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STUDIES ON THE MASS SPECTRA OF PSEUDOLARIC
ACIDS AND THEIR DERIVATIVES

Huaxe Zer-Hexe® Liv Bar-N1an YiIng Bair~Ping

Yu Qi-Tao Hax Jiu
(Shanghai Institute of Materia Medica, Academia Sinica)

ABSTRACT

A systematio study of the mass spectra of pseudolarie acid A (1A), pseudolaric acid
B(2A), pseudolaric acid C(2B) and their derivatives (8A~9A, 1B, 3B~8B) has been
undertaken in order to explore the fragmentation mechanisms of these compounds with
novel carbon-gkeleton.

All these compounds revealed very weak molecular ion peaks (or none at all in
most cages) as a result of the great lability to loss neutral fragments under electron
impact. Two distinetively different degradation patterns were found depending on the
substituent pregent at the bridge-head position C(4).

The mass spectral reactions of the 4-OAc series were initiated by the fission of C(3) —
C(11) bond, leading to the ion series at m/z 260 (a,), 242(as), 224(as), 214(ae) (Scheme1)
and m,z 147 or 177+14n(D,), 131 (b,) (Scheme 2) , regpectively. The preferential cleavage of
ring B (M*—>m/z 214 and subsequent ions) was proved by incorporating p-BrC:H.COCH,
moiety to the carboxyl terminal of the side chain as an indicative igotopio label. Comple-
tely different behaviors were observed in the 4-OH series (8-hydroxylactones), where
the initial Teaction wag triggered predominantly by C(3)—C(4) bond cleavage followed
by loss of H;0, CO,, R?*0OH or HCO, R? to give the ions o;~c, (Scheme 3). Either 4-OH
or 4-OAc substituted diterpene acids gave m/z 110+R?(dy) and 111 (dy) through cycliza-
tion elimination (Scheme 4).

The mechanisms of fragmentation so far postulated were substantiated by high

resolution data and metastable measurement.
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