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E. J. Corey, Masakatsu Shlbasakt and Jo&en Xnolle 

Department of Chemistry, Harvard University, Cambrlae, Massachusetts 02138, USA 
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Several syntheses of thromboxane B2’ (1,, vla prostarwld precursors’ or dIrectly3 have been devised. 

We now describe a new and very practical direct route to j starting from the lnexpenslve, optically active 

precursor c-methyl-&&moslde 2). This note has been written and submitted fbr publlcatfon following 

recent reports 4,5 of a different synthesis of thrombcxane B2 from the sugar derlvatlve 0-benzyHdene-2- 

deoxy-c-~~hexopyramslde. 

Our synthesis commences using the known6 and efficient sequence for the conversion of2 tc the 4,5- 

unsaturated sugar2 ([cJ23B + 61.3” in CHQ3) vla intermediates 2 and 5 The allyllc alcohols was trans- 

formed stereospeciflcally lnto the dlmethylamlde shy Clalsen rearrangement. ‘-’ beclflcally, gwas heated 

with several equivalents of the dimethylamlnal of N, N-dlmethylacetamlde in di&me (gradually from 25” to 

160” over 2 hrs and then at 160” for 2 hrs)’ and the product was lsclated by the following operatlons: 

(a) vacuum concentration, (b) treatment with methanol containing 1 equlv of potassium carbonate (to cleave 

any acetate ester), (c) removal of methanol, (d) extraction from salt solution at pH5-6 by means of methylene 

chloride and (e) column chromatography on silica gel. 
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Treatmeat of&with 3 eqdv of iodine in tetzahydrofuran-water (i:l) at O8 fbr 1 hr afforded in g. 80% 

JipldtheoilyfodolachmZ, hfrared max 17801xn-~ (CHCl3), [c~]‘3~ + 26.3” (in CHCl3). l2 Deiodination of 

~wNhtrnmtyitInhydrl&l3affm%kl qua&itatfvely the hy&oqy lactone& mp lOl-101.5’. infrared max 

(CNCl3)178Oan -l, [“rp + 86-e (in CHCl3), gf 0.22 on silica gel with ether-methanol (95~5). The lactone 

~obClrtnsdfntbiswi3y~s l&u&fad in all respects with a compound of the same structure prepared previous- 

1ybyadL%rt&mUte.~~*l4*l5 The la&me& is converted by standard methcdolcgy13a as has already 

beep demon&r&d, “‘* to thromboxane Bi and the ll-ephner.. SJnce we have .already described3 an 

16* efficiea& method for then oonversbn of the latter to the former (superoxide displacement of me&ate l’), the 

q&be&s outUned beae qu&fies as complekly stereocontrclled, as well as simple and effective. 
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