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Table S1. Intramolecular Te---O distances in 1,2—alkoxy cyclic tellurium trihalides.
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Scheme S1. Elongation of the Te---O distance in a row Cs > C7> Cs. Notice the slight variation in the angles around the C-
C bond and significant increase of the Te-C-C-O torsion changes as we move from the six- to eight-member ring. This is
typical for cycloalkanes since the increase of the chain length facilitates the torsion.



Figure S1. The energy framework of 2. (a) Electrostatic component is represented by a red cylinder
(cut-off 30 kJ/mol); dispersion by a green cylinder (cut-off 35 kJ/mol). (b) Total intermolecular
(blue cylinder, 30 kJ/moll cut-off).



Figure S2. The energy framework of 5a. Electrostatic component is represented by red cylinder (cut-off 43 kJ/mol); dis-
persion by green cylinder (cut-off 25 kJ/mol). (b) Total intermolecular (blue cylinder, 24 kJ/moll cut-off).



Figure S3. The energy framework of 5b. (a-b) Electrostatic component is represented by red cylinder (cut-off 32 kJ/mol);
(b) dispersion by green cylinder (cut-off 32 kJ/mol). (c) total intermolecular (blue cylinder, 20 k]/moll cut-off).
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Figure S4. The energy framework of 8. Electrostatic component is represented by red cylinder (cut-off 38 k]J/mol); disper-
sion by green cylinder (cut-off 20 k]/mol). (b) Total intermolecular (blue cylinder, 30 kJ/moll cut-off).



Table S2. Interaction Energies (kJ/mol) ) for the 5 A cluster of 2 (see Fig. S5).

R is the distance between molecular centroids (mean atomic position) in A.

CE-B3LYP DGDZVP DLPNO-CCSD(T)/

Symop R Eee E pol Edis E rep E tot PBE0/def2-TZVP deQ—TZVP( )
[ x+12, -y+12, 2 724 225 -55  -549 527  -431 -46.8 -33.8
-X, <Y, -Z 848 229 -64 -50.8 438 -46.0 -46.7 -36.5
-X, y+1/2, -z+1/2 1331 1.2 -0.2 -2.3 0.0 -0.9 -1.7 -1.2
-x+1/2, y+1/2, z 1044 6.7 -09  -113 128 9.7 -10.5 -7.8
-x+1/2, y+1/2, z 9.01 -227 -0.8 -80 570 3.6 -11.3 -5.6
-X, <Y, -Z 6.79 224 28 -443 428 -37.9 -40.7 -30.0
X, -y+1/2, z+1/2 858 -287 -19 -38.6 553 -31.3 -343 -23.0
x+1/2,y, -z+1/2 8.83 -3.5 -1.1  -103 82 -8.3 -10.1 -7.1

Total energies are the sum of the four energy components, scaled appropriately [4].

Scale factors:
k ele k_pol k_disp k rep
1.057 0.740 0.871 0.618

Figure S5. Intermolecular interactions in 5 A cluster of 2 . Energies are given in kJ/mol (CE-B3LYP DGDZVP, see Table
S2).

Please see our paper in Zeitschrift fiir Kristallographie - Crystalline Materials (2020) [5]
for more details on evaluation of Crystal Explorer BALYP-DGDZVP data with DLPNO-
CCSD(T)/def2-TZVP.
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