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Pressen& work. Further study on the CHCII extract of 70 eV, m/e rel. int.): 192 M+ (100); 177 (M’-15, 95); 145 
the stems has now yielded emodin, syringaldehyde, syrin- (71). The structure was finally confirmed by synthesis [a]: 
gic acid and dehydrozingerone (1). The structures of the condensation of vanillin and acetone in presence of 10% 
first three compounds were determined by spectroscopic NaOH followed by purification on a Si gel column 
data and by comparison with authentic samples. Dehyd- afforded the 4(4’-hydroxy-3’-methoxyphenyl)3-buten-2- 
rozingerone has been never found before in nature, one, mp 128-129” identical with the natural compound 
although it was already aknown as synthetic product. in all respects. 

HKl COMe It is interesting that some compounds related to (1) 

% 
have been found in other Zingiberaceae: zingerone, gin- 

% I 

ti 

( gerols, shogaols and paradols in Zingiber o$‘Icti~e Ros- 

I 
% toe [3,4] and in Almomum meleguetcl Roscoe [5,6]. 

Ho’ Hz 
Dehydrozingerone could arise biogenetically by the con- 

OMe 
densation of 4-hydroxy-3-methoxycinnamic acid with 

Scheme 1. 
one malonate unit, followed by double decarboxylation. 

The compounds were separated 6x1 a polymde 
column zmd purified on Si gel columns. (l), mp 1 Xl- 124’, 
showed in the IR spectrum (KBr) bands at Y, 
33OOcm-” (OH), I670 (c&unsaturated C=0), 1640 and 1. 
970cm- ’ (&XbCH-). The PMR spectrum (60 MHz, 
CD&, TMS) showed the following functional groups: 2 
MeCO 6 2.35 (3H, s); CH,O 6 3.92 (3H, 8); trms 
HC=CH 6 6.60 (lH, #, Jlra 16,0Hz, H,) and S 7.48 (lH, 

3 
* 

d, .Tas 16.OH2, H&; 1,2,4_trisubstituted benzene 6 6.90 
(1H, d, Jb_+ 9SHz, H-5) and 6 7.0-7.2 (2H, WI, H-2 and 

4 

H-6), ~:~%rn 
5: 

(log e): 240 (3.93), 337 (4.291, which by 6. 
addition of MeCOONa were shifted to 257 and 406 run, 
indicating a free OH group in 4-position, MS (probe, 
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The presence of l-caffeylrhamnose in the flowers of 
Lan&n~ Jr@ridu has been reported recently [I]. A new 
compound (Rf 0.22 in n-BuOH-HOAc-H@, 4: 1:5) was 
isolated from extracts of the above plant material (col- 
lected in Cat&a, Italy) by preparative PC. The WV spec- 
trum (1,335 nm in EtOH) showed a large bathochro- 
mic shift (75 nm) in the presence of NaOEt. Controlled 
acid hydrolysis (1004 HOAc; 3.5 hr under reflux) gave 
D-glucose identified by PC and by the use of glucose 
oxidase. Methylation with MeI-AgO in HCONME, [2] 
followed by acid hydrolysis (0.3 M HCl; 4 hr under -% - 
flux) gave 2,3,4,6_tetra-O-methyl-@glucose identified by 
PC and TLC. Acid hydrolysis (1 N HCl; 0.5 hr at 100’) 
and treatment with &glucosidase gave D-glucose and caf- 
feic acid in the ratio of 2.07: 1, identitid by PC and I. 
TLC. Since the compound gave no colour reaction with 
sodium molybdate Cl], the o-diphenolic group of cafIeic 
acid is not free. Methylation with CH2N, followed by 

:: 

acid hydrolysis (2 N HCl; 0.5 hr at 100’) gave isoferulic 4. 
acid identified by PC [33 and TLC; hence the Chydroxyl 

of caffeic acid is free and the 3-hydroxyl is bound by 
a #?-linkage to ~-glucose. Since alkaline hydrolysis (0.2 N 
NaOH; 3 hr at room temp) and treatment with ester- 
ase [4J gave D-glucose, this sugar is attached from its 
l-position by a @inkage to the carboxyl group of caffeic 
acid. The mass spectrum of the permethyl ether showed 
a parent ion at pnle 630 (talc. MW 630). Thus the com- 
pound must be l-[3-(B-~glucosyloxy),ehydroxycinna- 
myl]glucose, which has not previously been reported in 
plants. 
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