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SOLVENT DEPENDENCY OF THE STEREOSELECTION 
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Summary : The title glycosylation method is econanical and operationally simple. The steric 

course is highly influenced by the nature of the reaction media. 

The classical Königs-Knorr glycosylation method’ or the modified procedures have kept its 

effectiveness for more than 80 years in carbohydrate synthesis, although precious and 

sometimes explosive silver salts or toxic mercury compounds are used to condense l-halo sugsrs 

and alcohols. 2’ 3 We found that tetrafluorosilane4 or trimethylsilyl triflate ( TMSOTf) 5 ( < 1 

molar equiv) catalyzes effectively the condensation of appropriately protected glycopyranosyl 

fluorides 6 and trimethylsilyl ethers (1: 1 molar ratio) . Table 1 exemplifies the reaction of 2,3,- 

4,6-tetra--benzyl-a-D-glucopyranosyl fluoride or the 8 anomer (2 and 9, respectively) and 

a various type of trimethylsilyl ethers. Tetraalkoxysilane or even unprotected alcohols are 

also usable in the tetrafluorosilane catalyzed reaction. The reaction proceeded smoothly under 

mild conditions using the silicon-based promotors wbich are cheap, non-explosive. and only 

weakly toxic. This procedure is operationally simple and is suitable for the large-scale 

reaction. Disaccharides are also obtainable by this method. Various functional groups are 

tolerable under the reaction conditions. Particularly noteworthy is the marked solvent effect 

on the steric course of the reaction with the substrates having “nonparticipating” benzyloxy 

la, X =F:V=H 
lp, X = H; V = F 

TMSO 3 3 

3 4 5 6 

Bn = CH2C6H5 TMS = Si(CH3)3 
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