284 -0.0036
Pb-N2 0.0433 0.1101 -0.0371 0.0323 -0.0048
Pb-S1 0.0487 0.1699 -0.0358 0.0267 -0.0091
Pb-S2 0.0353 0.0726 -0.0220 0.0176 -0.0044
Pb---S1’ 0.0105 0.0296 -0.0138 0.0138 0.0000
Pb---N5’ 0.0239 0.0482 -0.0052 0.0063 0.0011

values of H are an indication of covalency.*® Remarkably

the values of H are negative for the coordination bonds,
ranging from -3.6 x 10~ a.u to —9.1 x 10~ and those of
Pb---S1" and Pb--*N5' tetrel bonds are positive or
negligible, confirming the ability of QTAIM parameters to
differentiate coordination and tetrel bonding interactions.

We extended our computational studies to complex
{[Pb(HL"")(SCN)](SCN)},, (Fig. 7), utilizing a dimer extracted
from the corresponding supramolecular polymer, for both
energetic and QTAIM/NCI plot analyses. For the energy
calculations, each ion pair was treated as an individual
monomer. The dimerization energy of -28.2 kcal mol™ is
comparable to that observed in the dimers of [Pb(L")(SCN)],,
highlighting the energetic significance of tetrel bonds in the
solid state. The QTAIM/NCI plot analysis reveals that the
noncoordinated thiocyanate anion forms a trifurcated
hydrogen bond with the [Pb(HL™)(SCN)]" cation (Fig. 7),
aligning with the MEP maximum (Fig. 5). The strongest
hydrogen bond, indicated by the most intense blue RDG
isosurface, occurs with the hydrocarbazide NH group.
Dimerization of each ion pair is facilitated by two Pb---S
bonds, each characterized by a corresponding bond CP, bond
path and blue RDG isosurface.

Intriguingly, the QTAIM/NCI plot analysis also uncovers
the formation of antiparallel C-N---C-N interactions between
the coordinated thiocyanate groups (Fig. 7). This interaction
is characterized by a bond CP and bond path linking the CN
groups, along with a green and extended RDG isosurface
situated between the thiocyanate ligands. The relevance of
such antiparallel C-N--*C-N interactions in crystal
engineering has been previously established.*”*®

Fig. 7 QTAIM/NCI plot analysis of dimer of {[Pb(HL")(SCN)I(SCN)},.
where only intermolecular interactions are indicated.
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Concluding remarks

In this study, we present the synthesis and structural
characterization of three new Pb" complexes, incorporating
thiocyanate anions and various thiosemicarbazide derived
ligands. The Pb" centers exhibit hemidirected coordination,
key to enabling o-hole These
interactions play a pivotal role in the self-assembly of dimers
and their further extension into polymeric structures.
Additionally, our DFT theoretical calculations highlight the
energetic significance of these tetrel bonds.

The complexes presented in this study
advancements in the field of crystal engineering and
coordination chemistry, particularly concerning lead-based
supramolecular assemblies. Their structural properties,
mostly derived from tetrel bonding interactions, open up
possibilities for application in areas like material science,
where they could be explored for their potential use in
designing new materials with specific electronic or optical
properties. Moreover, the insights gained into the nature of
tetrel bonds can aid in the development of lead-based
catalysts or sensors. Future research could focus on exploring
these applications in more detail.

which is interactions.

represent

Experimental
Materials and physical measurements

All the reagents and solvents were commercially available
and used without further purification. HL'™ were prepared
as reported.”® The FTIR spectra in the KBr pellets were
obtained with a FT 801 spectrometer. The '"H NMR spectra in
DMSO-d, were recorded with a Bruker DPX NMR-400
spectrometer. Microanalyses were performed using a LECO-
elemental analyzer.

Synthesis

[Pb(L)(SCN)],.. A suspension of Pb(ClO,),-3H,0 (0.038 g,
0.082 mmol) and KSCN (0.016 g, 0.16 mmol) in water (2 mL)
was added to a solution of HL' (0.027 g, 0.082 mmol) in
EtOH/CH;CN (30 mL, 1:1). The resulting mixture was stirred
for 0.5 h under reflux followed by filtration. After several
days, single crystals were formed. M.p. 190 °C. Anal. calc. for
C10H;5N5PbS, (596.69): C 40.26, H 2.53 and N 11.74%; found:
C 40.10, H 4.44 and N 11.54%.

{[Pb(L™)](SCN)},.. A suspension of Pb(NOs), (0.042 g, 0.127
mmol) and KSCN (0.024 g, 0.25 mmol) in water (2 mL) was
added to a solution of HL" (0.025 g, 0.127 mmol) in MeOH
(30 mL). The resulting mixture was stirred for 0.5 h under
reflux followed by filtration. After several days, single crystals
were formed. M.p. 245 ©°C. Anal. cale. for C,;H;N,PbS,
(460.50): C 18.26, H 1.53 and N 21.29%; found: C 18.20, H
1.52 and N 21.36%.

{[Pb(HL"™)(SCN)](SCN)},.. A suspension of Pb(ClO,),-3H,0
(0.060 g, 0.13 mmol) and KSCN (0.025 g, 0.26 mmol) in water
(2 mL) was added to a solution of HL™ (0.025 g, 0.13 mmol)
in MeOH (30 mL). The resulting mixture was stirred for 0.5 h
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under reflux followed by filtration. After several days, single
crystals were formed. M.p. 210 °C. Anal. calc. for CoHoN,PbS;
(518.60): C 20.84, H 1.75 and N 18.91%; found: C 20.81, H
1.65 and N 18.83%.

Single-crystal X-ray diffraction

Single crystals of complexes were mounted on a glass fiber
and diffraction data were collected at 100(2) K on a Bruker
D8 Venture Photon III-14 diffractometer using graphite
monochromated Mo-Ko. radiation (2 = 0.71073 A). Data
reductions were performed with APEX3 software package®’
and proper absorption corrections were applied to the data
sets.>® The structures were solved by direct methods with
SHELXS-2013°" and refined by full matrix least-squares
procedures using the SHELXTL.>" The hydrogen atoms were
placed at calculated positions and constrained to ride to
atoms to which they are attached, except those of amine
groups of {[Pb(L")](SCN)}, that were located on the Fourier
map and freely refined.

The diffraction pattern of [Pb(L")(SCN)], appears twinned
with slightly curved shapes of spots, as if the needle-shaped
crystal flexed during data collection. The data have been
processed to a resolution of 0.835 A without taking into
account the contribution of the multiple minority domains of
the twin, using only the orientation matrix of the main
domain.

Crystal data for [Pb(L")(SCN)],.. C,0H;sNsPbS,, M; = 596.68
g mol ™", monoclinic, space group P2,/n, a = 5.6513(12), b =
19.384(4), ¢ = 18.237(4) A, p = 98.331(8)°, V = 1976.7(7) A?, Z =
4, p = 2.005 g cm”®, y(Mo-Ka) = 8.762 mm ", reflections:
29693 collected, 3558 unique, R, = 0.1483, R,(all) = 0.1215,
WR,(all) = 0.2653, S = 1.231.

Crystal data for {{Pb(L")](SCN)},. C;H,N,PbS,, M, = 460.51
g mol ™, triclinic, space group P1, a = 6.9411(4), b = 8.1607(5),
¢ =10.8395(7) A, a = 97.201(3), f = 93.084(2), y = 107.496(2)°,
V =578.25(6) A%, Z =2, p = 2.645 g cm >, y(Mo-Ka) = 14.937
mm', reflections: 69028 collected, 4430 unique, Riy =
0.0740, Ry(all) = 0.0206, WR(all) = 0.0313, S = 1.054.

Crystal data for {{Pb(HL™)(SCN)](SCN)},,. CoHoN,PbS;, M,
=518.60 g mol ', monoclinic, space group I2/a, a = 7.8039(4),
b = 11.1545(7), ¢ = 33.709(2) A, f# = 90.944(2)°, V = 2933.9(3)
A* Z =8, p = 2348 g cm”, g(Mo-Ka) = 11.927 mm *,
reflections: 41141 collected, 4472 unique, R, = 0.0471,
Ry(all) = 0.0224, wR,(all) = 0.0464, S = 1.018.

DFT analysis

For the DFT calculations of the supramolecular assemblies
we have used the PBE0-D3/def2-TZVP level of theory’>* and
the Gaussian-16 program.’® The binding energies were
computed as the difference between the energy of the
assembly and the sum of the isolated monomers. The
energies have been corrected for the basis set superposition
error.”® The MEP surfaces were generated using the 0.001
isosurface to emulate the van der Waals envelop. The
QTAIM®” and NCI plot®® analyses were performed and

This journal is © The Royal Society of Chemistry 2024
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represented at the same level using the AIMAIl program.”
The NCI plot method®® is convenient to reveal interactions in
real space. It uses the reduced density gradient isosurfaces
and a colour code (based on the sign of the second
eigenvalue of p, 1,) to identify the attractive or repulsive
nature of the interactions. Blue and green colours are used
here to identify strongly and moderately attractive
interactions, respectively.
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