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The bark of Siphonodon austrgle Benth. contains a great many
triterpenes of the friedelane series, These compounds have been
classified as follows: ketones, hydroxy-ketones and polyhydroxy compounds
(1,2). This last fraction is extremely difficult to resolve and it was
therefore oxidised with chromium trioxide-pyridine reagent and chromato-
graphed.  Friedelane-3,x-dione, friedelan-3-one-25-gl, friedelane-3,x-
dione~25-al and three new acids were obtained by this procedure, This
paper gives characteristics of the three acids and presents the proof of
structure of one of them, this being relevant to a forthcoming publication.

The acids all gave negative tests with tetranitromethane and
showed no evidence of unsaturation in their infrsred and n.m.r, spectra.
In view of their origin and the fact that they are saturated, it is highly
1ikely all of them are members of the friedelane series. The

characteristics of these compounds are given in the table,
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TABIE
Formula Mepe [a_:.ll! Ester m.p.

Cyotya05 304-306° ~46° 233-235° (monomethy)
Cagf O, 334-336° +83° 264~269° (monomethyl)
G 05 >360° -68° 183-185° (dimethyl)

The acid, 030H46° , has been shown by the following evidence to
have structure 1a. The infrared spectrum of this acid has peaks at 1692,
1715 and 1728 l.un."1 whilst the infrared spectrum of its methyl ester, 1b,
hag no absorption band in the hydroxyl region. The absence of aldehydie,
acidic or olefinic protons in the methyl ester was demonstrated by the
NeMeTe spwactru:nx which exhibited no peaks in the region & 2,5 - 12,0

except a sharp singlet due to the methyl ester grouping at &3.6 (3 protons).
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X Shectra were taken on denterochloroform solutions by a Varian 460

sprctrometer ursing tetramethylsilane as an internal standard,
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When treated with an excess of lithium aluminium hydride in ether
for sixteen hours the methyl ester, 1b, yielded almost quantitatively a
dihydroxy-methyl ester, 1ce The infrared spectrum of this product has

1 and the n,m.r. spectrum has a signal at & 3.6

a band at 1730 em,”
(3 protons) due to the methyl ester group and a multiplet at & 3.65 - 3.8
{2 protons) ascribed to the hydrogens on carbons attached to secondary
hydroxyl groups, The dihydroxy-ester on acetylation afforded a
diacetyl-methyl ester, as plainly indicated by its n.m.r. spectrum; on
oxidation with Jones! reagent it was readily converted into the diketo-

ester, 1b,

Treatment of the diketo-ester, 1b, with lithium aluminium hydride
in boiling dioxane for sixteen hours ylelded a mixture which presumably
consists of epimeric alcohols since its infrared spectrum uxhibi_ted no
absorption in the carbonyl region., Oxidation of the crude product with
Jones' reagent yielded friedelane-3,x-dione-25-al, 1d,* identical in
every respect with an authentic specimen. Thus the "OL acid" is

fr:ledelane-B,:_g-d:lone-zs-oic acid.

The question as to the nature of possible naturally occurring

precursor(s) of this acid remains to be answered, Initially it was

¥ The position of the x-oxo group is either at C,,1 or 02? but its precise

location is not known. cf, J. L. Courtney and J. S. Shannon, Tetrahedron
Letters. 13 (1963),
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thought that the diketo acid arose from the oxidation of the corresponding

triol(s) since the extract of Siphonodon australe had been washed with alkali

to remove acidic materials. However, when friedelane derivatives possessing
the 25-21dehyrde or 25-hydroxymethylene group were treated with chromium
trioxide-pyridine or with chromic acid in acetic acid on the steam bath,

nn acidic compounds were formed. The precursor(s) of friedelane-3,x-
dione-~25-0ic acld must therefore be one or more of the epimeric 3,x-
dihydroxyfrizdelane-25-0ic acids, A= is to be expected of a compound
possessing a hindered carboScylic acid group, the diketo acid is a very

weak acid; 1t is not therefore surprising that the dihydroxy-acid(s)

should remain in the "meutral™ extract of the bark,
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