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Figure Captions

[bookmark: _Hlk199673604]Fig. S1. UV-Vis absorption spectra of chromatographic fractions of thermolysis products of complexes 1 at 140 C, τ = 1 h (a), 3 at 140 C, τ = 4 h (b), 4 at 100 C, τ = 4 h (c).
Fig. S2. DTA/TG results of [H(dmso)2]2[OsХ6], where Х = Cl, Br: DTA and Temperature curves vs. time (a); temperature dependences of TG curves (b).
Fig. S3. DTA/TG results of [H(dmso)2][OsХ5(dmso)], where Х = Cl, Br: time dependences of DTA and Temperature curves (a); TG curves vs. time (b).
Fig. S4. X-ray diffraction patterns of [OsCl4(dms)2]: experimental diffraction pattern of [OsCl4(dms)2] powder (1); simulated for a single crystal with space group Pbca (2) and space group P21/n (3).
Fig. S5. The staggered and eclipsed conformers of molecules 5 and 6 according to DFT calculations. The relative energies of the conformers (kJ/mol) are given in brackets.
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[bookmark: _Hlk201871234]Fig. S1. UV-vis absorption spectra of chromatographic fractions of thermolysis products of complexes 1 at 140 C, τ = 1 h (a), 3 at 140 C, τ = 4 h (b), 4 at 100 C, τ = 4 h (c).
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[bookmark: _Hlk201871252]Fig. S2. DTA/TG results of [H(dmso)2]2[OsХ6], where Х = Cl, Br: DTA and Temperature curves vs. time (a); temperature dependences of TG curves (b).
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Fig. S3. DTA/TG results of [H(dmso)2][OsХ5(dmso)], where Х = Cl, Br: time dependences of DTA and Temperature curves (a); TG curves vs. time (b).
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[bookmark: _Hlk201871279]Fig. S4. X-ray diffraction patterns of [OsCl4(dms)2]: experimental diffraction pattern of [OsCl4(dms)2] powder (1); simulated for a single crystal with space group Pbca (2) and space group P21/n (3).


Quantum-chemical calculations

The electronic structure of the molecules was calculated by the density functional theory (DFT) method using the hybrid functional B3LYP and the basis set def2-SV(P). Full optimization of the geometry of the calculated molecules was carried out. All calculations were performed using the Firefly 8.20 software package.
[A. A. Granovsky, Firefly version 8.20. http://classic.chem.msu.su/gran/firefly/index.html]
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[bookmark: _GoBack]Fig. S5. The staggered and eclipsed conformers of molecules 5 and 6 according to DFT calculations. The relative energies of the conformers (kJ/mol) are given in brackets.
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