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Yowlah tomportthe qnthe~lm or atazaochrriciL1J pure rptharidiol (i), th 6a wm or 

thOfUl&USJWUX+l.UU- #Old Of appmKim* a$ from 8 FOUUQ rcOo*ihlO cp.J SldOhydO. 

Au l ull0r lxlmmhd d#cribod the pawpuatlOn Or th0 3-retat.e 0r 7-dnoxy-7-dlhydmmthuld- 

iol(2)mnduUcorra~dlol(3). Repetitianoftheildd condenmtion under alightly 

dMY.rentoondltiozw -T. ri’D$yleldof (2)&a 5$yloldof (3)." 'lheproduct(2)vam remlmd 

by chmre on rilica gel d fractlorml cryatdLUsatioa Into (In order of decmulng rf 00. 

tic vlth othylacetat+etMLeum ether)*8 2ES, 23Rlmamr&l64-1660; ir (Kk)1780 (shoulder) 

1733 a-1; B 6 (CBC13) .70 (l&X), 1.02 (19-H), 1.17, 1.22 (pair Of d, J 6.5 Hz, 26- aud 27-E), 

2.03 (a&h) 3.6l (d, J 9 Hr, 22-H), 4.94 (d, J 9 Bz, 23-H), 5.4 (=,6-l&5.78 (t, J 1 Hr, 26-EU 

the 22R, 236 iaaer cm+ W3-223O; ir 1818 (w), 1767 (a), 1739 (v), 1715 (*) c=-% m 6.72 (l&H) 

1.03 (19-H), 1.05 (d, J 6.5 Hz, P-H), 1.18, 1.23 (pair of d, J 7 Hz, 26- ml 27-H), 2.03 (acetate) 

3.6 (d, J 8.5 Hz, 22-P), 4.91 (d, J 8.5 PI, 23-X), 5.4 (I, 6-E) and 5.77 (t, J 1 Hz, 2&R] the 

22R, 232 i8amer h 202~Z&J ir 1760, 1733 cll'l ; m 6.73 (l&f), 1.03 (19-H), 1.13 (d, J 6 Hz, 

2l-l&1.17, 1.25 (pe%r of d, J 7 Hz, 26- and 27-H), 2.03 (a&&e), 3.9 (broad peak, 22-H), 4.91 

@road ala6let, 23-H), 5.4 (8, 6-H), 5.82 (26-HP am% th 228, 23e Lorr & 175-l@", 195-198'; 

lr; 1736 d'i nmrb .75 (l&H, 1.03 (19-E), 2.03 (acetate), 3.89 (d, J 4.5 Hz, 22-H), 5.07 (bmad 

#In&et, 23-H), 5.4 (m, 6-E) 5.& (2&H).3 

Theimaarsvorepremntlna~tloof appmac%mately2:lO:2:1. ItLvorthlpatinsthattb4 

co~coru~tbak~22_Hud23_H~nthaarytbrP~n(I(BandSR)irlrrh~rthan 

ttmtlntbe~lmmEn%. l&is a6reea nIcelywith the prediction irorlkwrnproJectioM.7 

'Ibalmrvlth the correct&aeo&ai8try, Le. 226, 23R,wtu1 deacetylatedin quuititativa 

yield by acid bydm.l.yai~ to divm 7-&ory-7-di&dnmn UierUiol; g 230-234'; ir 1740 cm-' and tba 

2673 



2614 Ilo. 26 

1 

OH =._ 
0 ’ d? $ 

R \ 

2 R = AC 

3 R=H 

6 



Ho. 26 2675 

* (cllmla pmdnct) 152aseo; ir l&M, 1770, 1733, 1724 (rbmlr) cl-l; _ 6 .67 (Jmo, 1.02 

(1~s), 1.~8 (d, J 7 Hr, 21-P), 1.21, 1.23 (@r of d, J ?b, 26- aad V-H), 2.03 (=ehte), 5.33 

(d, J 2 Hz, 23-H, the sm Prruy overlapsed tit at 5.4 Qu to 6-g), 5.92 (t, J 1 m, 28-n); 

18 m/e 436 (N -60). Bhiluly, J_a mUon of (2), (2211, 23R), mn w *kern (5)r (232); 

9p 156.1eo0; w 6.73 (I.8-H), .98 (a, J 7 Hr, 21-H), 1.03 (19-E), 1.21, 1.23 (prir of a, J 7 W 

26- and 27-E), 2.03 ~acetab), 5.23 (d, J 2 m, 23-E), 5.4 (I, 6-H), 5-m (2'3-a). m kewa 

(4)uril(s)~~e~~jpfhlOZDiOll~~,butinr~W~bdputl;rutb6anol 

(A_3um)uanome( &.x363=). Addslonofalbllcuued8~incmeb8eintlm 

intaruityof the 363 mparL. It~~tiral;y~~~ationulth~torrtionoftha 

3==peaL. Uhenallwedtodandatma~ratureovemi6htin~trrby dmfumn4ethamlia 

the pmence of aiuca gel, me capomda vaca autoxldised to the 23-hJdrax~-ketom (6) in qumn- 

tftmtim yield; w &+lp; ir 1779, 1730, 1709 ‘=-13 = 6 l 67 (l&m), 1.01 (19-H), 2.02 

(acetate), 5.4 (I, S-E), Lll (d, Jl.5 Hz, 28-E); I6 m/e 452 (N-6O).9 

Reductionof (6)vlth aodlm bomhJMdc inte~dro~-Be~(3:1)qLveul~t 

quultltative yleldof (2)vhlchcamtaedabamt3o$oi th 2E8, 23R isam. (ouercoBditioM, 

e.g. modlu borabydriQ Inmt#4mnolor~~~assllarProRo~~tba228,232 

laser). lU8isaercaO,dbemeparat8da8&acrlbedabmeandthe raininq=t=hlputw 

the oxi&tlon-mductloa wquenceag&nmastopmducemre2S,23RUaer. 
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