
Rearrangements of O-Protected Glycosylenamines. A New and Efficient Route 
for the Synthesis of O-Protected 4-Aminoaldoses 
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The ara-anhydrosugars 2 wcrc stable compounds whose analyucal and spectroscopic data (IR, ‘H and 
‘IC-NMR) confirmed the proposed structure. Thus their ‘H-NMR spectra had no signals for NH and show a 
smglct at 7.37-7 76 ppm for the H<‘= of the dleth(~xycarbonvlviny1 group (=CHNRz) instead of the doublet 
(=CHNHR) of compounds 1 and 3 The ‘JH,H values of 2 were In agreement with that expected for a boat 
conformation to, 

Me0 -\ 

Schcmc I 

Schcmc I shows a poss~hle mcchamsm for the lormatlon 01 products 2. The methoxlde ion elicits the 
formaoon of the stablked Ion 4. which produces the nuclcophilic dtsplacement of the mesyloxy group. 

When the rcacuon was pcrtormed starting Irom glycosylenammes bearing a mesyloxy group at C-6, 
such as 6. the corrcspondmg I .h-aza-anhydro sugar 17 1 I I was quantltatlvely formed, and there was no reaction 
at C-4 Consequently the method IS useful to move the amino group from the anomeric position to position 4, 
when there IS no MsO group In the posrtlon 6. that IS In D-rlho and Wxylo compounds (1, R?=H) and in 6-O. 
protected I)-gluco compounds (1. RZ=CH20Bz. CHzOTr). Related nucleophile Induced rearrangement 
mvolvmg the sulphur atom 01 thloglycosrdes have hezn rcccntlk descnbedt? 
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rhe It-catmcm ($1 2 ulth tnlluoracct~ ac~d:wd[c~ 3 1 ~leldcd 3 as mixture of anomerslj, as their 1% 
NMK spectra show ln comptrunds 3 the conftguratton crf C-4 has been inverted with respect to I. In order to 
preparc free amtnosugdrs the ,‘v-protecting ethoxycarbonylvtnyl group oi 3 is easy to remove under mild 
condtttonsh-‘4. but lhc lactic decompoattton of 4.amtno-4-dcoxy sugars by way of pyrrole derivatives’ must be 
taken into account 

In concluston SC dcscrlhe dn zlftctcnt method to tntroducc one amino group in the position 4 of an 
aldosc dert\attve Thts method provides a ~~aluabls allernattve to the SN2 dtsplacement of the mesyloxy group 
hy sodtum aLtdct5 and lurthcr reducllon. because tn Iht\ c‘asc the elimtnatton reaction (of MsOH for 115) 

competes with the subatttutton 
The scope and 1tmttatmn.s 01 thta method al-c currently under study in our laboratory. 
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