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As has recently been d.monstr.ted'B2 sulflner in contrast 

to 8ulfene8, are atable enough to be isolated. Thusfar, the 

only rey in uhiih aulfinea have beon syntheaiaed ia br 

elimination of hydrogen obloride from sulfinyl chloride8 

bearing an a-hydrogen atom, e.g. 9_fluorerylau%fimyl chloride' 

and (2-methoq-I-napht~l)metbylaulfinjl chloride.' 

Hitherto oxidation of thioketones did not seem an at- 

tractive method for the preparation of sulfinea, although 

olbdation of thioamides, thioureas, thiourethanes and tri- 

thiocarbonates leads to ths formation of the corresponding 

S-oxidea.3 However, in several cases o+dation.of thioketones 

* Sheppard and Diekmann' suggested the name sulfines for 
thioketone-S-oxides, the latter being first used by Stratlng 
et al. 2 Por the sake of sitiplicity and uniformity we adopt 
the name sulPines, since thioketone-S-otides aa well aa 
thioaldebyde-S-oxides are covered by this nam. 
1. #.A. Sheppard eusl J. Diekmam, J.&.Cher.Soa., g, 1891 

(1964). 

2 J.Strating, L. Thije and B. Zwanenburg, Bec.Trav.Chim., 
3, 631 (19W). - 

3 W. Walter et al., a., 681, 55 and 64 (1965) and refer- 
ences given herein. 
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for the preparstiokl of 8ulfines, 

oxid8tlon to the corresponding 

In this p8p8r wa r18h to report tha proparstion of t&s 

sulflns8 I, II UX¶ III in 8urprisingQ high yields by 

oridation of the correspon+.Ing thioketones. 

1 tm> 11 (WI III (83%) 

Upon treatment of thlofluorenone and xanthiom in rthor 

or m~tWlene chloride solution rlth one squirslant of per- 

phthalic aold st ambient temperate the colour of the 

thioketones disappeared almost inst8ntaneousl~. Tha solvent 

was removed snd from the residue the sulfine was l xtrsoted 

with chlorofolr. Minor impurities wra removed by either 

chromatogrqhy over silica or by crystillisatioa from 

benzene-petroleum ether b.p. 60-80.. Thiaxanthlone re- 

quired slightly more (15$) than one equivalent of the per- 

acid to remove the dark oolour of the thioketone. 

The sulflnes I, II and III were obtained as beautiful 

orange-red needlse which slowly deteriorate st room tem- 

peratnro. 

The product I ws Identical rith the sulflne prep-d' 

by elimination of hydrogen chloride from 9-fluorenyl- 

sulfinyl chloride5 by means of triothyl arine. The product 

~88 further chsracterieed through the I:? adduct' with 

' E. Camptigae, Chem.Bev., a, 1 (19%). 
5 Prepared according to the route described in ref. 2. 
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The new 8ulfine8 II aPd III rhorod Corr.Ct l lowntal W- 

1~8.8 and aoloculu: night8 (dotorsinod ouometrlcally in 

benomne 8olution). Evidence for the thioketone-8-oxide 

structure of II was found in the ch8racteri8tia infrared 

l b8orption8 IV2 at 1068 8nd 1128 cm-' md th8 N In its 

ultraviolet 8gwAzuB Is2 (in cyclohoum,) at 410 m (log c 

4.02). The atructuro of III requirea 8omerh8t more atten- 

tion in view of the two poaeible site8 of oddation in 

thiaxanthione. The infrared 8pectrum of III 8homdthe 

typical absorption8 In2 of the C-S-0 moiety at 1078 and 
-1 1093 c* . The ultraviolet spectrum in c~clohexane ha8 a 

maxim~m’*~ at 420 qr (log t 3.85). Upon treatment of III 

with ethanol and a trace of cam. 8ulfuric acid evolution 

of hydrogen sulfide 6 ua8 obeerved and thiarrurthione 888 

i8olatOd in 81% yield (identical with authentic sample: 

Infrared spectrum and mixed n.p.>. The latt8r reaction 

establishes the site of oxidation unubigou8~. 

At present we are investigating other thicketones to 

explore the scope of this simple preparation of 8UlfinOS. 

' cf. ref. 2. 


