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In the previous papera,we widned the dnbu~~~ of theaeapodenole~ A, B (=barringtogenolC), 

E aa 8, 112), 1113), and alao reported2'3) the isolation of two minor theaeapo~ola deeidnated as 

CmlDfratheaeedsof~eaaiDnggLe L. Lter on, tbeaaapogenolr C and D have been identified by 

theirdirectcorpariaonm' (airdmp., ID and TIC) respectively with camelliaaenins d and A**, whose 

atructure~~ have been proposed ae IV and V having 22~-0E (equatorial) functionality by tuo Japanese 

P=pe4). On the other ha& In connection with the atudiea on aaponinn obtainable from aone 

Japanese Frim&xceoua planta, wehave isolated') primulage.ninAand dihydropriverogenin A, which was 

initially isolated by Bchwohe and co-workere fromkropeanPrimulaceow plants and aaeigned M VI 

poeeeemingm (axial) function6) . On compariaonof thewapogenol Dwith dihydropriverogsnin A, 

we unexpeotedly found that the both compound8 are identical (mired mp., IR, and TLC). Therefore, we 

dab to describe in the prerent communication our remark8 on the configuration of 22all functionality 

of theaaapogenol D verifying additionally a (equatorial) to be correct and consequently wish to 

reviw the structurea of priverogenk A imd B (initially proposed aa VII and VIII by Tschesche et al:)) 

to IX and x. 

On treannent with acetone and anhydroua CuS04, theaeapogenol D (V) afforded two monoacetonides: 

vie. 16.22-diO- and 22,28-diO- isopropylidene derivatives (XI and XII), analogously as in the case8 

of theaaapodenols A (I) and B (II), which carry 160,&28_triol functions'ff. Aa the con’iguration * 

l Although the name camelliagenin8 (or dihydropriverogenin A incrtead of camelliagenin A) should be 
preferred for theee compounds, we use the name theasapogenols only in this paper, so that we could 
poetulate our findinga without complexity. 
H In the recent -cation, It0 et al. alao reported 7) the isolation of camelliagenin B from the 

=d&:f*~:3 prepared ouly XI fro0 camelliagenin A (=theaaapogenol D), however we 
isolated XI and XII similarly an in the oaaea of theaaapogenola A and B. The structure8 were 
charaotericed by DllR qeotra of acetyl derivatives of XI and XII, which will be rqmted in our fill 
paper. 
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at.Q of theaeapogeml B (II) ham been proved rigidly , id the unambiguoue convereion of II into 

theaeapogenol D (V) vae perfomed by the reaction aequencee ae shown belou. 

Thue, 3-0-acetyl-28-O-trityl-16,22-di0-monoacetonide (XXII), which me prepared from II by 

eucceesive treatmsntritb tritylchloride-pyridine, acetone- CuS4, and by mild acetylation, 

furniehed a ketone (XIV): IB (CC14): 173&'1720, 1243 cm-', on Cr03-pyridlne oxidation. The latter 

waz then subjected to deacetonidationtieramild acidic condition givingXV. Finally theHuan& 

Won reduction of XV folloved by detritylation afforded az a major product 214eaory-theaeapogenol 

B, rhichwae proved tobeidenticaldth theaaapogenolD (V) in allreepecte. The carbonyl function 

at C21 of XIV resisted etrikingly to the H uan@inlon reduction probably due to the aterical 

congeetion. Aa 22-OHmuetretainin the &able equatorial orientationduring the procedure from 

XIV to V, the conversion described here coupled with the behavior of theazapogenol D on acetonide 

foxw&ionprotidea the additional oupport for 22acoH(equatorlal) inV". 

Az mentioned before, Techeache and co-wo*em proposed 6) theetructureoofdihydroprivero~n 

AaeVIhavin&(rp (azial)-OE iunction. lbeir concluzion waz mostly hazed on the fact that MB4 

Mu&ion of22-keto derivative (XVI) yielded 22-eplmerae themajor product. 'IbeyaezW tbzt the 

mzjorproductmthave a-equatorial configuration (XVIII), eo that the original alcoholahould be 

-al at C22 (az XVII, VI), Ve reinvertigated on tbir point ae described below. 

By pzeeing through the neutral alumina helm) column in benzene eolution, theazapogenol D 

triacetate (XIX) eufferedboth acylmigration and doacetyla~onyielding3,16,28-triOacetate (XX) 

and 3,16-diO-acetate (XXI) in gwd yield*. Zhe fonaer wae next oxidized by CS3 to give 22-keto- 

triacetate (XVI),wbichon reductiondth18aBE4 follonedbyena.lkalinetrea~entfUrniehed 22-epl- 

theanapogenolD(major) (XXII) andV(minor) M reported by Tscheecheand co-workem . The acety- 6) 

lation of the epimer with acetic enhydride and pyridine at room Wpzrature gave a triacetate (XXIII), 

whoaem spectrum together with the epectrum of XIX are an ahown in Table I. 

'Be multiplet ei& assignable to 22-H of XXIII appeared with a half band width leas than 10 

cpz. euggeoting22-8 to be in en equatorial configuration, uhile the zi@ due to 22-E of XIX wae 

obtained ae a quartet supporting the aforementionedazeignment. Furtheniiore,thefindi.wethatthe 

line poeitionof16-8 inXXII1 exieted at 15 cp.hi&erfield than that of XIX(prhapz due to lack 

of zhieldingeffectexieted inXIXcaueedbyC 2-equztorial ozygen Punction) and thenon-eqtivalencr 

* lbe facile acyl migration of XIX (fYom 224 to 16-O) described later ie aleo illuetrative of 2206 
OH in V. 
+* Tbz structural determination of theze acetatae wae performed by thoirllHR qectral analpee. 
The elmilar acylrigratlonz of other theaaapogenole arenowunderetudyin thielaboratorg. 
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VI iMH2OH 

dihydmpriverogenin A 

VII R&JO 

priverogenin A 

VIII priverogenin B 

VI - XVII XVIII 
(minor) (major) 

Stmctureo proposed by the previoue workera 6) 

Table I. (rvaluea in CDCL, at 100 Moe.) 

XIX XXIII 

P( #Ok 5.50 (t.-like) 5.50 (t.-like) 

:c(16$oH 5.76 (m.) 5.91 (m.) 

:C(22$!OAc 4.69* (q., 5x6 and 1.2 cpe.) 4.67* (t.-like, U$<lO cpe.) 

-C(2&20Ac AA&34 

I 

(ABq., J=ll cp.) 
HA&" 

s&23 %=5.99 1 
(b8q.s J=U cpe.1 

=+12P 
4.68 (m.) 4.67 (m.) 

* Although the signal wae overlap@ by that of Cl2 -proton, the quartet was clearlydietin&ehed. 

** The 
97 
ctual Ug value of this signaleeeme to be am amallae for the Ordinary equatorial 

proton , however the multiplet due to C 
&2 
-protonappeeringat the rimilarchemlcal ahiftagain 

disturbed to read euch a reaeonable valu . 

of methylene protons attached to C= increaeed In XXIII comparing to XIX (due to voluminoue C22- 

axial function nearby; the chemical shift differences between HA and HB are 0.21 pp. in XXIII, 0.11 

pp. in XIX>, CUUld ~tio~lly be eQl&Z& by 888i@w W$XttOhd &?-l>llc hi ax anb sdd OM tn 

x.urr. It followa that NaEK4 reduction of the ketone (XVI) affonied the &al aIcohol (XXII) ae the 

imajor product co&q to the preti0u.e aeeumption6) and the confiaugtion of 22-OE in themapogeno1 

D (=dihydropriverogenin A)mu&bea-aquatorial. 

Accordingly, the structures VII and VIII originally propoeed to privwopdnins A and B by the 

previous wrkere 6) ehould be replaced by IX and X. 
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