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Chemical properties of the dimethilsulfoxonium methylide
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An anomalous reaction of Dimethyl Sulfoxonium Metylide 6
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NEW REACTION WAS TESTED FOR THE  NUMBER OF KETONES
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POSSIBLE  APPLICATIONS  OF „DIOLEFINATION“ REACTION
EXAMPLE:  THE  SYNTHESYS  OF  TAXOL

O
Wittig olefination "diolefination"
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Conclusion : OPTIMISATION  IS  NEEDED



Optimization of the reaction :           
O

(CH3)3SOI
reaction mixture

DMSOS
O

     
Tabl.2 

Parameters: T = 130 ?  140 oC , 
3 h Reaction mixture  [  % ] 

NaH, 
mol 

(CH3)3S(O)I
mol 

Keto
n, 

mol 
Ad O Ad

 

Ad Ad M= 
204 

Ad O

 
Ad O Ad

SH

Ad

S
Ad O

S

7 2.5 1 4 47 5  3  3 5 15 10 
7 3 1 3 45 7  15   10 20  
7 4 1 2 30 17  10 6  7 29  
7 5 1  14 4 6 6 69   3  
7 6 1  2    98     
7 7 1 100          

7* 7 1       100    
9 5 1 3 25 10  10 35   20  
9 3 1 8 47  12 6   2 3 22 
8 3 1 3 45 4  25   1 20 2 

10 3 1 15 45 2 5 30    10  
15* 3 1 3 3      9 36 49 

3.5** 3 1 15 5     80    
 

*  t = 25 oC, 140 h, ** t = 130 oC, 1h 

14FIRST  OPTIMIZATION  RESULTS : ( reaction in DMSO)
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REACTION RESULTS STRONGLY DEPEND ON THE RATIO OF THE REACTANTS
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16OXETANE IS NOT THE INTERMEDIATE
IN THE DIOLEFINATION REACTION
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The acid - catalyzed transformation of the oxetane
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18DMSO  IS  NOT  NEEDED  FOR  STERICALLY  UNHENDERED  KETONES

Optimisation of the reaction in the Diglym      

O (CH3)3SOI, NaH

DEGDE
reaction mixture

 
Tabl3 

130140 oC, 0.5 h  
Reaction mixture (%), from GC/MS 

NaH, 
mol 

(CH3)3SOI 
 mol 

Keton, 
mol 

DMSO, 
 mol 

 

O

 

OH

 

S

 

S

 

O

 

M=136 M=202 others 

12 3 1 9 9.5      56 29.5 5 
7 3 1 14 40   10 30  15  5 
5 3 1 85 60  10 10 15    5 
7 3 1 1 82      7.5 10.5  
5a 3 1 0 5 95        
5b 3 1 0 25 75        
5c 3 1 0 68 32        
5d 3 1 0 95 5        
2,2 1,1 1 0 15,5 12    58   14,5 

             
 
a Mixing NaH + Salt at room, FAST heating to 140 oC, and adding ketone 
b Mixing NaH + Salt at room, FAST heating to 130 oC and adding ketone 
c Mixing NaH + Salt at room, FAST heating to 90 oC, raising to 140 oC and adding ketone 
d Mixing NaH + Salt then SLOW heating to 140 oC and adding ketone 
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PREHEATING  TIME  IS  IMPORTANT : HYPERACTIVATED YLIDE FORMS?
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20FURTHER  APPLICATIONS
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Possible applications of cage dienes

Si Si +

Si Si


