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THIAPYRYLIUM cation (I} was first prepared by R. Pettit through

expansion of the thiophen ring1 and successively by A. Luttringhaus

and M, Engelhard starting from ?-thia-3-cyclaexen-5-cl.2
1=Thianaphtalenium cation {I1)} was prepsred by several authors

3,4 and in one step synthesis

©

I 11

starting from 1-thiachroman-4-one,

from thiophenol and propargylaldehyde.

We have obtained the cation {I) through two new synthetic routes.

1-Thia-y-pyran (II7) was converted to thiapyrylium chloride

with FCIS in CCl4 at room temperature.
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This method is similar to that employed for the preparestion of
tropylium chloride from tropilidene and PClS.5 The i-thia-~ y -
pyran has been recently synthetized7 and its conversion to thia-
pyrylium chloride occurs with high yelds ( DSC%). The chlorine
ion wes easily substituted with ClCa- e 17 by treating an acurous
solution of the thiapyrylium chloride with HC10, (70:32) and HI
(d=1,7C) respectively. The ultraviolet spectrum of thiapyrylium
perchlorate in water (containing 1% HC1G,) shows two maxima &t 245
and 284 mp, in agreement with the data reported in the literature}
Thiepyrylium iodide, orange-red needles, melts at 20¢°C (dec.), as

described' by R. Pettit.

1-Thia~ ¥ -pyran (1v)® was reduced with AlHy to the slcohol (V)
and the latter, by treatment with HC1T, or Hl was converted to

thiapyrylium perchlorate or iodide respectively.
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Ty analocy with the latter method i-%hiananhtalenium perchlor--
o
te has teen prepared by 414, reductian of -thiachkramone (VI)” to

the alcchol (VII) followed Ly trratment with HEC1C, .
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1=Thianaphtalenium perchlerate is identiral with the compound
descrih?da by #., Luttringhsus and M. Tngelhard: yellow crystals,
m.p. 227°C; the ultraviolet epectrum in CH3:CEH solution (contai-

ning 1% HC1C,) shows abteorption maxima at 25F, 335 and 3€5 mp.

7 F. Mantanari and A. %ecrini, 3icerea Seci. 27, 3055 {(1857).



