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Abstract— A new diacetylene, 11,12-dehydrofalcarinol, was 1solated from the ornamental 1vy Hedera helix cv Hahn’s
self-branching Published '*C NMR assignments of falcarinol and related compounds are corrected

INTRODUCTION

During a recent mvestigation of the dermatotoxic con-
stituents of English vy, Hedera helix L {Araliaceae) [1],
we isolated a new diacetylene 11,12-dehydrofalcarinol (1)
This 1s a minor acetylenic constituent, present i ca one-
tenth the amount of falcarinol (2)

RESULTS AND DISCUSSION

Structure was deduced from the NMR spectra in
comparison with the spectra of known compounds 2 and
3 We have included the NMR spectra of our own
1solations of 2 and 3, because several of the proton and
carbon assignments are incorrect in other pubhished
reports [2, 3] Assignments given in Tables 1 and 2 were
unambiguously determined from COSY and HETCOR
NMR spectrat The '"HNMR spectrum of 2 1s nearly
identical to 1 except for the addition of two broad triplets
at 0 6.36 and 6 15 and the disappearance of two methylene
protons 1n the mntegration of resonances at 6 1 3 Both the
COSY and selective proton decoupled spectra show the

* Author to whom correspondence should be addressed

T Copies of COSY, HETCOR and selective proton decou-

pled spectra of these compounds will be sent on request to the
authors (ER) as supplementary matenal to this report

H-8 resonance at  3.17 with vicinal coupling to the 4 5 40
signal and allylic coupling to the 6 36 signal The same
spectra show vicinal couphing between the allyhic meth-
ylene resonance at §2.17, the 6557 signal and allyhc
coupling with the 0 6.15 signal

The '*C NMR spectrum of 1 differs from 2 with the
omission of two methylene resonances at 329 3 and the

12
1:_—: /T \=—
HO

1

N = =/

HO

HO



Short Reports

Table 1 *HNMR spectra (300 MHz, CDCl;) for compounds

1-3
1 2 3
H & @ ©
la 546 (1H,d, J=171 Hz) 547 546
1b 524 (1H,d, J=102 Hz) 524 525
2 593 (1H, dd, J=17.1,102, 54 Hz) 593 594
3 491 (1H,d, J=54 Hz) 491 491
8 317(H,d,J=72Hz) 303 317
9 540 (1H,dt, J=105,72 Hz) 539 542
10 636 (1H, ddd, J=06, 11 5, 10.5 Hz) 552 635
11 6.15(1H, ddd, J=06, 115, 10 5 Hz) 202 616
12 557(1H, dt, J=10.5,78 Hz) 138 557
13 217(1H, dt, J=72, 78 Hz) 127 220
14 1.39 (1H, quint, J =7 Hz) 127 150
15  cal29(2H, m) 127 206
16 ca129(2H, m) 127 580
17a 089 (3H, ¢, J =68 Hz) 088 500
17 — — 497

Magnetic shifts of 2 and 3 are given to correct atom assign-
ments 1n other reports [2, 3]. Assignments here were made from
selective proton decoupled and COSY spectra

addition of two vinyl 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 assigned by selecttve proton decoupling of
H-3 and H-8 to suppress second order C-H coupling.
Assignments for C-5 and C-6 were made by analogy with
the spectrum of model compound 15 1n ref. [4]

Compound 2 proved to be a potent elicitor of allergic
contact dermatitis (ACD), equivalent to 1 1n 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 elicitor of ACD 1n an experimental human
sensitization [1].

EXPERIMENTAL

Hedera helix L cv Hahn's self-branching was collected
January 1987 on the campus of the University of Cahforma,
Irvine. Voucher specimen no 23,181 1s at the Museum of
Systematic Biology of the University of California, Irvine and
was authenticated by the museum botanist, Fred Roberts

Isolation Fresh stems and petioles (1 5 kg) were macerated n
a blender with Me,CO, filtered, concd n vacuo, and the aq
remainder extracted with CHCl; The CHCl, extract was separ-
ated twice by CC over silica gel (toluene, hexane-EtQAc 19 1)to
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Table 2. 1*CNMR spectra (75.5 MHz,
CDCl;, int std TMS) for compounds 1-3

1 2 3
C (8) #) Q]
1 1171 1169 1169
2 1362 1362 1362
3 635 633 635
4 745 745 745
5 712 711 711
6 644 643 644
7 797 800 7917
8 179 177 179
9 1228 1221 1230
10 1259 1330 125.8
11 122.3 272 1225
12 1348 293 1342
13 276 293 270
14 292 293 286
15 315 319 332
16 225 227 1384
17 141 141 1177

Magnetic shifts of 2 and 3 are given to
correct carbon assignments 1n other repo-
rts [2, 3] Assignments here were made
from selective proton decoupling, and
HETCOR spectra

obtain 80 mg 11,12-dehydrofalcarinol (1), 500 mg falcarinol (2)
and 40 mg didehydrofalcarinol (3) Spectral data obtained for 2
and 3 were 1dentical to published reports [2, 3]

11,12-dehydrofalcarinol (1) Colourless o1l UV ghexane;
235nm IR v cm ™! 3350, 3075, 2940, 2910, 2810, 2240, 1635,
1455, 1410, 987, 925 CIMS (1so-butane, probe) 100 eV, m/z (rel
int) 243 [M +H]* (9),225 [M+H—-H,0]" (100), 183 (56), 169
(59), 155 (46), 141 (39), 129 (37), 117 (39)
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