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Oxidation of x (a-~",) with Collins' reagent' proceeded with difficulty" and the inter- 

mediate 11 was treated directly with the ylide prepared from dimethyl 2-oxaheptylphosphonate and 

potassium r-butoxide in terrahydrofuran to afford 12 (a-OCHp; 22% from lo; Rf 0.51, 1:l ethyl 

acetate-hexane). The remaining steps in the sequence followed published procedures" and in- 

volved 1) reduction of 12 with zinc borohydride in 1.2-dimethoxyethane to give 13 (89%), 2) reduc- 

tion of 13 with diisobucylaluminum hydride in toluene to give 14 (95%), 3! treatment of 14 with 

the ylide prepared from 4-carboxybutyleriphenylphosphonium bromide and sodium metbylsulfinylcar- 

banide in DMSO to give &and E which were separated by chromatography on SilicAR CC-4 silica 

gel with 1:l ethyl acetate-hexane [&; 34%: Rf 0.73 in 3:1 ethyl acetate-hexane conraining 1% 

acetic acid: 2; 22%; Rf 0.62: and 22% of a mixture of&and a]. 

Pfitzner-Moffatf oxidation" of g (B-OCH,) proceeded normally to give 11 which was converted 

tog (E-OCH.; 54% from g; Rf 0.58, 1:l ethyl acetate-hexme) and this material was carried on 

to a mixture of &and m which were se&arared as their methyl esters by chromatography on 

silica gel. Saponification of the methyl esters afforded the pure isomers & (27% from 12: Rf 

0.69 in 1:99 acetic acid-ethyl acetate) and s (29% fromg; Rf 0.63). 

Hydrolysis of E or z (85% phosphoric acid:water:tetrahydrofuran 1:lO:lO; 40"; 6 hr! 

yielded thromboxane B1 (80%; mp 89-90"; Rf 0.40 in I:99 acefic acid-ethyl acetate: reference Rf 

0.27 for PGEz) which is identical to naturally occurring mBz by thin-layer cbromatographic com- 

parisons in a variety of systems. 0" treatment of natural and synthetic TXB, wirh diazomerhane 

followed by bis(trimethyleilyl)trifluoroacetamide, identical bis- and trls(frimethylsilyl ether) 

methyl ester derivatives were formed as ascertained by gas chromatography-mass spectrometry. 

We are indebted to B. Samuelsson and E. Granstr& and also to R. Goman, P. Sun and R. C. 

Kelly of these laboratories for samples of natural thromboxane Bz and to F. Sun and L. 

Baczynskyj for the gas chromCographic-mass spectral comparisons of natural and synthetic 

thrombovane 82. Our indebtedness also extends to H. A. Barnes for supplying the optically 

=cEi"e starting material and to S. Mizsak for helpful discussions regarding pmr spectra. 
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