EfEAXFZZHMBHRI NI U
Keio Associated Repository of Academic resouces

Title ThiazoleZEE & D #FZE[VII] : 2-Dialkylthioureido-thiazoles S5 E & M) & KR
Sub Title Studies on the thiazole derivatives [VII] synthesis of 2-dialkylthioureido-thiazoles.
Author LA, 5 —(Yamamoto, Yuichi)
Y, F3E( Nakamura, Harumi)
5H, ¥F( Yoda, Reiko)
Publisher HURBKZE
Publication year |1970
Jtitle H R KZEHZESR (The annual report of the Kyoritsu College of
Pharmacy). No.15 (1970. ) ,p.31- 36
JaLC DOI
Abstract
Notes R
Genre Technical Report
URL https://koara.lib.keio.ac.jp/xoonips/modules/xoonips/detail.php?koara_id=AN00062898-00000015-

0031

BREFBAZZMERVARD NU(KOARA)IZEBEEATVWAR OV TV OEEER., ThThOEESE, ZLFTLFHRLWRETECREL. TOEINEEEEEICELST
RETNTVET, 5lAICHLE> TR, EFEELZEFLTIRASEZTL,

The copyrights of content available on the KeiO Associated Repository of Academic resources (KOARA) belong to the respective authors, academic societies, or
publishers/issuers, and these rights are protected by the Japanese Copyright Act. When quoting the content, please follow the Japanese copyright act.



http://www.tcpdf.org

No. 15 (1970)

Thiazole FEE DR (VI
2-Dialkylthioureido-thiazols % {k &Y

Lu'dg-{‘j‘ """ » [P*T%gé’ JJ‘*BEII%’?

Studies on The ThiazolDerivatives [(VII]
Synthesis of 2-Dialkylthioureido-thiazols.
Yuichi Yamamoro. Harumi Nakamura. Reiko Yoba

Several derivatives of Alkylthioureido-thiazols had been synthesized and their
correlations with the biological activities were studied by the authores. The
formation of their chelate compounds with Cu*+, Co**, Ni** ions was systemati-
cally observed and reported in previous papers.

In this report, the derivatives were synthesized by the new rout, “(C) method”,
as shown in Chart 1 and some of the side products were exermined by Urtraviolet
(UV) and infrared (IR} absorption spectrum, Mass spectrum (M) and Nuclear
Magnetic Resonance (NMR) spectrum and identified.

On their correlations with the biological activities or on their chelate forma-

tion, another report will be published.

## %%, thioureido-thiazoles % Ak L, ZDAEWFEMIGH: L FE L OB ZHIE LY,
* 72, Cu. Co, Ni o Chelate {5z oW CRFEBFFEZ LT 39,

AT DD 2% L 7228, TFad Chart 1 JooR Lc Bk T, Fic (C) g EL LTI
v, ERE (1), [V, (VI oW TEARI R Y bb, JRAMRIR ZA 7 R L, Mass 22
7 by NMR =87 bV ERIE L. —B0ERY EHFBH R0 TlRET 5.

N, N-dimethyldithiobiuret (II,] ¥ monochloroacetone (IIl.} & O Tix, ¥k Chart
I okoiz (L), TVu (VL) 23550 5.

(L izowwTix, (a) T8k L7z 2-(N,N-dimethylthioureido)-4-methylthiazole & &
REL CORARBET 2 RS, BRI R L2 bov, R A S v ORI —FK T 5.
(V) oofe&#ix mp 215°C (from IPA) </KizB¥E, Picrate, mp 199°C (from EtOH),
fafn NaHCO; K THE L, WERSRAKVAK TR % T 5.

N,-methyldithiobiuret {II,i & 1,2-dichloroether (IIl,; &t o5 TH, (L), (Vo)
(VL) o 3fEoRIGERY o, (L) 1%, Chart 1 (b) #:THERKE A7z 2-methylthioure-
idothiazole L RRh L TRULARE T 2R &3, %46, FAMRIL A7 P bs5edic—E+ 5. Mass

A7 S ORIEMSE L, Fig. OD-A R+ X 951, %1- 173 153714 v — 27 BRT.

¥7- pH 7.7 12333 58 1 + » & » Chelate {£&41x, CHCly THiH S SR 2~
X, ABA (&) 321mp (1.625) 424mpe (0.181) 253 L (C) DL DL —F+ 5. (V) i mp

1) s@m2egy data LRI RERDOTE.-
2) WidAr—, MRS © BARS I LE S, HIOFRICTRE (19704:10/13R)
3) A, b, Mg Ak 12, 116 (1967).
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95°C (from peteroether-hexane) Offdt T, JoESVHE L, N-(thiazolyl-2)-N-(3-methyl-
thiazolinyl) imide |z —3%%+ 5.

(1L & (L) L oETiE, (1), (Vo), (VI) o 3fEo4pmsrEsn, (L) 1k, (a)
HETHK Sz 2-(N,N-dimethylthioureido) thiazole & iEFhL TELARETF 2 RS, %45,
RN AR 7 b v ORI b 52 R ic—T 5.

(Vo) ofbA#iz mp 210°C (from EtOH) ©/kiz 5, Picrate mp 180°C (from EtOH),
FNRL 2~ 7 SV OBE T, AEA () 256.5mpu (19,803)," 285mpu (8,234) <, (Vi) mp
215°C. picrate 199°C (from EtOH) of{b&# AFA 256.5myu (28,358), 283mp (11,792)
DAN7 bk Fige I AR F & Skl THEIL Tw 5. Chart T o () NOEEIHEE
ShHA, Fig. T IR T X IR A ~2 A Bid b v R = L oi - T 2k
HEBbN D0 THET KR TH 5.

(Vo) 2 (IL.) & «-bromopropionaldehyde (1114 X V) ilkflc AR EN 5.

Thiazole F#fkd Mass 227 FjzonTix, G.M.Clarke %> 032 H 503, EH
DAL L7- thioureido-thiazole F#fkd» Mass 227 Ao —i% Fig. I 1225 F 7228

m

2-methylthioureido- thiazole (I,) iiwg 173 |z moleqular ion %75, thiouredo ¥4y X Y

QMWSﬁ%%%%bkt%i%m57?ffyb%?1m{:M%pmkE%tz,?SS
iz thiiren ion radical /7L T\ 5. FEflIc oW TIRBICEET 5.

HDICDER, Mass 227 Mz DWW TIEBORE Wi W AR HIRER BB L 2 5O
8, TR A7 S iz o TR ZHOR B W 2 1S W UK MR SRR - BR SR
PRI URS 5.
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Fig. I I.R. Absorpotion Speatra for [Va]

4) L.A.Yanovska et. al. : C.A. 47, 92589 (1953).
5

) G.M.Clarke. et. al. :J.Chem. Soc. 1966 (B) 339. Studies in Mass Spectrometry VI. Mass.
Spectra of thiazoles.
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Fig. I UV Absorption Spectra for
I Bromide of N-(5-methylthiazolyl-2) -N-(3, 3 dimethyl
5-methylthiazolinyl) imide [Vq]
II chloride of N- {thiazolyl-2)-N- (3, 3 dimethylthiazolinyl)
imide [V.]

® B o B
1) N, N-dimethyldithiobiuret [11.]
40% dimethylamine 50ml 4 10°C L4 FizipHiL 224385, 2»4¢4° > Xanthane hydride 20g % jnz %
LTRSS G 7 4 b 7 4ovx — e, SOREER TR L, HAaEEEReT2~3 Hj;ﬁ{l_—é
Lok EY v — Vv LB L, B2 SREICHm S, M s. b o b T %, =
Wik A Tokie, AKX DS T2 LR agHRE mp 1831°C 5y 7.2g (4 65.4%) w3
2) a) N,N-dimethyldithiobiuret [11.] & monochloroacetone [11I.7 7k % #af & U < JUS

N,N-dimethyldithiobiuret 2.4 g (0.015mol) in water 20ml (z monochloroacetone 1.63g (0.020
mole) ZihXx I N+ 5.

2155 30 43, 90°C i+ 5.

16 [l % O SITIH, 7 ook n T, CHCL 2o Lo, #l mp 170°C, $i44 v ik 2+
V= PRI, A4 7 m LT or a — b SRR, mp 176°C. NaHCO; whifn. ~v £ X b Ffs mp
162°C (1,) AlBA 293 mpu. CHCl: 1o~ %o o, Hl mp 205°C @4 A v ik sF v~ b @EHEIE—, AV
O ELT v a— s b EE, mp 219°C [Va) NaHCOa =g, mp 98°C %} 5%

2) b) N,N-dimethyldithiobiuret [11a] * monochloroacetone [1IL.] H* fili it (i jj D45

N, N-dimethyldithiobiuret 2.4g (0.015mole) in water 20ml. HCI 0.54 ml (0.015mole) #inx,
2 W 30 4y, 90°C wiBt: i

16 NEiSAs gL, CHCL o T+ 5.

CHCIy; Zd:i6 4 a7 a3 — s b ik, Iy 1.2g. (W4 37%) mp 180°C fii4 4 itk 5
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F L — FEMERG+, NaHCOs TR, ~v £y X biifi. mp 162°C (1] A%BA293 mu.
3) N-methyldithiobiuret (11,7 monochloroacetone (1II.] & K&

N-methyldithiobiuret 0.2 g % f#; 6 ml (2 & 5 L monochloroacetone 0.3 g * i 5.

2 N AR — W B # 5% NaHCO; soln. 4ml ©cp i+ 5. =4/ —nXkiEks, mp 124~6°C. CyHus
N;S: Calced., C:47.97, H: 4.92, N: 18.65, Found, C:47.33, H:4.59, N: 18.63. Fig. II-C #&7.

4) N,N-dimethyldithiobiuret {II,] * e-bromopropionaldehyde [111.7 & & 2

N, N-dimetheldithiobiuret 0.5g (0.003 mole) in ab. alcohol 3ml (¢ e-bromopropionaldehyde
0.4g (0.003mol) in ab. alcohol 0.8ml %A, 30 7FET 2 e RO GO IFRA—WRGE+ 5 &
SEICHRBITE, T2/ —uh oL Fr— Mtk —, AKIZ¥RE. mp 210°C (215~220°C 1) (Val I
1t 40mg. @i 2Ry v Fig. I o 1.



