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Figure 2. FTIR spectra of pyrolysis products of 1,2,3-TDA and HCI in solid Ar.
(a): HCI/Ar;  (b): pyrolysis (873 K) products/Ar;  (c): pyrolysis products/Ar + HCI/Ar deposited at 20 K,

(d): pyrolysis products/Ar + HCI/Ar deposited at 25 K.
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Figure 3. Optimized geometries of H,C=C=S-HClcomplex at B3LYP/aug-cc-pVTZ level.
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AE = {Ey(complex) + ZPE compiex)} — {Eqanc=c=s) + ZPEm,c=c=s) + Egmcy + ZPEwmcn}

Table Calculated and experimental (in Ar) frequencies (cm™") of H,C=C=S—-HX complexes.

Calculated (B3LYP/aug-cc-pVTZ) Experimental (in Ar)
Mode H,C=C=S-HCI (C)® H,C=C=S-HCI(S)” Monomer H,C=C=S-HCl H,C=C=S-HBr  Monomer Assignment®
Veomplex AV Veomplex ____AV” Vinonomer___ Veomplex AV Veomplex ____AV” Vinonomer

vi 31356 -5.8 3139.7 -1.7 3141.4 3008.3 -3.9 3007.6 4.6 30122 CH,sym str
v, 27595  —1822 27473 1944 2941.7 27404 1304 - - 2870.8  H—Cl str (S)
2708.3  -162.5 - - H-Cl str (C)

- - 24333 —124.1 2557.4  H-Brstr (S)

- - 23733 —184.1 H-Br str (C)

v;  1801.1 -13.5 1820.4 +5.8 1814.7 1763.2 +9.2 1760.6 +6.6 17540  C=Cstr (S)

1749.0 -5.0 1746.7 -7.3 C=C str (C)

v, 13812 +2.4 1375.9 29 1378.8 1328.7 +4.7 1328.4 +4.4 1324.0  CH, sciss

Vs 731.4 +8.7 747.1 +24.5 722.7 712.0 +21.1 711.2 +20.3 690.9  CH, wag (C)
710.7 +19.8 709.7 +18.8 CH, wag (S)

9 (C) : C-coordinated, (S) : S-coordinated.
2 Av = Vcomplcx ~ Vmonomer-



