. - v b
. value of the one:are” 186° an.l Cler»(;Og, and that.-
of the othcr are 275° and C19H‘,00
At high temperature, we obtained acetoge, acetic . !

- acid, succinic - acid, - dimethylr'nalonie acid and 2 .
*. showad- often the red color hy the Llebetmanns ’

crystal (mp’ 240~246° C1H20s). :
Many of the terpenes have thé conﬁouratwn fr?m
whxch dlmethylmalomc acxd can be. obtamed by

~ the oxydatlon Moreover, the molecular skeletone

%.ﬁaﬁ$—§$15ﬁ%

“of G 11 (C. _»ngn) is the same as the dxterpene and ~ }
*.a3s we expected G-II showed ‘the deep red’ color_

- T
1 X

by the Llebermann s color reaction. L. Ruzicka (2) -

found 'that the di- and tnterpene alcohol and acid

I eactlon

-

. By these expenments, we be\hev& that Grayano-'

‘toxms may be belong to the ,dltergene, alcohol.’ |

toa oo
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5 unt} )O%Oﬁwj&‘ﬁomﬁ V. (1) Grayanotoxm In omgtgﬂprat'c =

*E;ﬁt RS Ji?tﬂ%‘h ’Eﬁ’."ﬁ
' Grnyanotoxm I a}&’;;k KOH &9 200° iSH,}fL.{a”:

it s ?: jc“'ﬁf}ﬁimu{m"%z)»')ﬁo&&“%’a o

4%, Z’ZMET}}@“}'% L’.&ﬁ;‘? lso-'butync acid

: atwﬂxofsﬁ@’mto Z QRS mp 60~65°"

TRIED L THCH BIGUED. RDEDES pjod-
phcnacylester L_‘TZ; k_ﬂ’&l,\‘ﬁ*l‘;lkéaa’kﬁto Wz
—-JVC*%KDTEH‘?‘% r mp 93~97° C ARSI

oy Cill:0s DRUR%HT5 oxy ERD p-Jodphena-_ .
lcylcstcr e—Ft 5, co oxy. Eﬁa)mm&ﬁ%ﬁ‘f% -

(Jﬂ%ﬁk?}ﬁéﬁ{h EF%E) 25. 2

kwic G
',%*memmm ﬂ&ameaw*m&w)zuo -

.21 % .

G-I n bﬂf‘ haﬂﬂﬁaaﬁfi&ﬁkﬁ}ﬂ Lffﬂ

| 2T CHERE CHuOs 7% MR A T 5 Mk o

oxy ¥ F0 p—_]odphenacylester ERL 7'{?.&

8 & DIRFRC K 0 %Dﬁm?ﬁﬁy)/’u Ltz -
C6H1203 DHED oxy @liﬁ:ﬁ E3L7r o ﬂﬁi“‘

T

l\,

-f—ﬂmnao’fceffcrz O RYEROHRT, imae- .

RBRERLTH S L DT mp 60~65° HEED
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The meltmg points of the oxy acxd lsomers (CGHmOa) and’ thexr p-Jodphenacersters

o H) ERE '\‘\' - Meltihg points‘
© Acid Formula .. H— +J0 dphenacyl o
- s - o A CAcid” -] ester
. L . © | . CHCH.CH:CH,CH : COOH" TR ,
a-Oxy-n-caproic acid - : s (l)H s B o AR “106~107°
a-Oxy-iso-caproic acid- - . CH3/ CHng(':H COOH 53~56° ' 9)~ 920
s CH; . v . L SR
B-Oxy-iso~caproic acid - CH./ CH?HCH2COOH ' |- liquid B RS 28 L
A S odm ] bp165°/35) ey
: . . CH; Lo " v N . i - ;
'e-Oxymethyl—iSOTVa}leric acid CH3/ CH '(':H -'COOI:I : 162~640 | 90~ 020
. p-Oxymethyl-iso-valeric acid | '/ - cH coOH y 60~63° | . 103~104
RS CH,OH R o
a-Oxy-ac,ﬁ—dxmethy‘l—butyﬂc., “"NCH—C—COOH . _ . 633 | .08~ 97°
acxd . /T , e e
. CH; o . . S
2 ' g _OH - P RN
R - ‘ X0 %5 IV #: BrmErsE-15, 98, 1050
30 o ! e .

G-I T e b /&U« 1so-butync ac:d ’



| | LER S
' _ﬁfi}ﬁ?%t‘ LI B0 iso-propyl 5% 4]

T2 % DI R IR TR R TER e 6 0> CoHyx05 -
6% oxy, RV ED p-Jodphcnacylester 2ORLUIR
MRWE 7o G-11 ommamz ko 1Sk
oxy Kz LM OB a-oxy-e, [i-dlmethylbutync ‘
acid *ez)mm’m,f_o . L
' ®.oB.
- G-I omgmﬁ G—II 5g w}ﬂi KOH 30g %
4 ’HI«MM’SL/\M’E&*T 200~220°"C 4 ﬂ#l’a‘ibu
Btdo PE ﬁkﬁmaﬁiﬂ K% KOH i
. Qﬁé fﬁiﬂﬁ#ﬁ%ﬁtir%iﬂ'i'% LBRICE D, 7kl~f§
L CHmEREE L - 7 ThitY me?&ctﬁumﬁ
RTINS o TRV TRUPRRRY: & LI
- BRIEDR = ~ 7 CHEI LRUKES = — 7 1 2 e
3 aszvmasémmzsmﬂ WKL 308 %15,
CRRE~NATFATCRERETSACOBER |
%muz&xm<éﬂtrﬁ<;4mmmmmrﬁm‘
© LA 190° uTomﬁ}&itbba r¥ -«»Ltﬂmi '
IR, &a&kumeoz&ﬁm iﬁuﬂ LTH S, B
CHIETS X ﬁ&bfﬁaao “mp- 00~65°
ik 30me ‘
 BiF(mg)’ COz(mg) HzO(mg) C(2) H(/)
243 5031 1949 - 5590 883
_ CeHp:0; 5454 - 9.09
'uﬂﬁ&%ﬁmLPmLmKOHﬁTWW?éa‘
C Eliﬁ“i‘%o*ct%i[”:@bté&??ﬁ%ﬁﬁilf@l}jﬂwﬂ
: \ fﬁ}‘f'*m%t,;?_}h —)odphenacyl—bromxde 70mg 2 .
T LR IA L B IR 2 BBt
B, BERT A X —AhDLHETS EXLMEE

Y

BB, mp 0~970 IR AR RI =~ -

ML S E USR5, mp 95~00° M
T ﬁlOmg - '
o ,Z# a-oxy-a, ﬁ—dlmethylbutync acid.’ p—Jod-
phenacylester (mp 96~97°) }:‘LEF.E!L’C %mﬁl@“ﬁ'
‘ &’ﬂbts\n -
| 4(mg) COxmg) , H:O(me). C(/) H(%):
' 2377 3907 LOLL . 4482 475
' " CuHpOJ 468" 452
%é?&*wﬁimtaﬁ\%@iwﬁﬁ-ac Hedx 0.34g " .
ZORERFS KOH KET*%&E&%%IEL%E&&&E \
At]\;l..f"ifﬂl, p—Jodphenacylbromxde 06g ?-_»7)1]1‘( 1-
n#ﬁﬂi%bﬂﬁ“b«%iﬂ?% tﬁh‘%ﬁ&&ﬂm zms@

R 3285 |

*

#w 15 B )
FCTIE 5, mp 108~1085° ficik 0.41g. _
- %% iso-butyric acid ‘p-jodphenacylester (mp -

- 108~10°) :iRFHL T HHAEET 2B

‘ a-I)xy-a, A-limethylbutyric acid DA :
Methyhsopropylketone 75 = Wi 42 2k

20ce KR LM MK T ) Lty 17420°
IIRBEMEL ES 40 24 BiE 1T co RPAT T3, 8 -
TR DR R RBET S LigE= Ek‘ e

\

) QM‘T%‘D‘CZK@E?E“LI—TQL’CﬁﬁlﬂL’fLﬁﬁiﬂi

&%ME&Ame&:—Tw&E&?% EREUNT.
ﬁﬂiﬁiﬁ&ﬁ’) o 'bp 82°/15mm ik 455¢g.,
D Me’thyleOpropylketone cyanhydtme ‘7g l_._
ﬁﬁﬁgQMK7EﬁiﬁLﬂET&.2km
&mﬂ%mhf?ﬁ%é’iiﬁd‘é EE‘:&I— -7 IR
LTRSS = ~ 7 R AT D . BRI AR aﬁf
F5 LT L O TR O RORM= - T AR MAT L
' ﬁiﬁ&i[”EU‘i‘ao mp 59~00° ' ik 051lg ZE B
SRRy Y- “;Eilh:—r)boﬂi&"c‘?‘mao\ mp 5
63~65°, ' .
ZOEE03g a_»m KOH mvrﬁufim%%zmtfm@
B2 ERACIRL p-jodphenacylbromide 0.3g %M ' .
xflﬁﬁﬂ&%MMLhwféaMbDEDMﬁ%‘“-
BRI ERIR W U D o TREI R ST Do I

P

0128 R A 5 - AT B, mp 96~97°

BT (mg) - COx(mg) HzO(mg) C(2) H(%). g
. 63465 | 1351 4339 © 463

. CuH"OJ 41468 . 452
mmtﬁtrd&mramoHhﬁommz) béﬁ
%gmmfa:awao \
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A

,~\/ o, AReSume~_,-' :
" When Grayanotoxm-II was; f'used wnth KOH -
vpowder at 200—220" for 4 héurs, the small amount ‘ .
- of ac1d mixture was obtalned By the fractxonal R
_‘dlstlllatxon of this amd mlxture under the reduced '
pressure, lso-butync acid and the very small amount ‘\ o
of crystalline acid (CsHuO;,) meltmg at 60~éa FER
‘ (p—;odphenacylestcr mp 96~97°) were . obtamed »
" For the determination of the structure of . thls
acid, six isomiers of thé acid (CeH;:03) Were syn-
. thesized (see table) and the .acid- obtamed from s
" G-II"was proved to-be’ 1dentlcal w1th a—oxy— L
- % ﬂ-dlmethylbutync amd
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