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Table 1. ‘H NMR data of some Ma-methylsterols (400 MHz, CDCI,,TMS as int. standard) 
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(s) (J) (s) (d) (d) (d) 

0.661 0.98 I 0.758 0.912 (6.4). 

0.961 0.081 (44.3) 0.898 0.8% (6.4) 
0.442 (d. 4.0) 

0.874 (7.0) 
0.656 0.979 0.754 

0.882 (6.4) 
0.873 (6.4) 

0.656 0.978 0.753 
0.881 (6.7) 

I .026 (6.8) 4.663 (a 1.5) 2.024 4.69 (23) 5.29 (7.8) 2.219 (7.0) 
1.031 (6.8) 4.715 (s) 

I .025 (6.7) 4.663 (d. 1.5) 2.026 4.80 (23) - 2.237 (7.0) 
1.030 (6.7) 4.714 (s) 
0.854 (6.8) 0.807 (6.8) 

0.78 1 (d, 6.8) 2.024 4.68 (22) 5.29 (7.8) - 
0.859 (6.8) 0.785 (6.8) 
0.853 (7.0) 0.807 (6.7) 

0.780 (d, 6.4) 2.023 4.68 (22) 5.29 (7.8) - 
0.858 (6.7) 0.785 (6.7) 

28HzS 3/7-OAc 3a-H 11-H 25-H 

(s) (m) (m) (srpl.) 

*Figures in parentheses denote J values (Hz) for doublet and septet signals, and wx values (Hz) for muhiplet signals. 
tCyclo methyknc signal as for 3a. 
$ Methyl doublet as for 2b. 
)Data for authentic stcrols determined at 250 MHz (cf. ref. [a]). 
~Preparai from 2a by hydrogenation. 

beon shown to contain the 24-ethyl homologue of la, 
(24R)-14a-methyl-Sa-stigmas&9(1 l)-ccn-3&ol (Id) [8]. 
The other 14a-methyl-A9”“-sterol so far known as the 
natural product is Ma-methyl-5acholcst-9(1 I)-en-3j_M 
(lc) detected in sea cucumhcrs [9, lo]. 

EXPERIMENTAL 

Mp uncorr. Argentation TLC: silica g&AgN0,(4:1) dc- 
velopcd three times with CCI,CHICJI (5: I); HPLC: Partisil 5 
0DS2 column (Whatman; 25cm x 10 mm i.d.), MeDH as 
mobile phase (flow rate, 4ml/min), RI detector, CC: OV-17 
SCOT glass capillary column (30 m x 0.3 mm i.d.), column temp. 
260”. RR, on HPLC and CC expressed relative to choksteryl 
acetate. EIMS (70 eV): probe; ‘H NMR: 400 MHI CDCI,, TMS 
as int. standard. Acetylation: A@-pyridinc at room temp. 
overnight; Hydrogenation: EtOH over pre-reduced PtOz at 
atmos. pressure and temp. overnight. Two steryl acetates, 2b and 
Ja, were used as the reference specimens [a]. The dried aerial 
parts of G. penrophyllum were purchased from Kinokuniya Kan- 
yakuKyokuCo. (Tokyo). Forthc ‘H NMRdataof2a,2bandJa, 
see Tabk 1. 

Isololion o/ new srerol. Dried aerial parts (IO kg; leaves and 
stems) of G. pentaphyllum were extracted with CH,C& at room 
temp. for I week to give 242 g of lipid, which was saponified (5 % 
KOH in MeOH) under rctlux and then unsaponifiabk lipids 
(5Og) extracted with isopropyl ether. CC of the unsaponiable 
lipid on silica gel (350 g) (hexane. hcxene-Et,O, hexantEtOAc, 
and then MeOH as eluants) gave the sterol mixture (6.95 g) (The 
clution was monitored by TLC on precoated silica gel.) The stcrol 
mixture was separated by further chromatography on silica gel 
(3OOg)(hcxane-EtOAcascluant)intotwofractions,onecontain- 
ing an appreciabk amount of A’-sterol in addition to A’-stcrol 
(fraction A. 3.5 g) and another consisting mainly of A’-stcrol 
(fraction B. 3. I g) [2]. Fraction A was acetylated. and a portion of 
theacetatcfraction A (1.1 g)subjected toargentation TLC togive 
eight bands. The fraction (61 mg) recovered from the fourth band 
from the solvent front (R, 0.44) was subjected to reverse-phase 
HPLC yielding 2a (2.6 mg; RR, 0.71 and 1.52 on HPLC and CC, 
respectively). 

14CI-Merhyl-Scl3rgosfu-9( 11),24(28)-&11-3/J-y/ acerole @a). 
Mp. 95-O-96.5”. MS: m/2454.3816 (M’, CJIHsoOz, rel. int. 90/, 
requires 454.3808), 439.3571 (C,oH~,02. 48x), 411.3289 

(CI~H.& 17x), 379.3322 (&sH,,, 14%), 370.2825 

(CzsH~sDzr 12x), 355.2584 (C2.H,s02, 8%). 327.2303 
(C2sH,,Os, 77x), 313.2133 (C~,H~~OJ, IS%), 287.2026 
(C,sH2,02, 13%). 273.1846 (C,sH1,02, 11%). 261.1839 
(C,,HI,OI. 10%). 255.2095 (C,,H,,. 9%A 227.1819 (CrH,,. 
20%), 55.6567 (C.H,, 100%). 

IC-Methyl-5a_ergost-9( I lben-3/7-y/ acetate (2&C-24 epbneric 

mixture) prepared from ti by hydrogenation. MS: m/z 456 (M l , 
CJIHslO1. ret. int. 37x), 441 (86%), 3% (4x), 381 (23x), 329 
(3%). 287 (6x), 273 (6%). 269 (7x), 261 (7%). 255 (5%), 
227 (9 %), 43 (100 %). 
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