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Abmtrd: A synthetic scqucncc was devised to ptuducc phospho-&cobopaeolii 6. the fit& teptcsctaative of 
phosphate bic+isostcres of naturally-occurring glucosinolates with II view to enzymatic studies. 

Glucosinolates (GSL) 1 ate widespread secondary plant metabolites which occur mainly in the botanical 
family Cncciferue. These S-glucopyranosyl thiohydroximates play a key biological role in the metabolism and 
the catabolism of the many diverse vegetable species, notably in association with myrosinase (EC! 3.2.3.1) - 
the enzyme controlling the degradation pathways of GSL.1 

In order to cany out detailed investigations of myrosinase activity, modified GSL-like substrates am 
required : a wide range of sugar variants of natural GSL has thus already been synt&kally elaborated in our 
laboratoty.2~ On the other hand, the anionic site of GSL being critical in the recognition process by 
myrosinase,~ replacement of the O-sulfate moiety by another anion, viz O-phosphate, appeamd of prime 
interest. Glucotropaeolin 2. which has recently become commercially available for HPLC standardization. is a 
convenient model substrate for comparative enzymatic studies. 

1 X=SGs, >lOOdiffemntR 3 X=H 

2 X=.30-,. R=CIi$‘h 4 X = PO@CH$‘h)~ 

6 x=po’,, R=CH$‘h 5 X = PO-3, tFIwH92 

The key intermediate (Z)-thiohydroximate 3 was elabomted through reaction of I-thio-&D-glucose 
tetraacetate with phenylacethydtoximoy1 chloride, following a modifii version6 of B~M’s procedure.7 
Dibenzyl chlorophosphate - preparedg from dibenzyl phosphite - was used to effect the phosphorylation of 3 
acumiing to a protocol developed in our Momtory @t3N, benzene, -10 to 25°C 24h)g to furnish 
phosphotriester 4 in 77% yield.10 

Removal of the benzyl groups in 4 was achieved by catalytic hydrogcnolysis (1096 Pd/C. MeoH, F+N. 
25°C. 1 h)l 1 to give a 60% yield of the phosphate 5 in the form of its biitriethylammonium) s&t* 
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