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Recently, we have activated anomeric hydroxyl groups in some special 

cases cl, 21, by the joint action the tris(dimethylaminolphosphine and carbon 

tetrachloride (TDAP-Ccl,]. 

We have reported that in the case of the title compound, one cannot 

isolate an ATDP salt contrary to the instance of primary and secondary alcohol: 

[3. 41. Nevertheless the alcohols do react on the reaction mixtures obtained 

from 1 and TDAP-Ccl4 at -4O'C in methylene chloride. This reaction performed 

in the presence, or the absence of silver alkyl - or arylsulfonates yields 

satisfactorily the corresponding glycosides. 

This paper is devoted to the presentation of physico-chemical data 

showing : 

- the existence of a sulfanate in such a case J such compounds, extremely uns- 

table have been recently reported [5, 61 in related series 

- the very special behaviour of tris(dimethylaminolphosphonium leaving group 

attached to the anomeric position of a furanose bearing no participating 

group In the C-Z position. 

*Part no 6 in the serie "Activation selective en serie des sucres" j contrat 
DGRST no 74-7-0234 

"Equips de Recherche Assoclee au CNRS no 556, Methodes de synthese appliquees 
en serie des glucides, des acides amines et molecules apparentees. 
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A solution of 1 in COC13 at -40°C is treated with 

TOAP in the presence of CC14. The t.1.c. analysis shows the 

1 and the emergence of a polar spot, RF = 0 [71. The 'H NMR 

at -4O'C exhibits two doublets [dimethylamino groups, 6 = 2 

3JH P = 10 Hz, 18 H ; H1, 6 = 5.62 ppm, 3JH_P = 5 Hz, 3JH 

The 3' P{'H) NMR spectrum, at the same temperature, shows the 

one equivalent of 

disappearance of 

spectrum 

. 88 ppm. 

l-H2 
= 0 Hz, 1 HI. 

only singlet at 

-34.4 ppm (P0403 as external reference).These data support the existence in 

solution of the only compound 2 in the a configuration. These observations can 

be done until -1O'C J at room temperature the spectra change towards those of 

the mixture of 3 111 and HMPA. 

The treatment, at -40°C. of the solution of 2 by 1.5 equivalent of 

silver tosylate induces the precipitation of silver chloride. The 3'P NMR 

spectrum shows that the -34.4 ppm signal remains steady until one reaches 

-lOOC, stating the limit of stability of 2 ; thereafter, it vanishes to the 

benefit of t,he -24.5 ppm HMPA signal. She centrifugationof this solution, at 

room temperature and rigorous exclusion oc air moisture (argon line manipula- 

tion] allows the recording of the 'H 

evidence supporting the structure 2 [ 
6 = 7.30 ppm, 3J 

0 
-H = 8 Hz. 4 

-m 
H i H, 

6 = 4.75 ppm, 2 H 1 H2.H3. H4, H5, 3 

NMR spectrum I this spectrum is a good 

aromatic two doublets 6 = 7.74 I 

, singlet, 6 = 5.88 ppm. 1 H I HE, 

unassigned multiplats 6 = 4.2, 3.82 and 
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3.27 ppm, 4 H ; CH3 (arom.1. 6 = 2.42 ppm. singlet, 3 H i CH3 (isoProPYll. 
6 = 1.42 and 1.30 singlets, ppm, 12 Hl. 

An upfield shift is observed for the H2, H3 and H4 signals by 

comparison to the spectrum of 3 [6 = 4 to 5.33 ppml J this can be due to a 

shielding by the aromatic nucleus in some special configuration. The a confi- 

guration of proton H, is supported by the singlet structure of the signal. 

The treatment, at -4O'C, of the solution of 2 by a slight excess 

of silver hexafluoroantimonate induces too the precipitation of silver 

chloride. In this case, the ATOP salt 2 is still characterized at room 

temperature. 

Neverless, in spite of its apparent stability, S is as reactive 

as f! [1, 31. This feature is explained by the existence of an equilibrium 

s *1* that we have demonstrated by the observation of 
1 H NMR spectrum 

of 6 after addition of.HMPA d,3 : while the sugar protons part remains 

unaffected the dimethylamino signal vanishes in one hour and gives rise to 

the characteristic doublet of HMPA (6 = 2.65 ppm, 3J 
H-P 

= 9 Hzl. 

All these reactions are summarized in the scheme. 
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