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A new seaqulterpenoid enter, torllln (I), 022R3205, n.p. 

77-78', Cali -45.3"(2 0.85 In ItOH) uaa irolated In a 0.4s 

yield from the ethanollo extraot of the seed6 of TB n- 

&T DO. Refluxlng with l$ methanollo potaralun hydroxide for 20 

min. hydrolyzed (I) to yield, beside aoetio acid and angel10 

acid, a 7:7tl mixture of three leowrlo alcohols with moleoular 

formula 015H2403: torilolone (II), m.p.179-180°, Ccl~-25.7'(R 

1.83 In 0HO13), allotorllolone (III), m.p. 151-152',Ca3~8~151.2~ 

(R 0.53 In RtOH), and l-eplallotorllolone (IV), m.p.135.5-137'. 

C@ -147.5'(~ 0.61 In EtOH). Since a more draatlc hydrolyeis 

(refluxlng vlth 5% methanollo potassium hydroxide for 2.5 hr.) 

gave a mixture contalnlng only 17$ of (II) and 83$ of (IV), 

allotorllolone (III) appears ae a transient exletanoe. This 

was confirmed by the treatment of (III) with 5$ methanollo pot- 

assium hydroxlde which afforded the same equillbrlum mixture of 

(II) and (IV). Rquilibration starting from (II), under baelc 

condition, again yielded the same mixture: reminiscent of the 

well-known interconverelon between geigerln and allogeigerio 

acld.1) The structure and atereochemlstry of the most stable 

leomer (IV) was established by its conversion into l-epldeoxy- 

gelgerln (VIII).2) 
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Dmhydrmtion of (IV) with phomphorm oqohlorldo mnd pyrl- 

,diaa gsto the unrturmtod kotonr (V), r.p.92-93'. Cizl;'-152. 

(0 0.63 in WOE) whioh mm rrduoed dth llthiu tiuminnm htar_ 

idm to flold the PnutPntrd l loohol (YI). Hjdrobomtioa ioll- 

0-d by ohrodo l oid oxldrtlon oontorted (VI), a (VII), into 

Lo9idroqgolgoria (VIII), m.p.128-129'r Eal~l+l30.8*(p 0.47 

In BtOE). the Identity warn l mtab1imh.d by oo~rlron rlth an 

suthalrtlo -10. 

Ih8 8DOOtrO8OO~10 data Of the 8Wond i80-, tOrilOlOn8 

(11) indiod8 l OfOlOp83ItOllOn8 ~1.t~. oawljt10 bfdl'Og8lUtiOZl 

fi8ldrd dibfd?OtOl%lOlOn8 (IXb), n.p.107-106*, C(rJ+27.4' 

(no.42 1n IWE), rhioh 8Xhibit8 8 QO81tiV8 Qotton OM8 (ng. 

1) SlBO8t 8UpW'i~S8blO OIL th8 OPTI Of dlbfdX'Og8l#$8rln (x)3) 

8nd (+)-trur8-~-uthflbl~O~O~~.3.0]-9-d8ouron8 (XI)'), inbi- 

Oat1?l2 th8 OOllfi@UWt10~ 8t al 88 th8 8tl'UOtW8 (II). 81nO8 

th8 inOr8S8Bt# la [Ilo of p-n1tl'ob8Zl808t~ 8nd 3,%-618ltI'ob8a8- 

08t8 Of th8 88OOIl68rJ wdzoql gI'OUp 8t 08 t0 th8 pUrlIt 81- 

oohol (IXb) 8f8 n8g8tlV8 (-288' urd -318. rO8P8OtiV8l$), th8 

(2)-OOonii@W8t1On lf88 888158d t0 th18 88fM8tr10 08llt8r 8000- 

rding to th8 "b8nSO8t8 -8 * 5) . 

?h8 188t 18088l. 8llOtOrilOlOQ8 (IIf) 8bOW8 8 8trOlW]J 

m8ltiV8 aOttO OW8 (n&l) whloh 18 Virtlul BiFXWr IWO 
Of th8 OUrV8 Of l-8~18llOtOrilOlOnO (xv) 8nd V8W 8iril8r t0 

th8 OWVI of dih~dretorllolono (IXb). Ill8p8OtiOn Of th8 ml.- 

OIllW MO&818 Of (fII) Wd (Iv), and 8PpliO8tiOtl Of th8 OOtUit 

ti8 8hOW t-t th888 8r8 jU8t tb8 08888 t0 b8 8rpOOt8d Uh8SI 

8llototilolOnr Uld 1-8pi8~lOtOrilOlOlI8 h8Vr th8 8trUOtIW8 

(III) tid (Iv) r88p.OtiV8&) 
Returning to th8 8tZUOtW8 of tOr111lI 1t88lf, th8r8 8U8t 



No.37 

The rotntory dleprrelon ourvee of allotorllolone (III), 

1-eplallotorllolone (IV) and dihydrotorilolone (IXb). 
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The rotatory dlepe%~ curves of torllin (I), 

gelgerln (XIII), ieophotoeantonlc lac6ene (XIV) 
and 1-epldeoxygalgerln (VIII). 
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be decided the loaatione of tha l oetato and angrlioatr groupa; 

OS-angelloata and Ull-•oetatr or vioe terra. 

When terllln wa8 distillad at 1 P, pyrolyalr took plaae 

to give an oil, 020R,80,r b.p.145-156°/0.02 mm, (al, 23-65.40 

(~0.73 In HOE) whioh wan ahom to be daacetyltorllln (XII). 

Abbrence of the peake due to the acetoxyl group In the infm- 

red apeotrum and appearance of a multiplet centered at 5.15T 

(211) in the n.m.r. apeotrum are ooneistent with the atruoture 

(XII). Alkaline hydrolyalo afforded the above-mentioned unea- 

turated ketone (V) and angelic mold. Thus the evidences for 

the locatlonrr of the two eeter group8 were rrecured. The rter- 

eoohemletry at the ring juncture of (I) reate on the follow- 

ing obnervatlons. (a) The Ootton curve of (I) (plg.2) is very 

oloae to the ourve of gelgerin (XIII), but dietlnotly differ- 

ent from the Cotton ourves of lsophotolrantonio laotone (XIV) 

and 1-epideoxygeigerln (VIII), (b) Tetrahydrotorllin (IXa) 

obtained by catalytlo hydrogenation of (I) was eaponlfled to 

yield a-methylbutyrlo Acid and dlhydrotorllolone (IXb) whose 

oonfigumtlon was dltlcuened above. 
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