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IODONIUM POLYIODIDE CRYSTALS
IN THE FRAMEWORK OF PERIODIC CALCULATIONS
WITH LOCALIZED ATOMIC BASIS SETS
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Methodological features of the crystal structure modeling for compounds with three-center
halogen bond formed by two electron donors S—I*—S in polyiodide crystals were considered with-
in the framework of periodic calculations based on localized atomic orbitals. The analysis of ap-
plying the different basis sets, effective core potentials, density functional theory functionals, and
Grimme dispersion corrections revealed their effect on the geometric, electronic and vibrational
properties obtained in calculations. Distribution of S-1 bond lengths in S—I*—S fragment was ana-
lyzed. The effect of hybrid functional was demonstrated in the significant elongation of S-I dis-
tance. The treatment of dispersion interactions via Grimme approach did not significantly influ-
ence obtained results. The calculated vibration modes in medium wavenumber region of charac-
teristic cationic stretching vibrations were validated according to experimental Raman spectra
and were found to be in good agreement for C-N, C-C and C=S stretching vibrations. Small-core
effective potential was shown to be effective for representation of bond lengths in S—I"-S frag-
ment and gave reasonable results for vibrational data for cationic stretching vibrations. Taking in-
to account relativistic effect on the level of basis set led to fine reproducibility of S-1 bond
lengths although in polyiodides of complex structure it should be treated with caution due to
possible incorrect representation of interanionic distances.

Keywords: iodonium salt, three-center halogen bond, periodic DFT calculations, localized
atomic basis set, polyiodide, Raman spectroscopy.

Introduction

lodonium salts are a part of important group of iodine-hypervalent compounds [1] designed mainly
for the purposes of organic synthesis in tasks of performing arylation reactions [2]. As an alternative to
the classical halogen bond, a positively charged iodine atom can be involved in three-center halogen
bond with two electron donors named as a four- electron halogen bond [3]. Due to the large electron
delocalization, the structural fragments with three-center halogen bond are stable. These interactions
have the covalent and electrostatic character simultaneously, nevertheless, for iodonium complexes do-
minates the properties of a halogen bond [4]. Depending on heteroatom binding to iodine atom one can
obtain C-1"-C [5], N-I"-N [6], S-I'=S [7] symmetric and asymmetric derivatives. Beyond practical
preparative aspects the questions of bonding inside such fragments has been considered in the series of
works from different points of view: orbital approach, theoretic electron density descriptors and some
others. Nevertheless this topic is still open for discussions.

Among counter anions forming iodonium salts halide anions play a main role. lodide derivatives
especially polyiodide ones have been recently obtained and studied not only in the direction of synthetic
applications but for antithyroid drugs based on known affinity of iodine derivatives to the thyroid is-
sues [8]. The novel crystalline polyiodides on the stage of their structural characterization are often stu-
died with Raman spectroscopy, as it is a very sensitive instrument to the features of bonding within and
between polyiodide units [9-12]. Thus, the task of assignment experimental Raman data is of high prac-
tical importance. Sometimes it is hardly possible due to multiple vibration bands in low wavenumber
region and lack of reliable literature data about characteristic ranges of target bands. Thus, a combina-
tion of theoretic and experimental Raman spectra can give a clue to the correct solution in such particu-
lar complicated cases. From this point of view, the problem of obtaining Raman data from periodic ab
initio calculation is highly relevant although sometimes not so simple due to the necessity of time-
consuming calculation possible only on the facilities of supercomputer centers.
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Versatile studies of electronic characteristic on the basis of periodic ab initio calculations have been
performed recently for the row of organic polyiodides with N-, S-containing heterocycles [13, 14]. Gas-
phase calculations which are the most widely used for structural characterization of polyiodide and
iodonium salts [15, 16] are not the best choice as ignoring of the effect of crystal surrounding and unde-
restimation of dispersion interactions lead to significant elongation of bond lengths as well as in the
worst case total impossibility to reproduce structural features of polyiodide anion when it is composed
of different subunits located on significant distances from each other. The usage of Density Functional
Theory (DFT) calculations with periodic boundary conditions directly treating the infinite translations in
the crystal phase can significantly improve the quality of obtained theoretic structural data. The choice
of program package for modelling arises from the features of bonding taking place in typical organic
crystals. Electronic features in the iodonium salts formed by organic cation and bound halide anion are
manifested in rather localized distribution of electronic cloud. This fact encloses them to typical molecu-
lar crystals much more than to metal derivatives with delocalized behavior of electrons inside crystal
phase. On the modern stage the treatment of periodicity and crystal symmetry in the framework of tight
binding approximation can be better realized within DFT using localized atomic basis sets as imple-
mented in the CRYSTALZ17 code. The exploitation of Kohn-Sham approach lies in the task of treating
interacting electrons in the static field of atomic nuclei is simplified up to analysis of movement of inde-
pendent electrons in under efficient potential, including static potential of atomic nuclei as well as partial
consideration of exchange interaction and electronic correlation.

The calculations of such complicated many-electron systems is impossible without the usage of
theoretic approximations mainly based on one-electron approach so that each of the electrons in many
electron systems moves in the field of atomic nuclei and effective field of all other electrons. Self-
consistent field procedure is based on the iterative solvation of system of equations with initially chosen
zero-approximation of functions for further formation of density matrix. The cyclic calculation proceeds

until the values of one-electron &j and total energies E of the system do not coincide within the prede-
fined delta values obtained on the previous step. Significant differences in solid state calculations in
comparison to molecular ones on this step lie in the increased and infinite value of electrons in crystal.
This leads to the consideration of crystal under symmetry operators so that all equivalent points of space
should be put into correspondence independently on the absence or presence of atoms in these points.
Thus, summation for the formation of density matrix is taken out for each occupied energy zones and
inside them for each wave vector values inside Brilloiun zone. The complexity of this procedure is due
to the necessity of summation on each step of self-consistent iteration over Brilloium zone. The practical
usage of this task is realized using Pack-Monkhorst scaling scheme consisting of predefined net of
points so that each of three vectors in the reverse cell is divided into equivalent intervals.

Localized atomic basis sets bases on Gauss-type orbitals allow reasonable treatment of both valence
and core regions [17], although overall number of shells stays small-scale. Such approach is beneficial
for the calculation of vibrational characteristics, [18], especially Raman ones including the high compu-
tationally demand calculation of intensity, modelling of powder and polarized spectra, consideration of
experimental conditions on the level of empirical correction to temperature and laser excitation wave-
length [19].

The question of relativistic effects becomes significant for heavy elements, including halogens, such
as bromine and iodine. In the present study we perform an attempt to take them into account on the level
of chosen basis sets from two basic approaches: one will include Douglas-Kroll-Hess methodology [20,
21] and the other will de due to the usage of relativistic effective core potential (ECP). It has been shown
in the work [22], that relativistic effects are mainly manifested in the behavior of valence 1s and 2p or-
bitals. It has been demonstrated in the work [23] that the obtaining of high-quality results in calculated
electron density with ECP is possible if we use small-core potentials. Thus, a combination of these two
approaches will be tested in this work.

Practical works devoted to improve the reproducibility of experimental Raman data in the calcu-
lated spectra have been recently reported for the row of polyiodides with organic heterocyclic cations of
different structure and composition [9-12]. Now these observations are scaled for the tasks of simulta-
neous treatment of both polyiodide anions and iodonium S—1"-S fragments in the present study. Thus, a
computational task of this work was to examine a combination of basis sets and DFT functionals in or-
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der to better reproduce structural, electronic and vibrational parameters of crystal structures included S—
I"”-S fragments and polyiodide anions.

Calculations

Periodic quantum chemical calculations were performed using the CRYSTALL7 program [24] with
different functionals and basis sets in order to better reproduce geometric, electronic and vibrational
properties of the studied objects with S—1"-S fragment in the molecular structure. Localization of the
equilibrium geometry of the crystal structure was carried with fixed unit cell parameters so that the re-
sults to be closer to experimental diffraction data initially chosen as starting point. K-point sampling was
done using a Monkhorst-Pack grid of 8 x 8 x 8. The calculations were performed on the TORNADO
LSM supercomputer of South Ural State University.

Test of functionals and basis sets included standard B3LYP and PBEO choice as well as the upgrade
due to the treatment of dispersion interactions according to the scheme suggested by Grimme [25, 26].
The test of basis set included variants of the best available basis sets for iodine atoms: fully electronic
DZVP basis, DZP-DKH implementing Douglas-Kroll-Hess scheme for relativistic effect [27] and fully
relativistic small-core multielectron pseudopotential ECP mdf28 combined with VDZ basis for valence
electrons, designed by University of Stuttgart [28]. The basis set choice for C, H, N, S, atoms was made
according to CRYSTALL7 site where the TZVP basis set designed by Peintinger [29]. Theoretic Raman
active modes and their intensities have been computed in couple-perturbed Kohn-Sham approach with
B3LYP/TZVP, DZVP and PBEO-D3/ECP mdf28-VDZ levels of theory in order to interpret experimen-
tal spectra and assign multiple low-wavenumber bands. Hessian matrix calculation was extremely time-
consuming due to large size of crystallographic cell consisting of 42 atoms in the symmetrically inde-
pendent part of the cell. The calculation of three displacements of each atoms in three directions took
approximately 20 hours on 10 nodes in parallel, so that overall calculations take more than a month for
each level of theory.

Results and Discussion

Analysis of CSD ver. 2020.1 [30] in order to find structures with similar S—I"-S fragment resulted
in 9 examples of independent crystal structures (no disorder, only organic), the summary of their struc-
tural parameters is presented in Table 1 and Fig. 1. S-I'-S fragment can be either noncentrosymmetric
with different S—1 bond lengths depending on S-derived fragments and the crystal structure surrounding
or centrosymmetric with equal S—I distances.

Table 1
Structural parameters in S—I'=S fragment in considered crystal structures

Ne Organic cation compound S(lgq;thb%nd : l_eSn(ét)hb(X]d Anion type | Reference
Benzimidazole-2-thione-di-iodine 2.597 _

1 bis(benzimidazole-2-thio)iodonium 2.670 2.702 l3 [8]

2 Bis(N-Methylbenzo-thiazole-2- 2.601 2.634 Is...1, [31]
thio)iodonium 2.592 2.624 Is...I [32]
Bis(5-trifluoromethyl-pyridinium- )

3 | 2-thio)iodonium triiodide 2.597 2.691 I [33]

4 | Bis(thiourea)iodine iodide 2.629 2.629 I [34]

5 Bis(1,3-Dimethyl-2-thiourea- 2.602 2.654 21 [35]
S)iodonium tri-iodide 2.623 2.635 3

6 | 2-Imidazolidinethione 2.628 2.630 I [36]

7 5-Methyl-1,3,4-thiadiazole-2(3H)- 2.623 2.638 ls [7]
thione iodonium pentaiodide 2.624 2.645 ls [37]

8 Bls(t_hla_zol|ne-2-th|0ne)-|odon|um 2 654 2 654 L, [38]
polyiodide
4-Phenyl-5H-1,2,3-dithiazole-5- _

9 thione polyiodide 2.629 2.631 I5...I [39]
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Fig. 1. Cations formed by tree-center halogen bonds whith iodonium atom

The structure of bis(1,3-Dimethyl-2-thiourea-S)iodonium tri-iodide 5 exhibits in its composition two S—1"-S
fragments with different bond lengths. Crystal structure of (benzimidazole-2-thione-di-iodine) (bis(benzimidazole-
2-thio)iodonium) 1 represents an interesting example of simultaneous existence in one crystal structure of two limit
cases of bonding: S—I"—I and S—I"=S. The distribution of S—I bond lengths in the structures from Table 1 is pre-
sented in Fig. 2, where blue columns correspond to the shortest bond length, while the red ones — to the longer
ones between two neighboring bonds in S—1"-S fragment.

7

Number

. ' - S(1)-T'
| // / s
2.60 2.61 2.64 2.66 2.68 2.70

Bond length, A

Fig. 2. Distribution of S-I bond lengths
in S-I'=S fragments selected for analysis

The close attention to the modelling of S—I"-S fragment originates from the iodonium salt based on dithiazole
derivative 9, fragment of its structure is presented in Fig. 1. The crystal struture 9 demonstrates typical values of
S—I bond length in almost symmetrical S-1"-S fragment: 2.629 and 2.631 A according to Fig. 2. Multiple polyi-
odide subunits as well as S—1"-S fragment altogether made this structure a tricky task for theoretical approach. The
results of performed calculations for the structures 4, 8 and 9 are summarized in Table 2. Note that the Table 2
illustrates the results of varying basis sets for iodine atoms and invariable TZVP basis set for the rest C, N, S, H
atoms. It can be seen that B3LYP choice leads to the largest elongation of S—I bond in 9, the change to PBEO with
the same DZVP set gives more reasonable results. Although the test cases reveal good agreement with experiment
(A=+0.011 A for 4 and 0.009 A for 8), still for 9 this approximation leads to increase of asymmetry between two
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S—1 bonds in S—1"—S fragment (difference between two bond length is 0.028 A instead of 0.002 A in experiment)
and addition of Grimme dispersion correction for better treatment of noncovalent interactions does not improve the
data. The shift to DKH scheme or the usage of relativistic ECP potential both lead to significant improvement:
A =0.01 A for shorter S—I bond and 0.012 A for longer one, the difference between them is ideally consistent with
the experiment.

Table 2
DFT functionals and atomic localized basis sets influence the S-I bond lengths in crystals with S-1"-S fragment
Object / Level of theory S—I lengths (A) before optimization | S—I lengths (A) after optimization
4 /B3LYP, DZVP (1) 2.678
4/ PBEO, DZVP (1) 2.639
4 /[ PBEO-D3, DZVP (1) 2.629 2.640
4 / PBEO-D3, DZP-DKH (1) 2.634
4 [/ PBEO-D3, 28mdf-vdz (1) 2.627
8/ PBEO-D3, DZVP (1) 2.654 2.663
9 /B3LYP, DZVP (I) 2.684 2.715
9/PBEO, DZVP (1) 2.639 2.667
9/ PBEO-D3, DZVP (1) 2.629 2.631 2.640 2.667
9/ PBEO-D3, DZP-DKH (1) 2.639 2.643
9/ PBEO-D3, 28mdf-vdz (I) 2.640 2.643

Another point of consideration for the choice of theoretic approximation is the reproducibility of bond length
and intermolecular distances in the anionic part of the cell. As an example the structure 9 has been chosen due to
the diversity of I...I and I...S noncovalent interactions in its structure. Their correct treatment in theory can be
extremely essential for the obtaining of fine spectral characteristics. Thus, from the point of correct anion treatment
PBE0-D3 DZVP-DKH is not the best choice. It is because of such basis set integrates both 15~ and I, in one discrete
anion by significantly decreasing the distance between terminal atoms in triiodide anion and diiodine molecule
(-0.27 A) and increasing the length of covalent bond in another diiodine molecule (+0.61 A) located on the other
side of the triiodide anion.

Calculated vibrational properties of the studied compound 9 should be validated with respect to experiment
in medium wavenumber region below 1700 cm™' typical for the vibrations of heterocyclic dithiazolium cation
(Table 3).

Table 3
Experimental bands [39] and calculated Raman active modes of 9 and their assignment,
bold corresponds to the bands of high intensity
Calculations, e, CM |
. ] PBEO-D3, Assignment of experimental bands
Experiment, we.p, CM B3LYP/TZVP, TZVP, ’ and calculart)ed modes
DzZVvP
mdf28vdz
480 467 483 Stretching, v S-S
603, 617 610 618 In-plane bending of dithiazole ring

647 666 669 In-plane bending of benzene ring
861 881 854 Stretching, v N-S, v C-S
1024 1030 1026 d benzene ring + 6 C—H
1040 1053 1036 bending of benzene + dithiazole ring
1123 1156 1177 Stretching, v C—C, v C=S
1268 1299 1319 Stretching, v C-C

It is worth noting, that in consistence with geometrical characteristics presented in the table 2 and 3 the repro-
ducibility of spectral characteristics of polyiodide anion part is better using B3LYP/DZVP, TZVP model, while the
positions of bending vibrations in the region 200-1000 cm * is better reproduced by PBEOD3 level of theory with
small-core fully relativistic ECP mdf28. The reproducibility of characteristic bands in both cases was reasonable,
the calculated bands of stretching C—C and C=S vibrations were overestimated for average 30 cm™ for B3LYP and
50 cm* for PBE-D3 mdf28vdz which is consistent with precomputed scaling factors for standard functionals: for
example, the scaling factor 0.965 for the B3LYP/TZVP combination of basis set and functional.
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Conclusions

In this research, we have studied the methodological questions of theoretic treatment of iodonium
salts with S—I"-S fragment coexisting with polyiodide anion. As a result of the study, the following ge-
neralizations can be formulated: low-wavenumber region of Raman active vibrations is better described
with PBEO-D3 ECP mdf28 approximation, geometric characteristic of S—1'-S fragment are adequately
described by PBE0-D3 with DZVP and DZP-DKH. Nevertheless, DZP-DKH basis set in combination
with PBEO-D3 completely disturbs inter- and intra-anion distances in 4-Phenyl-5H-1,2,3-dithiazole-5-
thione polyiodide, so it should be used with caution to model anions with complex structures consisting
of several polyiodide units. Grimme dispersion D3 correction does not significantly influence on the
bond lengths within S—I"-S fragment although it drastically changes the lengths between triiodide and
diiodine subunits. The main challenges for all tested basis sets were the lengths of bound diiodine mole-
cule, which in all the cases were significantly elongated: +0.034 A in the best case for mdf28-vdz.
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KPUCTAIIIbl MOOOHUEBBLIX NONIMMOANOO0B
B PAMKAX NEPMOOUYECKUX PACYETOB
C NOKAINMN30BAHHbIMA ATOMHbIMU BA3SUCHBIMU HABOPAMU

n.4. Bwuna, E.B. Bapmawesuy
HOxHo-Ypanbckuli 2ocydapcmeeHHbIl yHugepcumem, 2. HensbuHck, Poccus

MeTtononornieckne 0COOEHHOCTH MOJAEIMPOBAHUS KPUCTAITNYECKOW CTPYKTYPHI COSANHE-
HHUIA C TPEXIIEHTPOBOI raIOTeHHOH CBA3BI0 S—I'—S, 06pa3oBaHHOI ABYMS JOHOPAMHM SIEKTPOHOB
B KpHCTAIaX TOJHHOIWAOB PAacCCMAaTPUBAJINCh B paMKaX MEPHOJUYECKHX KBAHTOBO-
MEXaHHYECKHX PacueTOB HAa OCHOBE JIOKAJM30BAHHBIX aTOMHBIX OpOHTanel. AHaIN3 mpHUMeEHe-
HUS Pa3TUYHBIX 0a3MCHBIX HAOOPOB, 3((EKTHBHBIX OCTOBHBIX HNOTEHIHANOB, (YHKIMOHAIOB B
TeopuH (PYHKIFOHAJA MJIOTHOCTH W AMCIEPCHOHHBIX MONPaBOK 1Mo ['puMMe BBISIBHII 0COOEHHO-
CTH BIIMSIHUSL BBIOOpAa METOJia Ha T€OMETpPHYECKHe, JIEKTPOHHBIC W KoyleOaTelbHbIE CBOMCTBA,
MOJyYeHHBIE B pacyerax. DPQEKT BIUSHUSA TMOPHIHOrO (DYyHKIMOHAJIA MPOSBISUICS B 3HAYHU-
TEJIFHOM YIUIMHEHUH CBsI3M S—|. YueT aucrnepcuoHHbBIX B3aMMOJEHCTBUI Ha ypOBHE AMITUpUYE-
cKkoil nonpaBsku 'puMMe CyLIECTBEHHO HE BIMAI HA KaueCTBO MOJIY4aeMBbIX AaHHBIX. Paccumnrtan-
HBIE MOJIBI KOJIEOaHUI B 00JIACTH CPEAHUX BOJHOBBIX YMCEJ XaPaKTEPHBIX KATHOHHBIX BAJICHT-
HBIX KOJe0aHuil MpOBEpPEHBl HA COOTBETCTBUE C DKCIEPHMEHTAIBHBIMH CIIEKTpaMHU KOMOWHAIU-
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RwuHa N.4., Bapmaweesuy E.B. Kpucmannsi uodoHueebix nonuuodudoe
8 pamMKax nepuoduyecKux pac4yémoa...

OHHOTO paccesHHs, IOKa3aHO XOPOLIee COOTBETCTBHE, B TOM YHCJIC IS BaJCHTHBIX KOJIEOaHUIT
C-N, C-C u C=S. ManoocTOBHBII MMOTEHINAJ IPOJEMOHCTPUPOBAII XOPOIINE PE3yNbTaThl B
BOCTIPOU3BEICHUHN JTHH cBsseil B S—1'—S dparMenTe u koe6aTenbHBIX XapaKTEPUCTHK B 00Iac-
TH BaJICHTHBIX KOJIeOaHWI B KaTHOHE. YUeT PeIATUBUCTCKHUX 3(PQPEKTOB Ha ypOBHE 0a3HCHOTO
Habopa MO3BOJIMII BOCIPOM3BECTH UIMHBI S—| CBs3eil B Kpucramie, 0IHAKO MPUMEHEHHE 3TOTO
PacUeTHOTO NPHOIIIDKSHUS AT HOJIMHOJUIOB CIIOXKHOTO CTPOCHHUS JOJDKHO TIPOM3BOIUTBCS C OC-
TOPOKHOCTBIO M3-32 BO3MOKHOTO MCKa)XEHHSI PACCTOSHUN MEXKIy IMOJMHOIUIHBIME CYOBEIMHNI-
aMu.

Kniouesvie cnosa: iio0onuesvie conu, mpexyeHmposas eaio2eHo8ds C6a3b, NepuooutecKue
DFT-pacuemul, nokanuszosannviii amomuvlii. O0A3UCHbIL HAOOP, NOAUUOOUO, CHEKMPOCKONUS
KOMOUHAYUOHHO20 PACCEAHUS.
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