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. . Résumé "

a-Dihydro G- II, CngIIan(OH)h was oxidized

to a dihydro A (mp. 157-8°) by 1 mnl lead-
tetiacetate or periodic acid, hut its acetate was
“not-oxidized.

Then, -~clxh}dmy G-11 was con~

sidered to- have one glycol: a~Dihydro A was
eisily rearranged to e~dihydro B (mp. 247-8°)

which had four hydmi{yl groups-and both sh;

owed no characteristic yeaction of . carbonyl’

- group, It was very unexpected phenmnenon
that the reaction product, e-dihydro B, had
four. hydroxyl groups, in. spite of that ‘the
glycal of e-dihydre G-11, having £ our hydroxyl
groups, was cleavaged by lead-tetracetate of,

periodic acids’ - As the fplloxV'ing‘ reasons, the
“isapr 6p3;1 &roup would be linked to-the carl_oﬁ
-atom with the. tmtnry hydmxyl Zr oup, and

then the tex tiary hydroxyl gmup of @#~hydroxy

‘fusion‘of a-dihydro G-1I, was one of the hy-
©droxyl groups of gZlycol;

" f-compounds - were the stereo~isomers of &=

Ea

6

1. Each of the hydroxyl groups of the glycal .
was seconchrv or tertiary and not pr 1mar),ii_ri
because formaldehyde was not p]oducedby.‘f;*

. lead-tetracetate oxidation.

2. Tt was proved by I)Lmz,e & test that the
tcrtmry hydroxyl group in G=IT did nat
remain*in the reaction pxoduct Then at lmst
_one of the ‘hydroxyl q‘mup% of glycol was

o oter u'uy . :
3. a—DJhydro A'waseasily oxidized to aceton ';
by KMnO,. ' ‘
-~ The abov‘e‘unexpeqted reactions could Le ex-
pldired 'reas‘onably as shown in the figure..
@-Dihydro A" was. oxidized by CrOy to @
dihydro C (mp.. 122°) which was easily rear-
ranged'tb a-dilydro D (1ﬁ1).151f2°). a-Dihydro
C and 'D had aldehyde group w‘vhich was pm-,-["
duced by the oxidation of the pﬁmar‘yfhydroxyli
group of w%lihydro A and they ghowed clear-
1y the  silver-mirror reaction and w—dihydroD o

was oxidized by AgpO to the acidic substance.

Consequently, e-dihydroG-II had one pritmary.”
hydroxyl group, because the primary hydrox_vl“
group could not i)e; produced by glycol cleavage, f:

The reactioﬁs of ﬁ—kc_:on‘lpounds'ﬁreyre sirri/ilarfa‘,'v
to. a-compounds and “these ‘facyts ,é.howed tlﬁ;“lt“!:‘:

compounds.

e, ﬁ»chmethyl butvnc ac1d obtamcd by alkali o
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Résumé .
On the previous papers, - we report’ed that

Grayanotoxin=II was a diterpene alcohol, - she

- owing ‘the deep red color by the Lieliermann’s

-results,

reaction, G-Il was decomposed to: acetong,

acetic acid, oxalic acid, succinic acid and:

dimethylmalonic acid by KMnQy “oxidation,

and - by kali~fusion,  iso-butyric acid - and

a-hydroxy-e, B-dimethylbutyric  acid

It was also confirmed that G-II had

werg
i'sn,lai:ed.
the methyvlene group and the primary hydroxyl
group. Consequently, Dby these experimental
the ‘chemical properties ‘of fourteen
carbon atoms of G-II were cleared. Among
that

is, two carbon atoms of two methyl groups

.
these carbon atoms, ten carbon atoms,
g

of dimethylmalonic acid, six carbon atoms of

. e-hydroxyre, B-dimethylbutyric ~acid and ‘two
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. atoms were hydroxyl groups and’ cone

carhon atoms of methylénc and primary hyd-
roxyl, groups; could ‘not be the ring - carbon’
atoms and so, by the other ten carbon atoms,”
the. ring of G-11 would be formed.  The ring
of G-11I was seemed to e the decaline ring.
Among the Five oxygen atoms of G-11, four
atom

would Le-the inactive oxygen of ether type.

‘If G-11 was a diterpene alcolol,  the carb;9n
skeleton of G-I1 must follow the isoprene njle'
like abietic acid, as-shown _in the >‘1“i‘gure.
The . presumptive stfllctural Tormula of G- -1
derived from.this carhon skeletori and that of,
reaction pxoducts were .shown reasonably in.
this figure hut some points of these _f‘o,rmulas‘

'(‘,.\_UD{‘% ;&7» L;'{zrﬂ,‘,: ,(_L;‘,h. Ao must e confirmed Ly the :flifther eXperiments.
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