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Acquiring knowledge of different interactions within and between molecules is
a fascinating undertaking as it not only deepens our understanding of chemical
bonding but also offers insight into electronic structures, molecular properties
and the connections between these two. This dissertation combines together
three main group chemistry related topics within the aforementioned theme.
Research presented in the first third of this dissertation describes wave
function and density functional theory studies of weak inter- and
intramolecular interactions in pnictogen-based dimers X3Pn···PnX3 (Pn = N-Bi;
X = F-I), dithallenes RTlTlR (R = H, Me, tBu, Ph) and octachalcogen dications
Ch82+ (Ch = S, Se). The conducted theoretical work revealed that dynamic
electron correlation effects play a key role in the bonding of all examined
systems. Most importantly, the results showed that the investigated Pn···Pn
interactions are sufficiently strong to be useful in crystal engineering and they
also provided the first comprehensive picture of transannular bonding in Ch82+.
The second third of this dissertation focuses on the analysis of bonding
interactions in group 13 dimetallenes REER (E = Al-In; R = H, Me, tBu, Ph) and
in tetrachalcogen tetranitrides Ch4N4 (Ch = S, Se). The use of highly accurate
theoretical methods provided insight into bonding in these systems and
demonstrated that their electronic structures contain an important
multiconfigurational component which had not been recognized before.
Consequently, the published results give valuable new information about
diradical contributions to bonding and serve as an illustrative example of the
important role computational and theoretical methods nowadays play in the
characterization of molecular systems.
The last third of this dissertation discusses the results from systematic
computational and experimental efforts targeting new stable radicals based on
the ubiquitous β-diketiminate ligand. Density functional theory calculations,
together with the characterization of the first spirocyclic aluminum bis-βdiketiminate radical, proved that this ligand framework offers a potential
building block for the synthesis of a wide variety of new paramagnetic metalligand architectures.
Keywords: main group chemistry, theoretical and computational chemistry,
synthesis, intermolecular interactions, intramolecular interactions, stable
radicals, singlet diradical character, closed shell interactions
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INTRODUCTION

By definition, molecules consist of two or more atoms that are held together by
strong bonding interactions. 1 In contrast, it is interactions of a much weaker
nature that typically act between molecules and are the most ubiquitous forces
functioning at the nanoscale.2,3 In general, the stronger the interaction between
two atoms, the closer they are to each other.4 Thus, interatomic distance is usually held as a good indicator of whether different interactions originate from
strong covalent bonding or result from other weaker forces. However, sometimes it is difficult to assign the nature of a specific bonding interaction solely
based on the observed interatomic distance. This holds, for example, for many
bonding situations between group 13 elements.5,6,7,8,9 In such a case, sophisticated quantum chemical methods are needed to unambiguously determine the
physical origin of the observed interaction or the total lack of it. The detailed
investigation of bonding interactions is also important because even small
changes in how molecules interact can alter the solid state structures of compounds, which, in turn, can have a drastic effect to the properties of the bulk
material such as its conductance and magnetism.10 If these structure-property
relationships could be identified and understood already at the molecular level,
it would greatly help in the rational design of new molecule-based materials.
This dissertation has been divided into three main parts, each consisting of
separate sections devoted to theory as well as to results and discussion. The individual theory sections are not comprehensive reviews of their topics but only
introduce the most relevant material related to the subsequent discussion. In a
similar manner, the results and discussion sections only highlight the main outcomes of the computational and experimental work which has been conducted
during this research project. The first part of the dissertation focuses on intraand intermolecular interactions, and the aim of this study was to characterize
the physical origin of different bonding interactions between and within main
group element species. The aim of the second part of the dissertation was to
investigate the complex electronic structures of group 13 dimetallenes and tetrachalcogen tetranitrides through sophisticated multiconfigurational methods
capable of describing diradical contributions to bonding. The third part of the
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dissertation concentrates on experimental and computational studies on the βdiketiminate ligand and its spirocyclic group 13 complexes. The target of this
study was to use the β-diketiminate molecular framework in building new stable neutral spiroconjugated radicals.
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2

WEAK INTRA- AND INTERMOLECULAR INTERACTIONS IN MAIN GROUP SYSTEMS

In the absence of strong electrostatic or covalent interactions, intermolecular
forces, especially van der Waals forces, become predominant and sometimes
they are the only forces acting between molecular assemblies or atoms, such as
in noble gas dimers.2,3 Hence, van der Waals forces influence the physical properties of matter like its melting point, boiling point, vapor pressure, viscosity,
surface tension and solubility.2 Van der Waals forces can also act in an intramolecular fashion and they often fix the structures of larger molecules into specific
conformations. Consequently, van der Waals forces play a crucial role in many
chemical phenomena such as catalysis11 and thermochemistry of organic reactions, 12 whereas in biological systems they determine the secondary, tertiary
and quaternary structures of proteins and enzymes, and are responsible for the
stacking of base pairs in DNA.2,3 Thus, van der Waals forces have a vital impact
on life as we know it.
The standard definition of van der Waals forces includes three different
interactions: the dipole-dipole, dipole-induced dipole and London forces a.k.a
dispersion forces.13 The dipole-dipole force can be either attractive or repulsive,
depending on the relative orientation of the permanent dipoles, while the dipole-induced dipole and dispersion force are always attractive.2 The dipoledipole and dipole-induced dipole forces are usually stronger than dispersion
since they arise from the interaction between two molecules of which either
both (in case of the dipole-dipole interaction) or only one (in case of dipoleinduced dipole interaction) has a permanent electric dipole moment. Contrary
to this, the dispersion force originates from transient multipoles that all molecules possess, i making it a weak but omnipresent interaction between all molecules, even those that are nonpolar.
Archetypical examples of closed shell interactions dominated by the dispersion force are S···S14 and CH···S15 interactions that are mainly found in orTransient multipoles stem from the fact that the electron density is distributed unevenly in
space due to the non-static nature of any electronic distribution.
i
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ganic molecules. A plethora of molecular systems are also known in which
closed shell interactions take place between main group atoms,16,17 heavy metals18,19 or even between main group atoms and heavy metals.20 An exceptionally
strong manifestation of the dispersion force is the aurophilic interaction between Au(I) centers.18 This interaction is further strengthened by relativistic
effects and its energy varies from 30 to 50 kJ mol-1 as measured by temperature
dependent nuclear magnetic resonance (NMR). Similar interactions between
other closed shell (d10 or d10s2) metal ions, albeit much weaker, have also been
reported.19 Thus, these attractive forces can be called more generally metallophilic interactions. Even though the metallophilic interaction constitutes a relatively new design element in supramolecular chemistry, it has received intense
interest as a building block for multidimensional functional materials21 since it
is capable of organizing molecules into dimers, oligomers and infinite chains, as
well as two-dimensional sheets.18,19
In recent years, molecules containing main group atoms, in particular
chalcogens (Ch), have received wide interest in the field of supramolecular
chemistry since they can form nanotubes16f and molecular systems that have
columnar architectures held together primarily by dispersion.16e This is rather
spectacular because the dispersion force does not show much directionality and,
owing to this, usually network-like structures are obtained. In addition to the
Ch···Ch interaction,16 the ability of pnictrogen (Pn) elements to participate in
Pn··S interactions has recently been used as a specific design element in supramolecular systems22 and there are also reports of many other weak interactions
involving main group atoms in the literature.17,20 However, a deeper theoretical
understanding of these interactions, like that of the metallophilic interaction, is
in many cases lacking. This severely hinders their use as building blocks in
structural chemistry. Moreover, if the non-directional nature of the dispersion
force could be fixed, for example by modifying the chemical environment
(sterics) around main group atoms,16f,e it could offer an effective and versatile
tool for the rational design of new supramolecular and self-assembled systems
containing main group elements.
Due to the physical origin of the dispersion force, not all quantum chemical methods are capable of describing it. Thus, in the following two subchapters,
the abilities and inabilities of different theoretical methods to describe dispersion are first discussed and then the specific case studies reported in detail in
research Papers I-III are reviewed. Specifically, the original research Paper I
discusses weak intermolecular pnictogen···pnictogen interactions and their
quantification with computational methods. In the original research Paper II,
weak intramolecular interactions in polyatomic cationic chalcogen rings are examined using high-level approaches, whereas in the research Paper III, a theoretical description of the nature of bonding in dithallenes is given.
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2.1 Quantum chemical methods for the calculation of dispersion
force
2.1.1

Ab initio methods

The simplest approximation of a multi-electron wave function in ab initio electronic structure theory is the Hartree-Fock (HF) model.23 In this model, the electronic wave function of a system having N electrons is described with a single
Slater determinant that consists of N spin orbitals. The approximation ensures
that the wave function is antisymmetrized and does not violate the Pauli exclusion principle,ii but unfortunately it does not take into account either dynamic
or static electron correlation effects. It is a well-known fact that dynamic correlation effects are particularly important for the description of closed shell interactions from which the dispersion force originates. However, the HF model
comprises a convenient starting point for other more accurate approximations
such as Møller-Plesset perturbation theory (MPPT),24 configuration interaction
(CI)25,26b and coupled cluster (CC),26 which are all suitable quantum chemical
methods for modeling a large variety of inter- and intramolecular interactions.
The second order Møller-Plesset perturbation theory (MP2) has been a
very successful approach to include dynamic electron correlation effects into
the wave function.23 It offers reasonable accuracy with low computational cost
and gives size-consistent correlation energies. Size-consistency means that the
energy of a supermolecule AB equals the sum of individual energies of A and B
(if A and B are two non-interacting molecules), and it is of particular importance when calculating the interaction energies of weakly bound systems.
Despite the popularity of the MP2 method in describing correlation effects, it is
not the best method to be used for modeling weak interactions such as the dispersion force since it usually overestimates binding in weakly bound systems.
Therefore it gives only a semi-quantitative picture of bonding.27 This drawback
can, however, be fixed, at least to some extent, by using spin component scaling28 or removing basis set superposition error29 with either counterpoise correction 30 or by using local correlation methods.31,iii The MP3 and MP4 methods
that expand the perturbation up to the third and fourth order, respectively, can
also be used to improve MP2 results, but they represent less successful compromises between computational cost and accuracy than MP2.23 In addition, the
MPPT series does not converge unconditionally in every case.23 Thus, for ob-

ii The Pauli exclusion principle says that two identical electrons (more generally, two identical fermions) cannot occupy the same quantum state simultaneously. This means that the
electronic wave function must be antisymmetric (change sign) upon exchange of two electrons.
iii Basis set superposition error is also a problem with other correlated ab initio methods,
whereas it is typically negligible within density functional theory. Basis set superposition
error, spin component scaling and local correlation methods are discussed in more detail in
Sections 2.1.3-2.1.5.

20
taining quantitative accuracy of intermolecular interactions, CC or CI methods
should be used.27
The CI method can be used to model chemical systems which contain a
varying amount of electron correlation and it will give the exact (non-relativistic)
energy for a given basis set if the full-CI (FCI) approach is used.23,25,26b Thus, on
purely theoretical grounds, it is also the method of choice for modeling weak
interactions. However, the CI wave function is constructed as a linear combination of excited Slater determinants, weighted by expansion coefficients. Owing
to this, as the size of the system increases, the amount of configurations needed
to recover the full electron correlation energy increases so rapidly that the FCI
wave function can only be used for the smallest of systems. To lower the computational cost of the CI method, the wave function can be truncated to any excitation level. One of the most widely used CI methods is CISD that includes all
single and double excitations from the HF reference function. Unfortunately,
the CISD method, like all other truncated CI methods, is not size-consistent and
is therefore not applicable for modeling weak interactions. This problem can be
fixed by introducing quadruple terms into configuration coefficients which approximate the contributions from higher order excitations to the wave function.32 The model can further be improved if an approximate treatment of triple
excitations is included via perturbation theory, yielding the very effective and
accurate QCISD(T) approach. The QCISD(T) method is especially tailored for
calculating chemical systems whose wave functions are dominated by strong
dynamic electron correlation effects.23,25,26b
Electron correlation effects can also be taken into account with the CC
model that overcomes the size-consistency problem of truncated CI methods
simply by construction.23,33 That is, in the CC approach, all excitations are written in terms of exponential cluster operators, which ensures that the nonlinear
terms, generated as products of lower level cluster operators, are also included
in the truncated wave function. For example, the CCSD method contains contributions from triple and higher excitations that are products of single and
double excitations. Owing to this, the truncated CC methods maintain sizeconsistency and recover more electron correlation than the corresponding truncated CI methods, all within the same computational cost. Therefore, the use of
any other truncated CI method than QCISD(T) cannot really be justified. A particularly powerful CC method is CCSD(T) that has been proven to give very
accurate energies and properties for systems whose electronic structures are
dominated by a single Slater determinant. However, the CCSD(T) method is to
some extent also able to describe near degeneracy effects and it can therefore be
used to model systems with a small amount of static electron correlation in their
wave function.iv The only real disadvantage of the CCSD(T), and the analogous
QCISD(T), method is that they can be readily applied to only small or medium
sized molecular systems, due to their high computational cost. This means that,
in many cases, model systems must be used in the calculations in place of real
For a more detailed discussion about multiconfigurational methods and static electron
correlation, see Chapter 3.
iv
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molecules. Alternatively, a part of the molecule can be treated at a lower level of
theory, as in QM/MM and QM/QM methods, or the geometry of the molecule
can be optimized using a computationally less intensive approach and only energies and molecular properties are calculated at a higher level of theory.
2.1.2

Density functional theory

Density functional theory (DFT) provides an alternative and highly efficient
approach to calculate the electronic energies and properties of chemical systems
since it utilizes the electron density in place of a wave function.34 The reduction
in computational cost arises from the fact that the electron density depends only
on three spatial coordinates, whereas the electronic wave function naturally
depends on the coordinates of all electrons and becomes more complex as the
number of electrons grows. In principle, DFT gives the exact (non-relativistic)
electronic energy of the system of interest if the universal functional linking
electron density to energy is known, as shown by the two famous HohenbergKohn theorems.35 Unfortunately, the exact form of the linking functional is not
known and, because of this, approximations need to be employed.34,36 Consequently, the majority of calculations within the DFT framework of electronic
structure theory are currently carried out employing the Kohn-Sham formalism
that utilizes a reference determinant (similar to a wave function) to make the
problem computationally tractable.36 At the same time, all terms that cannot be
calculated exactly are combined in an exchange-correlation functional which
forms the big unknown in DFT. Another caveat is the increase in computational
cost of the method which is now similar to traditional HF.
Intensive development on exchange-correlation functionals has gradually
led to the situation that modern DFT can recover a substantial amount of electron correlation energy and therefore describe many chemical phenomena, including some non-covalent interactions, with accuracy comparable to the MPPT
and CC methods. 37 However, due to the local nature of many exchangecorrelation functionals, they are not able to describe the dispersion force which
is a purely nonlocal phenomenon and originates solely from long-range electron correlation.2,34 Various computational approaches have been suggested to
overcome this deficiency since the DFT formalism is otherwise well-suited for
accurate calculations of large chemical systems that cannot be treated with
wave function-based methods.38,39,40,41,42,43,44,45
The most popular method to correct the dispersion problem in DFT is the
DFT-D ansatz.v,39 In this approach, the dispersion energy is included as an addon term to the standard energy given by Kohn-Sham DFT,
 =  + 

,

(2.1)

Searching Web of Knowledge for the three papers describing the original and two modified versions of DFT-D shows that they are currently (as of November 6, 2012) cited a total
of 3215 times.

v
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where EKS-DFT is the Kohn-Sham energy obtained using the standard exchange
correlation functional and Edisp is the dispersion correction to energy.39 The first
(DFT-D1)39a and second (DFT-D2)39b versions of this method were purely empirical and, thus, applicable to a limited number of elements and parameterized
only for specific functionals. However, the third modification of the method
(DFT-D3)39c can be used for all elements in the periodic table and coupled to
any standard density functional. This stems from the fact that, in DFT-D3, the
most important parameters (pairwise specific atomic dispersion coefficients and
cutoff radii)vi are calculated from first principles. This also improves the accuracy of the approach and DFT-D3 is usually within 10 % of the results obtained
with CCSD(T).
Other methods similar to the DFT-D3 approach (developed from first
principles) have also been proposed but not widely employed.40,41,42 The dispersion problem in DFT can, however, be addressed with other methods that have
vastly different theoretical backgrounds compared to DFT-D. These include
range-separated hybrid methods treating long-range electron correlation with
MP2 or CCSD(T),43 specially designed explicitly nonlocal functionals such as
the Andersson-Langreth-Lundqvist (ALL)44b and van der Waals density functionals (vdW-DF),44a and the symmetry adapted perturbation theory (DFTSAPT) formalism.38 Furthermore, some correction for dispersion can be included in DFT through parameterization of the functional by including van der
Waals complexes in the employed fitting set.45 Examples of density functionals
using this design principle include M06-2X,45b M05-2X45c and X3LYP.45d
2.1.3

Spin component scaling

Spin component scaling (SCS) is a simple and significant improvement to the
traditional MP2 method.28, 46 In this correction scheme, the same spin and
opposite spin components of the second order correlation energy are scaled to
fit reaction energy data obtained at the QCISD(T) level of theory.28c Thus, SCS is
an empirical ad hoc correction to the calculated MP2 energies, but it performs
much better than the parent MP2 method without any additional
computational cost and yields molecular structures, vibrational frequencies and
thermodynamic properties in good agreement with experimental data.28
Furthermore, the SCS-MP2 method can be used to improve the description of
weak interactions by using scaling parameters specially tailored for systems
with non-covalent interactions.47
Because the SCS scheme is an empirical ad hoc correction to the correlation
energy, it can also be combined with other ab inito methods than MP2.46,48,49,50
Particular interest has been given to coupled cluster-based methods, such as
SCS-CCSD, since they typically outperform all MP2-type methods in description of weak interactions.48 For example, the SCS-CCSD method gives interacvi The atomic pairwise dispersion coefficient takes into account the polarizabilities of two
atoms, whereas the cutoff radii determine the interatomic distance region in which the dispersion energy decreases and eventually vanishes.
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tion energies for benzene and methane dimers which are in almost perfect
agreement with the CCSD(T) data.48b Another CC method for which the SCS
scheme is implemented is the approximate coupled cluster singles and doubles
(CC2)51 and it has been proved that this method systematically improves excitation energies of organic molecules when compared to the parent approach.49 In
addition to CC methods, the SCS formalism can also be used to ameliorate the
CIS(D) method in which the double excitations are included into the CI wave
function via perturbation theory.50 As observed for CC2, also SCS-CIS(D) approach gives better excitation energies than CIS(D).
Although the SCS formalism is a powerful tool to improve ab initio methods, it should be noted that it is not itself strictly ab initio,28c and also not the only approach that takes advantage of spin component scaling parameters. Other
similar approaches have been developed, such as the scaled opposite spin second order perturbation theory method (SOS-MP2), in which only the component of opposite spins is parameterized towards a specific training set.52 The
performance of the SOS-MP2 approach is rather similar to SCS-MP2.
2.1.4

Basis set superposition error and counterpoise correction

The use of very high-level of theory does not automatically guarantee that a
quantitative description of weak interactions is obtained.27 Significant error can
be introduced to the results if the employed basis set is insufficient. Most notably, the employed basis set must be at least valence triple-ζ in quality and augmented with both polarization and diffuse functions. Diffuse functions are particularly important since they allow better description of electron correlation
effects at the far edges of the electron density distribution. Even if sufficiently
large basis set are employed, significant error in the results can arise from basis
set superposition error (BSSE).53 BSSE stems from the fact that the orbital basis
sets of individual molecules A and B (monomers) are simultaneously used to
describe the orbital basis set of the intermolecular assembly (dimer) at finite
separation (Figure 1).29 As a consequence, the interaction energy of the intermolecular assembly is estimated too small and the interaction distance is described
overly short.
The simplest way to treat BSSE is to use an extended basis set that is close
to the complete basis set (CBS) limit.54 A common a posteriori way to treat BSSE
is the counterpoise correction (CP) that requires two additional energy calculations EA(ΧAB) and EB(ΧAB) in the dimer basis for monomers A and B, respectively.29,30 In these calculations, the atoms of the other monomers are treated as
ghost atoms, that is, only their basis functions, but not their nuclei or electrons,
are present (see Figure 1). By subtracting the energies EA(ΧAB) and EB(ΧAB) from
the standard energies EA(ΧA) and EB(ΧB) of the individual monomers, the counterpoise correction is obtained
  =    +    −    +   .

(2.2)
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Figure 1. The standard (left) and counterpoise corrected (right) method for calculating the
interaction energy of two weakly interacting molecules A and B. The standard method

leads to interaction energy (∆
) that is too small and, consequently, to an intermolecular
distance that is too short. This arises because the dimer AB has twice the amount of primitives to describe the interaction as compared to the basis sets of the individual monomers.

 as the enThe counterpoise correction procedure yields better interaction energies (∆
ergies of the individual monomers A and B are calculated in the orbital basis of the dimer.
The monomers A (blue) and B (green) and their orbital basis sets ΧA and ΧB are illustrated
by ellipsoids. The ghost monomers A and B are marked with a dotted line and background.

In addition, if the standard interaction energy is defined as


=    −    +   ,

(2.3)

then the counterpoise corrected interaction energy is given by Equations 2.4
and 2.5



= 
+  

(2.4)



=    −    +   .

(2.5)

Even though the CP correction requires additional energy calculations, it
is a practical and simple approach for correcting the interaction energies of molecular assemblies. However, the CP correction cannot be used to correct BSSE
from systems with weak intramolecular interactions. These interactions are especially important in large biological systems and there has been a growing interest in the development of methods which can treat not only intermolecular
but also intramolecular BSSE. 55 An example of such methods is the semiempirical CP correction a.k.a. geometrical counterpoise (gCP)55a that considers
the contributions of the individual atoms to BSSE. An alternative is the atomic
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CP method whose fundamental idea is rather similar to gCP.55b Alternatively,
DFT methods with augmented dispersion correction can also be used to eliminate both intra- and intermolecular BSSE as the density functional formalism is
by itself characterized by negligible BSSE.55c
CP correction has also received some criticism because it violates the Pauli
exclusion principle.29 This can be easily explained with the following example.
When the energy of the monomer A is calculated in the dimer basis and the atoms of the monomer B are treated as ghost atoms, the monomer A has more
basis functions available than in the conventional calculation. In particular, certain basis functions which would have been occupied by the electrons of the
monomer B now become available for the electrons of the monomer A. Thus,
the Pauli exclusion principle is violated, which can in some cases lead to overcorrection of BSSE. Such overcorrection is a particular problem in hydrogenbonded systems,56 whereas for dispersion dominated systems the CP procedure
typically yields superior results.57
In addition to BSSE, all quantum chemical calculations suffer from the basis set incompleteness error (BSIE).29 BSIE arises from the fact that most of the
currently used basis sets are too small to describe the systems of interest and
therefore yield results which deviate significantly from the CBS limit. Because
BSSE and BSIE have different signs, some error cancellation takes place and artificially good results can be obtained from calculations employing small basis
sets and no CP correction.
2.1.5

Local correlation methods

Local correlation methods (LCMs) were originally developed to reduce the
steep dependence of the computational cost on the size of the chemical system,
but they also introduce another approach to obtain BSSE free energies and geometries as they avoid the pitfalls of their canonical equivalents by employing
local orbital spaces to restrict the number of excited determinants in the wave
function.31 The restriction allows linear scaling of the methods and calculations
can be accelerated by applying density fitting.vii Thus, even the highest level
methods such as LCCSD(T) can be used to describe molecules with 50 to 100
atoms.31,58
The standard procedure of local correlation methods includes a number of
key steps. First, the occupied molecular orbitals (MOs) are localized by using
the standard localization procedures such as Boys,59 Pipek-Mezey60 or natural
orbitals61 to obtain localized molecular orbitals (LMOs).31,61b On the other hand,
the virtual space is spanned by nonorthogonal atomic orbitals (AOs) which are
projected against the occupied orbitals to ensure orthogonality between occupied and virtual spaces.31 Overall, this procedure gives fully localized projected
atomic orbitals (PAOs). Second, for each correlated LMO the specific orbital
domain is generated by employing a Bought and Pulay procedure.62 The orbital
In the density fitting approximation, the 4-index two-electron integrals are approximated
by products of 2-index and 3-index integrals.
vii
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domain includes every single PAO that is generated from all AOs of those atoms that significantly contribute to the LMO.31 Once the LMOs and their corresponding domains are formed, excitations are allowed only between LMOs and
their corresponding domains. This approach significantly decreases the amount
of excited configurations in the wave function and thereby lowers the computational cost. Furthermore, if the domains of monomers are determined at large
intermolecular distance and kept fixed throughout geometry optimization, virtually BSSE free energies and geometries are obtained for the dimer because
each monomer only contains PAOs from its own basis. Naturally, somewhat
less correlation energy is recovered due to restrictions in the allowed excitations,
but the accuracy of the LMOs can be affected by either extending the domains
or introducing unions of domains for including double and triple excitations. In
the former method, the standard domains are extended by adding PAOs centered at neighboring atoms, whereas in latter method the domains are formed
as a union of either two or three domains for double and triple excitations, respectively.

Figure 2. An illustrative example of how the intermolecular interaction energy of a dimer
can be partitioned to different double excitation classes in local correlation methods
(LCMs).63 The blue and green circles represent the monomers A and B, respectively, in their
ground (lower) and excited (upper) state. The vertical arrows correspond to excitations.

In addition to BSSE free energies, the local correlation methods also allow
partitioning the intermolecular interaction energy of the dimer to different excitation classes (intramolecular correlation, dispersion, exchange dispersion and
ionic contribution) which can reveal important information about its physical
origin.31,viii This is illustrated pictorially in Figure 2 with the help of double excitations.31,63 Intramolecular correlation is the only class which describes simultaneous excitations within one monomer. That is, the electrons are excited from
the LMOs of the monomer to the virtual space of the same monomer. All other
excitation classes include simultaneous excitations either from both monomers

It should be noted that the partitioning scheme in local correlation methods is only valid
as long as the orbital domains of the two monomers do not overlap.

viii
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to their own virtual space (dispersion) or cross-excitations from one monomer
to the virtual space of the other monomer (ionic and exchange-dispersion). In
addition to the allowed excitations, two types of excitations are excluded from
the local correlation methods. These are the double cross-excitations from one
monomer to the virtual space of the other monomer and the second of ionic excitations. The former are basically responsible for BSSE and should be omitted,
whereas the latter produce only a small contribution to the interaction energy.
Local correlation methods are not the only available methods that allow
decomposition of the interaction energy according to different excitation classes.
A rather similar analysis can be done by using the supermolecular approach
within the symmetry-adapted perturbation theory (SAPT).64,65 The fundamental
idea of SAPT is that the interaction energy of two isolated monomers is treated
as quantities originating from the mutual perturbation of the two monomers.
Since the interaction energy can be written as a sum of different terms (the electrostatic, inductive, exchange and dispersive components), SAPT provides
physical insight to the interaction between two monomers. The differences and
similarities between SAPT and local correlation methods are discussed in more
detail in the literature,66 but, in general, SAPT is computationally more demanding than local correlation methods when post-HF wave functions are employed.66 However, SAPT can also be combined with the DFT formalism of electron structure theory, which has made it a rather popular method for the study
of different intermolecular interactions.38

2.2 Results and discussion
2.2.1

X3Pn···PnX3 dimers (Pn = N-Bi; X = F-I)

Lately, Ganesamoorthy et al. reported the crystal structure of the aminotetra(phosphine) ligand p-C6H4[N(PCl2)2]2 (1) in which short intermolecular contacts exist only between tri-coordinated phosphorus atoms (-NCl2P···PCl2N- =
3.54 Å), indicating that the attractive dispersion force has a strong influence on
the solid state packing of this compound (Figure 3).67 The attractive nature of
the P···P interaction was supported by preliminary theoretical calculations for a
model system Cl3P···PCl3, which pointed out that the interaction is weak but
binding. Interestingly, the solid state packing of the fluorine analogue of 1 was
found to be different and, instead of P···P interactions, dominated by electrostatic intermolecular F···H, F···P and F···C contacts. The absence of P···P interactions
in the fluorine analogue of 1 was also confirmed by computational analysis.
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Figure 3. Intermolecular P···P interactions in compound 1.

Compound 1 is not the only example in which intermolecular interactions
are observed between halogenated tri-coordinated pnictogen moieties of the
type -PnX2 (Pn = pnictogen; X = F, Cl, Br and I). An exhaustive search for different close Pn···Pn contacts (smaller than the sum of van der Waals radii) from the
literature revealed that such interactions exist between all pnictogen atoms: NF2 (3.07 Å),68 -PCl2 (3.37 Å),69 -AsI2 (3.37 Å),70 -SbCl2 (3.67-3.83 Å)71 and -BiCl2
(3.89-3.98 Å).71a Analogous intermolecular interactions have also been observed
for the fully halogenated pnictogen centers in SbF3 (3.92 Å)72 and SbCl3 (3.78
Å).73 Even though the presence of close Pn···Pn contacts in these structures has
been noted in the literature, no speculation of their origin has been presented in
any of the published results. In addition to the crystallographic data, spectroscopic measurements have shown that pnictogen trihalides PnX3 (Pn = P, As, Bi;
X = Cl, Br) can form ethane-like dimers in the liquid state.74 Hence, taken as a
whole, the tri-coordinated pnictogen moieties -PnX2 and PnX3 seem to have an
intrinsic ability to form intermolecular interactions, but whether these interactions are strong enough to be used in crystal engineering was unknown. In the
current work, an extensive computational analysis was carried out for the bifurcated C2h symmetric model systems X3Pn···PnX3 (2-6) to find an unambiguous
answer to the question. The results of this study are presented in full in research
Paper I.
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The relatively weak nature of the Pn···Pn interaction in 2-6 is revealed at
the CP corrected HF level of theory which predicted all of the studied dimers to
be unbound (Table 1). The inclusion of dynamic electron correlation via perturbation theory changed the picture dramatically and CP corrected MP2 and
LMP2 yielded very similar results, predicting 10 of the studied dimers to be
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true minima on the potential energy hypersurface. It needs to be noted here that
the results at the conventional MP2 level differed considerably from CP-MP2
and LMP2 data, mainly due to the tendency of MP2 to overestimate the
strength of the Pn···Pn interaction.27 This led to abnormally short Pn···Pn distances in all studied systems as well as to location of some unphysical transition
states (2c and 2d). The fact that the Pn···Pn distances were calculated to be
around 0.05 Å longer at the LMP2 level of theory than using CP-MP2 can be
attributed to the formalism employed in the local correlation method which
limits the number of excitations.31 Furthermore, one of the ionic components is
totally excluded from the LMP2 approach, which decreases the amount of recovered electron correlation even more.
Table 1. Calculated E···E distances [Å] in X3Pn···PnX3 dimers
(2-6) and the electronegativity difference of atoms Pn and X
(ΧPn-ΧX) in the Pauling scale.
r(E···E)
PBE-D
MP2
CP-MP2
LMP2
ΧPn-ΧX
2a
3.13
3.00
3.14
3.14
-0.94
3.02
2.80
2.90
2.92
-0.12
2b
2.92
2.64a
2.81
2.84
0.08
2c
2d
2.84a
2.48a
2.67
2.69
0.38

a

3b
3c
3d

3.35
3.01
2.81

3.17
2.90
2.57

3.27
3.09
2.80

3.36
3.18
2.91

-0.97
-0.77
-0.47

4b
4c
4d

3.73a
3.07a

3.27
3.07
2.85

3.34
3.10

3.42
3.16

-0.98
-0.78
-0.47

5c
5d

3.88

3.81
3.30

3.79

3.84

-0.91
-0.61

3.58
-0.64
6d
Transition state on the potential energy hypersurface.

The standard exchange-correlation functionals cannot describe the nonlocal dispersion force due to their local nature.34 Therefore, it was expected that
neither PBE0 nor TPSSTPSS replicates the results obtained at the CP-MP2 and
LMP2 levels of theory. The hybrid PBE0 method predicted only three of the dimers (3c, 3d and 5d) to be minima on the potential energy hypersurface, whereas only two minima (2c and 3c) were located with the TPSSTPSS functional.
These findings reflect the fact that standard density functionals are not designed to take into account the dispersion force. The performance of the PBE0
and TPSSTPSS functionals could have been improved by introducing the DFTD3 correction, but unfortunately this was not available at the time of the original investigations. Consequently, the older and more empirical version, namely
DFT-D2, was used to correct the PBE functional for dispersion (PBE-D). This
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approach yielded much better results than either of the two standard functionals and gave similar Pn···Pn bond lengths for nitrogen and phosphorus dimers
as LMP2 (Table 1). However, the PBE-D results for the heavier analogues deviated significantly from the LMP2 and CP-MP2 data, and the used functional
predicted all of these dimers to be transition states, indicating possible inefficiencies in the atomic parameterization within the DFT-D2 method.
To summarize, geometry optimizations at the CP-MP2 and LMP2 levels of
theory indicated clearly that weak Pn···Pn interactions exist within the studied
dimers 2-5. Furthermore, the acquired data revealed another interesting phenomenon: the number of stable minima found decreases by one at each consecutive step when going down the pnictogen group (Table 1). This could be
explained with the electronegativity difference between the halogen (X) and
pnictogen (Pn) atoms. As the electronegativity difference increases, so does the
polarization of the Pn-X bond and once sufficiently strong, it will lead to a repulsive Pn+δ···+δPn interaction between the monomers. As Table 1 shows, if the
electronegativity difference stays roughly within ±1 at the Pauling scale, the
Pn···Pn interaction remains attractive in most of the systems studied.ix Consequently, nitrogen was the only one of group 15 elements that was found to form
stable dimers in combination with all halogens.
Table 2. Interaction energies [kJ mol-1] of dimers 2-5.
CP-MP2
LMP2
PBE-D
SCS-LMP2
-3
-3
-4
-2
2a
-16
-15
-9
-9
2b
2c
-22
-21
-15
-12
-33
-31
-24a
-17
2d

LCCSD(T)
-3
-11
-13
-13

3b
3c
3d

-15
-24
-42

-13
-21
-36

-11
-18
-31

-8
-11
-19

-9
-12
-15

4c
4d

-20
-36

-16
-31

-18a
-29a

-8
-17

-9
-15

-26
-24
-35a
-13
5d
Transition state on the potential energy hypersurface.

-14

a

To gain more insight into the Pn···Pn interaction, the interaction energies
of dimers were calculated at the SCS-LMP2 and LCCSD(T) levels of theory employing geometries optimized at the LMP2 level. As seen from Table 2, the different methods yield a qualitatively similar picture of the interaction. That is,
the calculated interaction energies of dimers decrease as the softness of the halide X increases. Thus, the most strongly bound systems are the iodine species
The only exceptions are 4b (ΧAs-ΧCl = -0.98), 5c (ΧSb-ΧBr = -0.91), 6c (ΧBi-ΧBr = -0.94) and 6d
(ΧBi-ΧI = -0.64). These can be partly explained by the fact that the valence shell electrons of
heavy nuclei are more diffuse and the corresponding Pn-X bonds are therefore more easily
polarized despite smaller difference in electronegativity.
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2d, 3d and 4d. This result is fully on par with earlier computational works in
which the interaction energy of a metallophilic attraction in perpendicular
[XAuPR3]2 dimers was observed to increase in a similar fashion.63 Even though
CP-MP2 and LMP2 give qualitatively similar results to LCCSD(T), their tendency to overestimate the strength of the dispersion force led to large quantitative
differences (Table 2).27a This was, however, corrected by spin component scaling, and as seen in Table 2, the SCS-LMP2 method gives interaction energies
which are very close to the LCCSD(T) values. Based on these data, it can be
concluded that the interaction energy in dimers 2-5 varies between -15 and -10
kJ mol-1, which makes the investigated Pn···Pn interaction comparable in
strength to that in (H2Pn-PnH2)217d as well as to the S···S and CH···S interactions
between two benzene molecules.27a
The PBE-D functional predicted Pn···Pn interaction energies between
LMP2 and LCCSD(T) data for 2 and 3, whereas the energies for the heavier dimers 4 and 5 were closer to the CP-MP2 and LMP2 results. The apparent overestimation of the strength of the interaction between the heavier group 15 elements was a rather interesting result since the PBE-D functional described these
dimers to be transition states on the potential energy surface.
The local correlation formalism allows the decomposition of the interaction energy into physically meaningful classes. This kind of energy partitioning
for dimers 2-5 unambiguously confirmed that the Pn···Pn interaction originates
from the dispersion force. The analysis also showed that the interaction contains an important ionic component whose importance increases with increasing atomic size. As a matter of fact, the magnitudes of the ionic (35.8 kJ mol-1)
and dispersion (45.1 kJ mol-1) contributions in the most strongly bound dimer
3d were close to the values typically observed in aurophilic interactions, even
though the calculated total interaction energy is much smaller in 3d.63 However,
the aurophilic interaction is strengthened by relativistic effects,18 which readily
explains the difference from the investigated Pn···Pn interactions.
2.2.2

Homopolyatomic chalcogen dications Ch82+ (Ch = S or Se)

The physical origin of weak transannular chalcogen···chalcogen (Ch···Ch) interactions in inorganic ring systems has puzzled both computational and experimental chemists for a long time.75,76,77,78 These interactions exist both in heterocyclic rings (see Section 3.3.1)78,79,80 as well as in homopolyatomic cations.75a,81
An archetypical example of the latter species is the octasulfur dication S82+ (7a)
that has an overall chair-like molecular shape with one weak transannular
Ch···Ch interaction (Figure 4).75a The heavier chalcogen analogues of 7a are also
known and they have similar molecular structures with one weak transannular
Se···Se or Te···Te interaction.81
The length of the Ch3···Ch7 interaction in chalcogen dications 7 is clearly
elongated if compared to typical S-S (2.06 Å) and Se-Se (2.32 Å) single bond
lengths, which indicates that a closed shell attraction (dispersion) might exist
between atoms Ch3 and Ch7. On the other hand, a qualitative picture of bonding interactions in 7 can be obtained using Gillespie’s rules, developed for main
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group cage and cluster systems, which signify that the Ch3···Ch7 interaction
should be covalent in its origin.76b Moreover, the atoms in molecules (AIM)
analysis revealed a bond critical point within the Ch3···Ch7 bond path in all
Ch82+ dications, which further underlines the covalent character of this interaction.75a The results from AIM analyses were supported by detailed spectroscopic studies of 7a which revealed a Raman stretch associated with the transannular S3···S7 bond.

Figure 4. The chair-like molecular structures of S82+ (7a) and Se82+ (7b) with one weak
Ch3···Ch7 cross-ring interaction. Average experimental bond lengths: r[S3···S7] = 2.859(3) Å
and r[Se3···Se7] = 2.950(4) Å.75a,81b

If the Ch3···Ch7 interaction in 7 is primarily covalent in nature, HF should
be able to describe it with sufficient accuracy. Nevertheless, the HF method was
shown to give an overly short Ch3···Ch7 distance for both S82+ and Se82+, indicating that they should possess a classically σ-bonded bicyclic structure.75b Any
attempt to improve the HF results by treating dynamic electron correlation with
MPPT led to a significant (up to 1 Å) overestimation of the Ch3···Ch7 interaction
in both dications,75b which suggests that the transannular interaction in these
systems cannot originate solely from closed shell interactions.27,82
Ciolowski and Gao were the first to conduct a more detailed theoretical
analysis of 7a and 7b using localized natural orbitals (NOs) at the MP2 level.75b
This revealed that a significant amount of electrons in the wave functions of 7
are transferred from the formally occupied orbitals to the virtual space. Thus, it
was concluded that the wave functions of octachalcogen dications most likely
contain multiconfigurational character. Unfortunately, no higher-level calculations could be performed due to the computer hardware limitations at the time.
If the electronic wave functions of Ch82+ dications truly contain some
amount of multiconfigurational character, DFT methods would be expected to
be able to describe their geometries in a reasonable fashion.x Nevertheless, the
performance of different density functionals has been highly varied.75 For exFor a more detailed discussion about the performance of DFT in describing multiconfigurational character, see Section 3.2.1.
x
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ample, the MPW91MPW91 functional provided exceptionally accurate geometries for both dications,75a whereas the BLYP exchange-correlation functional
performed very poorly and predicted significantly elongated cross-ring interaction in S82+.75b
Owing to the inconsistencies in the theoretical results and the lack of highlevel calculations for any Ch82+, it can be concluded that a solid physical explanation of their weak Ch3···Ch7 interaction had not yet been presented. Thus, an
extensive quantum chemical study of the dications was conducted which confirmed the complexity in their electronic structures. The results from these investigations were reported in full in the original research Paper II.
The structures of S82+ and Se82+ were first optimized in the gas phase with
different single determinant methods (HF, MPPT, QCISD(T), CCSD(T) and
DFT). All of the employed methods predicted Ch-Ch bond lengths in good
agreement with the experimental data but they gave highly varying results for
the Ch3···Ch7 contact (Figure 5). The HF and MP2 methods performed similarly
to what has been described before and predicted the Ch3···Ch7 interaction either too short or too long, respectively.75b Interestingly, HF level calculations for
the triplet state gave lower energy solutions for both dications. The performance of MPPT could be improved by considering correlation effects to the
third order (MP3), but the addition of fourth order terms (MP4) led again to a
substantial elongation of the Ch3···Ch7 contact in both systems studied. The
QCISD(T) and CCSD(T) methods were the only single determinant ab initio approaches which were able to predict the Ch3···Ch7 distances in S82+ and Se82+ in
good agreement with the experimental data.
DFT-based methods showed varying performance with one clear trend:
the Ch3···Ch7 contact became shorter whenever the amount of exact exchange
used in the functional increased. From all of the density functionals employed,
PBE0 performed the best and gave geometrical parameters that outperformed
even QCISD(T) and CCSD(T). It was also noted that the inclusion of empirical
dispersion correction (DFT-D3) improved the description of the Ch3···Ch7 contact only slightly. This finding was consistent with the earlier notion that the
dispersion force does not determine the observed transannular interaction.
The crystal structures of both S82+ and Se82+ contain several short cationanion contacts that could potentially have a strong influence on the geometries
of the cations.75a,81b,c If the observed Ch3···Ch7 distances are long simply due to
secondary bonding interactions, the comparison of calculated gas phase geometries to the X-ray data is not justified. Thus, it was important to ensure that the
theoretical methods predicted comparable structures for octachalcogen dications both in the gas phase and in the solid state. This was confirmed by running solid state calculations at the HF, B3LYP, PBE and PBE0 levels of theory
for S82+. The results showed that all of the employed methods performed similarly as in the gas phase, which supports the view that secondary bonding interactions do not play a significant role in determining the transannular distances, thereby validating comparisons between gas phase and X-ray data.
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Figure 5. Deviations between the calculated and experimental bond lengths [Å] for (a) S82+
and (b) Se82+.75a,81b All data calculated in the gas phase. Color code: Ch-Ch bond lengths
(green), Ch···Ch (blue).

Before the wave functions of octachalcogen dications were modeled using
multiconfigurational methods, NO analyses were performed for the optimized
geometries at the QCISD(T) level of theory.xi The analyses showed that both
dications have several NOs whose occupation is either notably lower than 2 or
higher than 0, supporting the existence of strong electron correlation effects.75b
Most importantly, the NOs of S82+ (Se82+) that are bonding and antibonding with
respect to the Ch3···Ch7 interaction were found to have fractional occupations
of 1.86 e- (1.87 e-) and 0.20 e- (0.19 e-), respectively (Figure 6). This not only offered an explanation for the elongation of the Ch3···Ch7 bonds but it also indicated that the HOMO-1 to LUMO excited determinant could be important in
For a more detailed discussion about NO analysis, multiconfigurational methods and
static electron correlation, see Chapter 3.

xi
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recovering the correlation effects. However, even though this determinant was
specifically included in the complete active space (CAS) wave function, the calculations did not lead to any significant improvement of the results (Figure 5).
Furthermore, the inclusion of dynamic electron correlation via second order
perturbation theory (CASPT2) or by multireference configuration interaction
(MRCI) yielded varying results. These data clearly showed that static electron
correlation effects do not play a key role in the electronic structures of Ch82+.

Figure 6.The most important fractionally occupied QCISD(T) natural orbitals of E82+ along
with their occupancies.

Having established that the transannular interactions in Ch82+ originate
from dynamic correlation other than dispersion, the role of different excited
determinants in the overall picture was investigated by optimizing the geometry of S82+ at the CISD, QCISD and CCSD levels of theory. The CISD approach
does not take into account the disconnected double excitations and it gave a
very short S3···S7 distance of 2.362 Å.25 The addition of four-electron correlation
effects via QCISD and CCSD lengthened the S3···S7 distance to 2.572 Å and
2.627 Å, respectively, indicating that the effect of disconnected terms is significant. A comparison of these data to the most accurate CCSD(T) level calculations further showed that the triple excitations contribute approximately the
same amount to the S3···S7 interaction as the disconnected double terms.
In light of all of the above data, it could be concluded that the transannular interactions in Ch82+ originate from covalent bonding which becomes significantly elongated and weakened due to strong and complex dynamic electron
correlation effects arising from disconnected double and higher excitations.
Thus, a large and balanced set of determinants is needed to obtain an accurate
description of the electronic structures of octachalcogen dications. Consequently, when all of the essential electron correlation effects are taken into account
either using QCISD(T) or CCSD(T), the transannular interactions are predicted
in good agreement with the X-ray data.
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2.2.3

RTlTlR dithallenes (R = alkyl, aryl)

In the 1970s, Lappert et al. synthesized the novel tin(II) alkyl dimer
{Sn[CH(SiMe3)2]2}2 that was found to have a weak Sn=Sn double bond in the
solid state.83 The compound was kinetically stabilized using sterically encumbered ligands and was considered to be the first one to have a formal multiple
bond between two heavy main group elements under ambient conditions. Since
the discovery of this compound, sterically encumbered ligands have been used
to stabilize a plethora of other compounds that contain homonuclear multiple
bonds between heavier group 14 and 15 elements.84
It was long thought that group 13 elements cannot form homonuclear
multiple bonds due to their electron-deficient nature. It has, however, later been
observed that even the heaviest group 13 element thallium can form a homonuclear “double” bond in RTlTlR, provided that large enough substituents are
used (R = C6H3-2,6-(C6H3-2,6-Pri2)2).85 However, in this compound, the metalmetal bond is actually slightly elongated (3.09 Å) compared to a typical Tl-Tl
single bond (2.88 Å) and the -CTlTlC- core adopts a planar trans-bent (not linear)
structure. It was also found that the dimer readily dissociates into monomers in
solution, which underlines the weak nature of its Tl-Tl bond.
From a theoretical point of view, the nature of multiple bonding in all
group 13 dimetallenes and their dianions has often been explained with the
contribution from the “slipped” S-type orbital which is the highest occupied
molecular orbital (HOMO) in dimetallenes.5 If this orbital truly has metal-metal
bonding character, its effects should be visible already at the HF level of theory.
However, in case of dithallenes, the above explanation can be immediately excluded since HF predicts the parent species HTlTlH to be unbound.6 This
strongly suggests that the bonding interactions in dithallenes are not covalent,
but resemble more closed shell interactions between Tl(I) monomers.86 Clearly,
the existing theoretical evidence offers no support for a double bond in the parent dithallene. It was therefore of interest to have a closer look at the electronic
structures of the model systems 8 with more realistic substituents. The results of
this study are presented in full in research Paper III.

As expected based on earlier theoretical results, all studied dithallenes
were found to be unbound at the HF level of theory.6 A dramatic change to this
picture was observed when dynamic electron correlation effects were treated
either with MP2 or CCSD(T). Both of these correlated methods predicted Tl-Tl
distances which were in reasonable agreement with the experimental data, indicating that a closed shell metal-metal attraction plays an important role in the
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electronic structures of all dithallenes. Even though a detailed analysis of the
results did not give any indication of static electron correlation in these systems,
CAS and CASPT2 calculations were nevertheless performed as the wave functions of their lighter aluminum and gallium analogues were shown to possess
some diradical character (see Section 3.3.2). Geometry optimizations at the CAS
level gave structures in which the Tl-Tl distance was strongly elongated and, in
fact, 8d was not even bound at this level. These results were significantly improved by inclusion of dynamic electron correlation via perturbation theory
(CASPT2), which yielded similar geometries to MP2 and CCSD(T) for 8.
The consistency of the results at the MP2, CCSD(T) and CASPT2 levels
confirmed that the thallium-thallium bond in dithallenes originates solely from
dynamic electron correlation effects and dispersion in particular. An energy
analysis at the CCSD(T) level further augmented this view and showed that the
interaction energies of 8a and 8b are around -10 kJ mol-1, which is considerably
less than the typical energy of a Tl-Tl single bond (≈164 kJ mol-1).xii

The single bond energy was evaluated by calculating the dissociation energy of Tl-Tl
bond in H2Tl-TlH2.
xii
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3

MULTICONFIGURATIONAL CHARACTER IN
MAIN GROUP SYSTEMS

Electron correlation effects are generally divided into two categories, dynamic
and static, of which the latter can also be called non-dynamic electron correlation.23 Dynamic electron correlation refers to the correlated motion of electrons
which arises from their instantaneous mutual repulsion. This kind of electron
correlation is particularly important for molecular assemblies interacting via
non-covalent interactions.xiii In contrast to dynamic electron correlation, static
electron correlation stems from the degeneracy or near degeneracy of different
electronic configurations. In other words, a molecule or atom has multiconfigurational character in its wave function. A representative and common chemical
phenomenon that involves static electron correlation is the homolytic dissociation of covalent bonds. Multiconfigurational character is also present at the
wave functions of main group singlet diradicals.87
Diradicals have two unpaired electrons that occupy two degenerate or
nearly degenerate molecular orbitals (MOs), and depending on the interaction
of these electrons, they can form either a singlet or a triplet state via antiferromagnetic or ferromagnetic coupling, respectively.88 Owing to this, they are a
class of compounds that has gained considerable amount of visibility since the
understanding of their spin interactions can lead to creation of novel materials
that could be used as suitable building blocks for spintronics (spin-based electronics) which utilizes electron spin for encoding and transmitting information.89
For a long time, triplet state diradicals were more extensively studied than
singlet diradicals because they have longer lifetimes. It was also thought that
singlet diradicals exist only as transition states and short-lived intermediates in
chemical reactions.88 However, the synthesis of 2,4-diphosphacyclobutane-1,3diyl by Bertrand et al. in 1995 was a major breakthrough in the field of stable
singlet diradicals and it initiated a new strategy to stabilize main group singlet
diradicals.90 Currently, a plethora of different main group singlet diradicals are
xiii

For a more detailed discussion about dynamic electron correlation, see Chapter 2.
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known of which many are based on the same structural motif as 2,4diphosphacyclobutane-1,3-diyl.87 Although their increased stability decreases
diradical character, they are potentially applicable as initiators for radical reactions, as radical scavengers 91 and as starting materials for antiferromagnetic
low-spin polymers exhibiting metallic conductivity.92
Since the wave functions of singlet diradicals contain (near) degeneracy effects, they must be described using high-level multiconfigurational methods if
quantitative accuracy is sought.23,93 The use of sophisticated computational approaches has not only given insight into their complex electronic structures but
it has also increased our understanding of the nature of chemical bonding in
general.87 For example, together with experimental results, quantum chemical
calculations have proven that a short interatomic distance is not necessarily a
sign of covalent bonding or strong interaction between two radical sites.
In the following two subchapters, the theory behind multiconfigurational
character and singlet diradicals is first introduced. Then the qualitative and
quantitative performance of different quantum chemical methods in describing
static electron correlation effects is briefly reviewed. The results and discussion
part reports two specific case studies which are discussed in full in research Papers II and III. The original research Paper II reports on the multiconfigurational character of tetrachalcogen tetranitirides, whereas in research Paper III,
the electronic structures and singlet diradical character of group 13 dimetallenes are examined.

3.1 Multiconfigurational wave functions and diradicals
Multiconfigurational character of wave function is often connected with bond
breaking and formation processes in which MOs dissociate or merge in order to
form new MOs.23,93 By no means is multiconfigurational character restricted to
these processes as even the electronic ground states of many molecules or atoms
include (near) degeneracy effects. Particularly, the wave functions of molecules
containing transition metals are often dominated by static electron correlation
effects as different electronic configurations have very similar energies.93 The
excited states of molecular systems also usually have strong configurational
mixing, which leads to multiconfigurational wave functions. None of the
aforementioned situations can be described by using the HF approach and a
single Slater determinant, which makes the use of more sophisticated quantum
chemical methods mandatory.23,93 In this respect, it is illustrative to examine the
dissociation of a hydrogen molecule, H2, as an example of a system whose
treatment requires the use a multiconfigurational wave function.
By using a minimal basis set and omitting the normalization constant and
spin function, the restricted Hartee-Fock (RHF) wave function of H2 can be
written in terms of a single Slater determinant
 = 



= ! " ! "# ,

(3.1)
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where ψ1 = χA+χB is the bonding MO built from s-type AOs χA and χB located at
the nucleus A and B, respectively, and r1 and r2 are the spatial coordinates of
electrons 1 and 2, respectively.93 By expanding the MOs in the above wave function as products of AOs, Equation 3.1 can be written in the following form
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(3.2)

The four terms can be rearranged
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to better illustrate that the RHF wave function of H2 contains two terms in
which electrons are located at separate nuclei as well as two terms in which
both electrons are located at the same nucleus. These terms describe the covalent and ionic contributions to bonding, respectively, which means that the RHF
wave function contains an equal amount of covalent and ionic character. At the
equilibrium geometry, this is a reasonable approximation and the RHF approach gives a H-H bond distance which is close to the experimental value.
However, upon dissociation, the ionic contribution gives an unphysical picture
of bonding as it localizes both electrons to the same nucleus, giving one hydrogen atom with a positive charge (H+) and one hydrogen atom with a negative
charge (H-). Since all covalent bonds dissociate homolytically, the unphysical
ionic contribution must be removed from the wave function of H2 when describing dissociation. This can be done by introducing a second Slater determinant (Ψ2) into the total wave function of H2 which takes into account the antibonding MO (ψ2 = χA-χB).
The total multiconfigurational wave function (ΨMC) of H2 can be constructed as a linear combination of two Slater determinants which have different coefficients C1 and C2 determining the weights of the determinants Ψ1 and
Ψ2 in the total wave function,
& = '  + '# # .93

(3.4)

The multiconfigurational wave function ΨMC can be expanded in terms of AOs
in a similar fashion to the RHF determinant
& = ' $ "  + $ " $ "#  + $ "# 
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(3.5)
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It can be clearly seen from Equation 3.5 that, by using the multideterminant
wave function and varying the coefficients C1 and C2, not only the artificial ionic
contribution can be removed during the dissociation process but also the whole
potential energy curve of H2 can be described correctly. Thus, at large
separation, the coefficient C2 will have roughly the same value but opposite sign
than C1 (C1 ≈ -C2), whereas close to the equilibrium geometry C1 ≈ 1 and C2 ≈ 0
to remove the second Slater determinant from the wave function. During the
bond breaking and formation process, the coefficients C1 and C2 adopt values in
between these two extremes in order to give a good description of the potential
energy curve.
3.1.1

Singlet and triplet diradicals

Diradicals are usually described by a two-electron two-orbital model.87,88b,94 In a
perfect diradical, the two MOs Φa and Φb are completely degenerate, orthogonal and they do not interact with each other. In such a case, two electrons can be
placed in the two MOs Φa and Φb in six different electronic configurations of
which three are singlet states and three are triplet states.xiv Because the three
triplet states are equivalent in energy,xv a perfect diradical has four energy eigenstates: three singlets and one triplet. According to Hund’s rule, the triplet
state will be the most stable one, which is in agreement with the fact that pure
diradicals often have a triplet ground state. However, there are some specific
cases when a singlet state may fall below the triplet in energy. The relative ordering of the four possible states can be predicted by considering the overlap
(SAB), exchange (K) and Coulomb (J) integrals. The SAB term describes the overlap between the MOs Φa and Φb, whereas J and K are two-electron operators
describing the Coulomb electron-electron repulsion and the quantum mechanical exchange correction to the Coulomb repulsion energy, respectively.
In general, a strong overlap SAB between two degenerate or nearly degenerate MOs Φa and Φb stabilizes one of the singlet states.87,88b,94 If the overlap between these orbitals becomes large enough, the singlet state might fall below
the triplet. However, the strong overlap of MOs will ultimately lead to bond
formation and in such a case, MOs Φa and Φb form bonding and antibonding
combinations. If the energy difference between these two orbitals is sufficiently
large, the two electrons with opposite spins will occupy the lower energy orbital according to the Aufbau principle, which leads to a closed shell singlet
state and to the total suppression of diradical character. Another case when the
singlet state is favored over the triplet occurs when the two MOs Φa and Φb are
not degenerate. In this case, the ground state multiplicity depends on the difference between the one-electron energies of the two MOs Φa and Φb. In order for

xiv Two of these configurations violate the indistinguishability of fermions. Therefore, the
wave functions describing one of the singlet and triplet states must be formed as a linear
combination of the two configurations.
xv This is true only in the absence of an external magnetic field and if the effect of the zero
field splitting is neglected.
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the singlet state to be favored, the difference must be greater than the exchange
integral K between these MOs.
The last case when the energy of a singlet state might fall below the triplet
is slightly different from two above examples.87,88b,94 In case of triplet state
diradicals, the spin parts of the two unpaired electrons are identical. Consequently, they cannot occupy the same MO as demanded by the Pauli exclusion
principle. In singlet state diradicals, the two formally unpaired electrons have
opposite spins and they can, therefore, be located in the same region of space
without violating the Pauli exclusion principle. As a consequence, the electronelectron repulsion originating from the Coulomb integral is naturally weaker in
a triplet state diradical than in a singlet state. However, when MOs Φa and Φb
are disjoint, i.e., they do not have atoms in common, the two electrons occupying these orbitals never appear in the same region of space, whether their spins
are parallel or antiparallel. Due to this, the mutual electron-electron repulsion
originating from the Coulomb integral is significantly lowered for a singlet state
wave function. Furthermore, the exchange integral becomes virtually independent of the state multiplicity. As a result, the energy of the singlet state
comes close to that of the triplet, in which case the multiplicity of the ground
state is determined by the interactions of the two electrons occupying MOs Φa
and Φb with the other electrons in the system. Hence, Hund’s rule can be violated and the singlet state might become more stable than the triplet.
3.1.2

Quantification of singlet diradical character

Singlet diradical states play an important role in many chemical systems and
phenomena: in compounds containing main group atoms,87 organic chemical
reactions as short-lived intermediates,88b,95 thermal sigmatropic migrations such
as the Cope rearrangement, 96 optical transformations 97 and in dye-sensitized
solar cells within singlet fission chromophores.98 In order to know the exact
amount of singlet diradical character in the wave functions of different chemical
systems, it is important to be able to quantify it. However, there are no direct
means to experimentally measure singlet diradical character since it is not a
physical observable but a property of the wave function.99 Nevertheless, an indirect indication of singlet diradical character of a molecular system can be obtained by measuring the energy difference between its lowest singlet and triplet
states. A small singlet-triplet gap generally corresponds to strong singlet diradical character and the inverse is true as well. However, there exists one problem
in quantifying singlet diradical character through the singlet-triplet gap: a zero
splitting between the lowest singlet and triplet states naturally corresponds to a
pure (100%) diradical, but no clear-cut definition for 0% diradical character can
be made. Another method to quantify singlet diradical character from experimental data employs the valence configuration interaction scheme in which the
necessary quantities are taken from one- and two-photon absorption spectra,
phosphorescence and electron spin resonance peaks.100 It was, however, noted
that the values determined through this route deviate from theoretical data
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without scaling. Hence, the quantification of singlet diradical character is still
strongly based on theoretical methods.
From a theoretical point of view, singlet diradical character can be qualitatively determined from the calculated singlet-triplet gaps and from the forms of
magnetic orbitals obtained via broken symmetry calculations.101a As in the case
of experimental characterization methods, these analyses are not capable of
quantifying the extent of singlet diradical character in any precise manner. Thus,
a variety of different methods have been developed which are able to give an
accurate numeric description of singlet diradical character. For example, the
quantification of singlet diradical character in these methods is based on second
hyperpolarizabilities, 102 the magnitude of spin contamination in the broken
symmetry determinant,101 natural orbital occupation numbers obtained from
general valence bond calculations103 and on orbital overlap.104 In addition to the
above methods, multiconfigurational approaches can also be used to determine
the amount of singlet diradical character either from the CI vector coefficients105
or from the natural orbital occupation numbers (NOONs).106
Because the wave functions of singlet diradicals are multiconfigurational,
their description requires at least two Slater determinants whose weights are
determined by the CI vector coefficients. In a perfect singlet diradical, the Hartree-Fock determinant and the doubly excited determinant have equal weights
in the multiconfigurational wave function, in which case the corresponding CI
vector coefficients CRHF and CDE are both 2-½.xvi The diradical character can then
be defined with a simple relation
)* +
#,½ +

⨯ 100% = 2'3 # ⨯ 100%

(3.6)

which approaches unity (100 %) for pure diradicals and zero (0%) for closed
shell singlet states.105
Alternatively, NOONs from a multiconfigurational wave function can be
used to evaluate the amount of singlet diradical character.106 The natural orbitals are those which diagonalize the one-particle density matrix, and their occupation numbers are the eigenvalues of this matrix.107 In a perfect diradical, the
two natural orbitals which are associated with the diradical character have
identical occupation of one electron each.106 However, occupation numbers deviate from one in all imperfect diradicals and an index for singlet diradical
character can be obtained by comparing the occupation number of the acceptor
orbital (nACC) to the reference value of one electron
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It has been shown that as the level of theory increases, NOONs converge
towards values that they adopt in the exact wave function.108 However, as the
This can be easily seen from Equation 3.5 in which C1 and C2 correspond to the CRHF and
CDE CI vector coefficients, respectively.

xvi
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exact wave function cannot be reached for many electron systems, the accuracy
of the NO analysis depends on the quality of the multiconfigurational wave
function used in the actual calculations. This holds also when using the CI vector coefficients in the analysis. Hence, if the multiconfigurational wave function
is based on only two determinants, which is the minimum active space in calculations of singlet diradicals, the amount of singlet diradical character becomes
overestimated by both methods.23,93 In order to obtain close to converged results, it is recommended that an active space close to the full valence space is
used. In case of NOONs, occupations calculated at the CISD(T) and CCSD(T)
levels of theory can also be used if the system of interest has only a small or
moderate amount of diradical character in its wave function.108 It should also be
noted that the NO analysis always predicts slightly higher diradical character
than the CI method as the acceptor orbitals contain also electron density from
excitations other than that associated with the diradical nature.

3.2 Quantum chemical methods for the calculation of static electron correlation effects
As explained above, multiconfigurational character arises from the fact that
wave functions are dominated by more than one Slater determinant and it is
static electron correlation, not dynamic, that is needed to model these (near)
degeneracy effects. However, in quantum chemistry, the distinction between
dynamic and static electron correlation is sometimes wavering as both correlation effects are simultaneously present at the wave function.23,93 Thus, in many
calculations, quantum chemical methods which take into account both dynamic
and static correlation effects must be used. An alternative to multiconfigurational approaches is offered by the broken symmetry formalism which is significantly less accurate in modeling static electron correlation but applicable to
much larger systems.109
3.2.1

Broken symmetry formalism

The HF model, be it restricted or unrestricted, is an inadequate approximation
of a multiconfigurational wave function. Hence, in many cases, it is often necessary to test the applicability of the HF model to a given problem by testing the
stability of the self-consistent field (SCF) solution with respect to different constraints.23 Negative eigenvalues in the stability analysis indicate instability in
the wave function which means that a lower energy solution can be obtained by
allowing more flexibility to the wave function. Typically the instability of an
SCF solution is a sign of multiconfigurational character in the wave function
and the restricted-unrestricted instability in particular often indicates the presence of singlet diradical character.
In contrast to RHF, the unrestricted Hartree-Fock (UHF) method allows an
open shell wave function whose spatial symmetry can relax. It is exactly this
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flexibility of the UHF wave function that is used in unrestricted broken symmetry formalism to simulate static electron correlation effects by allowing α and
β MOs to localize on different atomic centers.109 In case of singlet diradicals this
means that two electrons with antiparallel spins can occupy two spatially different MOs even though the multiplicity of the total wave function is still formally a singlet.94b,109 However, there is one serious drawback in this formalism:
the UHF wave function for a singlet state is not a pure spin state but a spin contaminated mixture of singlet and triplet states. This means that the wave function is not anymore an eigenfunction of the total spin operator. Hence, the broken symmetry approach should not be used for accurate quantitative analysis
although the eigenvalue of the total spin operator has been employed to quantify the amount of singlet diradical character.101
Similarly to the RHF wave function, the stability analysis can also be performed for a restricted Kohn-Sham SCF solution.34 However, the absence of
negative eigenvalues in this case does not always exclude instability in the
wave function though the opposite is always true. This is due to the fact that in
the DFT formalism, instability reflects the capability of the chosen exchangecorrelation functional to describe the electron density with a single Slater determinant constructed from Kohn-Sham orbitals, whereas in the HF formalism
the instability serves as a direct measurement of the quality of the wave function. In principle, DFT should give a proper description of molecular systems
with multiconfigurational character in their wave function even without the
need to use broken symmetry formalism. Unfortunately, this only holds if the
exact exchange-correlation functional is known. As all practical calculations use
approximate exchange-correlation functionals, they have the same shortcomings as all other single determinant-based methods. However, there are a couple of exceptions when broken symmetry DFT calculations perform well for
singlet diradicals. If the two partially occupied MOs Φa and Φb are disjoint, the
broken symmetry DFT approach typically gives reasonable results.110 In addition, if the singlet diradical character is small or moderate, exchange-correlation
functionals without exact (HF) exchange generally outperform their hybrid variants in calculations.34
3.2.2

Multiconfigurational methods

Multiconfigurational methods give a very balanced description of wave functions that are dominated by static electron correlation effects.23,93 The most
commonly used method to treat static electron correlation is the multiconfigurational self-consistent field (MCSCF) approach in which the shortcomings of single determinant-based methods are avoided by variationally optimizing the
orbitals together with the CI coefficients of several electronic configurations.
However, the simultaneous optimization of orbitals and CI vector coefficients is
a difficult nonlinear problem, which strictly restricts the length of MCSCF expansions. This introduces the most important challenge in MCSCF calculations:
the selection of an appropriate configuration space. In early applications of the
MCSCF formalism, configurations were selected individually based on physical
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and chemical insight, but nowadays the partitioning of orbital space is done in a
more systematic manner. Two of the most commonly used variants of the
MCSCF approach are the complete active space (CAS)111 and the restricted active space (RAS) methods.112
In CAS calculations, the orbital space is divided into three different sets of
orbitals that are the inactive (core), active and secondary (virtual) orbitals.23,93
The inactive and secondary orbitals are doubly occupied and unoccupied, respectively, in all configurations. In contrast, there are no limitations to the occupancies of the active orbitals. Hence, the CAS wave function contains all configurations which can be generated by doing a FCI within the active space. In
this respect, a CAS wave function takes into account all electron correlation effects within a limited orbital subspace.
In RAS calculations, the active space is further partitioned into three subspaces which are called RAS1, RAS2 and RAS3.23,93 The RAS2 space is exactly
the same as the CAS active space and is therefore not subjected to restrictions in
electronic excitations. However, the RAS1 and RAS3 spaces set more restrictions to the allowed excitations. The RAS1 space consists of formally doubly occupied orbitals in which a certain number of holes can be allowed. For
example, only single and double excitations can be done from of these orbitals.
In contrast, the RAS3 space can be occupied with only a given number of electrons in different configurations, that is, only certain electron excitations are
allowed to these formally unoccupied orbitals.
Although CAS and RAS methods are extremely powerful tools in computational quantum chemistry and make it easier to carry out MCSCF calculations,
they are far away from being black box methods.23,93 Choosing the active space
is a complex task that requires much physical insight to the problem at hand.
The easiest way to ensure that a balanced description of a system is obtained is
to include all valence electrons and orbitals into the active space. However, this
is only possible for the smallest of systems since the number of configurations
becomes unmanageably large as the size of the active space increases. Nowadays, the maximum amount of active orbitals is between 10 and 20, which
means that the choice of the active space must be done very carefully. Localized
or natural orbitals from high-level single determinant methods can be used as
guidelines in this process, but it has to be remembered that, in extreme cases,
they might have only little or no relevance to the actual multiconfigurational
character of the system in question.
An MCSCF wave function offers the best way to treat (near) degeneracy
effects, but it has reduced capabilities to describe dynamic electron correlation
due to limitations in the size of the active space.23,93 For quantitative accuracy,
dynamic electron correlation can be taken into account via MPPT, CI or CC approaches. Two of the most widely used methods are CAS augmented with second order perturbation theory (CASPT2) 113 and multireference configuration
interaction (MRCI).114 In recent years, a lot of development has also been done
on methods in which the MCSCF wave function is augmented with a coupled
cluster-based ansatz.115 Both CASPT2 and MRCI produce very balanced wave
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functions and they can be used to model exceptionally complex systems. Unfortunately, they suffer from the same problems as their corresponding single determinant variants. Specifically, CASPT2 gives non-variational energies and
MRCI is not size-consistent.23,93 The size-consistency problem of MRCI can,
however, be easily corrected by introducing a correction for quadruple excitations in an ad hoc manner, which gives the MRCI+Q approach.116,xvii

3.3 Results and discussion
3.3.1

Chalcogen-nitrogen heterocycles Ch4N4 (Ch = S or Se)

Weak transannular chalcogen···chalcogen (Ch···Ch) interactions are a recurring
theme in the chemistry of certain electron-rich inorganic ring systems.117 Probably the most well-known example is tetrasulfur tetranitride, S4N4 (10a), which is
structurally related to the eight membered homopolyatomic chalcogen dications (see Section 2.2.2).79h However, the presence of two fewer valence electrons in 10a compared to 7 gives it a cage-like structure with not just one but
two short transannular S···S interactions that are significantly elongated if compared to a typical S-S single bond (Figure 7).79c,e,g The selenium analogue
(10b)79b,d,f of S4N4 as well as the hybrid species Se2Se2N4 (10c)79a can also be synthesized and they are both structurally isomorphous to S4N4 with two transannular Ch···Ch contacts.

Figure 7. The cage-like molecular structures of S4N4 (10a) and Se4N4 (10b) with two weak
cross-ring Ch···Ch interactions. Average experimental bond lengths: r[S1···S3] = r[S2···S4] =
2.596(1) Å and r[Se1···Se3] = r[Se2···Se4] = 2.742(2) Å.79c,79d

Although a qualitative picture of the relevant bonding interactions in 10
can easily be derived from the basic cluster framework, cuneane, by following
Gillespie’s structural rules,76b the exact nature of the short Ch···Ch contacts in 10
has initiated much debate ever since the crystal structure of 10a was first reported.77 Over the years, the weak bonding interactions in 10 have been probed
using extended Hückel calculations as well as more advanced quantum chemical methods such as HF, DFT and MP2. Unfortunately, it has proven very diffiThe quadruple correction has several different variants. For further details, see reference
116a and references therein.
xvii
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cult to accurately predict the molecular geometry of 10 using computational
approaches. For example, the Hückel approximation77k indicates that 10a
should display a classical σ-bonded structure instead of weak Ch···Ch interactions and this picture is retained at the HF level.77e If the transannular interactions in 10 are primarily orbital-based (covalent) as suggested by both Hückel
and HF data, dynamic electron correlation effects should have only a minimal
effect on the calculated geometries. However, the use of perturbation theory
leads to significant overestimation of the Ch···Ch interactions even when increasing the order of perturbation up to the fourth order.77b DFT also has severe
difficulties in reproducing the experimental geometries of 10 and the performance of the B3LYP hybrid functional is notoriously poor as it significantly
overestimates (up to 1Å) the Ch···Ch contacts.77b
Because a solid physical explanation of transannular interactions in heterocyclic chalcogen rings 10 was still lacking and these interactions had gained
renewed interest,118 a detailed theoretical study of bonding in 10a and 10b was
conducted at the highest possible levels of theory. The following is a short
summary of the original results reported in full in research Paper II.
The geometries of heterocyclic rings 10a and 10b were first optimized using single determinant-based methods including HF, MPPT, QCISD(T),
CCSD(T) and DFT. All aforementioned levels of theory predicted Ch-N bond
lengths which were very close to the experimental values, but the optimized
transannular Ch···Ch distances varied much more between different methods
(Figure 8). At the HF level, the Ch···Ch contacts were slightly underestimated,
while the performance of the perturbation series depended on the order of the
perturbation. Both MP2 and MP4 overestimated the Ch···Ch interactions,
whereas the results at the MP3 level were in reasonable agreement with the experimental data. The overall performance of the MPPT series clearly demonstrates that the Ch···Ch interactions cannot originate purely from closed shell
interactions as these are already accounted for (at least semi-quantitatively) at
the MP2 level.27,82 The QCISD(T) and CCSD(T) methods were the only single
determinant ab initio approaches which were able to predict the Ch···Ch distances in tetrachalcogen tetranitrides in good agreement with the experimental
data.
Interestingly, the DFT methods (particularly BLYP) performed better for
Ch4N4 than for Ch82+ even though a similar trend between the amount of exact
exchange and the transannular Ch···Ch distance was observed in both cases.
Furthermore, the PBE0 functional showed again the best performance and the
effect of empirical dispersion correction (DFT-D3) was only minute.
The crystal structures of 10a and 10b contain several intramolecular interactions that could have a strong impact on the observed geometries.79 If the observed transannular distances are long simply due to crystal packing effects and
secondary bonding interactions, the comparison of calculated gas phase geometries to the X-ray data is not justified. However, the gas-phase electron diffraction study of 10a is consistent with the X-ray data119 and the solid-state calculations for S4N4 at the HF, B3LYP, PBE and PBE0 levels of theory converge to sim-
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ilar geometries as the gas phase optimizations. Thus, these findings support the
fact that secondary bonding interactions do not play an important role in determining the transannular distances, thereby validating comparisons between
gas-phase and X-ray data.

Figure 8. Deviations between the calculated and experimental bond lengths [Å] for (a) S4N4
and (b) Se4N4.79d,119 All data calculated in the gas phase. Color code: Ch-N bond lengths
(green), Ch···Ch (blue).

Before the wave functions of Ch4N4 were modeled using multiconfigurational methods (CAS, CASPT2, MRCI and MRCI+Q), a natural orbital analysis
was performed for the optimized geometries at the QCISD(T) level of theory.
The NO analysis revealed that both 10a and 10b had a number of NOs whose
occupation numbers deviate significantly from 2 or 0. Typically NOONs that
are less than 0.05 e- are observed for molecular systems that are well-described
by a single Slater determinant. Hence, the results of NO analyses indicated that
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the electronic structures of Ch4N4 are influenced by strong electron correlation
effects. The most important fractionally occupied NOs were found to be associated with the Ch···Ch interactions: two bonding orbitals having NOONs of 1.88
e- each and two antibonding orbitals with NOONs of 0.16 e- each (Figure 9).
Thus, these were the four most important orbitals to be included in the active
space in subsequent multiconfigurational calculations.

Figure 9. The most important fractionally occupied QCISD(T) natural orbitals of E4N4 along
with their occupancies.

In contrast to the Ch82+ dications, the geometries of tetrachalcogen
tetranitrides, and the Ch···Ch interaction in particular, were found to be welldescribed at the CAS level of theory. The inclusion of dynamic electron correlation effects via MRCI improved the results only slightly. This was strong evidence that static, not dynamic, electron correlation plays an important role in
the wave functions of Ch4N4. A more detailed analysis of the CI vector coefficients revealed that the wave functions of Ch4N4 indeed contain diradical character, as well as tetraradical character, associated to each Ch···Ch interaction.
These results were further supported by UHF calculations that predicted the
triplet and quintet states of Ch4N4 to be lower in energy than the singlet state. A
rough estimate of the singlet diradical character in Ch4N4 was obtained from
the NOONs and it was found to be approximately 10 % per Ch···Ch bond.
At this point it was yet unclear why the CASPT2 method, although being
able to take into account static electron correlation, significantly overestimates
the Ch···Ch contacts in both tetrachalcogen tetranitrides. The poor performance
of the perturbation correction was ultimately traced to the overestimation of the
role of doubly excited determinants in the total wave function. It also needs to
be noted here that since the wave functions of Ch4N4 contain important static
electron correlation effects, it was not entirely surprising that the different density functionals performed much better than in the case of Ch82+ dications.
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In light of all of the above data, it could be concluded that the transannular interactions in Ch4N4 originate from covalent bonding which becomes significantly elongated and weakened primarily due to static electron correlation
effects. Thus, only a small number of excited determinants are needed to obtain
an accurate description of their electronic structures. In this respect, the diradical character associated with the Ch···Ch interactions in Ch4N4 is reminiscent of
weak exchange-coupling of two radical species via overlap of their singly occupied molecular orbitals.
3.3.2

REER dimetallenes (E = Al-In; R = alkyl, aryl)

Although it was long thought that the electron deficient nature of group 13 elements prevents the formation of homonuclear multiple bonds, Berndt and
Klusik ultimately showed that compounds containing B=B bonds could be synthesized via reduction of tetraorganodiboron species.120 Shortly after these findings, the heavier monoanion radicals [R2EER2]•- (E = Al or Ga), with a formal Sbond order of one-half, were also reported.121 Solid state structural studies confirmed that these radicals have shorter E-E bond lengths than the neutral species R2EER2, which is consistent with the formation of a S-type interaction.
The true revolutionizing step in the chemistry of group 13 homonuclear
multiple bonds was the report of Robinson et al. on the digallyne salt
Na2[RGaGaR] (R = C6H3-2,6-(C6H2-2,4,6-iPr3)2) in 1997 as it was the first heavier
group 13 alkyne analogue.122 However, the observed Ga-Ga bond length (2.32 Å)
was not much shorter than a typical Ga-Ga single bond (2.48 Å) and the CGaGaC- array had a markedly trans-bent structure with bridging Na+ ions.
This initiated a lively debate regarding the nature of the Ga-Ga bond in this
compound and various theoretical approaches were used to examine its electronic structure.5,7 Because different theoretical studies gave different descriptions of the nature of bonding in Na2[RGaGaR], a solution to the problem was
sought through synthesis of the neutral RGaGaR species that should contain a
Ga=Ga double bond.
The structure of the first neutral digallene RGaGaR (R = C6H3-2,6-(C6H3i
2,6- Pr2)2) was published by Power et al. five years after the digallyne salt and it
was found to have a similar trans-bent geometry with a long Ga-Ga bond (2.63
Å).123 In addition, cryoscopic measurements suggested that the dimer dissociates to RGa: monomers in solution, especially when bulky substituents were
used.124 Hence, experimental data indicated that the Ga-Ga “double” bond in
RGaGaR was considerably weaker than a single bond, which also cast doubt on
the existence of a Ga-Ga triple bond in the digallyne salt. Shortly after, the heavier In and Tl analogues of RGaGaR were also synthesized and they were shown
to adopt similar trans-bent structures in the solid state.85,125 However, all attempts to synthesize corresponding dialuminenes gave only the cycloaddition
product of the putative dimetallene with the solvent, indicating different reactivity for these species.126
A number of different theoretical studies have been published with the focus on explaining the nature of bonding in the formally doubly bonded dimet-
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allenes.5a,b,6a,7b,c,f,8,9 At first, an explanation of the structures of dimetallenes was
given based on a donor-acceptor bonding model,6a,8 but later studies have concentrated on the role of the “slipped” S-type orbital in the bonding description.
This orbital is the HOMO of dimetallenes and it is formally antibonding with
respect to the metal-metal bond.5a,b If the most important bonding interactions
in dimetallenes truly originate from the “slipped” S-type orbital, then the HF
method should predict their molecular geometries in reasonable agreement
with experimental data. However, HF calculations yielded structures with GaGa bonds that are weaker and significantly elongated compared to the experimental bond lengths.5a,b,6a In contrast, DFT calculations yielded accurate geometrical parameters for digallenes, but the Ga-Ga interactions were nevertheless predicted to be very weak and similar in strength to closed shell interactions.9 However, it is not entirely clear how the standard formalism of DFT is
able to describe bonding in dimetallenes since it does not take into account dispersion effects.
As neither orbital nor closed shell interactions alone seem to offer a solid
physical explanation of bonding in dimetallenes, a detailed theoretical investigation of the electronic structures of model systems 11-13 was performed. The
results of this study are presented in full in research Paper III and a short review of the most important findings is given below.

The geometries of 11-13 were first optimized with three standard quantum
chemical methods: HF, MP2 and B3LYP (Table 3). As seen from the results, only
MP2 and B3LYP gave bond lengths which were in reasonable agreement with
the experimental values. By testing the stabilities of the RHF wave functions it
was found that all of the model systems had restricted-unrestricted instabilities
and lower energy solutions could be obtained by using the broken symmetry
approach. The resulting UHF optimized structures were approximately 5-20 kJ
mol-1 lower in energy than the corresponding RHF solutions and in much better
agreement with the experimental data (Table 3), which indicated that all of the
lighter dimetallenes 11-13 have a small amount of singlet diradical character in
their wave functions. The presence of singlet diradical character in 11-13 is not
entirely unexpected considering that the analogous diboronenes have triplet
ground states.127
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Table 3. Optimized metal-metal bond lenghts [Å] in 11-13 at different levels of theory.
HF
UHF
MP2
CCSD(T)
CAS
CASPT2 B3LYP Exptl.
11a
2.78
2.57
2.65
2.65
2.68
2.62
2.67
2.91
2.73
2.72
2.71
2.75
2.66
2.74
11b
2.95
2.64
2.71
2.78
2.76
11c
11d
2.91
2.70
2.69
2.73
2.73
2.57
2.62
-

2.66
2.72
2.75
2.70

2.50
2.53
-

2.64
2.70
2.71
2.69

2.512.63a,b

13a
3.34
3.33
2.97
2.99
13b
3.45
3.12
3.02
3.04
3.50
3.13
3.00
13c
3.73
3.70
3.01
13d
aReference 124. bReference 123. cReference 125.

3.10
3.16
3.20
3.18

2.88
2.92

3.06
3.11
3.13
3.14

2.98c

12a
12b
12c
12d

2.79
2.92
2.96
2.95

2.65
2.70
2.74
2.95

2.55
2.61
2.60
2.59

-

A proper treatment of diradical character in dimetallenes requires the
use of a wave function which has (at least) two configurations: in addition to
the RHF determinant, the configuration which transfers electrons from the E-E
antibonding HOMO to the E-E bonding LUMO+1 is needed. Pictorially this correlation can be represented by drawing the Lewis structures A and A’ which
correspond to the RHF and doubly excited determinants, respectively (Figure
10). When such static electron correlation is included in the calculations via a
CAS wave function, the geometries of dimetallenes are found to be in much
better agreement than HF with the experimental data. The agreement can be
improved even more if dynamic electron correlation is included via perturbation theory (CASPT2). This is particularly true for diindenes, which serves as a
good illustration of the fact that closed shell interactions become stronger as the
atoms become heavier. In this respect, it needs to be noted that the electronic
structures of dithallenes were found to be exclusively governed by dynamic
electron correlation effects (see Section 2.2.3).

Figure 10. Lewis structures describing the RHF (A) and the doubly excited singlet diradical
determinant (A’) of dimetallenes.

The amount of singlet diradical character in dimetallenes was quantified
using both CI vector coefficients and NOONs, and found to be the strongest in
dialuminenes (15%) and the weakest in diindenes (6%). Consequently, the
diradical character in 11-13 ranges from small to moderate, which readily explains the good performance of both DFT and CCSD(T) in geometry optimizations (Table 3). However, the calculated data at the MP2 level is surprisingly
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accurate which is somewhat unexpected. A subsequent analysis of natural orbitals and their occupation numbers revealed that the good performance of the
MP2 method was fortuitous and resulted mainly from the overestimation of
closed shell interactions at this particular level of theory.
Table 4. Interaction energies [kJ mol-1] of 11-13.
HF
UHF
B3LYP
CCSD(T)
-25
-40
-63
-64
11a
-15
-46
-47
-50
11b
11c
-11
-25
-45
-12
-19
-47
11d
12a
12b
12c
12d

-17
-11
-9
-8

-35
-25
-11
-8

-52
-41
-41
-39

-51
-41

13a
13b
13c
13d

-8
-7
-6
-3

-8
-11
-11
-3

-31
-28
-29
-23

-30
-24

To gain more insight into the strength of E-E bonds in dimetallenes, the interaction energies of 11-13 were calculated at different levels of theory (Table 4).
All methods gave the same qualitative trend: when the size of the group 13 element increases, the strength of the E-E bond decreases. Moreover, energy
analysis at the HF level undoubtedly proved that the “slipped” S-type orbital
interaction makes only a small contribution to the bonding of all systems studied. The use of an UHF wave function gave slightly better interaction energies
for all systems, but to further quantify the strength of the metal-metal interaction in 11-13, the interaction energies were also calculated by using the theoretically most accurate the CCSD(T) and B3LYP approaches. At these levels of theory, the interaction energies of 11-13 were approximately between -60 and -25
kJ mol-1; these absolute values are much smaller than the typical single bond
energies (Al, 219 kJ mol-1; Ga, 242 kJ mol-1; In, 203 kJ mol-1) calculated for reference systems H2E-EH2.xviii These data lend strong support to the view that the
E-E bonding in group 13 dimetallenes is by all standards considerably weaker
than in a typical single bond.

The single bond energies were evaluated by calculating the dissociation energies of E-E
bonds in H2E-EH2.
xviii
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4

SPIROCYCLIC MAIN GROUP RADICALS

A number of experimental and theoretical studies have shown that, in addition
to metals and inorganic semiconductors, free radicals can be used to manufacture conducting and magnetic materials.128 However, in order for a molecular
radical-based material to behave like a bulk metal it needs to fulfill two criteria.129 First, its building blocks, the neutral molecular radicals, should have long
enough lifetimes. Second, these molecules should arrange themselves in the
solid state in a manner that enables the transmission of magnetic or conductive
interactions in three dimensions. Because of these prerequisites, chemists have
in recent years put much effort on the rational design of new stable radicals.128,130,131 The study of radical species is also important from a purely fundamental perspective as it helps to develop our understanding of molecular
structure and bonding.
Being mostly organic, free radical magnets and conductors would have
one significant advantage over traditional metals and inorganic semiconductors:
they would be modifiable through chemical synthesis. Since both metals and
semiconductors have an indispensable function in the modern technological
society, it is not difficult to imagine what the impact of molecular materials
with analogous properties would be. However, a lot of work still remains to be
done in this research area as metal-like room temperature free radical conductors still await their discovery. Furthermore, all currently known molecular radicals that achieve magnetic ordering in the solid state do so only at extremely
low temperatures.132 Consequently, the quest for new stable radicals with properties more tuned for the synthesis of molecular metals continues vigorously.
The following two subchapters begin with an introduction to techniques
used in the stabilization of molecular radicals. Specific emphasis is put on spiroconjugation, which is then discussed in the context of neutral coordination
compounds of stable main group radicals with group 13 elements. The results
and discussion part reports a specific case study under the same topic whose
results were originally published in the research Paper IV.
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4.1 Stabilization of radical species
Long-lived radicals are usually divided into two categories: stable and persistent radicals.xix,131,133 The first group includes radicals which can be isolated and
handled as pure compounds under an inert atmosphere at room temperature,
whereas the second group contains radicals which are sufficiently long lived to
be observed by spectroscopic methods.131 As can be easily imagined, the synthesis of stable radicals is not a straightforward task due to the intrinsic nature
of unpaired electrons to pair up, i.e., to form chemical bonds. For this reason,
different methods are being employed to stabilize free radicals. Two of the most
common approaches involve steric protection of the radical site (kinetic stabilization) and extensive delocalization of the unpaired electron within a π-type
system.

The best and most well-known example of a sterically (and to some extent
delocalization) stabilized radical is the polychlorinated triarylmethyl (PTM)
radical 14 in which the unpaired electron resides on a methyl carbon that is entirely protected by three fully chlorinated phenyl rings.134 The most important
for the protection are the chlorine atoms in ortho-positions, whereas the halogens in para-positions can be removed and changed for different groups or atoms without suppressing the stability of the radical.129 This architecture makes
the PTM radical extremely stable and, consequently, its lifetime is measured in
decades under ambient conditions. Thus, PTM is called an inert carbon-free
radical and it behaves very much like a classical organic compound. Unfortunately, the strong kinetic stabilization of the radical site in PTM suppresses both
unwanted and wanted reactivity, and some of the synthesized PTM derivatives
are remarkably inert to almost all reagents and do not even undergo normal
radical combination reactions.129,135 Moreover, steric hindrance also prevents
spin interactions between radicals that is essential, for example, for establishing
magnetic coupling.
A second popular method to stabilize radicals is to use extensive delocalization of the unpaired electron.130,131 The phenalenyl ring (15) is an archetypical
example of a radical stabilized through this route.136 Although the unpaired
The definition of stable and persistent radicals is somewhat dependent on the author.
See references 131 and 133 for further details.
xix
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electron is delocalized by the conjugated π-system, the parent radical exists in
equilibrium with the σ-dimer (15’) in solution. The phenalenyl radical also
shows sensitivity towards oxygen which is itself a stable triplet radical. However, in deoxygenated and dilute solutions, the phenalenyl radical has a long lifetime even without further steric protection, which illustrates the effectiveness of
electron delocalization in radical stabilization. If further stability of the molecular framework is sought, it can be obtained by introducing more steric bulk to
the carbon-based backbone in phenalenyls, which prevents the formation of a σdimer.137 Indeed, the placement of three tBu groups at the three peripheral carbons completely inhibits the σ-dimerization pathway and leads to π-stacking of
the phenalenyl radicals in the solid state (15´´). This gives rise to antiferromagnetically coupled π-dimers which are indefinitely stable in the solid state under
an inert atmosphere. However, the steric protection by tBu groups does not
prevent 15’’ from reacting with oxygen, which means that under ambient conditions, the dimer readily decomposes to phenalenone derivatives (as well as to
other unidentified products) within one week.

Even though the PTM and phenalenyl radicals are among the most widely
known examples of stable radicals, they are by no means the only systems that
can be stabilized through steric protection or electron delocalization. For example, kinetic stabilization has been used to stabilize cyclopentadienyl138 and aminyl radicals,139 the isolation of the latter requiring the use of extreme steric bulk.
In principle, any S-type radical offers the possibility to delocalize spin density
over its S-system, though cyclic molecules are better than acylic ones since they
maximize conjugation.130 Some respective examples of radicals exhibiting Sdelocalization are Gomberg's triphenylmethyl radical 140 as well as sulfurnitrogen-based heterocyclic radicals such as thiazyls.141 Another more specific
way to increase the stability of radicals via delocalization of the unpaired electron is to use spiroconjugation.142
4.1.1

Spiroconjugation

A spirocyclic coordination compound has a structure in which two ligands are
in a mutually perpendicular orientation and coordinated to a central element.142
If both ligands have an antisymmetric S-type frontier orbital, their perpendicular orientation maximizes the orbital overlap, which gives rise to spiroconjuga-
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tive interactions over the central element and, consequently, to splitting of the
energy levels (Figure 11, left). In spiroconjugated radicals, the conjugated orbitals are only partially occupied, which means that the unpaired electron is delocalized over the entire molecular framework, greatly increasing the stability of
the radical. If, on the other hand, the two ligands have symmetric S-type orbitals, a spirocyclic structure is formed but the orbitals cannot interact with each
other and remain essentially degenerate (Figure 11, right).

Figure 11. In spirocyclic systems, conjugative orbital interactions over the central insulating
element (M) lead to the splitting of the energy levels (left), whereas non-conjugative interactions give rise to a degenerate orbital set (right).

Spiroconjugation is a recurring theme in the field of molecular materials
science since it offers an excellent framework to stabilize radicals.143,144,145 This
unique molecular framework has been used in different purposes, for example,
to stabilize chelating main group ligands with atypical charges,145 to investigate
intermolecular spin transfer144b and to create stable triplet state diradicals.144c
The extensive delocalization of the unpaired electron in spiroconjugated structures also resolves two problems that are related to the synthesis of neutral radical conductors.146 The first is Peierls instability which, at the molecular level,
means that radicals typically associate into closed shell dimers, leading to either
a semiconducting or purely insulating ground state. The second is the trapping
(localization) of the spins on radical sites which suppresses charge transportation. Moreover, the small frontier orbital level splitting in spiroconjugated radicals gives rise to an unconventional quarter-filled energy band in the solid state,
which increases the conductivities of these radicals much more than could be
achieved by delocalization alone.143d In light of these data, it can be concluded
that the spiroconjugated structural motif is an excellent molecular framework to
create neutral radicals with potential applicability in the field of molecule-based
materials.
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4.2 Stable neutral spirocyclic radicals involving group 13 elements
Spirocyclic bis-phenalenyls (16-18; R = alkyl, aryl) are one of the most wellknown stable spiroconjugated radicals.143 These molecules have interesting
magnetic, conductive and electrochemical properties and they can be easily
synthesized by reduction of their corresponding cationic salts with a common
reducing agents such as cobaltocene, tetrakis(dimethylamino)ethylene or
bis(pentamethylcyclopentadienyl)-nickel(II).

All spirocyclic bis-phenalenyl radicals have a similar spiroconjugated
structure in which two perpendicular phenalenyl rings with antisymmetric Stype frontier orbitals are held together by a single boron atom.143 The solid state
packing of spiro-bis-phenalenyls has been intensively studied by Haddon et al.
using X-ray diffraction. Their results have revealed that the spiro-bisphenalenyl radicals can form either σ-dimers or S-dimers in the solid state.xx All
σ-dimers have been found to be diamagnetic as the two radical sites interact
strongly and their spins pair up to create an σ-bond. In contrast, in S-dimers,
spiro-bis-phenalenyls can couple either diamagnetically (at lower temperatures)
or paramagnetically (at higher temperatures).143a,b This arises from the fact that
the interplanar distance between two π-stacked phenalenyl radicals increases as
the temperature is increased. Hence, the overlap of the two singly occupied molecular orbitals (SOMOs) on neighboring phenalenyl units is decreased, which
makes spin pairing less favored. In addition, excess of spin density remains on
the outer phenalenyl ligands at higher temperatures, which prevents further
spin pairing and, consequently, stabilizes the paramagnetic state.
Piers et al. have recently synthesized two persistent spirocyclic radicals,
19a and 19b, in which a substituted 2,2´-bipyridyl is coordinated to 9-bora-9,10dihydroanthracene.147 The radicals 19 can be obtained by treating THF solutions
of the respective cationic salts with one equivalent of potassium graphite. The
addition of the reducing agent quickly gives rise to dark green/brown solutions
Some solid state structures of spiro-bis-phenalenyls are heavily distorted and do not
readily fall into either of these two categories.

xx
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and the extraction of reaction mixture with toluene affords 19a and 19b as dark
solids.

Since there are no crystal structure data for radicals 19, their characterization is based on electron paramagnetic resonance (EPR) spectroscopy and computational studies.147 Experimentally measured isotropic g-values for 19a and
19b were found to be close to 2.0, which is typical for organic S-based radicals
containing only light p-block heteroatoms. Furthermore, the simulation of their
EPR spectra by using calculated hyperfine coupling constants as initial estimates of the true couplings yielded an excellent match. This confirmed that
most of the spin density remains on boron and on the atoms of the substituted
2,2´-bipyridyl ligand. Hence, in these radicals, the spin density is not delocalized over the entire molecular framework. A closer look at the frontier orbitals
calculated for 19a revealed that the SOMO is strongly localized on the 2,2’bipyridyl ligand and, consequently, there are no conjugative orbital interactions
between the two ligands in the molecule.
In addition to the above examples, there are two other well-characterized
classes of compounds in the family of stable neutral spirocyclic radicals involving group 13 elements: spiro-bis-boraamidinate radicals (20)145 and spiro-bisdiazabutadiene radicals (21). 148 Chivers et al. have generated spiro-bisboraamidinates from their lithium salts by oxidizing them with iodine,145
wheras spiro-bis-diazabutadiene radicals can be synthesized by reacting an anionic gallium N-heterocyclic carbene analogue of diazabutadiene with “GaI”,148a
for example. Other synthetic routes also exist for spiro-bis-diazabutadienes.148

X-ray crystal structures of both spiro-bis-boraamidinates145 and spiro-bisdiazabutadiene radicals have been reported,148 and they reveal that both compounds adopt spirocyclic geometries in the solid state. However, the two diazabutadiene ligands in 21 exhibit distinctly different metrical parameters,148a,c
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whereas the structures of spiro-bis-boraamidinate radicals 20 are fully symmetric. Subsequent EPR and computational studies confirmed that the electronic
structures of these radicals are totally different. In spiro-bis-boraamidinate radicals, the spin density is distributed uniformly over both ligands,145 whereas in
spiro-bis-diazabutadienes the unpaired electron is essentially localized on only
one ligand.148 The differences in the electronic structures of 20 and 21 naturally
originate from the morphologies of their SOMOs. Boraamidinate ligands have
an antisymmetric S-type HOMO, which means that the conditions for spiroconjugation are fulfilled (Figure 11, left).145 In contrast, diazabutadiene ligands have
a symmetric HOMO, which means that the SOMO of spiro-bis-diazabutadienes
would be doubly degenerate (Figure 11, right). Consequently, spiro-bisdiazabutadiene radicals undergo Jahn-Teller distortion and subsequent localization of the spin.145 The structures of 20 and 21 are excellent examples of how
seemingly small changes in the ligand framework can have a drastic effect on
the orbital structure and the distribution of spin density.

4.3 Results and discussion
Although most of the stable neutral spiroconjugated radicals are based on the
phenalenyl framework,143 spiroconjugation is by no means an unique property
of these systems as shown in the previous sections of this chapter. In principle,
any two chelating ligands that both have antisymmetric S-type frontier orbitals
can be used to realize spiroconjugation. However, in order for the ligand to be a
useful building block for neutral spiroconjugated radicals, it should also exhibit
redox non-innocent behavior and be able to effectively delocalize the unpaired
electron over the entire molecular framework.

The monoanionic N,N’-chelating β-diketiminate (NacNac) ligand (22; R1,2,3
= H, alkyl, aryl) is known to form a plethora of coordination complexes with a
range of different metals. 149 However, there are only a very few reports which
describe the redox properties of this ligand framework. 150 This is somewhat
surprising as the ligand has a low-energy antisymmetric S-type LUMO that
could potentially accept electron density and take part in spiroconjugative interactions. From this background, detailed computational and experimental
investigations of the suitability of the NacNac ligand in the synthesis of new
spirocyclic main group radicals were initiated. This represents an attractive objective as the versatility and tunability of this particular ligand framework is
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ideal for the generation of a new family of paramagnetic coordination compounds. The original results of this work were reported in full in research Paper
IV.
4.3.1

Computational analysis of the β-diketiminate ligand as a new building
block for stable main group radicals

In combination with a group 13 element in an oxidation state +III, two NacNac
ligands are expected to give rise to spirocyclic cations which can then be reduced to neutral radicals 23-26. However, cationic 2:1 complexes of the NacNac
ligand with group 13 elements are virtually non-existent, the sole characterized
member being [24d]+, and their redox chemistry is completely uncharted.151
Consequently, due to the scarcity of the experimental data, computational analyses were done for a number of potential candidates (a-k), which offered a way
to select the most promising systems for further synthetic work.

The computational analyses were started by optimizing the geometries of
23-26 at the DFT level. Frequency calculations were performed for all optimized
geometries to confirm the nature of stationary points found. These revealed that
the majority of the investigated systems are stable minima on the potential energy hypersurface, thereby confirming their viability as synthetic targets. However, it was found that the optimized structures of gallium and indium radicals
had lower point groups than their boron and aluminum analogues, indicative
of either incomplete or missing spiroconjugation. Consequently, more detailed
computational analyses were conducted only for derivatives 23 and 24.
The investigation of the frontier MOs of 23 and 24 revealed that their SOMOs exhibit spiroconjugation (Figure 12). Furthermore, the SOMOs were found
to have two nodal planes which bisect and create a node at the middle carbon
atom within both NacNac ligands. This indicates that the -CR3 substituents will
have only an indirect (steric) effect to the properties of spiro-bis-β-diketiminates.
In contrast, both -NR1 and -CR2 atoms make a large contribution to the SOMO,
which means that the electronic properties of the target radicals can be readily
fine-tuned by varying the substituents at these positions. Substituents that delocalize the spin density the most should be favored as this is expected to increase
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the stability of the radicals. In this respect, NacNac ligands with either aryl
groups (c, f and h) or neighboring fused rings (i−k) at R1 and R2 positions appeared the most promising candidates. However, it was found that having too
bulky substituents at these positions prevents conjugative interactions by introducing structural deformations. Therefore, the aluminum derivative 24j was
chosen as the first synthetic target.

Figure 12. The SOMO (left) and spin density (right) of 24j. Color code: orange = α spin density, green = β spin density.

4.3.2

Experimental synthesis and characterization of a paramagnetic aluminum spiro-bis-β-diketiminate

Treatment of the ligand 27152 with 1 equivalent of n-BuLi and 0.5 equivalent of
MeAlCl2 gave the 2:1 complex 28 as an orange powder in 57% yield (Scheme 1).
The methyl group in 28 was easily eliminated by reacting 28 with a stoichiometric amount of either tris(pentafluorophenyl)- or triphenylborane to afford
the salts 29a and 29b as orange powders in good yields. The desired radical 24j
was obtained by treating the salts 29a and 29b with a stoichiometric amount of
decamethylcobaltocene or cobaltocene. During mixing, the initially orange red
solutions of 29 turned intensely dark and evaporation of the solvent yielded
grayish brown solid residues which were analyzed by spectroscopy and computational chemistry.
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Scheme 1. The synthesis of 24j. a) 1 eq. n-BuLi, THF, -78°C, 1h; b) 0.5 eq. MeAlCl2, THF, 40°C, 1h, 45°C, 45 min, 57%; c) 1 eq. B(C6H5)3, CH2Cl2, RT, 2 h, 82 % / 1 eq. B(C6F5)3, CH2Cl2,
RT, 2 h, 60%; d) 1 eq. CoCp*2, CH2Cl2, RT, 24 h / 1 eq. CoCp2, CH2Cl2, RT, 24 h / 1 eq. K,
toluene, RT, 15 min.
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All attempts to crystallize 24j yielded either stacked parallel layers of
plate-like red crystals, which were presumably 24j but unsuitable for X-ray
analysis, or the expected reduction by-product (cobaltocenium salt of trisphenylmethylborate) as yellow crystals. However, EPR studies supported the
identity of 24j and its stability. The X-band EPR spectrum of 24j was recorded
both in toluene and in the solid state, and it shows a broad singlet with a gvalue close to 2.0. Furthermore, the observed EPR signal remained essentially
unchanged even after months of storage of the solid residue in an inert atmosphere. Due to the featureless nature of the measured spectrum, the frontier orbital structure and spin density of 24j were also modeled computationally (Figure 12). The calculations clearly show the presence of spiroconjugation and delocalization of spin density over the entire molecular framework, confirming
that 24j is a ligand-centered radical as desired.
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5

CONCLUSIONS

This dissertation combined three different topics in main group chemistry
which concentrate on inter- and intramolecular interactions, multiconfigurational character and stable spirocyclic radicals. The focus of the first two chapters was on different bonding interactions between and within molecules, and
extensive quantum chemical calculations showed that, for the specific systems
in question, the bonding nature cannot solely be assigned in terms of experimental bond length. The aim of the third chapter was to characterize, both experimentally and theoretically, new spirocyclic radicals based on the βdiketiminate ligand.
Closed shell interactions originate from dynamic electron correlation effects, whose modeling requires the use of sophisticated quantum chemical
methods. In this respect, the pnictogen-based dimers X3Pn···PnX3 (Pn = N-Bi; X
= F-I) and dithallenes RTlTlR (R = H, Me, tBu, Ph) were found to be classical
examples of dispersion-bound systems. In the former case, the examined
Pn···Pn interactions were found to be sufficiently strong to be used in crystal
engineering, whereas in the latter case it was shown that the bonding in the experimentally characterized dithallene can be largely assigned to kinetic stabilization provided by its bulky substituents. In contrast to these findings, the intramolecular weak Ch···Ch interaction in chalcogen dications Ch82+ (Ch = S, Se)
was not found to be dispersion-bound, but the observed bonding results from
the interplay of covalent character and complex, repulsive, dynamic electron
correlation effects.
The analysis of bonding interactions becomes even more complex when
the wave function contains (near) degeneracy effects such as singlet diradical
character. In this case, not only dynamic but also static correlation effects need
to be treated appropriately using high-level multiconfigurational methods. Of
all the systems studied in this dissertation, group 13 dimetallenes REER (E = AlIn; R = H, Me, tBu, Ph) and tetrachalcogen tetranitrides Ch4N4 (Ch = S, Se) fall in
this category. Their multiconfigurational character was found to be closely associated with the key E-E and Ch···Ch interactions that contain an important
singlet diradical component that had not been previously recognized. In addi-
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tion, the results clearly proved that the E-E and Ch···Ch interactions in these
systems are much weaker than conventional double and single bonds, respectively.
Stable neutral radicals can be used as building blocks for novel moleculebased materials with interesting conducting and magnetic properties. However,
the number of stable radical families is currently limited and, for this reason,
the synthesis of new stable neutral radicals is an important research area. Therefore, the last third of this dissertation was devoted to experimental and computational studies of spirocyclic bis-β-diketiminate radicals. The successful synthesis of the first paramagnetic aluminum β-diketiminate complex gave strong evidence that the β-diketiminate ligand framework can support a singly reduced
paramagnetic state and be used to generate a new family of main group radicals.
These findings were fully supported by computational analyses.
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