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N - ’

-- Expt.1 was c'u'ned unier a fine weather, nn:l the rate of feeding of beniene or Ulc hqml “.H

. nmntamed at 6 hters per Lour. Expt.2 wasea rxed under a clouly weather, at 3 liters per hour, F(pt.
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I‘tpt 4 was ‘earriel under A clody \\c'nher,

" .at 4 liters per. hour. At Expt.o we did not add the- freeh benzene to f 1Itmte, .md the very f lltn\tc was

“subjected to further reaction, and this procelure was repeated 4 times, -The d.\t'\ in these. expemncntd are’
- shown in Tableland2. « Lxgﬁt f uc.}or" In: theﬂe tables is the value measu ed by, luxmeter. wl ich sensi- . -

bxhty was ]owercd, and 130 is correrpon lent to the brightness at the noon:o *‘the fine decembm- day..

It was found. that the rpocxfm granty of filt ate and the content ‘of ¥- 1"0mer in' the . cry°tul

- produets and the rtoum-dmtnllntxon resilues.inerénsed gmlu-ﬂly at early. st.wc, but smcc the*7th or

Sth reaction ﬂnese were almost invariable.

‘ about 1295 in ecr )alal produc_t, .‘md about ¢

It is concluded t}mt the erystal product -of BILC wluch containg 12%

(Fig,2

3695 in the sten m—dx“mlauon resilues

< In t]m st'lte, the content “of r-isomer was .

T icomer is- obtmmd en-

-sily and conimuouﬂy by these procec.m'eg And\xf wnnted the product (OI\tlhnlng 3025 7-10mer eun

.~ ako be obtmneJ from the filtrate.

v

Studles on the to“c components of Stagp;er bush I. Syntheq@ of AscbOgcmn. 'la]\ashn it

}Ircvcm
1949 (“ ith anhvh ru'ums, » "’)

(Agr (Amu Labor, Kyoto Umwr”xty h} hecencd Aprll

30 1919, Potyu-Kagake 12 :

%ﬂ*@ﬁﬂimé}kﬁa')‘amr‘w) 1 Asebogenm oAﬁE

o4 1. 30. xﬂ, '

gﬁ: (Plcl'l‘i J*tpomcum D. Ton, 7 mH) 019
og‘ 153 Asebotin (D n"lycon \_3;,27 asebogenin L_-
BiLTix Eykwan 2) umﬁmom At %o O

L.r,,t—c M. Briedel JZtx A. qumer Ik phloretxn(X)—;:"

EF—eH 5 L O ROHE O W .
(_}}n_m;'/‘;m D phloretlmc acid k phloxoglucm-
;»,' nxonOmctherthcr L%m phloretmmonoxnethylether 79.
SIELWE Lo C}I;,OJ{c,a){ kL < &tphlorog uein-*
mOnOmethylether x phloretmxc cynmde Lo Hocvch
LL[(E'IJ,&7 ﬂ‘“ 4&/[1]&, phloretin-methyletker (\]] )
D n‘ebogemn L z, PN mllmxgxwebogenm(t phlo-

rctm'l mcthylcthcr(\'ﬂ) CHLREPE L (I‘Jg 1)0 .

N 1) -zhmmwwzsc?{za ebo-cy:ntf.ulu‘m
wTuwr— 'w%zwmmml" el ok rlmJu
d‘VJrzHKJ w’” )‘Z?o
9 1. 16 2710 (1883)
.- ;1033 H 3289. -
n)

3 C. 1032, I-)Om 408.
1) [TERs 57 1141 (tr'm)
55 649 (mit1)

.

- JLoMEE R .
1z dxh)dlonmmm)o acid () % 1 'Qli benzylchlonr]e :

b3 cthylmn onale 5B L, 3(’J‘(L 1 benzaldehyde 2

mou
CFigt . o s
R} .
- Asebogenin _ M_. uoC)cn,cncxH + DOHJ

~

“CHO,
HCl

HOQCH,CH,CM ’ QOC%

F?S(IW_{-L: p]lIOrefln-‘i-methylethel‘ (V[D Z)AﬁiZ-L*C
5 ultv’é\to Eﬂ*’)u-f‘ Liﬂiﬁ‘%ﬁ

& acetxc nnhydrlde 32 éinnamic acid ?;ﬂ'mk‘?t
THR L*c%to %\ol&ﬁib Bﬁmﬁ@ﬂz DI hS shh
"'C}-E.E)o dlhydrocmnnnuo acid i; Bﬁgﬁ'b\_f&fl)—mtro,"
j-amino ‘{:_—!%}g*ch-gxy 16 %Eﬂ% phlorehmc acil ()
i 1 [EHEORE onitro {E28 42 OIPMER T L
<QS(,T,_ Bt L#z, pnitro o p-amino ~ois jdi‘ﬁu,&
Bt A RO I fET % ammonia k& FeSO,

b9 .7

HOQCH,CH,COQJH f':"—

htcrr, anl this Hquil is “ubJected to . i

IR

e LORSABME AT L



il Ch "CHCSOQ S "COOH'
P UCHLLY T COOCH PR
4+ Math 2T ..______., @coocn KeH @coora_.._-., -
SRS e ACOOVCHS - S

. .'_

RO | HCHCOOH HCFLCOOH L
o e ,,,_CHJCO‘O o COONa éﬂ kg 2_, ,.

‘ .
l Lo ~ -

CHQC COOH o CHCHCOOH ’CH2CI-12000H : .l I-QCH,COOH
NaNO+HCl ‘@ eSO4+Nl_-30H

NNCl o P ‘NH,

< -

2

CHZCH COOH Hch COOH
cmo CO- OCH,

H oco OCH - 0:C0r OCHS

D
+r
%/
e

HO@CH,CWCO'OCH (_ﬂ__ H3C0 co: o@cmmz "@OCH3="[‘ o
B S

AcCH20H2 ODOCH3 o

AcO

. -

. o c : - - .
o : BRI
L

- Ho= Yeroicod” Yoo, —-24HSG

CHC 2coa OH - \ o



-

]

UL OMNRGES 2 L ke
@ p-carhomethoxyl {LisfHucik Dt C’)M!}F&(i‘. 3
—81° TEO L ORAHRE X <~ LThit

ﬂ

ph! orehmc acid

Friedel Craft [Zﬁg{y:{& bt Lt pcarhomethoxy-

phloretin( V) % fii#=s ZTT% CHeNe © methyl 'L

LT Lc 1>]ilorctin-4-n1etf)ylcthc‘r D %1t

20 b DRUSOHE IR HAEL T R - '
-(}\V}‘m}'—-ﬂ( f%@’rm_’@ L (Fig. ")o S

R VRS S

1. Benzylmalomc ncxd dxethykster 6) B}‘ﬁﬁ],f }L
Eiﬂik;f??\?kﬁﬁm 25g 62*3‘) Nn 2.3g ZARHT 5L¢ cooler
LT B ICHIRE T HME DY i[l}'Zr"'W&*b, diethyl- -

.. malomate 168% M~ % q xiz bcnzylchlondelﬂg’é: D=

SIS BT 4K 0 I A EST T B o TRNELMT

‘ 7k%$i;f305}5mi’/67m?!* LB Seh s 5 R itz

@l Lffﬁ'ﬂqk’i*xﬂé X RIS L*cif%o _n
*wf}nww?tt%U?f‘k?’”H%a Wy fiig, I_fmuio

" bp 166- 1G7°/13mm,MLO&MCC/MJ% EWFIR, (

el @ﬂhl_;{iﬂwfm 6g (bp.70- 110"/1';mm) hraey dxbcmyl

_ Sh
b I’C),-,-c: neirl ehlorile & L o Dipd phloroglucin LA

r‘?‘

L N.\Hg 00g ’r){sz'rl’h]?r"'}"t’d)ﬂ“\éo .
* 1G] gtk “3"11‘ TR 5 o 73'(?’?1‘_ :
&[‘Ht 3‘&?;’1#;1’1’33{ L"f\?iﬁﬁﬂ’i'éo bp. 1Gl°/16 ’

¥
!
1
L]
i
i
\

a
-

10% ammonia 7k Coce IZMIHFSRTD CA Mo %*nnﬁk E
. ¥R 008 TR 20008 12 E DL

malonic ackl dmthyloster 1g (bp. 22 -2250/13mm) P

1‘}-’61”53 V
o .Benzy)mnlomc acxl bcnz_ylmalomc acid ester L_

. KOII (ODIO!) &midl,’rzgfﬁ?&kjjﬂ’\?g k?ﬂﬁlj?)*[bﬂ,’@ _

UIEIE RO TR Do Jkobs TS0, iRtz LT ether

M55, ether %7KBs L CIEHEL benrene .5 Ttk
'J‘-%o‘ ?"Pl \117°’ g ikt 85/04’ .m@pm.ﬁnm"f'u?h
s dher 2xiFreny, o - T
'; Dlhydrocmn.umo acid (I) bcnzylm?t oni¢ acid
mmmrh 1130"&;11[1’91\ % L BANCHITD, frfjsomn )
L CO: gas cDﬁjJ;ﬁ e AN i dneiia
..ﬁWJ 909, bp- 164°/16mm, mp. 17°, I é”ﬁh’réfm
Titf"rﬂﬂ")’ﬁ*m'c?’vky ether 2 % Fievsg

4 .(;mnnnuc acxd~ cooler ‘fr[!fﬂ,y‘._

- aldehyde 20g,\ fHF7kﬁf upea 108, ff K 308 rAR

"R DRIZHED benaaldehyde Wik o Pufise
S Utk bk & 1C ﬁ‘il‘fﬂ:’}‘_é»& cimmm‘io -
ekl RIS Do HOMERYLIA ST o MK

180° 42 MR 5 9—10n§ﬁil}mi‘*ﬂ+7 AR
e U/wﬁ T5 LT Do ZIUCET NaaCOy % fiiN

- i 17g, mp 1'3"—] L.io ""I'L',flzl}(ﬁ'u'u’«'C*?}’?fr"f?f‘i‘_%o '
£ .Dihydrocinnamie acil (I)
% b % NuOHL 80ee (Zii~5

cinnamic neid 15g

M’a'cfcf} PRLES 2.5%

6) M Conrad : A 204 174. (1881) Leuchs B. ‘_44
1500 (1011) .
- .\. o '
AN . \\

RIS OT7595 ), mp. ';20, sk, aleohol,

T 10 %
L AUZEYIAS 15 H'Z(U‘ QO"/ i @108

. mttoacul ﬁerDA‘L%o lm]f("‘/l‘(au"

1

ﬁ&"lé B

Hg "‘w[’
47, Yo 148 BRARIEED93%,

G +penitro. hydxoamn'\mlc acid. hydrociimamic acid

=Y HYUEALL 85° (B B LS

mm, mp,

RLERT #JJOD?"J’P&V\J

‘3'6?11"?1 iR J"Z)o }ﬂ&’,lm ""f‘;‘ta' _}Lt)ﬁlﬂ(ﬁ

- 300c0 ISR UBHIO NaaC0; 2i~D L it fe
ST, W TICHRghEC LTI -

EQ@ WK
ZD%NF!H o ORI T 5 ~'—3 F]“Cﬁ; -

tv o- mtroqoll

161 ’

75 iy 3.60 p- mtro-hydmcmnmmﬂ acil, mp.-

foons A

5k9mm@&’
%W 0)7K7krﬁk-& L’Uﬂis :

Wit Gg(I&I,."]{ﬂO"yO ) o-nitro-hydrocinnamio acil mp - -

113",1‘5(14{73(”“53:'3 02 5% ) i Lf"rfﬂ,ﬁ/m%p'unl'C&)%o
7 « p-amino-hydrocinnamie ucxd!‘) p-nitroactl 10g %

£5%

m~% (mf’vo-' A% DTV TR A R L

b M — AT B s OB D 1O iy
’rJ_LL’C@"JJ'C&)iLli:'WUM‘,‘ J’L'CE@; B JERASSr
B T MCRM T By SKICHIED
- FG(OII)x 2 Lt
" ec iz t5,

- ONFRINZ RS
50° LT CMIEILH LT #1180
AT e M~ B M T LAS
=1 HiRe e iU tﬂWLqL;{Ra) amino acrl (ﬁ YR
H 5"6: ﬁ“J‘ﬁHH]—lO" Iu-/p((ﬁfi(’ﬂ'}*i‘?)o Ko

ether {2 & H‘
i\ Ifr(’&ﬂluﬁﬁlﬁm&aﬁﬂ!\’M(b’CE‘]’( (\-FJL—/}WL

C RGO 5

#ﬁ:h_ benz-' -

R iey)ifil J‘Z:a

S Phloretmlc amd (p—hydroxy-phenylproplomc

anpnonin 7k Goce ‘fw

acll)") g ) mumo ﬂ.(:ld.J g &7k 2 g X337 96HCl 7.7 ce

2 E Bt ;}LL. Na NOa .58 037k:m&’r‘))ﬂ“\1‘i¥l L<¢
_._A'-(‘i': U TR ORNG gos g CIELLTPR
K& Im~c 100 ce iz F o —1Y SEIC BRI L TR

B 5atli &8s IREBE M~ TR, LT, 100 cc
LUFz Ui Hum ﬁ'n’L"’D*.'umil*{l’T‘Hi 3% mp. 127°,
- MR 388 (m,ﬁnomy) - C

Nogas O$UAV B dUEITA CHL Y -

© .+ oeubst™ mg LOnmg II»Omg 0% H/1°j.' :

7740 1.575 Gl 737°-5.78

.8.950 _
' : G0, 65. 031 6.07 - -

7). F.v. Konek & E. Pncsu B, 51 858 (1918)
) 8) Gabnel & Stadieman : ‘B.. 15 833 (1882).
9) C.stthr: A 225 59 (1884) - 10) AW|LOTLH

ﬁﬁu%mﬁﬁemmmm TR L b D CHOTHIC

9?“?3:?23‘50



. phloretmlc acid 10g

:'.?_ 7

9. p-cm‘bOmethoxy phloretnuc ac11 1) 4P

THH L \_iL(’ methyldx.o*oc(u-bon e 6, Sg (1"‘

n‘léb' i ester 5 2 ZiEH10 HIBHL IRB5 K- ',"

DB, e SHIEE Uitk TIC1 gt
p-cs U’LOmethO’(y phloretmw acid At fﬂﬂ?‘%,
#FH deﬁgé]/ (JCI-I 79‘{:2’]}%::1“3-6‘~ mP ] 810“
BROISG, WEHRDWMATHDS .
"10. lycqrbwmethO(y-ph o etml" .lcll c Llosile (]\)

» p-carhr)methoxyphloretlmc .lcxfl " 8% # 'J)ﬂ.(o CHCL, .
. E:b L PCI; ¢

ag (. .nol) B LS r‘_‘litfak.bd%?f
5o Iﬁf{ﬁ:l’f‘?"{‘% I’Clr

e nitrobon o'’ 15 30 L.k;ﬁ LIHE/k phlo o"]ucml g R A ,

LHEBSH r:MLfﬁiF&@:fw oS 6 (AT

ofeo qZ + (Bd?()o Weikze £0° LJ\"I L-f/‘%f)’F&Bf&

T AECHTFL CaCle-ff20f LT 2 Al TIET ey e

) 63 j((CIAWF%’}:Z'&Q/_]U}(F#l\_(;}‘%'ff‘m?rjmv\—cl}m
- LERERRIzMR Y n'ltrlobenzol- B o BNk e T

.

o LIt b0 R s LR R BRI LB T 80

: z%ﬂ'if’ﬁirikfé RN RS
'.11'-’—1“0 ] ql

'FeCl; 23
¢
. HHL-KS’Z‘Q Lfgéa .

1) E. Fisshier & 8 r:u_ls_é ' B. 47 521.\'(1{_'91-1):'

BCEIr0c0 Dok CHIHL ST AR £00%6 2B

~&ME&MIT60mF

B EBEOEIRES T 2 2B wp. 120—122°, Ykt 0.62-
,(I_!Enlﬁii@ '07/) *?Hn-@?ﬂv eule: L—//Jﬂl%[‘;:

3

HCh H, AN FeClu IR AU (E BT %o

sulmt mg (;Oq mg M0 mg 2C9% | 3¢74
m»o S11.145. 72,000 - 61 10 1:53,
SR S V¥) § P10 “gled27 4.85

Phloretm h) Xy »r —cnrbomethoxyphloretm
0 Sg a:d»mo aceton {Z P L;EiWJ ammonia 7k2’c7m

Dy %“i’é"ff-'s"‘lw%l:l;c HCl M&LT& t?‘*/’ut
:m@:@’ﬁ;ﬁ

T4k AL J'ba kD i‘om’ﬁrﬁ 5 Xmp,
S5T—20R & %o Wehio. 158 (}'ﬁ..ﬁ.aimo/) RS
vT)/jJ &k, “ether ldi}’ﬁ/u & &‘. v, ?‘éﬁ’é s
#EEE ;“63 mp.-o7—-°(‘1° Rd'cttz&‘

]

mbsg-mg (100 mg HnO mg (:/ H/
3050 8775 7 1750. 65.56 O, 7
S : V"015l1‘f1405 :,65.67\. 5 )

12)" nsebotin |2 A FFo2 A I B A0S MOk ZE D & B

b nvNaOII 100co [ mol) l\.& -

e f;. %s e T

N A"bzﬁoﬁ VIR G2
: L, ®iz »-N NagCO; Tik 1,2 Z’(UME]EL. mp. KA
1%9 Kiz. n/l 50-NaOIT '
5° OfEME RRRIC
tOII 251k mp. 100° J;l'-["@%mﬁ]lﬁ‘l {5fLZ>o ’
Oﬁmlt/kﬁ?z‘z SIERT S LIk

Bl ¢ nauki’“hzﬁuﬁ-r -
160 KO TERES 50° u " THild: L72 POCL, ’Zr::é;Hj“;“);

ﬁ&é’”(f( g i?"i.z-)a : -
11, p'-curbo ncﬂ'0<y-phlo ‘etin (\7) Al(Jng ng ?r -

p—cnrho—
o ; methoxy-phlmetmw azid- chlonde 0g S mtrobenzol

B . 5 Liitiss RIS It t)ftkﬁ-z;o-tﬁiﬂﬁ;v\%m@

1% GERELDC0%) AkL: Biﬁh‘r S

Bokizi -

.;‘/j‘f '

Aqobogeum (V]]) P —carbon'ethoxy phlo:etm
o.fgf.?ritf%/k ether 5 co iz & LK LRSI
L CH:N: % DB SR B,

n.ol o

SHEC2
{4: Lif}" ﬁ ;'Z;(m;{}(}j}ﬁ'_.1*cton#[:]l{iﬁg(thcr 20gce

, ST 0% LIF
LZJ(M L) %\4 "C' Cthcr *#‘&TZD L ﬁ{@(lﬁfﬁ%ﬂi'ﬂ% _
LY UERAS I?:_Hb"i“éo u_hﬁ:'”)ﬁ@ aceton L.J:i) L. -

. Tﬂ]") .lmmoml /k’?’}l["\b; ,,ﬁf‘@fbpﬁ lI(;l .

%

e, ether YRR 4YED alkali %0 1000

,o&rmuImlwukufmmra%mf;bamm
IR L TRk 2

- 240-850%, 100 10° D8l
D ro“l 3~
11/100
" mp.’ Lis—160°
,'iﬂﬂi@"ﬁ?mnkfﬁ %, mp. 155-—168" (z&n") FIR asebotin

[:]ﬁk_ mp. 11 ~1

\_'

~..

'!:comykm ?tl%h% asebogcnm (mp. 155—168°Y £ - P

AT?, zg&ﬁﬂg LT\ Vg _ﬁ_-ju_ d.lkah aléokol, ;ether L.;‘,
v%r’C'X) JUK%;%Y&R FeClg 1ok h Pl & 5,
~  subgt. mg CO: g rInOmg Co5 Mg -
.'3(‘5. 1.200. 8.900 6(‘10_8"'
: T CylIe0; 66-61 5.0
11, Asebogemn trncetate (Vﬂ) As bogcnm (\’ﬂ,
|:|)3(«un) 0.1g % pyridintee 12 2 L ae etio anhydndu
T 1o BRNT—RIET B, TR E
SRS T LIS e BELd 5, Mz gesTiBloR
- KEHOTHET B, up. 76.5% MLHE'U\ S AR
I FeCla 'Grq@,bf;\\ 7\% ascbogenin & RIEHS
LC1 f_ trm'-etate (mp 76 "°) kﬁi‘*‘?‘é %ﬁiﬁmm
\'\

N

E . mbst wg CO-v mg II»Omg C

THgg -
w0 .4,1380 © 9.630 2.000. 63.40" 5. “
/_, S j‘ CoalleOy €3.74 5,357

...

365?% Asge bogemn (V][) Asebotmu) ([}() ig z‘,;
5/ Hnsoq 5ee &J\’gﬁ&i‘é ¥ 7k7'£r.l:'tﬂ“3’7 ﬁ#ltzhﬂ'?“/u &
férfﬂ LT.Q&E%&&EL%’#C ‘aglycon J:i}fﬂh“ao fir

' "Oﬁ“)ﬂ‘ﬂ‘&%ﬂn &Lfﬁzk‘?'éo e @%H/{K'ﬁnnn'& mI" ’

108° T&)%o ‘235( h*’ﬂ'\%b [‘9@";& L-THHTZ?&
_mp. 155~168°- ar;ao asebogenm‘yb BRI
“mp. 168° . 'é%@ézﬁﬁé:z‘fﬁmﬂ?a 165—108° &Ivs:&

IO wps TR R D L RBTIEY )

iﬁfﬁw%ﬂﬁéﬂﬂékmmmb Shchin 0, ik

O 63g, - nlcohol aceton, ether, {ﬂkdh L ,7’*{,, /th/'(r\

177 -

11) methylether pﬂumane :ml mp. 170.6—185°
Beilstein X 298.- anthranol mp.: 162—170°
Beﬂstem XII 473

e

N



ULl LR ERTEE -
MHrmuLMn%w&*?réo C Q(ﬁﬁkL*ﬁBh%; :” A
16. 7\,‘11 n%bbgmm}rmcdutc (\]) J_;aﬁfﬁ,,,,a ' SO o T T

.A' ~ ) AN . " M : \,»

o Rcsumt _— AP RERRe

. Afrbotm is. onc of the toxm components of stagger bush (I’um anomcum D. Don) In oder'

to detcnnme the chemieal consututlon of its ngl yeon, nchovenm, the synthesis of phloretln-‘i-mcthyletller L

' (VII) w'vs tried and succeedcd
protectcd OH-group - by methyldnlorocnrbom\te. '

l’hlorctmlc neid (\') way c]mngcl into acid- clnlondc\nﬁer bemg
'I‘nedel Gmfts reaction was’ carried out. p'-cm'bomethoxyp]doretm (v, mp ‘1"0- 122), thus: obtmned

“could be* ensxly changcd into phloretin X by mromﬁcat:on. The methylation. of pcarhomethoxys
phloretm wasg carried “out. by dmzomethmc, and after’ snponohcahop, phloretmal-mcthyltlher(Vll)was
separated from the” reaction n-xxlurf‘ 1’1110retm-4 netlnyle(htr, tlus- syntherized,” was xdcntnfwd with

natural nsebogomn(VII)and furlhEm.on‘, its triacetate wns ako.xdmhfxcd By this experiment, it has

Between this anid chloride :md phlomqucm,‘ the. . ’

bccn pro\cd that nstbogcmn is phloretm -4. methyldlxer. as K. Tamum snd 5. Mumkanu ﬂ‘\“mc‘l

Testmg the Larvicidal Efféct of the Household Insecticidal Emulsnons against. the
Larva of” the Common. Housefly. Studlcs on the-BI ‘ological Assay of Insecticides. IV. |

N \Vataru Ousiwa and Sumio NAGASAWA.
and. Prof. Tuku’s“L.lbomtory
1919, ‘I)o!Ju-I\ug tLu 12: 9

" (Zoologichl Inshtute, I’nculty of Heience, K)o‘o Unucmly, ~
Ins'tltutc for Chemical Reswr\.h, K)oto Univerity: ) Reccived April "0
—12, 1919 (\Vlth I]ng]lbh Résumé, p. 11). _ . )
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