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We tihto rqort themymthmim ofnoveloardeaolidom of &ruoturoImd 

II, b;l.geaoralroutothtlltiUzu a *1Inklndbt. IIIfM 

otartiag uterinl. 

Reoont report0 1.2 ofddutiom of furumto but.nolAdea prcaptadrrto N- 

portourajntheam intho cardmolide field. Our oarlbr work ona model 

mltaJtanc0, 34,aopropylfurul lv5, led to ita oon~ereion, by the action of 

penold bxora pauootio acid in 'Xi? with N&A0 at V-5. for 2 hr.), to 

the butenolida V hp. 8H4*,E- l3,600) in about ga]L yield, UheroAa 

dthN-brmoaooiaimido (2 m1.0 in dlowm-nt.rrtV-5. then up to 2V 

in about 15 dn.), the lmmerio butenolldo VI (b.p. ‘@ at 0.U r.Hg) nm 
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4 obtained in 6oe6 Hold . 

Sub6equelatlJ,rmrobor of *rlwsroB~ 8md Mtr8B~ Vbre ukeuiae con- 

verted to the correapondiag steroidal buteaolidee 5and,mwe wocifi.wlJ.y, 

compound III, obtained by bdride reduction of digitotigenin acetate (VII) 

according to the method of Himato and tbgamki ‘, UM oonvertedinabout 

5op6 yield to the %eomeric digitoxigenin" II (3@-dihydroxy-2l4xo-23- 

deeoxo-~-cardG!O(22)-enollde, 3-acetate). m.p. 172-173.. Lx$-5.6*, 

when treated with 1.1 eq. of NBS in dioxaae-water, at room temp. for 30 

6 minutea . 

When III ne treated with exceee peracetic acid at cool temp. in chloro- 

form in presence of sodium acetate for 30 aFa., the P*droxyl derivative 

Ie of the %etural*' oardenolide mm obtained (16% yield) and chamcterieed 

ae the diacetate Ib, m.p. 190-191, Colz3 -25.Y. 

Proof of structure of the novel compouude no obtalaed by consistent 

microanalytical and epectroecopical data (eee !l!able for N.U.R. aeeignaenta) 

and by the following chemical comemione: the hydroxylactone Ia, upon re- 

fludng with exceee NaBB4 in methanol containing 1.1 eq. of NaOH for 1 hr. 

followed b acidification with acetic acid at ro= temp., gave digitold- 

genin acetate In good yield. 

Potaeeium peraangenate o&%&ion 

ketolactone VIII thus confirming 

eleo indicated by the 17a-Foton 

7 of both Ib end II gave 

the ~-etereochemietry of 

8 eignals at 3.8 p.p.m. . 

the known 7 

the side chaise, 



3620 No.30 

N.H.B. data on ohemleal ehiff (p.~.m.) 

=gi- VII 

II 

Ia 

Ib 

s01r0at 2l-a 

4.95 (2-N 

7.56 0x0 

5.80 m 

6.68 (a) 

22-R 

5.92 

7.37 

5.90 

6.18 

4.83 (2-K) 

The blolo&alaotl~tyof the iovelca~dm Ib end11 will be reported 
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When 2 molee of NBS vere employed, a bmnolactoae w peent In the 

product mixture and me converted to compound II by &no in acetic acid. 
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