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THE SYNTHESIS OF DENDROPANOXIDE FROM FRIEDELIN
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Different names, that is, dendropanoxide,l) epoxyglutinane,g) and
campanulin,a) have been given to a triterpene oxide, CBOH5OO’ isolated from a
number of plants of the families Araliaceae and Ericaceae.u) Two alternative
structures, D:B-friedo-olean-3%,10-oxide (l)2’3’5) and D:B-friedo-olean-3,5-
oxide (g),1’2'4> have been proposed for the triterpene. Finally, the
structure of this triterpene oxide (dendropanoxideG); epoxyglutinane ;
campanulin) has recently been determined to be D:B-friedo-olean~38,10B-oxide
(1) by X-ray study.7) Dendropanoxide (1) and friedelin (2)8) are triterpenes
closely related each other in view of biogenetic considerations. We now
describe the conversion of friedelin (3) into dendropanoxide (1).
Friedelin (3) was converted via friedelan-3p-ol (i)Sa,b,9) into friedel-3-
ene (2)8a’b) by the known procedures. Epoxidation of 5 with m~chloroperbenzoic

acid gave 3o,4a-epoxyfriedelane (g)lo)

and 3B,4B-epoxyfriedelane (7), m.p. 202-
204°, M* at m/e 426 (C3oHz,0)5 PMR (CDC13): & 2.95 (1H, bre, Wy, 6 Hz; Cexy-
H), in a ratio of about 2 : 1. The B-epoxide (7 ; 300 mg) in ether was treated
with BFE-Etgo at - 10° until a complete disappearance of the starting material
(30 min) to give a mixture showing four spots on silica gel TIC impregnated
with silver nitrate. The least polar material was separated by silica gel
column chromatography impregnated with silver nitrate to afford an oxide (1 ;
€5 ng), m.p. 206-208°%, [alp + 71° (CHC13 3 ¢, 1.0), MY at m/e 426 (C30H500)5
PMR (CDClB): & 3.75 (1H, 4, J = 5 Hz; 0(5)-H), which was found to be identical

(m.p., mixed m.p., (aly » IR, PMR, mass spectrum and TIC) with dendropanoxide
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(1)1+6911) ang with D:B-friedo-olean-3B,10B-oxide (1) isolated from
Rhododendron macrophyllum by Block and Constantine.u’s)

The most polar product (41 mg) was identified to be D:B-friedo-olean-5-
en-3p3-o0l (§).4’5) The second polar product (64 mg) was purified by
recrystallization and identified to be D:B-friedo-olean~5(10)-en-3p-ol
(2).4’5) Identification of the fourth product is under way.

A mechanism involving a non-concerted process can account for the
formation of 1:-from the B-epoxide (7). A treatment of the a-epoxide (&) with

10a) olOb)

SnCl4 was reported to give D:B-friedo-olean-5(10)-en-

Ba-ol,lo) olean-l2—en-3a-ol,10b) 18-iso-olean—l2~en—5a—ol,1Ob) olean-13(18)-
10b) 10b)

or with BFB-Et2

and 18-iso-A-neo-oleana-3(5),12-diene; no ether was reported

10)

en-3a-o0l,
to be formed in these cases.
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