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EXPERIMENTAL

EXTRACTION AND ISOLATION.—The collection and preliminary extraction of the plant material
has been previously described (6). Tlc analysis of some fractions from the column chromatograph showed
the presence of zones giving a bright blue fluorescence under uv 365 nm. These compounds were isolated
by preparative tlc using silica gel, Et,O-EtOAc (1:1) to give trans-cistanoside D (110 mg Rf=0.60) and
cis-cistanoside D (32 mg Rf=0.65).

The trans-cistanoside D was identified by comparison of spectral features (uv, ir, 'H nmr, *C nmr)
with those reported by Kobayashi e /. (4) and by comparison of the same spectral features and tlc behavior
of its acetate with those of an authentic sample of cistanoside D heptaacetate kindly supplied by Professor
Kobayashi, Central Research Laboratories, Yomeishu Seizo Co., Ltd., Japan.

The cis-compound gave identical spectral data apart from the signals in the 'H-nmr spectrum for the
protons attached to the at and B carbons of the ferulic acid residue. In the trans-isomer, these occur as doub-
lets (/=16 Hz) at 8 7.67 and 8 6.37, respectively. In the cis-compound, the corresponding signals were at
8 6.89 and & 5.81 which agrees well with the values calculated for a cis-configuration.
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Symrnium galaticum Czeczote (Umbelliferae) is cited in “Flora of Turkey” as a taxon closely related to
Smyrnium cordifolium Boiss. and as a “species imperfectly known" (1). Thus, we included these two taxa in
our chemical investigation of the genus Smyrmiwm (2-10) to determine whether they are chemically
different.

Five of the compounds, smyrnicordiolide, 8-B-hydroxysmyrnicordiolide, 1-B-acetoxyeudesman-
4(15),7(11)-dien-8,12-olide, 1-B-acetoxy-8-B-hydroxyeudesman-4(15),7(11)-dien-8,12-olide, and fur-
odien (11), which were previously isolated from S. cordifolium (9), were also present in S. galaticum. Two
compounds, 1-B,10-a, 4-a,5-B-diepoxy-8-B-hydroxyglechoma-8a, 12-olide and glechomafuran, were
not found in the latter species, while two aromatic compounds, 3-methoxy-4,5-methylenedioxypropio-
phenone (12) and the new natural aromatic, 5-methoxysafrole, were lacking in S. cordifolium. This finding
suggests that S. cordifolium and S. galaticum should be considered as two different species.

The hrms of the new aromatic compound 5-methoxy-safrole indicated a molecular formula of
C,1H,,0;. The it spectrum showed the presence of aromatic bands at 1610, 1515, 1500 cm™ !, unsatura-
tion at 1630 cm™ ! and no hydroxyl and carbonyl peaks. The structure of the compound was established by
its '"H-nmr spectrum. A signal at 8 5.92 (2H, s) revealed the methylenedioxy group, a methoxyl peak was
at 8 3.9 (3H, s), the propylene group protons were at 8 3.3 (2H, br d, /=8 Hz, CH,-), 8 5.91(1H, ddr,
J=17, 10and 8 Hz, -CH-)35.08 (1H, brd, J=10 Hz) and  5.05 (1H, brd, J= 17 Hz, -CH-CH,), while
two aromaric protons were at 8 6.35 (1H, br s) and 8 6.39 (1H, br s) indicating their positions meza to one
other. The identification of the known compounds was established by spectral data (uv, ir, 'H nmr, and
ms) and by direct comparison (tlc) with authentic samples.

EXPERIMENTAL

PLANT MATERIAL.—S. galaticum was collected from central Turkey (Cankiri-Sabandzii) in June
1981, by Dr. M. Coskun (Ankara). A voucher specimen is deposited in the Herbarium of the Faculty of
Pharmacy, University of Ankara, AEF 10170.



Nov-Dec 1985} Brief Reports 1007

EXTRACTION AND ISOLATION.—Air-dried and powdered roots (200 g) were extracted with Et,O-
light petrol (1:2) at room temperature, filtered, and evaporated under a vacuum without heating. The
residue was dissolved in warm MeOH and left in the refrigerator for 2 h to precipitate the fatty material.
After filtration, the MeOH was evaporated to dryness under a vacuum. The residue was fractioned on a Si
gel column (3X 50 cm), eluting with light petrol and a gradient of Et,0 (to 100%) and MeOH (to 10%).
The compounds were eluted and identified in the following order: furodien, 5-methoxysafrole, 3-
methoxy-4,5-methylenedioxy-propiophenone, smyrnicordiolide, 8-B-hydroxysmyrnicordiolide, stig-
masterol, B-sitosterol, 1-B-acetoxyeudesman-4(15),7(11)-dien-8,12-olide, 1-B-acetoxy-8-B-hydroxy-
eudesman-4(15),7(11)-dien-8, 12-olide. All compounds were further purified by preparative tlc (Si gel,
Et,0O-light petrol, 1:1). The spectra were recorded as follows: uv, Varian Techtron model 635; ir, Perkin-
Elmer 577; 'H nmr, Bruker WM 400 MHz; ms, Varian Mat 711.

5-METHOXYSAFROLE.—Amorphous, it (KBr) 3050, 1630, 1610, 1515, 1500, 1460, 1380, 1200,
1140, 1080, 1050 cm ™. 'H nmr (400 MHz) (CDCl,) given in the text. Ms m/z (rel. int.) (M)* 192.079
(C11H,,0,) (58), 165 (M-27) (18), 149 (M-43) (42), 119 (M-43-30) (28).

ACKNOWLEDGMENTS

The authors thank Prof. Dr. F. Bohlmann (T.U., Berlin) for the '"H-nmr and ms spectra and the fruit-
ful discussions.

LITERATURE CITED

P.H. Davis, “Flora of Turkey,” Vol. 4. University Press, Edinburgh, 1972, p. 339.
A. Ulubelen, S. Oksiiz, Z. Samek, and M. Holub, Tetrabedron Lett., 4455 (1971).
A. Ulubelen, N. Ates, and T. Nishida, Phytochemistry, 18, 338 (1979).
A. Ulubelen and H. Abdolmaleky, Phytochemistry, 21, 2128 (1982).
A. Ulubelen, S. Oksiiz, I. Bernal, D.A. Gage, J. Gershenzon, and T.]. Mabry, J. Nat. Prod., 46,
490 (1983).
A. Ulubelen, S. Oksiiz, and N. Tanker, Phytochemistry, 23, 1793 (1984).
7. N. Goren, A. Ulubelen, F. Bohlmann, J. Jakupovic, and M. Grenz, Phytochemistry, 23, 2281
(1984).
8. A. Ulubelen, S. Oksiiz, N. Goren, T.J. Mabry, and F. Bohlmann, Phytochemistry, 24, 1105 (1985).
9. A. Ulubelen, N. Géren, F. Bohlmann, J. Jakupovic, M. Grenz, and N. Tanker, Phytochemistry, 24,
1305 (1985).
10. N. Goren and A. Ulubelen, Phytochemistry, (in press).
11. H. Hikino, K. Agatsuma, and T. Takemoto, Tetrabedron Lest., 931 (1968).
12.  A. Sh. Kadyrov and G.K. Nikinov, Kbhim. Prir. Seedin., 107 (1973).

Received 29 July 1985

AW N

™



