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Yoshifumi Maki, Koichi Kawasaki and Makoto Sato:
Studies of the Rearrangement Reaction (IX),
Smiles Rearrangement on Pyridine Derivatives (6).

The behavior of 2-(5-nitro-2-pyridylthio) acetanilide (IV) against methanolic caustic alkali
was examined. (IV)was transformed quantitatively to pyridylphenylamine derivate (VI) at a room
temperature, and the rearrangement velocity of (IV) is slower than that of 2-(5-nitropyridylthio)-

*1 £ 8#: Chem. Pharm. Bull. #aH.
*2 Part 5, AF&: 12, 54 (1962).
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3-acetylaminopyridine (II). This fact shows that S—>N type rearrangement of (IV) is accelerated
by +E-effect of ring nitrogen of (IV)

yitid ”E.%Al*’}) 1% 2-(5-nitro-2-pyridylthio)~3-aminopyridine(I) & X VE D7 £ F V(I ICOWTS->N H
22 A WENZB Ui, Wb (I)& 22 2 —abEifE 7 v v iveBii Lictka b F oz s &, UG
WHCHAET B A4 ¥V 7 =4 D+ § RENORESE2ERA0T # 96 LT 2-methylthio-3-aminopyridine,
¥ X O 2-methoxy-5-nitropyridine /A& L7z, ZHEKL(I)D7 2 F KDk, x %7 —uiEdiE7 v
BV VEETCEML, avikxFLoORIMCE b 2-methylthio-3-(5-nitro-2-pyridylamino)-pyridine #*
52 5. OB UAROKEFIE, #O+EMHRICL Y BReNOBREMEHL, 7vFv7 3 AEH
DN THRREEEBEDRBLOTWLEEZDNS. SX(I)DAREX ¥ BIZ U 2z 2-(5-nitro-2-
pyridylthio)-aniline(T[) F XV Z D7 £ F Uk (W) AR L, £OEmARIGHEZ(T) (D) & R L Tlo#EE
EREND 5 AN TEERET- 1.

A4 — VTHME T VN ) OFLET 2-aminobenzenethiol & 2-chloro-5-nitropyridine #*#H& L T2~ (5-
nitro-2-pyridylthio)-aniline (1) %155, (Mik A # 7 — U ¥EHME7 U0 Y & RIE T LT LML s,
BB b FUERMLBE (1) LA b+ 7 =% it & ABRIGAHIETT LT 2-methylthioaniline
(V) & 2-methoxy-5-nitropyridine(VI) %5 %72, (V) (7 £ Fu{k m.p.104~105°) % X0 (VI)m.p. 110°
RENRENIGREIRL, Balc X DHERL 2.
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(M) % 3E/KERR CUPE LT 2-(5-nitro-2-pyridylthio)-acetanilide(IV) %753, (IV) %ZiETx &%/ —
7 v 0 ) ERIET 5 ERISCHIIRAZ CREEEL, ERECE S, B a vl Foui inz JUulEiE Ry
(VD) %18 %. (VI) OREETHEDFES X0 IR3330 cm™1(nujol) & X OBEBEHEF 7 3 > 0o 7 VRIGE
PEoENBEIFS D, ¥ (DO UVINE T mu(log o) : 228(4.27), 3634341k (IV) & UVIS Xmy:
(loge) : 236(4.12), 325(4.23) B, HoBALHI2# L < bathochromic shift LT3, ZOfh 5L
(VID i32(IV) & B 72T EFF o TV B & EAtb2 5. BEFRME (VD OSEEHERT B0, MDxxx
—ovfiCRaney Ni & & BB L TOMA~FEEL, Ric7 =Y > & 2-chloro-5-nitropyridine X V&R L7z
IEBRL T, ZOEARIFAL .

EREOERT (D) X (I) ZEBEEML RV, (V) ci’%z"é)@ (VD) Efid % Z enbmoizs, £Z°T
(V) & () DTN DM %R CERNCERMERY % 52 5B 5 RGEEA T 25 &, (D 135
105 CREY BIRRL, (V) Cidd05 L EAE L7z 10 LN CIkF A E RIS K 5. 202 & p b JEic e
Uizt (1) DAGHEGEROEMEMHEDRABD B ENTE S, BVIE & 2 — P E7 LD e
AV 5 M CE RN A RA D % 5 2 7.
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2-(5-nitro-2-pyridylthio)-aniline (1) D&k & Z DEsfL

2-chloro-5-nitropyridine 4.1g % MeOH45ml /Af# L, NaOHIL.1g, H;02ml, MeOHI15ml DE®ic
7if# L7z 2-aminobenzenethiol 3 g #jnx % & RIGHITMAREG &7 5. HRERGHE T 5 & etk
+%. MeOH [} hE&E,. m.p.111.5°, 1883.8gCy11He0:NsS, #fE, C=53.33, H=3.67, N=17.00,
HEREC =53.33, H=3.64, N=17.24. IR.a%33%" cm=1; 3400, 3550 UVaMOH iy, (log )5 236 (4.12),
323(4.23).

2-(5-nitro-2-pyridylthio)-aniline(1)0.5g % NaOHO0.1g, H,Olml ORI TEMT I RIGHIL
wWEc s, 10 FREEMEKE T E, 2-methoxy-5-nitropyridine(VI) OfEEgHRA&2HTHF 5. m.p.110°,
¥BE 0.2g, ARRARCARLE VI &BEHRE L. W2 vk 7 2 2 BT 5 L REREOMH
R (V) (b.p.234°) mBd N ARz viFravt (NUEUBE THER, 7eFui (mp. 104
~5°) ~NFHEL, BIRCARLAb D LBRMERL .

2-(5-nitro-2-pyridylthio)-acetanilide (IV) DIz fir

() 3.7g wHOKEER 2.1g &Nz, KELTIREMASNIET 5. RICREROEEZREL, Bbhi
HERAE N ¥ L VBT . EEHRAR, m.p.152°, & 2.6g, CisHi110sNsS, ZFfE C=53. 93,
H=3.83, HEAHC=54.20, H=4.02, IRADYO! cm=1; 1680, 3330, UVAMOHmy(loge); 231(4.16),
329(4. 16),

(V) 0.5g % MeOH20ml & &L, ZhicNaOHO.1g % HpOlml &L Ting, RETHE (KR
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15°) 5 ERGHIIRLCREEZRE L, RECHEROCR S, 050 EREKR2 I F10.5g 2Nz 5. B
FETREEE#EEL, 8o (WD O % MeOH & 0 F#s$ 5. #EOEHRG, m.p.110°, 850.45¢,
C12H1102N3S, FFfE C=55.17, H=4.24, HEAEC=55.36, H=4.41, IRADYolem-1; 3330, UVIMeOH
mu(log €); 228(4.27), 363(4.34)

2-phenylamino-5-nitropyridine ()

(’Vl[) 0.2g #7&% EtOH15ml iz &7, Raney Ni 0.3g & &4y 3hrs InEiils+ 5. BB 4208
B, WKARTERL CREY NV URER, 7 F 7 ov ETW (VD m.p. (137~7°) 0.03g #75%.
(VM) ¥2-chloro-5-nitropyridinel.1g %7 =Y » 2ml ¢ 130~140° = 2 BEEINE L, BHBIBELEE, %
#x MeOH 2 BEMMLTHEDNS. Ci1HpO:Ns, i C=61.39, H=4.22, HEE{EC=61.23, H

4,33, UVaMeOHp, ) (loge) ; 212(3.80), 250(3.55), 375(4.40).
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Mamoru Sugiura, Takuya Yanase, Yuichiro Yamaguchi and S higeo Senda:
Studies of Components with Drug Action of Aralia elata Seemann (1),
The Control Action of Blood Sugar Level of Bark Extract,

The decoction of the bark of Aralia elata Seemann has been used as a home remedy for
diabetes mellitus since the old times We have examined the action of controlling blood sugar
level by using the extract of the bark of Aralia elata Seeman, and the results have been:

1) Extract suppresses hyperglycemia caused by alloxan, adrenalin and glucose.
2) The control action of blood sugar level has obtained the 1esult that the extract got in
spring is stronger than the extract got in autumn, :
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