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The mtroductron mto sugars of an amino group at a tertrary carbon atom, such 
as occurs 111 the autrbrotrc sugar vancosammel (3-ammo-2,3,6-tndeoxy-3-C-methyl-L- 

Zyxo-hexose; I), poses an intriguing synthetrc problem Although such ammo groups 

have been introduced* mto the pyranose rmg by reductron of the mtro sugars resultmg 
from cycllzation of “dialdehydes” with mtrcethane, consrderable drfficultres attend the 

assrgnment of structure to the varrous stereorsomers obtamed3 For example, a structure 

has been assigned to only one of the erght possrble stereoisomers ansmg from cychzatron 

of periodate-oxidized methyl cw-L-rhamnopyranosrde wrth mtroethane4. A method that 

hnuts the number of stereorsomers formed would represent a conaderable advance Such 
a method has been reported recently by Bourgeors’ , who prepared 3-acetamido-3-deoxy- 

I,2 5,6-dr-U-isopropyhdene-3-C-methyl-cY-D-allofuranose (SJ, m p 103 5-lOSo, 
[&j D -19O (chloroform), by the sequence 2+3+4+5* 
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structure assigned to 5 by Bourgo~’ 1s assumed to be correct m thus commumcafion, a 
of the stereochermstry at C-3 has yet to be provldea for 5 and Its progerutors, 
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We have obtamed 5 by a drfferent route, based on the reaction of a terrnmal 
alkene 6 with mercuric acetate in the presence of azide ion in 50% aqueous tetrahydro- 
furan6. Re8rospecrfc addrtron to the alkeruc bond leads to an adduct which can be 
reduced with sodmm borohydnde to the allcyl azide 7*. 
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Apphcatron of thrs sequence of reactions to 1,2 5.6~l-O-rsopropyhdene-3-C- 

methylene-ar-D-nbo-hexofuranose’ (8) afforded a smgle product, b p. -79”/0 4mmHg, 
[LY]~ -1~5~ (c 1 2, chloroform), whrch was isolated after chromatography on sllrca gel 
Wlule n m r. and 1 r spectroscopy readrly confirmed the general structural features of 
tlus product, Bougeors results’ allowed rts stereochemrstry to be assigned as 3-azrdo-3- 

deoxy-1,2 5,6-dl-O-isopropyhdene-3-C-methylsr-D-allofurauose (9) Thus, catalytrc. 
reductron of the azrdo grcup and N-acetylatron of the resultmg amme transformed 9 mto 
5, m p 106-108°, [aID -19” (c 1, bl c oroform), which was rdentrcal with the compound 
obtained by the azindme route 

It appears that mrtral attack on the alkenic bond of 8 occurs preferentially 
from the exe-direction with respect to the brcychc rmg-system, requiring subsequent 
attack of azrde ran at C-3 from ‘the endo-duectron However, rt is not certam whether 
stenc or other factors control the stereochemrstry m the first step, and work to establish 
thrs pomt B in progress Nevertheless, the method appears to hold promrse for the 
synthesis of branched-cham ammo sugars, particularly as a number of 3Gmethylenc com- 
pounds related to 8 are avdable from the correspondmg hexofuranos-3-uloses 

Partial hydrolysis of the azrde 9 wrth 70% acetic acid furrushed 3-azido-3-deoxy- 
1,2-U-rsopropyhdene-3-C-methyl-o-D-allofuranose (lo), m p 67-68 S”, iarID -1 5” (c 1, 
chloroform), from whrch a monosulphonate 11, m p 100-102°, [arID +8O (c 0 9, chloro- 
form), was obtamed followmg treatment with toluene-psulphonyl chlonde (1 mol ) m 
pyndme Both IO and 1X should be amenable to synthetic mampulations of the type 
camed out wrth related systems’ 

New compounds gave elemental analyses and spectroscoprc data compatrble with 
the structures assigned 

ACKNOWLEDGMENTS 

The S RC are thanked for flnancral support, Dr S Mahmood for a number of 
prehmmary experrments, and Dr. J -M. Bourgeors for courteous exchange of information. 
-- 

*The addmon reacnon mth alkenes IS normally camed out at 50-90”. There IS no danger from the 
formatlon of mercunc azrde zn sztu If the u~&~ctions gwen in reference 6 are followed. 
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