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Before solvolyziog the lriflate groups in 2, we found it necessary to block OH-3 
by a nonparticipating group, in order to avoid complicating side-reactions (with 2 alone, 
as many as seven products were obtained on attcmpled benzoate displacement). The 
tetrahydropyran-2-yl groupl’ was found satisfactory for this purpose, and the corre- 
sponding 3,3’-di(tetrahydropyran-Z-yl) ether 5 was obtained in 88% yield by treatment 
of 2 with dihydropyran in dichloromethane at room temperature in the presence of 
p-toluenesulfonic acid (pyridinium salt): 5 had [cz]$ +S6” (c 0.9, chloroform). 

Solvolysis of 5 with sodium benxoate in hexamethylphosphorlc triamide was 
performed for 72 h at 115’, and the a-D-mannopyranosyl a-D-mannopyranoside deriv- 
ative 6 was isolated in 61% yield following column chromatography on silica gel; 6 had 

kg +12” (c 0.5, chloroform). Debentoylation of 6 with sodium methoxide in meth- 
anol,followed by hydrolysis with 80% acetic acid to remove the blocking groups, gave the 
known ol-D-mannopyranosyl Q-D-mannopyranoslde 7: (yield. SOS); m.p. 230-235”, 

[a],“, +123O (c 0.65,methanol):(lit.‘” m.p.240- 243O, [aID +124O). 
While this manuscript was in preparation, a Cnilar conversion of a II-$_KO 

triflate derivative into the corresponding D-?YIQ?w~ analog was reportedI’ ; in this method, 
OH-3 was blocked by an acctyl group. However, in our experience, blocking by an ester 
group leads to undesired side-reaction in the subsequent solvolysis. 

Microanalysis and nm.r. data confirmed the structural assignments given com- 
pounds 2-6. 
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