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Torizo Takahashi, Minoru Furukawa,*' and Yoshifumi Maki** : Synthesis
of 1-Phenyl-3-hydroxypyrazole-5-carboxylic Acid Derivatives.

(Research Institute for Production Development** and Gifu College Pharmacy*?)

N,N-Dimethyl-1-phenyl-3-alkoxypyrazole-5-carboxamide (V : R=CHj, C,Hs;, C3;H;) and
N,N-dimethyl-1-phenyl-2-methyl-4-chloro-3-oxopyrazole-5-carboxamide (V) were synthesi-
zed, and (V : R=CHj, CsHs) was found to have an analgesic activity comparable to that
of aminopyrine, :

(Received October 22, 1965)
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Iz IR ARZ7 b ARBIC UV A2 b VOHMBELS ZORERBICR T 72 2BELI VI L 575 2
FABRER LB EELX OB, £0 ambident It HSETAFAEDOLEMER LD N-7 LAk H KT 5.
FTlhebbHE7 VA ‘)7k?§?ﬁ¢%%®%ﬂ§ﬂiﬁ@%#'@*}X.?/kﬁﬁ@c‘:b—lﬁﬁ‘?‘éﬁbi N-zxs1f6 (V) 2852 &
BTEE. LOLBRHOF MY Y AT a5 ~ N EETYUREO 2 v LA FAREETEE NV BBEALEBORT
0-# F#afk (M(R=CHy)) % AR Lic. O-=5 ik (I(R=C:HD), O-7 U itk (IM(R=CsHy) &Rk I & i3
BAREVTASFAOERICYL b AR L.

M(R=CH;, C:Hs, CiHy) FA =127 r ) FERIGESE, £THMI7r ) Py BT LRV AFLT
IVERGERESHE B 1Y & 75 N,N-dimethyl-1-phenyl-3-alkoxypyrazole-5-carboxamide (V (R=CHj;, C.Hj;,
CoHy)) ZIFIEBR A LEE. V ObEBBEITRSITE IR A7 AL X b HEHEIhS.
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—J7 Nea gtk (W) A F A =1278) FRIES 2547 S VEFRSE, 7o 78~ b O LT
m.p. 171~172° OB ffe. AYyEL Beilsteine SGHEHHETHRATOMTL CrtllONCl 04 Fstic—3
T%. IR A2 b3 1665, 1685em™ 109 7 2 A HAR=A B IOE3 7 I P AL R = LICIRE LE S RILE
HL, D NMR 27 b (CDCl) 1 2.85p.pm. &P A7 3 FD2HD A FAE, 3.26p.p.m. I 2 AL
D N-zxF3, 7.40 p.p.m. %n{:;[}k:%/fﬁ&&y,gy@ AsBoC B Eoh5 5H w35 multiplet oy
ZFFAERLE. DEDF~2EBI0 IR A=z AT p-UBBR~vE v C-HEASHIER I I8 B LED R
IR FRDICU & oD mup. 171~172° iy D # . N, N-dimethyl-1-phenyl-2-methyl-4-chloro—3-oxopyra-
zole-5-carboxamide (V[) % 5 % 7-.

AR LAY V(R=CH;, Cols, CsHs) B X 00 VI 1k~ v 20 RBEIMERMSE CREBIER % 7. 20ER
hbibatyorh V(R=CHs, CoHs) 537 § 7 €V v L 071k 0.9~1.3, 0.7~1.4 DEEIERA%HE L. E]‘Fg
DI AW DI B ST 2255 I L CEi— i%*%ﬂ%%kﬁ%ﬁﬁfﬁkibﬁﬂ
TETH 5.
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1-Phenyl-3-hydroxypyrazole-5-carboxylic acid (II) &2 A5 LEBRDER I 1g. % 5% NaOH 40 ml.
a3/ BT 2g. © (CHs:SOs # RIGHEE 60~100° 4T+ 5. # Thr. maKET5. KGO
HAREELDERIBEO 7 A2 VR FEE 205080 NaOH 28+ 2. BBTRES %FEEL, FRic 5% HS0,
EMATHMT 2 LERFET 200 che P, +5ERLC=—5 1 THEL < DET. MeOH 55 F i 5
3% & m.p. 209~211° #7734 1-phenyl-2-methyl-3-oxopyrazole-5-carboxylic acid (W) 0.5g. ##%. CuHip-
O3Ny  Anal. Caled. : C, 60.54; H, 4.62. Found : C, 60.52; H, 4.46. IR »¥¥ cm™ : 3000~2500 (COOH
o OH), 1700 (COOH o CO), 1660 (5.7 % & CO).. UV AZ™ mp (loge): 303 (3.84). Az T H|ED
L7z & 5 l-phenyl-2-methyl-5-bromo-3,6(1H, 2H )-pyridazinedione %# %k 7 & » V) CIEMHBLTCELL D
IR BIUEMcXVAE L. LB bhlc=~F K EEbe CliET 5 L 2 Firh~< 5% 1-phenyl-3-
methoxypyrazole-5-carboxylic acid (II) % &% 223 % OB EEE L. R ki I o (CH)SO0: & X % # # 41L
EETAR S B I oI EsHT.

1-Phenyl-3-hydroxypyrazole-5-carboxylic acid (II) &/ \Q 4> T7ILFILOER I 5.0g. # abs. EtOH
50ml. & 1.5g 4B Na #BM@ L owwing, CHll4g 2T LT 4hr. KB Lo mEagEElT 2. KIS
RTHRBE T Bl RE LREC HO 2z CHlT 27 BS%2FER, Fiie 5% SO c@itLik LB
NIcEREL BREBE AV Fr =T b T 35%& mp 168~169° o 1-phenyl-3-methoxypyrazole-5-
carboxylic acid (Il (R=CH3)) » 3.5g. % B %. IR vIW' cm™': 3000~2500 (COOH o OH), 1700 (COOH o
CO). UV AZS mp (loge): 221 (3.96), 280 (3.70). C11HyoOsNy Amnal. Caled. : C, 60.54; H, 4.62. Found:
C, 60.77; H, 4.70. :

Fi#tic CoHsl, CHp=CHCH,I % v ¢ L (R=CoHs, CsHs) # & 1% Lﬁ:. (R=C,Hs) m.p. 163~164° (4 v 7 » &,
II/;I*_—-7“)./——MBOH B KQ‘J: b %) C12H1203N2 Anal. Calcd. C, 62.05; H, 5.21.. Found : C, 61.85; H,
5.28. (R=CsHs) m.p. 149~150° (f vy m A= —~F A LD ﬁﬁ%) C13H1305N;  Anal. Caled. : C, 63.92; H,
4.95. Found : C, 63.83; H, 4.90. 4

N,N-dimethyl-1-phenyl-3-alkoxypyrazole-5-carboxamide (V(R=CH;,C;H;,C;Hs)) I (R=C;Hs) 1g. %%
KNvey 30ml. g, zhiwe SOClL 0.6g. #inx < 1.5hr. KB temsvd s & HCl # 20 & itk
L. RIERTH~ve vEE, Rl (CHRNH o <ve v SIfsgsmz TRl < v € v 2 8ET 5
FERT R TR B L L7 Wk BUEFE R % F7 7o\, bpoa 138~140° oA 4w 5. AMBREE 7 v < b IK X
DHE—RAHy PERLLEOTEEY v/ A L Lk, €27 ~}, mp 92~93° (EtOH X v Fi#). CisHirO2Nye
CeH30:N;  Anal. Caled. : C, 50.40; H, 4.03. Found: C, 50.52; H, 4.21.
iz LT V(R=CH;, CHs) AR LR ch bt s » o cH e X VERL . V (R=CHs), m.p.
39~40° (=~ 5 A X b F#E). CieHisO:Ns  Anal. Caled. : C, 61.78; H, 6.48. Found: C, 61.36; H, 6.35. V
(R=C;Hs), m.p. 85~86° (=~ A X b FEks). CuisHisO:N; Amal. Caled. : C, 63.14; H, 6.93. Found: C,
62.89; H, 6.82. ‘

N,N—dimethyl-l-phényl—2—methyl-4—chloro—3—oxopyrazole—-5—-carb0xamide Q%)) V 11g. % SOCl
dml, <~v&y 30ml rr LKL dhr. MBRET S LK EOERD VN XBENET?. WETrAvey
HEELTHERREEES. chic (CH):NH o<v e vBE LMz Mic 30min. MRA#H<vev2BET5L
BEOHELNBETS. 7o b v-<_vEvRBRIY 743+ 27 v=< b &L mp. 171~172° o VT 0.35g.
%%, IR vi3 cm™: 1685, 1665 (5 7 # ax Lot 7 3 F CO). UV AR mp (loge): 288 (3.95). CioHysOs-
NsCl Anal. Calcd. : C, 55.81; H, 5.05. Found: C, 55.90; H, 5.14, :
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#3 0 ic NMR ?EU%%éhfuﬁﬁ;ﬁ%ﬁ—?% %Téf%:}:, TR EL IR EERRETRSITE B X
O RELRAF v 2 —ofRcHLE LETFET.
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Shin-ichi Sasaki, H.C. Chiang, Kazuo Habaguchi, Taiji Yamada, Koji
Nakanishi,** Sumu Matsueda,*> Hong-Yen Hsii, and Wu-Nan . ’
Wu* : Studies on the Constituents of
Medical Plants in Taiwan.

" (Department of Chemistry, Tohoku University,** Faculty of Science, Hirosaki
University,** and Taiwan Bristol Laboratory*3)

-

From several medicinal plants in Taiwan the following compounds were isolated and
identified with authentic samples: Dulcitol, uracil, euparin, morin, arjunolic acid, and
serratenediol monoacetate.

(Received January 14, 1966)

~ VI BT B R O AR R X OB RO T HERC O T S FICRE LD, BES
BRI RPN THRBOWRL B O TH D, TORLEESNILAYD LFME ©oV TRk £
VX Crossostephium chinense Maxino Hic taraxerol, tarxeryl acetate, 33 J X taraxerone IS V= = PRI
2 Psidium guaijava Liny 725850 % arjunolic acid o 2, 3 DEBRD 5 K %Plob‘féiﬁ% LT&
7. EFRBEWELEBEOEE bnd O Fibraurea chloroleuca »+5 0 fibraurin (CaoHaoO7, 3 7 b vik{b &
%), Podocarpus Naxan 7>5 ORGUEAY ColuOr) 7L 03 9 ChBRBRBETHFETHS. SER A
RN D> rﬂ% %hﬁ_gﬁ%ﬂﬂ:‘*%%—*ﬁ Lfﬁﬁ:?% I—]ﬁbi“f«\f@n‘% & ﬁﬁ&ﬁ%ﬁﬁo X OFRS A=7 b /1/5»,[:{;_
BTHc Lok - THRE L.

£ B o &

Dulcitol QHBE  Euonymus pellucidifolius Hay DX (4.8kg.) %ML 12L. o 95% EtOH & 3 Ay
HEWBLcOobHBeBL, »¥y 1L BRIERS T :atEER 022) BT 5. n-~3 4 v CEEs
 WEHEREEE (5.08) % EtOH-k (4:1) 25 2HEEFEHT 5 LMk dulctol 8 850 5. RE 3.1g.,

m.p. 185~186°. .

Uracil QX¥BE  Polypodium ensatosessilifrons Havata 0 (200g.) 2#iNn ¥ &€& =—FA1ic 20 HIY
L BBTE. =~ A BEETAEEGEYEROZ Y 2hy T0% EtOH 256 2 BIEKGT 5 & 110~115° &

w2 uracil OFERNES RS, IXE 300 mg. ’

Euparin Q8¢ Eupaterium quasin tripartium Havata ORI (2kg.) % #-~F 4 v cRBRSHE L T
POLBEBRYRET S L 268 OWMRYMBBOIRDE ThisSi® n-~F¥vickh L7 s 5 (200~300

*1 Katahira-ch6, Sendai.

*2 Bunkyo-chd, Hirosaki.

*3. Taipei, Republic of China.

1) K. Nakanishi, S. Sasaki, A.K. Kiang, J. Goh, H. Kakisawa, M. Ohashi M. Goto, J. Watanabe, H. Yo-
kotani, C. Matsumura, M. Togashi : . Chem. Pharm. Bull. (Tokyo), 13, 882 (1965).

2) S. Sasaki, S. Aoyagi, H.Y. Hsii: Chem. Pharm. Bull. (Tokyo), 31, 87 (1965).

3) S. Sasaki, C.H. Chiang, H.Y. Hsii, K. Habaguchi, K. Nakanishi : Bull. Chem. Soc. Japan (##H). -

NII-Electronic Library Service





