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Abstract Two new quassinoids (klaineanolidcs A and B) were isolated from the root bark of Honnoo klurneuna and 
their structures clucldatcd by X-ray dilTracrion and spectroscopic methods. Two coumarinolignolds (ckomiscosins A 
and B) were also identified. 
.-- _. .--- ,_.--. - .- - _- 

Hwnoa klaineunu Pierre et Engkr decoctions are used in 
African traditional medicine against fever and intestinal 
diseases [ 1.23. Previous studies on this plant have led to 
the isolation and the identification of alkaloids, 
quassinoids and coumarins [34]. As a continuation of 
our phytochemical investigations on Honnoa klaineono 

root bark, the structures of two new simarolidan 
quassinoids, klaincanolida A (I) and B (2). were elu- 
cidated and two coumarinolignoid\ ckomiscosins A (3) 
and B (4), were identified. The present paper deals with the 
isolation, structural elucidation and identification of these 
compounds. 

REYSSULTS AND Dl!XLS..ION 

An aqueous-mcthanolic extract of Hannoo kbineano 
root bark was fractionated by CC on silica gel. Further 
purifications of l-4 were achieved either by crystalh- 
zation, silica gel CC and:or silica gel preparative TLC 3 
and 4 were identified by UV, IR, ‘H NMR. MS and TLC 
comparisons with authentic samples [7-91. 

1, C,,H,#ZI, (M ’ at m, I 460). showed a UV maximum 
at 220 nm which was related IO an Q-unsaturated ketone 
chromophore; IIS prcscna: was confirmed in the IR 
spectrum by an absorption at 1660 cm ‘; other bands at 
1765, 1720, 16!W and 1650 cm ’ were. respectively. indi- 

cations of a y&tone group, a &lactonc group. an 
aliphatic ketone function and an ethylene double bond. 
The ‘HNMR spectrum rev&cd the prcscna of four 
tertiary methyl groups and of IWO one-proton doublets (I 
= 6 Hz) in the ethyknc range (65.80 and 6.70 ppm) 
assignable IO H-2 and H-3, thus confirming the attribution 
of the IR absorption band at 165Ocm ‘. Three tertiary 
methyl signals were attributed, respectively, as in 
simarolide [IO 121, IO MC-~, Me-IO and Me-13. Me4 
differed from that of simarolide by the presence of a 
hydroxy group instead of a proton; Me-4 appeared as a 
singkt (6 I .52 ppm) as in guampolidc [ 121. The El mass 
spectrum showed a molecular ion at m/t 460; a fragment 
ion at m/r 442 (M * - 18) and the base peak at m/z 424, the 
latter being related to the loss of water molecules from IWO 
hydroxy functions in the molecular ion. In order IO 
determine unequivocally the s~mture of I and its relative 
stereochemistry. it was submited to X-ray analysis, using 
crystals obtained from CHCI, MeOH. A stereoscopic 
view of the molecule is shown in Fig. I. Interpretation of 
the ‘H NMR spectrum was achieved on the basis of X-ray 
difliaction results and is given in the Experimental. 2, 
C,.H,,O, (M * at m/: 486). displayed UV absorption al 
205 nm. indicating. in comparison with klaincanolidc A 
(l), the lack of an z&unsaturated ketone function. 
Furthermore, unlike 1.2 did not present any significant IR 
absorption around 165Ocm I but only bands at 
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Abstract-Fruits of Licaria armeni~co contain, besides eight known lignoids, thra novel ncolignans: ( IS.SR.6S.7R.8R~ 
8-acctoxy-l-allyl-3,5-dimcthoxy-7-mcthyl-6-(3’-methoxy-4’,S’-mcthyknodioxyphenyl)-eoxobicyclo[3.2.I]oct-2~ne; 
( lS,SR.6S.7R~I-allyl-3-methoxy-7-mdhyl-6-(3’-mcthoxy~,S’-~thykn~iox~~nyl~4,8-dioxob~yclo[3.2.l]oct-2- 
cne and ( ~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~ 
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IMRODLX’TtOS REXLTS AND DtSCLSIOZ 

Previous work on the trunk wood of Lmriu ormeniaco 
(Ness) Kostcrm. led to the isolation of 6,7drmethoxy- 
coumarin [2, 31, the oxoaporphinc alkaloid tri-O-methyl- 
moscaloline [3]. the furofuran hgnan magnolin la [3], 
the hcxahydrobcnzofuran ncolignans armcnin-A and -B 
[ 23 as well as the bicyclo[ 3.2. I]octanoid neolignan 2a [ 31. 
Work on the fruits and fruit calyas of the same species 
reported in the prcscnt paper yielded, besides la and 2a, 
and additional furofuran lignan 1 b. the additional bicyc- 
looctanoid neolignans 2b, 3a and 3b, and the tetra- 
hydrobcnzofuranoid ncolignans 48, Ib, 51. Sb and 6. The 
biogenetic nomenclature and numbering of ncolignans 
follow the rules outlined in a review [4]. 

------ 
l Part 82 in the mics’Thc Chcrrustry of Brazrlian Laurwrar”. 

For Part 81 see ref. [I]. Taken from part of the doctorate thaa 
presented by J.M.B.-F. to the Universidaderk Sgo Paul0 (1986). 
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PB, Brazil. 

Compounds la and lb are known constituents of a 
Moqrolro [S] and a Piper [6] spccics, respectively. 
Compound 2a [3,7] served as a model in the structural 
elucidation of the novel compound 2b. The spectral 
differences can all be attributed IO the presence of a 3,4- 
methylcncdioxyphcnyl group in 28 versus a Emcthoxy- 
4.5-mcthykncdioxyphcnyl group in 2b. The chiroptical 
data of compounds 28 and 2b are also ctoscly comparable. 
Compound 3a had ban obtained previously by partial 
synthesis [8]. It served as a model for the structural 
elucidation of the new compound 3b. Again the spectral 
differences could all be attributed IO drverse substitution 
of the aromatic parts of the mokculcs. a 3-mcthoxy45 
methykncdioxyphcnyl group m 38 and a 3.45tri- 
mcthoxyphcnyl group in 3b. And agam both isolates 38 
[8] and 3b gave nearly supcrimposabk ORD and CD 
curves. All other compounds have been isolated prc- 
viously from other sources: 48 from !.mria camura [9], 
An& rerminolis [IO] and another Aniha species [I I]; 4b 
from A. wi//iomsii [8. 12. 131; 58 from A rerminulis [IO] 
and another Anibo species [ I1 1; Sb from A. williamstr 
[8. 12. 133 and 6 from A. willromsii [ 121. Stercochcmical 
assignments of the neolignans were based on pubhshcd 
data [M-163. 

Most of these neolignans have been isolated previously 
from A. will&w&i. This species was designated A. simulans 
in all the original papers. The revision of the name has 
ban reported [ 171. 


