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A recent paper of Qomppar and Ruohner (1) on thi raaotlon 

or dlalkyl l ulphoxidea with barblturio l oida, 2-hydroxy-l,b- 

napbthoquinona and mathylano-biaphanjlaulphone ha8 prompted 

the publloation or oloaaly relafad rindinga on the rwatloa 

of l ulphoxidea I and II with other olaaaaa of aotiva rwthjlano 

ooapounda leading similarly to atable l ulphur-ylldea III and 

IV (2,3). 

CH3. 

R’ 
so + cIgx -3 o=3-.fp 

Y Ft’ ‘P 
CH3%O*J 

R’ 
I (R = CH3) III (R=CB3) V 

II (R = Ph) IV (R-Ph) 

The aubatltuanta X and Y ara kato, eater or nitrile 

&‘OUpJ and the reaction ia affaatad by either (A) hertlrrg the 

roaotion oaapononta in l oetio l nkqdrlde aolutlon undar railux 

for 20 hr. or (8) treating a trlothylamino solution or both 
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TABLBls Yield8 and Propartier of Stable Sulphw-Yllder ' 

gubatltuentr Method Yllde III Ylide IV 
Of 

X P Conden- Ylrld Kp. IRbl 
b 

ration - $ om. IR-1 om. 

Ao BE 

Cyulohexans- 
1,3-dlone 

Dbedonr 

A0 CooEli 

CR cOogt 

CR C:B 

A0 5.0 

Eld 13 

A 40 

A nil 

A 24 

A 7.0 

A 2.0 

Br 4 
Br 11 

168 

109 

172 

64 

131 

99h 

1570 44 140 
12 

1572 27 138' 

20 124 

1539 27 138 

1668 
1548 

21 60 

2160 nil - 
1625 

11 011 

2200 15 77h 

1582 

1590 
1567 

1565 

1572 

1665 
1595 

%d 

2190 

With rxcsptlon ot tha lndloetad onen, all rulphur-ylldea in 
thin Table are nau. They gave oorreot CJ-analraer. 

IJnleew otharwlae rtatod, V~YO number8 of ohezaoterlrtically 
rhlftnd oarbonyl and/or oyano group abrorptlona (Rujol) nre 
given.. 

In the method A, a mixture of I (or II), CH2XY and aoetlo 
anhJdrlde (lrl,jO mole ratio) uaa heated under reflux for 
20 hr,, treated with dll. aq. alkali and extracted with 
ohlorof arm. 

A mlxtura of tim roaotantr (12 mmolea each) uaa dlasolood in 
20 ml. of triathylamine and 3 g. of phoaphorulr pentoxide was 
added and, the whole mlxtun wan heated at 100° for 5 hr. 

The yeaction mixture was vlgoroualp atlrred at room temperature 
for 24 hr. At higher temper8ture only black tar w&a produced. 

IR vaa taken with a liquid film. 
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reactant8 with phosphorur pentoxido. 3310 ra8peatlv~ rulphur- 

yllde8 were obtained a8 rtabls oryrtallln8 rolldr, whloh showed 

aharactetrl8tlo frequenclor of oarbonyl or opano &roup rhift8d 

cr. 100 om.'l to lower wave number region. The88 rosultr are 

pr88ented in Tab18 1. Obviou8ly the two method8 A and B are 

oomplementary and the yield8 rooorded do not neoerrarily repro- 

sent those under optimum condltionr. 

In the precrsnce of ncotlo anhydride (method A) the prlnol- 

pal aide reaation 18 the fOrMtiOn Of thic+rT a8 thir br beon 

flr8t ob8erved by Pulmnerer (4). &ZIOther related reaOtiOn 18 

the hlghiy rslectlva oxidation Of alooholr by mean8 of a mixture 

of dlmothyl rulphoxlde and aoetic anhydride (5). The m8Ohani88U 

of the80 two raaotionr point to the initial formation of aaetoxy- 

8UlphOniUItI cation V. The prerrntly observed rulphur-yllde 

formation alro would pre8Umably proceed vi8 the l tt8Ok of V on - 

the aotlva methylsno oompound8 or the reapactive o8rbanlom 

followed by the 1088 of ac8tio acid. 

Attempted aondsnration of diphenyl rulphoxlde did not 

produce any appreolable amount8 of sulphur-ylidsr. Accid- 

catalyzed raaatlon of dlmethyl rulphoxlda and aotlve methylene 

compound8 in the presence of dlayclohexflcarbodlimide (6) alro 

failed to oaaur in the expected wag' (7). 

Aoknowledgement. The author8 are grateful to Profersor K. 

Sfsido for help and encouragement. 
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