REFAME : W7D, 3, 56(1952)

Feldman-Muhsam, - B, : Bull,

Research, 35 :53-67(1044)

b (Y i 16, 1-5(1050)

WM WMG5E3H 1L K15 AT

MELZY ¢ DrHESE, 15, 71-2(1950)

ﬂﬁ%::ﬂm%&wﬂﬂ&ﬂ&ﬁ.mmr

(1949) - o

IRAES © B, 6, 32-43(1951)

(10)° FupE#psk : WFR2B4E3 113N A3

(1D) NI HRE: AR R M2 ERA 1 i
ComE 2R BA244E6H120

(1) AR | RELAME 64, 11-4(1940)
(13) /MKTRTARS : BE204E3HOHMATR -

(14) Linne, C.: Syst. Nat., Ed. 10, 589(1758)
(15) AR : RATE -
(16) TR : A, 17, 123-33(1952)
(17) - FR#K < BIBHRE, 6, 393-5(1952)
(18) %M #: AFmspg, 1, 178-05(1047)
19) #%E  #%: BAGEIATHHNR

- (20) WHEBH= : BRGEIAVMHTA
(21) AR : MA2643 A15A AT

(22) Woodbury, E.N: :

(3)
(4)

Entomol.

:1]
Betr s

(5)
(6)
(n

- (8)

(9)

Résnmé
Recently certain Japarnese ‘entomologists has
advarice a new opinion that the common housefly
of Japan and her territory should regarded either
asasubspecies, Musca domestica vicina Macquardt

or as a distict species,. Musca vicina Macq.,

B om R %10
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instead of regarding it Mrisca domestica "Linne
for-certain morphological and ecological reasons.
The writer obtained some typical specimens of
from the Hercules Powder
Wilmington, U. S. A.,

Musca domestica 1..

Company, Delawlare,

" which is used in U.S.A. in evaluating insecticides

by the Peet-Grady method, to compare them with
the specimens of the so~called “common housefly”

m Japan. The Japanese specimens were the

progeny of the’ ﬂles which have been reared for -

many yeéars in the - writer’s laboratory by

inbreeding a'small number of normal individnals

that were captured at a horse barn.. Thérefqre
these individuals are conisidered to be a pure
strain having the same genetical structure so
that it may be expected that they are d{iite
homogeneous in physiological as well as-in
mqrpholbgical characters. Morphological diffe-

rence between these two specimens is the ratio. -

of width of front to width of head in male

individuals. That is, the ratio in Japanese spe+'i

cimens is smaller ‘than that of the typical
‘American specimens. The ecological differerice is

. found in the habit of overwintering, which was

described by Kobayashi. From the results of
writer's short investigation on'this morpholo-
‘the that
adoption of the name Musca domestica vicina
Macquardt as the scientific name of the common

gical difference, writer considers

housefly of Japan is appropriate. -

An Approach to the Synthesis™of, Pyrethric 'Acid (Preliminary report) Yuzo -
INovyE, Terumi SnixoirArA,and Minoru OmNo.(Takei Laboratory, Institute for Chemical
Research, Kyoto University) Received Feb. 1, 1954. Botyu-Kagaku, 19, 35~37, (1954).
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F*Hl%?*ﬂ}mf}(t Cinerin- I, I, Pyrethrin [,
1, &% 410D ketoester IRGMTHOT, bl
cinerolone, pyrethrolone 7% 28§ cyclic keto-
alcohol &, £¥—ZHRR, iF5Wie% 28ED terpene
acid & ofIWI XoTHR SheitShteh s -
E2UNSNTDH Do HIATUS AT SIS ERO 415
BR®D 5 B, i3 FH RIS X 2T 3I306T

SR AN IR OBk DT o L A TH
3, mmxﬁw—ﬁmimﬁmwmxﬂ&upem
BRI,

GEDFEET RITHT

J&b, S.H.Harper X Cinerin [, Pyrethrin [
(trans-form) DRELFRIILTH Do RBIHS
ZZEEI U'F @ mono-methyl ‘ester (pyrethric acid)

OARETUEERI L TN, NSO T

B SRR ST DT

#¥>C Cinerin T, Pyrethrln T 0% %A&‘:(i

- Pyrethrin 0SB S HU R ST 1 e

55, :
m,:mczmmm E?ﬂé’f’iﬁliﬂ%“ﬁﬁxbf}ﬁﬂf L

P 20X 1 W 164° %33, Staudinger
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_ By- & B %
%0 Ruzicka (3 Pyrethrin 5o semicarbazone
BEHoYy Na~methylate 43Rz koC, H5—ZkR
@ mono- ¢ dimethylester %43CThH %3i S
THERMZ = % AH@E L, ALK LB D

IS ILA terpene acid Th %, “Staudinger -
53584k D ozonolysis i= J: “2C I-trans caronic
acid & pyruvic acid 2% R pyrethric acid #5
{% I-trans caronic acid ¥ methyl pyruvate & 33
BoI U b T OREL FROML TH5 & Uit
cyclopropare ring 2B LT A R A — 2R
&[FLEL trans ’C’&Z)Z‘J' mUﬁ‘iO_‘Eﬁ’iADiﬂfﬁ?}
ﬁu*tﬂbnfb&voubwmo—mﬁARﬁb-
THSRIAL#MER R L, Br 7, Denige’s reagent
My, Ackb Shiv-Ie & WHO RS

w19 H-1
A+ BALRERIE TR DT, ho)im“&:ﬁaﬁe
Biiz, BTk OB SIC X B AN,
FHELTP RO AR L S DR OB,
SERBTHIERTO, ST FiE Route A DA
RO C 1E ORI . & OWIITHIRORK
H4:54% chloroform i1, petroleum ether %
T LCHF L8l chloroform; Gk O
LI d o, Ml 180~180.5° %5w-HiREif o
BT Do TERSVHUTERME X —F LIz R0
TE ORI GRS H M LRI IHE LIS
AHDAARE (racemi 1k) 03 Lo—HiTh3
EENLID, REERIUERGT LD 350G,
ozonolysis,
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The
flowers are,

insecticidal principles -of pyrethrum
at present, ‘recognised to be a
mixture of at least four keto-esters, cinerins- [,
T, and pyrethrins I, X, which are collectively
referred to as the ‘pyrethrins’. These compoutids
are derived by combination of the cyclic keto-
alcohol components, cinerolone ‘or pyrethrolone,
with the acid components, chrysanthemic acid
or pyrethric acid. Among these four naturally
occurring components, the three formers have

been synthesized and the total synthesés of cinerin

I and pyrethrin I have been achieved by S. H.
Harper. . . '

However, both pyrethric acid, monomethyl
ester of chrysanthé,mum dicarboxylic acid, and
free acid itself have not yet been synthesized
and thus the total syntheses of cinerin T and
pyrethrin 1 are lacking. - .

‘I'he crystalline dextrorotatory chrysanthemum-
dicarboxylic acid Cjo His O4 was at first isolated
by J. Fujitani from Japanese pyrethrum flowers,
but this substance was not analyscd, only the
'meltinf;’ point of which having been reported
164°. Staudinger and Ruzicka obtained this acid
together ‘with its monomethyl- and dzmethyl-
esters Ly the cold sodium methylate fission of

. the mixed semlcarbazones of the ‘pyrethrins’,
and now it is more easuy obatined by the direct
sapomﬁcatxon of pyrethrum extract. :

- From the experimental data that ozonolysis

of this acid yielded I-trans caronic “acid and -
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pyruvic acid, - while pyrethric acid gave I-ttans
caronic acid and methyl pyr'uk')ate,‘ Staudinger and
Ruzicka established the structures respectlvely
‘as follows,

Me

Me
>C—CH cil - c<
/ o ‘
Me fp coon
]
CooH

Chrysanthetr‘xu.m-.dicari)oxylic acid
R L N T

Mg Me
/C——CH -CH = c/
Me (l:H COOMe
COOH -

Pj'reth;ic acid

"This - dibasic ‘acid - has thé same d-trans

" configuration ‘as the chrysanthemic acid with

reference the cyclopropane ring; but the confi- .
guration of the side chain: is not known and
should be confirmed by synthesis or physical
methods, as the double bond does not add bromine
and Denige’s reagent and resists hydrogenation
and other chemical attacks.

The author has :itfempted to synthesize the
chrysanthemum-dicarboxylic acid following the
,schemes given below and obtained a crystallme
acid by the route A.
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B m B ¢ W 19 81

MeCHBrCOOEt
Route A Mes C=CHCHO —

» Me: C=CH-CH (OH)-CH(Me) COOEt

Zn in absol. henzene

I I
NeCHCOOEt -H: O
-~» Me: C——CH-CH(OH)-CH(Me)COOEt ——mm———— »
Cu powder DL
CH
- COOEt

Mes C——CH-CH=C(Me)COOEt
NS
CH
l
COOEt
IV

“Ha: 0
Route B [}

This new acid melts at 180-180.5° after
recrystallization from chloroform and then

alcoh. KOH

- Me; C=CH-CH=C (Me)COOEt ——

-» Me: C— CH-CH=C(Me)COOH

i
CH
(|.’( YOH
Vv
N. CHCOOEt
RS |

Cu powder

water, and the elementary analysis shows good

coincidence with the theoretical values.

Shst. mg CO.mg H:Omg C2% H%
3. 142 6. 985 1. 996 69. 63 .13

Cio Hyy Oy requires 60. 57 .12

This acid is considered to be one of the four
racemic stereoisomers possible for the synthetic
chrysanthemum-dicarboxylic acid.

The work is now in progress and the confir-
mation of the structure by chemical and physical
methods will be described later in detail
together with the synthetic procedures and

related experiments.
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E. H. Floyd and C. E. Smith (Louisiana Agr. Exp. Station) : Pyrethrum and

Lindane in the Protection of Corn and
J. Econ. Ent. 48, 771 (1953)

LHVEL A ) & 0 IHd <1 BIENC 3532 &
LBl L BRI Y v 7 v 2R LCER
FRERNT O\ T TR OIS PR 2 56 L 7=,
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1) Pyrenone Grain Protectant (U. S. Industrial

Chem. Co.), 0.050 2 pyrethrins & 0.825
piperonyl butoxide

2) P-2 Grain Protectant (Destruxal Co.),

0,05 25 pyrethrins & 0.52 piperonyl

Rough Rice from Stored Grain Insects.

butoxide
3) N-3 Grain Protectant (Destruxal Co.),
0.052¢ pyrethrins& 0.7522 MGK-264
4) Pyrenone spray concentrate, 11.842 pipe-
ronyl butoxide & 1.1824 pyrethrins
Wl PRAR A CHEgs L, PRl T el s
O bt s
WA ER-1: 1bbl. DA R & SHEVWERESY
2x2x3 WOMBHIC 2D TR Lizas, [PGP KX
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