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Direct replacement of a hydroxyl group by a halogen atom in sugar deriv-
atives excepting at an anomeric centre is convemient method of preparing ha-
logenated sugars of interest as reactive intermediates and as potential meta-
bolic inhibitors. However relatively few reagents are available for this pur-
,poso("’a). )

We have found, that the Pinner roaotion(” provides a new route to halo-
goenated sugars. This s,z mction(” had been shown to proceed with partiocu-
lar ease in the case of imidate hydrohalides containing electron accepting
substituents in the imino acid residue, The reaction has been used for
instance in the synthesis of certain alkyl halides via unstable trichloro-
acetimidate hydrohalides(>+6); g

ECH + CC1,CN + HHal ——» [cclzc(-m-nn.l)on] — HHal + CC1,CONH,

Using partially protected hexoses with a free primary hydroxyl group as
alochol component of the resction we have obtained the corresponding &~de-
oxy-6-halc sugars in good ylields. ;

The general procedure is as follows., The protected sugar and 0013(!! in
chlorofora solution is saturated with hydrogen halide at ~15°, After keeping
the sealed reaction mixture at room temperature for 10-15 hours (HBr) or for
2 days (HC1l) and rgloving the volatile compounds and cc13com2 the product is
isolated by chromatography. .

In this way we have synthesized uthql 24 3y Atri~O-acetyl~6-chloro=6-
~deoxy~ & ~D-glucopyranoside (I){7) 1n 85-90% yields, m.p. 97-98°, [] 20 +
+ ‘176° (o 0.1, chloroform), methyl 2,3,4~tri~O-80etyl-6~Dromo—6~300Xy- ¢ =D=
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-glucopyrenoside (I1){?) in 80-85% yields, m.p. 116-117°, [«]20 4 432°

. (6 0.1, chloroform), methyl 2,3,4=tri-0O-800tyl=6=-bromo-6-deoxy~ O ~D-manno-
pyranoside (I11)(8) 10 77% yie1d, m.p. 77-78%, [o] 20 4+ 53° (o 0.1, chlore-
form) and benxyl 2-acetamido=3,4~di~0-acetyl=6~bromo-2,6~didecxy~ of ~D=glu-
copyranoside (IV) in 75% yield, m.p. 134-135°, [ct] %0 + 120° (¢ 0.2, chlo-
rofora). Caloulated for 019!2.}!:!07 t C,49.79 § B,5,28 ; Br,17.44. Found:
C,49.50 3 H,5.39 § Br,17.11.
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More drestic conditions are required for substitution of a secondary
hydroxyl by halogen. This is now in the progress of investigation.
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