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Yoshifumi Maki, Mikio Suzuki, Takashi Masugi, Masahiro Takaya:

Nuclear Magnetic Resonance Spectra of Pyridazinone Derivatives,

Various kinds of 6(1H)-pyridazinone derivatives were synthesized to measure their nuclear mag-
netic resonance spectra and chemical shifts of 6(1H)-pyridazinone ring-protons were discussed.
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Chart 1.{2/R U7z & 5 &€ 1-phenyl(cyclohexyl, methyl)-3, 9-dichloro-6(1H) -pyridazinone (I ~10)®D 4 {7 7

*1 o HEEEBAFERLEBYEFT (Morimoto-cho, Sakyo-ku, Kyoto)



42 e B 38 B oK R R Vol. 16

o b R ENERIIEF B 3, 4-dichloro Bk (T/~I1") ® SEF 5 b o X b AERSIC IS 5.

Sfrrm b ey 7 Med s INABK O X EE2 R 5 &, T/, W &L l-ethyl-3, 4-dichloro-
6(1H)-pyridazinone(IV) DA SIS L Hic, 170 %v3Es bulky i3 &, E21Th D0, SRS
v MBRBNG. ZHICBEE LT Katritzkyé;)m 147 methyl i 1 I BHEES G LA WLOL D 54y F o
k% 0.4 ppm (g + 7 b ((AL Dimethylsulfoxide @) S45 L8 LTWB. Fio 1 AEBIENT = =
VEOSE (17) REOIRIHERIUEL 0 ER5 7 F A &S 5.

Katritzkygg)ki 1-methyl-3-hydroxy-6(1H) -pyridazinone D/KEg#kAHATEBML 2B, 40170 b Xy
0.5ppm HRM: 7 b ({8 L Dimethylsufoxide f1¢) 322 L& WIE LT, T & 05V D HEL SIS
rkHic, BRMBEEMLINTWALAMICI T 3RKBAEDKEEIC L h 40778 21349 0.2 ppm &
BT + 9%,

feds 1, T/ 1% 5ppm ORI EEIEG B e ps. OEFEWN-CUHIC L5 7 v+ L5 GT 5. D84 bulky
7z pyridazinone B &7 BN L BUCH L CLEE /R equatrial \fghi U, BRERIL M L 2505 L, Cu-H
ONAEEA B DT v b oD axial FRIAFHEEND.

1-methyl-4, 5-dichloro-6(1H) -pyridazinone (VI) & Il o X O% I/ @ [l U< ¥ (KRG otk 1845 = &
DI NS, HE, VIOC:-H 127.80ppmic > 7 3 vaH LT 5.
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zinone FHBEKICH L TRS ERIICIIGT 5.
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Fig. 1. Nuclear Magnetic Resonance Spectrum of IX (in CDCl3)

J 1 1 l i L ] —1 1 I

8.0 7.0 PPM(¢8)
Fig. 2. Nuclear Magnetic Resonance Spectrum of X (in CDCl3)

LA L7chi B pyrdazinone B2 L 3,4,5 ©ici@#izt 4 /% < 1-methyl(phenyl)-6(1H) -pyridazinone(1X, X) @
NMR 2<% Fovid#iiEEhTcwiw. Fig 1, Fig.2. @ X, X ONMR 2<% hLaRT.
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i 7.8p.p.m. ZHCNE T B quartet (1 Cs-H iz, 7.27 k¢ 6.95p.p.m. A& T 5 quartet IXZNEFN
Cs-H, Cs-H @hpEcx %. =® C3-H o chemical shift iz Wil ® Cs-H, Co-H imlin% & L BRI
Hbhd.
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XD AB 5z 7 s =7 a b oDV E—IE R B A, KX EMNELT 7.83ppmzHnLTD
quartet t¥ C3-H 1z, 6.88, 7.21p.p.m. &l &35 quartet (ZzhFh Cs-H, Ci-H @ifigzsh s, &
D4 110D phenyl it methyl # X b Cs-, Cy-, Cs-HERHIC Y7 & #54%, Zhik phenyl ZDH
FEIRB L OWARTECL 56D THS D .
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FOMOFHRAEELUT DL 5 CE L.
1-ethyl-3, 4-dichloro-6(1H)pyridazinone (IV)

3-hydroxy-5-chloro-6(1H) - pyrdazinone 14. 6g. % NaOH 8. 0g. % #1¢s H;O 50 ml. il L, HPINEF @
E6S0, 27 g &M FT5. 9 3he, ARG AR T B, KPR 104NaOH %z Ca7 v Y b
L7 L, Et,O CHMEOARYER <. 7ov s ) Kgikifat 102H.50, Ttk & 2 L, — A L chiili+ 5%
GEERIFNL, JKBE SR B, CORMNEEIKA 2 -V X D EENT S L mop. 213~214° woRdiAE S L
< 1-ethyl-3-hydroxy-4-chloro-6(1H) -pyridazinone @ 2.5g. % 1§ %.*? CeH;0.N,Cl Amnal. Calcd.:
C, 41.30; H, 4.05; N, 16.05. Found: C,41.46; H, 4.20; N,15.90. IR 274727 em™1: 3000~2400(OH),
1640(CO).

Fif8# 1-ethly-3-hydroxy-4-chloro-6(1H)-pyridazinone 1.0g. % POCl3 & 30 min. fp#usifi+%. &,
WE FCBRO POCl; %L, ERWCKE N2 ThtE, Vi s4ihia CHCls tifilli+%. CHCl; )4
KYE, #iats CHCls %#d: L iM% n-hexane J b F&liiid 5. m.p.57~59° D IV 0.6g. %#73%. CeHe
ON,Cl, Amnal. Caled.: C, 37.33; H, 3.12. Found: C,37.33; H, 3.18. IR A eiol em=1: 1680(CO).
VO NMR 2< 2 kg 1D pyridazinone B 7' k> % 7.07 p.p.m. (CDCly) /R L, D
Wi W, T/ OB 7 0 b @ chemical shift & DD LEFFENS.
1,2-dimethyl-3, 6(1H, 2H)-pyridazinone (VI)

sym-dimethylhydrazine hydrochloride 11.0g. % H2O 50 ml. i&fif L, MEYEFEL DD chloromaleic anhy-
dride 11.0g. # T3 5. #ic3hr. FObasid, HHRFBL, RHlE 1/3 8% Tl N 2. &Y
n-CeHys—(CH3):CO X v Fiflith$ 5. m.p.181~182° Dtihe Lcvid 10g. %7445, Ce¢H;0:N.Cl Anal.
Calced. : C. 41.25; H, 4.04. Found: C, 41.52; H, 4.11.
1-methyl-6(1H)-pyidazinone (1X)

1-methyl-3-chloro-6(1H) -pyrdazinone 4.0g. % EtOH 60ml. L, ZhicimiEx 3.6g. Pd-1w/v% D
PACl, ¥ 40ml. &#lnz, Hs S cHmEtd 5. #9920 ml Giierkt 710ml ) Hy & B L7z Bs, iEER
BRI, FIAR BT 5. R 7 va V2L, CHCLs Tl 5. CHCly ki, #4k#%
CHCl; 3, BMWa —pOKEPCiE, 79 XL e LT KX O 2.4g 2135, (s0-CsHy) O X b Aihan.

%2 3.hydroxy-5-chloro-6(1H) -pyridazinone & Et;SO, & ORIGDFEMNIL 3) THE L. A3 5 1-ethyl-3-
hydroxy-4-chloro-6(1H) - pyridazinone M5k 35659 % BiEA 5-chloro k& SR X vt NMR o Heig
MHHREINS.
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m.p. 42~43°. CsH¢ON: Anal. Caled: C, 54.53; H, 5.49. Found: C, 54.77; H, 5.57. IX 13t

H5B.
KHFED NMR 27 MVEFHEAER S fiEfiBher vfilzani. 2 eB#oBsE T 5.
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AR, RB5L, ETEME, HE, EREH:
Grignard ISIC X AR5 (5 7 H)*

O-7r%1 =vFAEET7 I VHEIIT 57431 Grignrd 3o

RIS X BIRET oA v 7 LdFr=—F LHDOEK

Kenji Kaji, Hiromu Nagashima, Kiyohiko Mashimo, Yasuhiro Naka, Keisuke
Shigezane.
Study on Grignard reactions VI Synthesis of Mixed Acyloin
O-Alkyl Ethers by the reaction of alkyl Grignard reagents on O-Alkyl Mandelamides

(Gifu college of pharmacy**)

It was already observed that mandelonitile, or ethyl mandelimidate, even mandelamide reacted
with methylmagnesium iodide to form phenyl methylcarbinol together with phenyl acetylcarbinol. (K.
Kaji, Yakugaku Zasshi, 77, 855(1957))

The tendency of the reaction is confirmed in the case of some different kinds of substituted mandelamides
and some heteroaromatic analogues. However, various mixed acyloin O-alkylethers (« -alkoxy- a -
arylmethyl alkylketones), 1. e., 1-methoxy-1-phenyl acetone, 1-methoxy-1 phenyl-2-butanone, 1-
methoxy-1-phenyl-2-pentanone, 1-methoxy-1-phenyl-2-hexanone, 1-methoxy-1-phenyl-3-methyl-2-buta-
none, 1-ethoxy-1-phenyl-acetone, 1-ethoxy-1-phenyl-2-butanone, 1-methoxy-1-(o-anisyl)-acetone, 1-
methoxy-1- (p-anisyl) -acetone, 1-methoxy-1- (o-bromophenyl) -acetone and 1-methoxy- (p-bromo-

* The preceeding paper, K.Kaji, Yakugaku Zasshi, 77, 858(1957)
**  Mitahora, Gifu



