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‘Résumé E

1) The mosquitoes were collected by a light
trap (New Jersey'Mbde]) throughout the year
from January to December 1954 at the low dykes
between rice-fields, Katagihara, Ukyoku, Kjrotb,
Japan.

2) The trapping station was located on the
boundary zone between the flat rice-fields dotted
with houses and hilly cultivated land. The north
side of the zone was crowded with houses.

3) During the period mentioned above 36 whole-
night samplings were conducted, which yielded
2358 individuals classifiable into 4 genera including
11 species.

4) Of the Specxes obtained, Culex pzpzens
‘(47,9A), Anopheles sinensis (28.725) and C.
" tritaeniorhynchus and C. ‘wishnui (15.32) were
outstandingly large in number. C. bitaeniorhyn-
chus (1.925), Aedes albopictus (1.425), C.

rubithoracis (1.322), = C. orientalis (1.195), .
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_acﬁvity, the

vishnui’.

B—1

Armigeres subalbatus (b 7%), C. worax (0.525),
C. hayashii (0.224) and C. whitmorei (0. "}/)
were small in number.

5) C. pipiens :©  Wintering females were
captured in'March and April; and males appeared
from early in May. Then mosquitoes were captured
almost continuously till the end of November.
The species had, . therefore, the longest term of
maximum population occurring
towards the late of June. .

6) An.

the end of April and males in the middle of

sinensis : Females appeared towards

May. The peak of population appeared about the

end of July and djszippearance early in November.

7) C. tritaeniorhynchus and C. vishnui: As
the present kn;)wle'dge on the identification of
these two species has been so incomplete, the .
mosquitoes belonging either species were treated
together as “C. tritaeniorhynchus and C.’
"Females appeared late in May and
males early in July. There was the peak of
population late in July and dxsappeared about the
middle of October.

8) The other species were obtained .omnly so
small number that it was difficult to describe
definitely the general modes of seasonal variation.

9) The modes of successions among C. pipi-

ens, An. sinensis, C. tritaeniorhynchus and C.
vishnui assumed the tendency of seasonal segre-

gation in their appearance,

Geometrical Isomers of - Methylmucomc' Acid. -Toshio StGIita, Yuzo INoUYE and Minoru
Ouxo (Ohno Laboratory, Institute for Chemical Research, Kyoto Umversxty) Received Jan.16,
1958, Botyu-Kagaku, 23, 27, 1958, (with English résumé, p. 32)

5 a-Methylmuconic Acid @ #¢{sR 4k
AEFGIZEE) 33. 1. 16. W

o-Crgsol 2B TEER{L LT @-methyl-cis, ¢is-muconic acid (II), mp 189~90°,
II %¥ 802 WHERCULFIL T lactonic acid (IV) %43,

BEFE - $ LS « KIFR GRIDAS: AC2E019eH

{3,
zh % diazomethane G ester LU iz

alkoxide i€ X 3 BIHEI 21T 5 & (8)-methyl (2) -hydrogen @-methyl-¢is, trans-muconate (XI) %

Bz, XI 2mAS$ 3 & a-methyl-cis, trans-muconic acid (XII), mp 172°,

2@5. I &

o X1 %E3AvEY —?’7}@’6?{& AT A R U @-methyl-trans, trans-muconic acid (XIV),

mp 273°,
niz.

231,

i b OREKO BT T O RBEKRIZHLENEED 6 REEY S

* This is a Japanese version of the report, written in English and submitted to Bull. Agr. Chem.

Soc. Japan, vol. 22, now in press.
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B B2 W 2B oa—-l

E%%”lig Xz ad- dlmethylsorbxc acid QO EA[IE
PHCBIUTHEIE Lo, TSGR S0k 3
polyene [LE&YINFED—EiE UT @-methylmuconic
acid OWFERFTOLOTL St T 5. Kuhn &
| 0% Michel® i3 ethyl tiglaté & ethyl oxalate &
FEAY% acetyl [hU ROTIAKDMTHL LR LD

T a-methy]muconic acid O—FEE %@z, CD

S DIRRISORZDft1h> & trans, trans- FHEK TH
AHIEEZoNAVZOSRAMBRTRINTHIWL.
e-Methylmuconic acid i€ i3 BIERIYIC FORED FPE 4
BIFEET S, HIbL cis- cis, cis-trans, trans-cis,
trans-trans ¥ TCh 5. E%%GiﬁAﬁEElCi bth
B0 5 BOSREEKENT, ThENORTIEER
B U, ZLORARIDSDOETHZ—HUD
trans-cis SWEKR8 5 C &1z b0z,
. o0-Cresol (I) %BFITIRILT 5 & @-methyl-cis,
. .cis- muconic ac'xdr(II) mp 189~90°, B3P 3.

COE% diazomethane G ester {32 & methyl .

“ester (III), mp 35°, G 5N 3.
cis, cis- Acxd (II) &?% 80% WiRREEEHTIER
AR lactonic acid (IV), mp 105~6°, 3L N,

COILAYDIEIRRICEN 2 RISHRE ER{LAY

EWLHLHTHB. cis,cis-Acid D lactone {ki
KEZBBLIIZGTIRY, A—ERY AV) 254
3. L O lactone {LICRTHGBMNTIX =HED lactone
DHERBEZ
FISRETHE~FED lactonic acid (IV) D&H31%5
NBLRES CERHKSZLETHY, COTHIRE
BB HRMEBEEE § L —HT 5.

Lactonic acid (IV) i3 diazomethane TH&D
methyl ester (V) %4:¢°3, FKif1 lactonic ester
(V) i3 HEAKER T 1 DF DK% BIX LRSI lactonic
ester (VI), mp 45~6°, 2H:3°3. CTOKIA lac-
tonic ester (VI) {z methanol FR'¢ sodium methox-
ide %fEfASt e, FMIE%E LSRRG (VID
&ih, THEIKANET 5 & e-methyl- dy-dihy-
dromuconic acid (VIII), mp 121~2°, %4 3.
Half-ester (VID) Ok > Bk L b methyl
hydrogen oxalate (IX) (Zh BRI ERICINKS
L T) B methylsuccinic acid (X) (ZhBkE

* p-phenylphenacyl ester, mp 179°, & LT) %»

S L DEEMOHREIR - methy]mucoﬁxc acxd 75?
é&m(C l/"CL‘%, Z TP A MeOOC - CH CH

CH CMe COOH {2 (8)-methyl (e)- hydro-
gen  a-methyl-cis, trans-muconate * X IFif 3.
cis WX trans OFEBRABROMICTVTHITIBIIDOE
i ef-—HMAGAEORAMERRT.
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 ester (XV),~-mp 55.5°, I ester 'ﬂ:,é:ih;

Bricdhsbod, COPFTRTO

T Eic E bREZshic. TORIRR lactonic
acid RIZhd b HUShILAYONEI ENE

h IV~VIII T3 C EMNTEFPShin

AR lactonic ester (V) I methanol T ,
eI 5&  (8)-methyl
(m)-hydrogen a-methyl-cis, trans-muconate (XI),
mp 121°, »35h 3. CD half-ester REPETT

sodium --methoxide

W B EARBICHEY lactone {EUTH & ORER

lactonic ester (V) 249" 5. Fititkv — & THKD
3 5 & half-ester (XI)
muconic acid (XII), mp 172°, % 5§ 5. COB
(XII) RKe° half-ester (XI) % diazomethane T .
ester fbT B &S b b AI—D dimethyl ester -
(XIII), mp 60°, HfBSN 3.

cis, cis- (1) F® cis, trans-acids (XII) =&t

202 itk v — & L RWT 5 & R 3N trans,

trans-acid (XIV), mp 273°, &7c%. ChUdBZRiA
BRI X 3TEHIEO iz LT/ vh3 Kuhn & of Michel®
X oTHELNIZE, mp 276°, LR—MTHIHLEH
Aoh3. TOMIZE I diazomethane T dimethyl
Lk
Harris B8 Binns® iCJ:’J'C{%} r;:h.T._ ester, mp 46
~7°, LT3 5@‘03}59 _

BISMt S FNTERKRT 2 & trans, trans-,
cis, trans-, Rf cis,cis-acid IZZFHhEN 2 HFO
KFERBIUT e-methyladipic acid (XVI),'_mp
58~9°, R4EU, ChiiX diamide, mp 185§6°,‘
EUT BRSO

Configuration : ERDT & UTHRIZBO=HO
Rtk (ID, (XID) Kt (XIV) OBAHEHIEZD

| ARRERIDFNHEP SH O TH 5. HEUR

O b e REA (XIV) & trans-trans §ii%5%
HodorEALNS. WL ORI trans 1
IO tiglate & oxalate & DfEGIC I 2THLN,
LD 5 BHEAORRICI—T trans FEEPERY
NBTEBRBNTO B S TH 5. RT ORI
8026 WETILEILTH lactonic acid i’ lactone {f
Lz 4D trans-trans ﬁl”fu%?ﬁ%‘?‘% (Y2
Tdh 5.

o-Cresol DR/ BB’JE&BEE%C J: 0'0@ E T R bk
an it cis-cis W2 b o 0&8bh s EEEC -
ORIRZAESIT IV 12 lactone Jhxh, TR
=D FYERK (XIID) éﬁ-'c;gmfmm XIV) g
ffhaha.

Alkoxide iz & 3 BIBZITH O N 3 M=ZDOBO half—

. ester (XI) RROFHEN» S cis-trans fiFi%Hod

DEEZLbN3. Lactone BIHROD ef —mME5aH

1 @-methyl-cfs, trans-



Bioth B % ;W 2B 5]

cils

0"

n

1 AcO:H

20 22 NaOH

Hy=Pt

!

HOOC—CH;~CH.-CH.. —CHM:—COOH
(XVD

He—Pt

. 3 CHa=
1 Hooc-ci:—cu{ |
. NQ—

v)

Me0QOC~CH:~CH{
)
dist. I lN-OMe
t . ¢
MeOOC—CH=CH~CIl=CMe~COOH
(xn

|15 N0

CH.

< 3 .N: )
HOOC-CH=CH-CH=CMe~COOH — Mc()ﬂC-CH:Cll—CH:CMe—C()OM!
(1

(1)

80% H,S0, 0r
boiling with H,O

C—~Me
CO

[enan,

C"=(i~ ~Me
0 —CO

H.=Pt

—_—

LCH:—Cli—Me

MeQOU—~CHy —Ch\
—CO

v .
| NaOMe

3
MeQOC—CH= CH—CH:—CHMe—COOH —
vy

L1 neott o

¢ ' ’ 20% NaOH
L+ HOOC—CH ~CH—CH=CMe—COOH HOOC~CH=CH—CHECMe—coon |CHENe 1GOC—Cli CH—ClL~-Cl{Me —COOH
x1v) < vy
|cuan, |c '
MeOOC—CHACH~-Cl oM -COOM, " : c "
¢ e McOOC~CH=CH—CH=CMe—COOMed MeOOC~COMI + 1HOOC~CIJ;-ClIMe~COUH
xv) oxury (%) 0
R cis g% L S RRIThuE e S iz, REHEKIGT @:@EFL‘SB’U#) & —RYT trans ﬁuﬁ’i’ bobDES

@ons half-ester RABICH QLAY (V) iT:
lactone [EXNAZHE LD af-=REEAD cis T
ZORARRIGHZOE SRIFINTORTERZS

. RIBARIS TR NS 10-ZIAlE )

_ Table 1.

nTna.

MEO K (XI) DI trans, trans-acid (XIV)
KR IN A, HCCOHB=0m (XID A5 cis-
trans tﬁ'ﬁ&%f&ocu:%;mw)a. .

Ultra-violet light absorptlon of isomeric a- methy]mucomc

acids in comparison w1th some homologues.

cis-cis

lmax-

. : (rap)
a-Methylmuconic acid : i 269
v methyl ester ‘ 270
Muconic acid? ' 258

methyl ester ' 259

ae’-Dimethylmuconic acid® 281

~ methyl ester . 280
B-Methylmuconic acid®

methy! ester

.

cis-trans

tralzs-tiqns
€ Amax. € Amax. €
(mp) (myp)

20,700 269 25,700 273 29,700

24,800 272 27,600 275 31,100
17,000 259 25,600 259 29,100 .

26,400 260 29,800 259 36,700

20,400 280 25,500 282 31,450

24,750 280 31,600 282 33,300

— 265 19,000 265 - 22,400

— 265 22,100 266 28,400



ot % m o2 H—1

0-Cresol

" Bic lactone {EINBZHHPL EE—HOD cis =1

HEERFOTV LTI 22l
.acid 28T cis-trans %ﬁﬁ:zcﬁ{&mgﬂa@fc

T DF;iL lactonic

DRIUCHU trans-cis HZBRI S h 3. HICHEID
B (D RIS BT cis-cis HETH 3T LN
N3, RCOT EIZP 50D THE BB bIZ
UIBSRALEE R S 3 BANC cis, s-cis, cis DYRRR
R HOTHERINS L2 5 FRL—KT 3.

& S ORI DV T ORETIR AIEITIT b

SELRKFSN .
-Methylmucomc acid ‘Sftik &U‘%O) esters D

UV B eRRRBERO T E AZUT Table 1 12
Tt BERERD Amax. RFAALE—EETH D,

BAMEZS cis-shift RS20, AUSTFRGERIES
NTOHARE WMGRERL, cis-cis REKDTD

 TFREERDR S EL, cis—trans LR BARER
MAIEE, ThE DR O REk i HLTRES

-
CH;
(&) . B a
HOOC CH
I “Ne—o / -»\-—\, o
: CH CH COOH
! 3 Y .
- (A)

\

cis-cis 53pEHk (II) @ lactone fEAS—J5MIDAIT
HEAHBI—D lactone 254 5T ERRD L SRHEMS
na. ' . .
HIEE (D ik A OmE TFEREE 5. 8-
?’-:JE?!C%%DT: ;:arboxyl Z;EO) electron attracting

effect IR D o =MEEAD polarization Z R

Uy BERETIRERTREUS @ 5. & RHRRFICH
AUz carboxyl ZEDRMEZRER UL BRFERT
R ETMRLE U@ 50 UL @ methyl LI
@ “electron releasing effect iz XD TCIHATICHALX

N, TOKTBFEEFOEMRIE ¥ BHEETFOZH
NTHANTEUL 8.

% LT, polarize Iilz a-
carboxyl BHD y REFFAD attack 25 DH, &
VT carboxyl KD proton & U TOBIME & RIFIT

| & RHFTFAD proton QAR S, DT

#1& U'T lactonic acid (IV) Oa35h0 5.

- 30 .

DRFEATALNALHDOR (1) 12% .

L spectrophotometrq T,

&0 b'ﬁ’f;l’ @-methyl-af-unsaturated acids D3
ZOWTHLIE LA TH B,
cts, cis-Acid |3 269 mye JTRNT %kﬁ?&%f’?ﬁ(
20,700 %, cis,trans-acid {3 269 mu AT 25,700
- %, trans,trans-acid 1% 2783 mp T 29, 700 2R
Methyl esters {32 ZH 270mp T 24,800, 272mp

. T 27,600, 275mp T 31,100 Dffi%2#2. ChbHD

flﬁli%ﬁ’%ﬁtﬁht?@ INBHELL—BHUT 3.
" Table2 & FWEAD IR-spectra Y54 2 FiX
LR %iRT.

Table 2. Characteristic bands in the infra-red
absorption spectra of the isomeric a- methy]-
muconic acids (cm™Y) :

irans-trans

cis- czsl " cis-trans
— . 995 988
839 o 822 820-
736 - - . —
CH;s
e . /
HOOC CH=C
e / \ — IV
CH=CH C= ) :
M3 --..-O
+
.ean --H
(B)
2 B
Mp KO bp WHIELZ»D UV Bl

ethanol 5K &: LT Beckmann model DU quartz .
IR WXtk Shimadzu model
-AR-275 double beam recording spectrophotometre
TII2. A EHpRs2EbUl.
a-Methyl-cis, cis-muconic acid (II) v
o-Cresol (I) 73.5¢g (0.68 mole) & 790ml D 1325
EAERRAT: (GBI E LT 1.36mole) ORAYW%E
24IERDKES Uiz, Tic-1~2 WIS iiEd 3. K
FH LIRS 2R Uy BB TIE D 7242 methanol %>
5 dry-ice TWHIUTHAUMIED @-methyl-cis,

- cis-muconic acid ZRIREEAE UTHE 5, mp 189~.

190° (2@ mp i EGEILIC XD TH UL ELT 30 -
TiRE%E 160° 5 1 B 10° OHATERIVT
JET3), max. 269mp € 20,700 (Anal. Found
C, 53.73, H, 5.26, Caled. for C7HsO; C, 53.84,
H, 5.16) (12.3g: 11.3%)



D“ OB E & 23 B0

. OSEEERUIKER ¢ eis,cis-Acid (1) O. 103g 60 ml

‘(Dmethanol IZFEELL PtO: £152 (10 mg) _ETHEIK
GEET 3 L 2HO RS AR ST 3 36 ml(20°) O

KHEBBT 5. BIERDIMERCERERREL
7-#; benzene %> 5 15 %5 U @-methyladipic acid(XVI),
mp 58~9° (Mazza and DiMase?; mp 61°) %5E
Hifics33.  (Anal. Found C, 52.57, H, 7.45,

Calcd. for C;HyO0y C,52.49. H, 7.55) CiuiX

diamide, 'mp 185~6° (Bouveault and Locquin®;
mp 186.5°). & UTHKEE LY. (Anal. Found C,
53.06, H, 8.91, N, 17.79, Caled. for C;Hs0:N:

'C, 53.14, H, 8.97, N, 17.71)

Methyl @-methyl-cis, cis-muconate (III) '
- cis, eis-Acid (II) % 75k ift-2 T diazomethane
D ether JAIK & KIS 38 5 & ELUNIC dimethyl ester
%135, light petroleum (bp 40~50°) /5 WL

FEIREEEY, mp 35°, Amax. 270 mu ¢ 24,800 (Anal,

Found C, 58.70, H,  6.80, - Calcd. for CoH;:04
C, 58.69, H, 6.57)

_.y-Carboxymethyl-a-methyl- 4a-butenolide (IV)
a)  cis, cis-Acid (I1) 3.62g » ¥ 802 ik 36ml

& 1RSI 5. 2RGBREAY RKCEY, 7

£ = 7K THiE2HAIL (Congo-red ), ZDK
HIE B Feaic ether THitE$ 5. Ether Z2frE L1

- ® chloroform ;bxg;d‘}éj UREIRESSAD lactonic acid

(IV) %133, mp 105~6° (Anal. Found C, 53.60,

H, 5.34, Calcd. for CyH304 C, 53.84, H, 5.16)

(3.08g) :
b) cis, cis-Acid (II) 0. 75g MW FTKE 10§
W#PET 5. RICRAMIRSE ETATEN s, 1]

#t% ethyl acetate bxg;!;;gg-g-z)); y-carboxy- _
methyl-e-methyl- 4z-butenolide, mp 105°, %} '

%. (Anal. Found C, 53.88, H, 5.03, Calcd. for
C;Hs04 -C, 53.84. H, 5.16), a) OFETHRI-E
IRYEERL, MEMRTE2RSZH2I. (0.60g)
.y- Carbomethoxymethyl-@-methyl- 4¢-butenolide

) -

Lactonic -acid (IV, 9.21g, 0.059mole) @D ether
IHEiz, B UR L £4) Uo7 diazomethane (0. 065
mole) O ether FHBIMAB. RISYZMERKTT
3 & lactonic ester, bp 150~1°/9mm, »f) 1.4741,
%135, (9-28g)

7-Carbomethoxymethy] - methylbutanohde(VI)

Z\ﬁ@ﬁ] lactonic ester (V) 1.314g (0. 0077m01e)

% 50ml (O methanol T Pt mmt'@ﬂ@’é{h
"3 2 &, 1.1 mole IKHIMT 5 218ml (20°) DKF% -
T . ETCHREN SR U R B R

<43 & AT lactonic ester, bp 136~9°/5mm, %14
%, i ether-light petrolevm &R RICES
g3, mp 45~6° (Anal. Found C, 55.73, H,

16.98, Caled. for CsHy:0y C, 55.80, H, 7.03)

(8)-Methyl (a)-hydrogen ea-methyl-d)~dihy-
dromuconate (VII)

£ lactonic ester (VI) 0.74g (0.0043 mole) %
8 ml @ methanol {ZifEL, CAUCEIAT 1.64ml D

_methanolic sodium methoxide (2. 62N, 0. 0043 mole)

BINAB. IBERSYILIE TLLHEL, 6 ml DK%
A dil. HCl TE#tizd 3. WLz miRIle

- ether THIH L, B EBRELNE, <574 LT
xiitﬁﬁﬁﬁﬁl‘?‘%, nf} 1.4642 (1.20g)

LBt : T D half-ester(1.7g) D chloroform
IAHIT 0° CHREDA Vo %2 UBRET 5. S -
FETTHIEL, ¥E27 ozonide Z/KEMAIBRLT
10~1553 R UTAHE T 3. Ether ThHIL, MR
#13 % & methyl hydrogen oxalate(IX), bp 110~4°/
8mm (Anschiitz? ; bp 108~9°/12mm) *%}5
(0.75g). O oxalate 1IRZITTERR, mp 186° (£1
AR & I UBUSIE T 2R 8 3 Ik 5.
F&MIEH % ethyl acetate P 5704575 & methyl-
succinic acid(X), mp 106°, »135. iUtk
o LU T 2R S a»2 (0.98). O
Eiid di-p-phenylphenacyl ester, mp 179°, &LT
L WU, (Anal. Found C, 75.92, H, 5.54,
Calcd. for CsngsOa C‘, 76. ’14, H, 5.42)

- a-Methyl- 4y-dihydromuconic acid (VIII)

Half-ester (VII) 1.17g % 1N-NaOH 12.5ml &
10413, ?Z}J:TI]HZM U, %% dil. HCI CRifEiz L
ether CiitH3 5. Ether %Ek3:U7Ic#: benzene #»
ST LEHRERN E UCHORR 214 3, mp 121~2°
(Anal. Found C, 53.38, H, 6.44, Calcd, for
C;H;00; C, 53.16, H, 6.37) (0.64g)

(8)-Methyl (e)- hydrogcn a-methyl-cis, trans-

muconate (XI) :

A3 lactonic. ester’ (V) 509g (0 0299 mole)
% 50 ml D methanol 275621 12.5ml @ metha-
nolic sodium methoxide (2.39 N) % jnA %. 1543
BHER P WIERG L, 50m]l DK% inA T dil. HCI
TEtkicT 3. DEEUTHKES methyl hydrogen a-
methyl-cis, trans-muconate % ether fIHLC %
benzene b5 45T % & mp 121° OREHRAER 219
%, Amax. 275mp € 22,000 (Anal. Found C. 56.53,
H, 5.98 Caled. for Csi300; C, 56.46, H,5.92)
(4.60g)

" Lactonic ester ~DHZl : Half-ester (XI, 0. 27g)

31



. 381,100 (Harris and Binns»;

- o R % oW

ZWIET 170~5° it 2 L RIS %2135, T
NEHMT 5 &L TR lactonic ester (V), bp 150~
5°/11mm, 71]57 1,4820 %135 (0.18g), z it IR-

spectrum DERL—EiLLD V TH3 CERREE.

wlMethy]-pis‘, trans-muconic acid (XII)
30 half-ester (XI) 1.50g % 1N-NaOH-
| 17.6ml LA ECINEINAT 5. RAEIEE dil
HC! ‘Btz Uy, DEELTH 2%554% methanol &
U ethyl acetate 5T 3 é:ﬁ;@[k&*i EUT cis,
trans-acid %133, mp 172°, Amax. 269 my & 25,700,
(Anal. Found C, 53.87, H, 5.23, Caled. for C;
HsO;s C, 53.84, H, 5.16) (1.35g) '
JKES ¢ cis, trans-Acid (XII) % Pt filld FciEm

K%$ 5 &, 2mole MKFEEMILL @-methyladipic

- acid, mp ROAL mp 58~9°, BHT 3.
Methyl @-methyl-cis, trans-muconate (XIII)
Methyl hydrogen @-methyl-cis, trans-muconate
(XI) %Ly diazomethane G ester {LU,
methano] b5 ST 2 ERREERD dimethyl ester,
mp 60°, Amax. 272my ¢ 27,600, %132 (Anal
.Found C, 58.84, H, 6.70,Calcd. for CoH;:0, C,
58.69, H, 6.57). cis,trans-Acid (XII) 35 $ [F
RHC UTH L dimethyl. ester %135
a-Methyl-trans, trqns'-muconic acid (XIV)
E a) @-Methyl-cis, cis-muconic-acid (II, 0.51g)

% 202 NaOH KM 30ml & 4 BERIRMT 2. ¥ -
H:SO; TR T 5. DHEL -

WrRBHUIE dil
TBEE% 4% methanol 2o EEUBRERELT.
‘trans, trans-acid, mp 273° (decomp. ) (Kuhn and
Michel?®; mp 276°), Amax. 273mg € 29,700, %73
%. (Anal, Found C, 54.00, H, 5.29, Calcd, for
. C/HsOs C, 53.84, H, 5.16) (0.45g)

b) a@-Methyl-cis, trans-muconic acid (XII) %
@fﬁicﬁ&ﬂbf%é( f—o trans,trans-af:id 18
GO . : ' :
IR 2 trans,trans- Acid OEMIKRIZ cis, cis-
TeaX cis, trans-acid OB}A L FIRKT @-methyladipic
acid (XVI) &4 3. X

Methy! @-methyl-trans, trans-'m}xconate (XV)

. Diazomethane {Z Y % trans,trans-acid (D ester
e koTZ0 dimethylester %47z, AEIRKSS
(methanol 5 4£%), mp 55.5°, . 275my ¢
mp 46~7°, '
. 276m log ¢ 4.17) (Anal. Found C, 58.51, H,
6.87, Calcd. for CyH;:0, - C, 58.69, H, 6.57) °

2max.

Amax.

.32

10) Org. ‘Synth., Coll

#—1

ABIF UREIZIOHND b LTI DTS
ICREOMUT2FT. T o-cresol Bz ywiizK
R4 2B AR B AR BRI E { B3 5.
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- Résumé

| .

- Peracetic dcid oxidation of o-cresol gives a-
methyl-ci;', cis-muconic acid (II), mp 189—90°.

. This is lactonized with sulphuric acid ‘to the

lactonic acid (IV), which is converted to the
lactonic methyl ester (V). The treatment of the
lactonic ester with sodium methoxide affords (8)-
methyl (@)-hydrogen e-methyl-cis, trans-muco~

nate (XI), which is,

methyl-cis, trans-muconic acid (XII),

in_turn; hydrolyzed to a- /
mp 172°
The cis, cis- and cis, trans-acids are 1somerxzed
to the trans, trans- isomer (XIV), mp 273°, by\

: boxhng with 20/ aqueous sodium hydroxxde.

The geometrical configurations of these isomers
are established by synthetic evidence and spectral

data.

-



