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ABSTRACT 

Reaction of 6,6’-di-O-tosylsucrose hexa-acetate (1) with sodium chloride in 
hexamethylphosphoric triamide gave a mixture containing preponderantly the hexa- 
acetates of 6,6’-dichloro-6,6’-dideoxysucrose (2) and 6-chloro-6-deoxy-6’-O-tosyl- 
sucrose (3) Reaction of 3 with sodium benzoate in (Me,N),PO gave the 6-chloro-6- 
deoxy-6’- O-benzoyl derivative 4. Subsequent O-de-esterification afForded syrupy 
6-chioro-6-deoxysucrose (§), which gave a crystalline heptamethanesulphonate. The 
chloro groups in the heptabenzoate 7 and the hexa-acetate 2 were replaced by azide 
in (Me2N)3P0 to give the corresponding derivatives of 6-azido-6-deoxysucrose (12) 

and 6,6’-diazido-6,6’-dideoxysucrose (8), respectiveIy. O-De-esterification of the hexa- 
acetates 2 and 8 yielded the parent 6,6’-dichloride 6 and 6,6’-diazide 9, respectively. 
6,6’-Di-O-tosylsucrose hexabenzoate (10) reacted with sodium bromide in (Me2N)3P0 
to give the 6,6’-dibromide 11, in high yield, which afforded 6-deoxy-j?-D-xylo-hex-5- 
enopyranosyl 6’-deoxy-/3-D-three-hex-5’-enofuranoside hexabenzoate on treatment 
with silver fluoride in pyridine. 

INTRODUCTION 

During the benzolyation of 6,6’-di-O-tosylsucrose at room temperature with 
benzoyl chloride in pyridine, significant quantities of a monochloro-monodeoxy- 
sucrose (16%) and 6,6’-dichloro-6,6’-dideoxysucrose (7%) were isolated2. A difference 
in the reactivities at C-6 and C-6’ thus revealed was also noted in transesterifkation 
reactions of sucrose3’4. Consequently, we have studied the nucleophilic substitution 
of the 6,6’-di-O-tosyl derivative 1 by chloride and bromide ions in (Me,N),PO with a 
view to obtaining an improved yield of mono- and di-halogen0 derivatives and 
determining the order of reactivity of C-6 and C-6’. Since facile syntheses of chloro- 
deoxy sugars’, including sucrose6, have been reported, and also their substitution by 
azide’, we have examined the azide replacement of the chloro substituents on sucrose 
derivatives as an alternative to the route via toIuene-p-sulphonates. 
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