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TEB huabgdrexy-triterpeae competmd, C3#,_oCi, e-p. 3C8-310°, 

bln + 37' (dioxan) isolated from Pittoaporne undulatum Vent. 2 

and P. phillyraeoidee DC.3 is now identified as 7@-hydre+4-+- 

barrigenol or 3P,78,1%,16P,27r28-huahydroxyolean-12-ene (I; 

B - OH) on the baeis of the atracture (I; B I H) proposed for 

Al-barrigeno12. 
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1 Part IV: H.B. Arthur, A.B.H. Cole, Mae K.J.L. Thieberg 

and D.E. White, Chem. and Ind. 926 (1956). 
2 

A.B.E. Cole, D.T. Downing, J.C. Watkins and D.E. White, 

Chem. and .Ind. 254 (1955). 

3 A.L. Beckwith, A.R.B. Cole, J.C. Watkins and D.E. White, 

Austral. J. Chem. 2, 428 (1956). 
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We hate not been able to obtain an ooetate resembling that 

dreoribed by Cornforth and ?&r14 60 that we cennot confirs, the 

previoue euggeetion* that OI(I oorrponnd ie pittoeapogenin4. 

However, by oomparieon of our compound and ite aoetete with I$- 

barrigenol end its roetats (NHB, IB and mixed m-p.) we hate 

ehown that our compound ia identloal with Bl-barrigsnol. 

7B-Hydroy-Al-barrigenol give8 a yellow oolour with tetra- 

nitromethane, reeiate bdrogenation over Ademe oatalyet and ehowe 

the oheraoteristio absorption at 1654, 836 and 810 cm -' (loajol) 

of a tri-anbetituted double bond. Biogenetio oonei?eratione and 

preppuetion of a hexa-eoetate, m.p. 186-187.5', [a], - 28', a 

tetrabeneeato, m.p. 333.5-334', [a], + 24', a diethylidene, m.p. 

*36-237'~ [aI, + 47*5' , and a di-isopropylidene derivative, m.p. 

2%219', [a]B + 39', euggeuted that it might be a hydroxy-+- 

barrigeaol. The tetrabensoate warr oxidieed to a bright yellow, 

nosenolieable a-diketono, n.p. 307.5-308.5', [.z]B + 46', [f,, 

40 at 443 mp and 241 at 333 mr (dioxen)] and the hexa-acetate to 

a oonjugated ketone, m.p. 233.5-234', [a], - 13.5' [Cm_ 12,960 

at 242 m/~ 1752 ( eoetates) and 1672 cm 
-1 1, products strongly 

reminieaent of Al-barrigenyl tribeneoate diketone and 11-axe-Al- 

berrigenyl peata-acetate*. 

4 J.W. Cornforth and J.C. Earl, J. Proo. Boy. Sot. N.S. Wales 

z, 249 (1938). 

5 Tau-Tang Lin, Teng-Bin Lo and Su-Chen Su, J. Chineae Chem. 

a. (Taiwen) Ser. II, 4, 77 (1957). 
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The diethylidene derivative, oharaoterieed ae the f, z- 

diaoetate, m-p. 313-313.5', [a], + 35', formed an care-z-acetate, 

m.p. 319-32:L", [a], + 56', b y eeleotire oxidation end aoetylation. 

The oxo-aoe'tate gave a poeltire Zianermann reaotion and afforded 

the z,g-diaoetate on reduction with lithium aluminium hydride and 

reaoetylation. These reaotione indioate that the @y&ox@ le 30. 

More tigoroue oxidation of the 3f3,g-diol formed a j,x-diozo 

oompouud, m.p. 286282.5', [alb + 9'. This is etable to potaeaiaa 

permanganat*, and henoe oannot be an aldehyde. 

Partial hydrolyeie of the dietlylidene-)P,z-diaeetate gave 

the @ydro;rj-3&aoetate, n.p* 304.5-306', [a], + 42', and a traoe 

of the lmmerio 3~hydroxy-x-aoetate, m.p. 282.5-284', (a], + 41' 

(mixed m.p. 261-286'). The 3-monoacetate wae oxidieed to the 

z-oxo-3&aoetate, m.p. 295-299', [a], - 27', whioh failed to form 

a eemioarbqaone and did not give a Ziwemann test. Lithium 

alumininm hydride reduotion of the z-oxo-3fLacetate or the 

3,x-diketone yielded the 3P,epi-z-dlol, m.p. 298-300'~ [a], + 37'0 

I¶ild aoetylatlon afforded the epi-z-hydroq-BP-aoetate, m.p. 322-F 

323', [aID + 46', dehydrated b or phoephoryl ohlorlde in pyxMine to 

the anhydra-3&aoetate, m.p. 248-248.5', [aID + 104.5°, whioh hae 

the ale-diaubetituted double bond of a oyalo-olefin (absorption - 

at 1682 (in @X4) and 752 and 738 om -' (in BP))* IWrogenstion 

over Adams oatalyet in aoetio aoid formed a diethylidene-j&aoetate, 

m.p. 284.5-285', shown by mixed m.p. and infrared oomparieon to be 

identical with dlethylidene-&1-barrigeql aootate (15a, 27%16P, 28- 

di-0_ethyl~dene-olean-12-en-3@-yl aoetate), map. 285-285.5'~ 

[a]b + 53'* 
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Hydrolyeia of the anhydro-aoetate followed br oxldatioa of 

the intermediate alcohol, R.P. 217-219', [a]D + 103's fielded the 

~d.r+3_ketone, m.p. 275,278e , whioh aontained an leolated keto 

group (band at 1705 am 'l) h enee proring that the Z-function oannot 

be in ring A. 

Subntitoents at CG) absorb at 3613 (bdroyl), 1747 (aoe- 

tate), 1737 (ketone) aad 3433 m -' (epi-bydroryl). We oonslder 

these dieplaced ralaee are due to the eloee prozirity of theee 

groupe to one pair of ethylidene oxygen atoms. This oould OOOILI 

if C(r) were c(7) er C(22) but the oxidation of the ;r-hydroxyl to 

a hindered ketone vhioh, with lithium alnminlum hydride, efforde 

the readily dehydrated l pi-@ydroxyl ia at rarianoe vlth the 

known behariour at C(22)6. Hen00 the equatorial 7B-position ie 

indioated. 

Thin waa confirmed by autoxidation of the diet~lldene 

z-keto-3&aoetate in the preaenoe of potaeaium t-butoxide'. Thin 

6 C. Djeraeel, E. Farkae, A.J. Lemin, J.C. Colline and F. Walls, 

J. Amer. Chem. Soo. & 2969 (1954); A. Sandoral, A. Eanjarree, 

P.R. Leeming, O.H. Thomas and C. Djeraeei, J. Amer. Ohem. Soo. 

2, 4468 (1957); 0. Cainelli, A. Melera, D. A&on1 and 0. Jeger, 

Heir. Chim. dote g, 2390 (1957). 

7 D. Arigonl, D.&R. Barton, E.J. Corey, 0. Jeger 

aperientia l6, 41 (1960). 
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afforded a diosphenol identified by its ultraviolet absorption 

(cmcu 3003 at 279 mpohanging to 1500 at 328 mr,in alkaline 

solution) and thus demonstrated the presence of the group 

>CW!lI,CC+ . Thie oonfirma the suggestion that our hexahydroxy 

compound is 7S-hydroxy-Al-barrigenol. 

Satisfactory analyses hate been obtained for all oompounda 

mentioned, except the dioephenol whioh wae not isolated. Infrared 

measurements are on carbon tetrachloride solutions and ultraviolet 

on ethanol solutions unless otherwise indioated. 

We are greatly indebted to Dr. A.R.H. Cole and his colla- 

borators for the infrared measurements and their interpretation, 

to Professor Y-T. Lin for the samples of Rl-barrigenol and its 

acetate, to Professor M. Shamma and Mr. Ralph Mumma Eor RMR spectra 

and to Professor D.H.R. Barton and Mr. John Templeton who oarried 

out the autoxidation. 


