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Abstract&A new dlacetylene, 11,12-dehydrofalcarmol, was Isolated from the ornamental IVY Hedera hrh cv Hahn’s 
self-branchtng Published 13C NMR assrgnments of falcarmol and related compounds are corrected 

INTRODUCTION 

During a recent mvesttgatron of the dermatotoxtc con- 
strtuents of English IVY, Hedera heltx L (Araliaceae) [l], 
we isolated a new dracetylene 11,12-dehydrofalcarmol(1) 
This IS a minor acetylemc constrtuent, present m ca one- 
tenth the amount of falcarmol (2) 

RESbLTS AND DlSClB3lON 

Structure was deduced from the NMR spectra m 
comparrson with the spectra of known compounds 2 and 
3 We have included the NMR spectra of our own 
tsolattons of 2 and 3, because several of the proton and 
carbon assignments are incorrect m other published 
reports [2, 31 Assignments given m Tables 1 and 2 were 
unambrguously determined from COSY and HETCOR 
NMR spectra-f The ‘HNMR spectrum of 2 1s nearly 
tdentrcal to 1 except for the addrtton of two broad trtplets 
at 5 6.36 and 6 15 and the disappearance of two methylene 
protons m the integration of resonances at 6 1 3 Both the 
COSY and selecttve proton decoupled spectra show the 

*Author to whom correspondence should be addressed 

t Copres of COSY, HETCOR and selectrve proton decou- 
pled spectra of these compounds WIII be sent on request to the 
authors (ER) as supplementary materlal to this report 

H-8 resonance at S 3.17 with vtcmal couplmg to the 6 5 40 
srgnal and allyhc couphng to the S 6 36 signal The same 
spectra show vicmal couplmg between the allyhc meth- 
ylene resonance at ci 2.17, the b 5 57 stgnal and allyhc 
couphng with the 6 6.15 srgnal 

The 13CNMR spectrum of 1 differs from 2 wtth the 
omtsston of two methylene resonances at 629 3 and the 
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Table 1 ‘H NMR spectra (300 MHz, CDCI,) for compounds Table 2. “CNMR spectra (75.5 MHz, 

l-3 CDCI,, mt std TMS) for compounds l-3 

1 
H (6) 

la 5 46 (lH, d, J = 17 1 Hz) 

lb 524(1H, d, J=lO2 Hz) 
2 593(lH,dd,.l=l7.1, 102,54Hz) 

3 4.91 (lH, d, J= 5.4 Hz) 
8 3.17 (2H, d, J = 7 2 Hz) 
9 5.40 (lH, dt, J = 10 5, 7 2 Hz) 

10 636(lH,ddd,J=06, 115, 10.5Hz) 

11 6.15 (lH, ddd, J=O6, 11 5, 105 Hz) 
12 5 57 (lH, dt, J = 10.5, 7 8 Hz) 

13 217(lH,dt,J=72,78Hz) 
14 1.39 (lH, qumt, J=7 Hz) 
15 ca I 29 (2H, m) 
16 ca 129 (2H, m) 

17a 0 89 (3H, t, J = 6 8 Hz) 

17b - 

(i (i 

5.47 5.46 

524 525 

593 594 

4.91 491 

3.03 3 17 

5.39 5.42 

5.52 635 

202 616 

138 557 

1 27 2.20 

127 150 

1 27 2.06 

127 580 

088 500 
- 497 

Magnetic shifts of 2 and 3 are given to correct atom asslgn- 
ments m other reports [2,3]. Assignments here were made from 

selective proton decoupled and COSY spectra 

1 2 

C (6) (6) (63) 

1 117 1 1169 1169 

2 1362 1362 1362 
3 63 5 63 3 63 5 

4 74 5 74 5 74 5 

5 712 71 1 71 1 
6 644 643 644 
7 79 7 800 79 7 

8 179 177 179 
9 1228 122 1 1230 

10 1259 1330 125.8 

11 122.3 27 2 1225 

12 1348 29 3 1342 

13 27 6 29 3 270 

14 29 2 29 3 28 6 

15 31 5 319 33 2 

16 22 5 22 7 138.4 

17 14 1 14 1 1177 

addition of two vmyl carbon resonances at 6 125.9 and 
122.8 which can be respectively assigned to C-10 and C- 
11 from the HETCOR spectrum Acetylenic carbons C-4 
and C-7 were asslgned by selecttve proton decoupling of 
H-3 and H-8 to suppress second order C-H coupling. 
Asstgnments for C-5 and C-6 were made by analogy with 
the spectrum of model compound 15 m ref. [4] 

Magnetic shifts of 2 and 3 are given to 

correct carbon assignments m other repo- 

rts 12, 33 Assignments here were made 

from selective proton decouphng, and 

HETCOR spectra 

obtam 80 mg 11,12-dehydrofalcannol (l), 500 mg falcarmol (2) 

and 40 mg didehydrofalcarmol (3) Spectral data obtamed for 2 

and 3 were ldentlcal to pubhshed reports [2, 37 

Compound 2 proved to be a potent elicttor of allergic 
contact dermatitis (ACD), equivalent to 1 m potential to 
elicit ACD on guinea pigs sensitized to the crude extract 

of H. helix. Falcarinol (2) was shown to be a potent 
sensitizer and ehcltor of ACD m an experimental human 
sensitization [ 11. 

11,12-dehydrofalcarlnol (1) Colourless 011 UV i$..“e: 

235 nm IR YE;; cm -l 3350,3075,2940,2910,2810,2240, 1635, 

1455, 1410,987,925 CIMS (Iso-butane, probe) 100 eV, m/z (rel 

mt) 243[M+H]+(9),225[M+H-H,O]+(lOO),l83(56),169 

(59). 155 (46), 141 (39), 129 (37), 117 (39) 

EXPERIMENTAL 

Acknowledgements-The authors wish to thank NIH (grants AI 
18398 and AI 00472 to ER) for financial support of this research, 

and to NIEHS (grant no 5T32ES07157) for financial assistance 

to GWR 

Hedera hehx L cv Hahn’s self-branchmg was collected m 

January 1987 on the campus of the Umverslty of Cahforma, 

Irvme. Voucher specimen no 23,181 IS at the Museum of 

Systematic Biology of the Umversity of Cahforma, Irvine and 

was authenticated by the museum botamst, Fred Roberts 
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