
Plant. Linal&l tree. one of five forms of C~~ 
c~~~~u Sieb.,(~mphor tree), classified according to the 
major compon@nt of leaf oil [l]. SoWee: The garden of 
Ehime Un~ve~~~, Matsu~ma-si, Japan: Uses. The 
leaves and small twings are st~rn~ist~l~ to obtain an 
oil, called “Ho-oit”, in Japan. 

Prevtiw w&. Non-volatile sesquiterpenoids in the 
leaves [2]. ~, i 

Present warti, The Me&O-extract of the fresh Iea~s 
was extmcted 
in ~a~uo, and “6 

itb n-hexane, The hexane was evaporated 
$ residue stem-dis~l~ Tb essential 

oii produced [f&d “.,. @D 1’4fjo8, [a]o -14+6? major 
component I-) hnal& ca SO”/ was distilled under red. 
pres. (-ST Wnun Hgi and the residue chromate- 
graphed on d column of Si gel with n-hexane-EtOAc 
(1:l) to give 3; fmctions. The last fraction was further 
purified by m-8 of preparative TLC on Si gel to give 
[I] and [2], cl]: C1&I1,&& oil, no 14859, IR (cm-‘) 
3330 (OH) 995? 920 (CH=cH& 895 @Cl&), NMR (4, 
ppm) 1.22 (3 ’ 
(lH, 1y1, -CHa 

-zJ! 

.y, CEJ& 1.68 (%I, s, CH---&C), 3-92 
-) 3*92 (2H, m, disappears when added 

with D,O, 0 4e6 _ 5.3 (4H, na, C&$Z:, C&&H-), 
5.62 ‘CI 5.98 ( l i?p, dn d, f 10, 17 Hz, CH,g+. Monoa- 
&a&oil. I’Jzz]~ -7.7, IR (cm-‘) 3450 (OH), 3740, 1240 

(acetate), NMR (S, ppm) I.22 (3H, s, Crr,-), l-71 f3H, 
s, CH-&=C), 2.00 (3H, s, -CO), 2.50 (IH, 4 QHJ, 
4.8 - 5.3 (%I, m, w<, w-? -CHOAC), 
5-95 - 5.68 (lH, d, f-s, J 10, 18 Hz, CI&&C~ [2]: 
CI&sQ2r oil, no l-4818, IR {cm-‘f 3330 {OH), NMR 
(&a ppm) 1.22 fs) t-26 fs) (9H, m-3 3-54 (Wr, m, disap- 
pears when added with D20, OH), 49Cl N 600 (3H, 
ABX, J1 10, Jz 17, J,,, 2 Hz, II_cH=CH4) !+5 N 5.62 
(2I% m, -CH=CH-). These data for 1 and 2 correspond 
to 3~~~~ethyl~a-~,7-~~-3,~iol and 3,“fdimethyl- 
~a-l,5dien-3,7diol m~~ively, which were prepared 
by photo~n~t~d oxidation of (-) linalooI[3]. Neither 
compound has been found pre~ously in nature. 
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&one; isogttntisin; chemotaxonorny. 

Plate et pmwiu~ce. G~ria~~ burserZ Lapeyr., Pyr&&es 
orientates, Frank. Dans deux r&centes ~o~un~~tions 
[1,2], nous av?ns d&rit six C-glucosides Ravon@tes 
iso%? Q parti dbs feuilles de G. &rseri et cons@ l’ab- 
sence de xantho~~ dans ces organ=. Le p&sent travail 
a trait & I’iden$&ation des principes amers de cette 
&me es?;-i~ d&i les feuilles et dans les ra&nes. Le 
mat&e1 az+r~l tr~tc, a & extrait B froid au MeOH. 
Aprrls con~~~~o~ de la liqueur ~ex~a~on et addi- 
tion de I&O, +n extrait successivement par CHCl,, 
AcOEt et BuO% Les fractions BuOH des feuilles et des 
racines, chromat&+aphi&es sur colonne d’alumine neutre 

! / 

(Me,cO So”? [3]) foment la ~ntiopr~~e ~~~ 
pour 200 g de ~~~~~5~ mg pour 2OOg de m&n& La 
CC de silice de l’extrait A&Et des racines (CHCl~- 
MeOH, d&ails voir [4]) conduit a l’amarogentine ( 10 mg 
pour 2OOg de racines). E&n l’extr;tit au CHC& des 
racineh apr& concentration, fournit I’isogentisine qui 
cristallise (80 mg pour 200 g de racines). Le f&at, ehro- 
~to~phi~ sur silice fCHCl&W%I [4]) donne 
l’amaropanine (2 mg pour 200 g de m&es). 

Comme c’est le cas pour mutes les gentianes ttudit%s, 
les racines de G. h~sc& contiennent la gentiopicrina et 
~~arog~t~~ En revanche, l’amaropanine na &b iden- 
tifiiie juSqu’& p&sent que dam les raeines d’autres es*s 
de la section C~e~~~~e {G. ~n~n~eu, ~~r~~ sputum 
[SJ. Quint B ~i~~tis~~ sa pr&enee (en ~n~n~at~on 
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&lev&e) est inattendue &ant don& que seul son isomere, 
la gentisine, a tte identified dam les racines des esp&ces 
voismes [7]. 

Identijication. Gentiopicrine: [tx]is (MeOH) = - 195”, 
R, [5], UV, IR, RMN du derive ac&yle [6]. Amarogen- 
tine: comparaison avec un chantey au~~tiq~ (Rf, 
F, [G$’ (MeOH) = - 114”, UV, IR). Amaropanine: com- 
paraison avec un &hantillon authentique (Rr, [a]i5 
(MeOH) = - 102”, UV). Isogentisine: comparaison avec 
un echantillon authentique (R,, F, UV, IR, RMN du 
d&iv8 acktylk). 

tion d’nn itchantillon authentique d’amarogentine et d’amsro- 
panine. 
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A previous report from this laboratory [I] dealt with 
the strnctural elucidation of eremantbine Q), the princi- 
pal active constituent responsible for the prophylactic 
action of the heartwood oil from Eremadws ekzeagms 
Sch. Bip. against the human parasite Schistosoma man- 
soni. The only structural feature not resolved in that 
work was the absolute gyration at C-l. More 
recently, it was demonstrated that vanihosmin, isolated 
from Vanillomopsis erythropappa, also had structure 1 

(4) (5) 

* Part 1 in the series Chemical Transformations of Abundant 
Natural Products. 
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[2], In this latter case however, the absolute configur- 
ations at both C-l and C-5 were elucidated and shown 
to be both R as depicted. 

That both eremanthine and vanillosmin could in that 
be the same compound and possess a l,S-cis-fused 
bicycle [5.3.0] deeane skeleton was suggested by the for- 
mation of the dibromo~~ 2 when er~nth~e was 
treated with N-bromosuccinimide in dioxane containing 
20”/, water. Analysis of the mass spectrum of 2 revealed 
the presence of parent peaks at 404,406 and 408 (1:2:1) 
showing that 2 is derived from 1 by addition of two 
atoms of bromine and one atom of oxygen. In the PMR 
spectrum, the methyl group appeared at 1.576 whereas 
a triplet at 4.238 and a singlet at 3556 were assigned 
to C&I and C.&Hz- respectively. In the IR spectrum 
the absence of bands which could be attributed to an 
OH group further supported the proposed structure. In- 
spection of a Dreidmg Model of 2 clearly indicates that 
formation of an ether linkage between the 4 and 10 pos- 
itions is possible only if the 5 and 7 membered rings 
are cis-fused. 

Analysis of a sample of ~~0~~ [3] served to con- 
firm its identity with eremanthine. Thus, a mixed mp 
determination showed no depression when compared 
with either sample; their chromatographic properties 
were the same; their optical rotations were in reasonable 

t [4] and more importantly their IR, PMR and 
%?$?R spectra were superimposable. 

It had been reported [i] that reaction of epoxide 3 
with BFs-etherate gave the ketone 4. Reinvestigation of 
this reaction showed this structural assignment to be in- 
correct.. Under the reaction conditions reported, the main 
product is the aldehyde 5. The structure of 5 could be 


