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ABSTRACT - The s y n t h e s i s  o f  t h e  t l t l e  compounds ( g  and 3) i s  

desc r ibed .  The s t r u c t u r e  o f  2 h a s  been c l a r l f z e d  by 

X-ray c r y s t a l l o g r a p h y .  

Almost a l l  mesoionic compounds - whether t h e y  conta in  f i v e - 3  o r  six-membered 4 , 5  

h e t e r o c y c l i c  r i n g s  - c a r r y a  carbanion s t a b i l l z i n g  g r o u p o f t h e  t y p e  C = X  (X mainly 

0 ,  S ,  o r  N - ) .  It i s o f  s p e c i a l  i n t e r e s t t o k n o w  whether such moiety can be r e p l a c e d  

by ano the r  f ragment ,  e.g. a s u l f o n y l  group. We now s u c c e e d e d i n p r e p a r i n g  compounds 
6 

of this type ( g . 1 )  . 

Treatment of t h e  a c t i v a t e d 8  pyrazo les  w i t h  an equlmolar q u a n t i t y  of ch lo ro -  

s u l f o n y l  i s o c y a n a t e  ( C S I ) ~  i n  a c e t o n i t r i l e  a t  OOC under d r y  n ~ t r o g e n  wi th  subse-  

quent  heating t o  e x a c t l y  60•‹c f o r  one hour ,  removal o f  t h e  s o l v e n t  under reduced 

p r e s s u r e ,  and r e c r y s t a l l ~ z a t i o n  from a c e t o n i t r i l e  y ~ e l d s  @ and 2, r e s p e c t i v e l y .  



CSI 

2a:  84 % y i e l d ,  c o l o r l e s s  p l a t e s  wi th  mp 223-225Oc dec .  - IR(KBr) : 1177, 1359, 1743 - 
( w ) ,  1789 (3, s h ) ,  1802 cm-I . - 'H-NMR(cDC~ ) : d = 2.64 s ,  4-CH 1,  2.70 (s, 

3 3 
6-CH ) ,  6.40 ppm ( s ,  5-HI. - MS (70eV) : m/e = 201 ( M + ,  8961, 95 (M'-SO~NCO', 100%). 

3  
2b: 9 1 N y i e l d ,  c o l o r l e s s p r i s m s w i t h  mp 1 5 0 ~ ~  dec. - IR(KBr):  1160 (sh), 1351 ( s ) ,  - 

1 
1720 ( m ,  s h ) ,  1763 cm-I ( s ) .  - H-NMR(CDC1 ) : d = 2.07 ( 5 ,  5-CH ) ,  2.56 ( s ,  4-CH ) ,  

3 3 3 
2.63 ppm ( s ,  6-CH . - 1 3 ~ - N M ~ ( ~ ~ ~ l  ) : 6 = 7.70 (q ,  5-CH ) ,  9.81 (q, 4 - c ~ ~ ) .  10.17 

3 3  3 
( q ,  6-CH3), 141.00 ( s ,  s = O ) ,  141.45 (3, C-4),  142.36ppm ( s ,  C-6) .  - MS(70eV):m/e= 

215 (M+, 24%),  109 (M'-SO~NC@, 100%). 

The h y d r o l y s i s  of + ( a c e t o n i t r i l e ,  equimolar amount of wa te r ,  RT, 20 min) gives 

3,5-dimethylpyranole  s u l f a t e  (37 % y i e l d ,  mp 1 2 8 - 1 2 9 ~ ~ )  whereas t h e  methanolys is  of 

2b (dichloromethane,  equimolaramountofmethanol,  RT, 15 h r )  a f f o r d s  J ( 7 5 S y i e l d ,  - 
c o l o r l e s s p r i s m s w i t h m p  148.5-149.5•‹~ d e c . f r o m a c e t o n i t r i l e .  - I R ( K & ) :  1178, 1382. 

1395, 1753, 3485 c ~ - ~ . - ~ H - N M R ( c D c ~  ) :  6 = 1.91 ( s ,  4-CH ) ,  2.23 ( s ,  3-CH3), 2.50 
3 3 

( 5 ,  5-CH3), 3.68 ( s ,  0CH3), 10.31 ppm ( b s ,  N H ) )  which can a l s o  be  ob ta ined  i n  94% 

y i e l d f r o m a a n d  carbomethoxysulfamoyl c h l o r i d e  (d ichloromethane,  RT, 30 min) 
1 0 , 1 1  

The s t r u c t u r e  of 2 e x h i b i t s  some remarkable  f e a t u r e s .  Both t h e  C2 - N 3  and N7 - S8 

bond l e n g t h s  a r e  s i g n i f i c a n t l y  longer  t h a n  t h o s e  t o  be expected f o r  compounds of 

t h i s  These r e s u l t s ,  however, compare w e l l  w i t h  our  p rev ious  f i n d l n g s  f o r  

a  s t r u c t u r a l l y  s i m i l a r  mesoionic h e t e r o c y c l e 2  and a r e  i n  accord  w i t h  bond o r d e r s  

r e s u l t i n g  from s imple  HMO ~ a l c u l a t i o n s ~ ~ .  I n  comparison wi th  an  a p p r o p r i a t e  s t r u c -  
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Space group: PZl/n 

a = 13.374 A 
b = 8.318 A 
c = 8.605 A 
r r =  r =  90•‹ 
P = 97.15~ 
2 = 4  

m. 1 Crystal Data and Geometrical Data of 3 
( X  - ray; bond lengths in A )  . 

12a ture moiety of a deprotonated o-sulfohenzoimide , in 2 the N1- S8 interatomic 
d~stanceisapproximately 0.07 A shorter (Fig.1). Additionallythedlstance between 

atoms C2 and 011 is even shorterthanthe corresponding bond length ofthemesoronic 
2 15 

heterocycle cited above ; values in thls range, however, are not unprecedented . 
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