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(1)

In our previous paper , we have described isolation of nine crystalline
compounds, A, B, C, D, E, F, G, H, and I, from the acetone soluble fraction of wood of

Taiwania cryptomerioides Hayata by alumina column chromatography using various combina~

tion of n-hexane, benzene, and ethylacetate as eluents. Identification of Compound F

(2),

as cadinane-3-ene-9{~o0l-2-one has been reported

Rechromatography of the n-hexane eluent(l) on neutral alumina, yielded pure A, B,
and the tenth new Compound J on successive elution with n-hexane-benzene (1:1) solvent

system for A, benzene for B, and benzene-ethylacetate (9:1) solvent system for J.

The following experimental evidences support that Compound A, B, and J are
muuro1ane-3—ene—9€—ol—2—one, muurolane-Zd,9F—di01-3-ene, and muurolane—2€,%?—diol-}-

ene, respectively.

Compound J (Ia) was crystallized from ethylacetate in colorless plates, mp. 168-
17o°c,gi]%8-111° (C 1.00 in MeOH), CygH, 0% (M* ion m/e 238). It exhibits IR absorp-

tion bands at 3360 (~0H), 1360 and 1370 (-CH(CHB)z), 1670 and 872 cm >+ (CHB-C-CH-).

The NMR spectrum shows at T 23313 9,09 and 9.12 (6 H, a pair of doublets, J=6.5 cps,

-CH(CH3)2), 8.75 (3 H, s., cnjc(on)-), 8,14 (3 H, broad s., CH,~-C=CH), 5.91 (1 H, broad

3

s., W& : 5 cps, HC{OH}=), 4.04 (1 H, broad d., J=6 cps., CH,C=C-H), 8.87 (2 H, s., -OH,

3
disappeared on 320 addition). Treating with acetic anhydride in pyridine, Compound J
gave monoacetate (Ib), mp. 128-130° (}}max 3520, 1710 cm-l), and shows the chemical

shift of hydrogen attached at carbon atom carring acetate group undergoing downfield
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to’t gggIB 4.83 (W& t 6 cps). The oxygen atoms of Compound J, therefore, exist as one

secondary and one tertiary hydroxyls.

Compound A (II) was crystallized from n-hexane in colorless plates, mp. 126—12700,
(o) 27-104% (¢ 1.00 in Et0H), Cy5B40,%s 2,4-dinitrophenylhydrazone : mp. 150-152°C.

It exhibits IR absorption bands at 3410 (-OH), 1380 and 1370 (- CH(CHB) )y 1660 and 1675

MeOH

(- E C=CH-), 1425 (- &-cn -) and 1640 and 840 om™ > (cn C=CH-). The UV absorptlon;x,max
241 m}l(log € 3,95), indicates an¢x,@-unsaturated ketone with two alkyl substituents,

The NMR spectrum shows at - gggli 9.11 (6 ®, 4, J=6.6 cps, -CH(CHB) ), 8.82 (3 H, s.,

CH c(on) )y 8.20 (3 H, broad s., CH,-C=CH), 3.09 (1 H, broad 4., J=6.3 cps, -é C=CH-),

3

Compound B (ITIa) was crystallized from ethylacetate in colorless needles, mp.

206-2o7°,t9¢)§7-47.7 (C 1.00 in BtOH), C %5 (M* ion m/e 238). It exhibits IR

1582
absorption bands at 3410 (-0H), 1365 and 1380 (—CH(CHB)Q), 1670 and 840 cm™! (CH30=CH-)
The NMR spectrum shows at ﬂ;g§213 9.11 and 9.17 (6 H, a pair of doublets, J=6.5 cps,

~CH(CH 2), 8.80 (3 H, s., CHBC(OH)- )y 8.25 (3 H, broad s., caB-c-ca), 5.96 (1 H,

3)
broad s., W& = 13 cps HC(OH)=), 4.33 (1 H, broad doublets, J=6.1 cps, CHBC=C-H).
Monoacetate (IIIb) was obtained by treating compound B with acetic anhydride in pyridine,

mp. 54-56° (]} max 3430, 1730 cm“l) The hydrogen attached at carbon atom carring

acetate group shifts downfield to'v 02213 4.67 (W& : 15 cps). Again, Compound B

contains one secondary and one tertiary hydroxyls.

(3)

Compound J, on chromic acid oxidation in acetic acid s gave an‘*,ﬁ-unsaturated

ketone identical with Compound A, When subjected to reduction by NaBH, in aqueous

4
methanol, Compound A yielded Compound B as a sole product.

Since W& ofol-hydrogens in Compounds J and B are 5 cps and 13 cps, (6 cps and 15
cps for monoacetates), respectively, the secondary hydroxyl group of Compound J is

axial and Compound B is equatorial.

* All gave satisfactory analytical data.
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(4) (5)

Selenium dioxide oxidation of T-muurolol in boiling ethanocl for six hours
followed by chromatographic separation on neutral alumina gave two crystalline products,
muurolane-3—ene-9p-ol—2-one and muurolane—zd,9P—diol-3—ene. IR and NMR spectra as well
as mixed fusion confirmed that these were identical with Compound A and Compound J,

respectively.

I 17 ITI
IJa R =H IIIa R = H
b R = Ac b R = Ac
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