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2 < oN-Diphenylnitronesl] cysteines thiophenol& 4417 47F2] thiazolidine™} 22| 57}2)
A& 3582 A3t athiophenoxy-benzylidene aniline ¢ a,thiophenoxy-p-hydroxybenzylidene ani-
line 3 athiophenoxy-p-chlorobenzylidene aniline ; a,thiophenoxy-p-methoxybenzylidene aniline 3 a,thio-
phenoxy-p-nitrobenzylidene aniline. ©] 3¢EE9 72+ Y42¥A, UV, IR B NMR- A9 E3)q 2j3
gtals}eic},

ABSTRACT. Four thiazolidines and following five new compounds were prepared by the addition
reaction of cysteine and thiophenol to o.N-diphenylnitrones, respectively : a,thiophenoxy-benzylidene ani-
line ; g,thiophenoxy-p-hydroxybenzylidene aniline ; a,thiophenoxy-p-chlorobenzylidene aniline 3 ¢,thio-
phenoxy-p-methoxybenzylidene aniline : a,thiophenoxy-p-nitrobenzylidene aniline. The structure of these

compounds were confirmed by the elemental analysis, UV-, IR- and NMR-spectra.
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AH:-5l piperidine, thiophenol, benzaldehyde, p-
chlorobenzaldehyde, p-methoxybenzaldehyde % p-
nitrobenzaldehyde2 &4 Wako &, °]'°\";7:|'
Z(Kanto), nitrobenzene(Aldrich : G. R), L-cy
steine - HCI(Merck ; G. R)-& AHE |8 A}18-3}
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EM 360¢ W3l AMgatdm A4 e
Perkin-Elmer 735B&, A4 #3471+ Cary 14
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(1) o,N-Diphenylnitrone2] €. N-Phenylhy-
droxylamine?] 42 0. Kamm®e} uhyel} ww}
sl 2m nitrone =4 benzaldehydes} ofvl
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4% N-phenylhydroxylamine® ®H3-Al#A 7H2%
t}u.
*

@—m + CoHsNHOH ——;@{H:@!-cms
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(2) o-Thiphenoxybenzylidene aniline2] &4,

a, N-Diphenyinitrone 4.93 g(0.025 mole}& ofer-&
150 miell &-8A]712 FFTF 100miE Y713k
t}. $9% 490 piperdines ¥ W& MYE 7
% thiophenol 2.56 mi{0.025170le) & H7}stx A
L4 484)172F WA PZHO~5C) A Ao
HaEch 24E Ao 1 odE EEY
(1:2) 0mi2 QAT JGEE AFA3
AzA)A, mp. 54C a-thiophenoxybenzylidene ani-
line 587g(+5-8 | 78%) & ¥tk 22 e
nitrone F%M (p-OH, p-Cl, p-MeO, 2 p-NO,) =
gz APFT= Table 13 Z) o] o
Al o8- et
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Table 1. Physical, analytical and spectral data of thiophenol adducts

Element analysis (%)

v:t'f;s MBC) Aun(@m) tn  IRGm™Y NMR(5) C H N S Yield)
cal. obs. «cal obs. cal obs. «cal obs
pH 243 31,100 1580(C=N) 73~77 78897854 519 525 484 492 11071121 78
(m, 15H, Phenyl)
2-OCH; 243 29,100 1580(C=N) 3.0~35 71647177 507 519 418 4.18 955 938 79
(s, 3H, OCHz)
107(C-0) 7.2~76
(m, 14H, Phenyl)
pCl 239 20,100 160(C=N} 7.5-~87 7048 7054 433 441 433 421 989 9.72 61
(m, 14H, Phenyl)
p-NG. 267 11900 1600(C=N) 73~87 62.3062.15 382 376 765 752 874 B.62 42
1360(-NO) (m, 14H, Phenyl)
$-OH 242 29200 158(C=N) 7.3~77 74.75 7491 491 4.86 459 441 1049 10.36 63

(m, 14H, Phenyl)

Vol. 35, No. 3, 1991



260 LM - TIEE

(3) Thiszolidine FT0o)2| #4. aN-Diphenyl-
nitrone frEMell cysteine - HCI-& ¥-§A)17 A7)
£ g4¢ Azt FrES 443 g3
4FH9 thiazoline #-=A& dsich ° W& ni-
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250 m/ three-neck Fel23o) L-cysteine + HCl
2.5g(0.0143 mole) & potassium acetate 2.2g(0.0224
mole) & 374 & 30 misl| $HA]71R olR-& 60 m/
o} o,N-diphenylnitrone 2.8g(0.0143 mole) & =<l
£9& Hrisksint. Cysteinee] &4 FellA Abd}
sle A& U] 98 ALvkaE 39 4714
Aol 2427 AR ARES AFsIL

- BEEE - T

27T 50 s} Mg A0m/E AL b ARAIR
¥ oeb22 AP ool 224 YAE
<+ o3, Eeldte 223g(F5E | 745%)-& It
3, A YA ok L84 YHE9
% 0.16go1gledl #9727 cysteined) & Ldsich
Ze o s f=A pCl p-MeO 2 p-NOE
gt ey, 2 As= Table 29} 7o)

d@a % 23

a,N-Diphenylnitrone #X 32} cysteineo] 325
A thiazolidine H-=47} A== 3}52e e
o2 mp, IR, NMR, UV A3 E3 9424 4
TLCo 284 &elsisich

A ukg- F AAES Aol g8 o=t
M A E2) TLCE silica gel 60 F 254(Merck : 0.25
mm) platesl AA3o jodineoE WA Hal
#19ic}. a,N-diphenylnitrone f53¢) UV-A8EY
W= 315~350nm Abelol A HojFZEE et
Wed o] cysteine®] H7IHPoZH Hol&Al=
etz 2t fredel HEs gge] 315~350
nm Atolelta Al2}zlch IR A EY e e oN-di-
phenylnitrone 2} :C=N—’:l§-7.‘l%- peak”} 1590
cm ™14 vjehde] cysteineo] ¥H3-a1 A4 A7) thiazo-
lidine #4-E2 N-H A3z% w7} 3300~3500

Table 2. Physical, analytical, and spectral data of thiazolidine derivatives

deri-
vatives

Mp(¥) IR(cm™) NMR(S- ppm)

Element analysis (%)

H N S TLC®R, Yield(%)

cal. obs, cal. obs. cal. obs. «cal. obs.

p-H 162 3300~3500(N-H) 3.5(m, 2H, NCH).
1620(C=0} 4.0(m, 1H-N-CH),
5.5(d, 1H, CH-S),
7.5(s, 5SH, Phenyl)
p-OCHs 164 3300~3500(N-H) 3.5(s, 3H, OCHa),
1620(C=0) 5.5(d, 1H-CH-S),
6.9(m, 4H, Phenyl)
»-Cl 159 3300~3500N-H) 3.0(m, 2H, -S-CHo),
1620(C=0) 4.0(m, 1H-N-CH),
5.5(d, 1H, -CH-S),
7.5(m, 4H, Phenyl)
p-NO,

1620(C=90) 7.8(m, 4H Phenyl)

49.28 49.62 4.1

57415732 526 530 669 658 15311525 057 745

55.2355.32 544 533 586 581 13381326 0.55 525

42 575 5.71 13141297 06 68.7

189 3400~3500(N-H) 4.5(m, 3H, -CH:-CH-S), 47.3447.32 394 398 11621095126 1255 059 42.0

Development solvent (CH;COOC;H; : HOAc : H0=3:1:1).
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em™iol Al oFshAl viehed 1620cm oA T C=0
AEAE Furl Jebdol NMR, 28 EJJ-E nit-
rone?] —CH=N-— peak?} 8.2 ppm(s, 1H)sllA} =
79 ppm(s, 5H)phenyl, 89ppm(s, 5H) N-phenyl
717} Jelds) #7124l thiazolidined 7.5 ppm(s,
5H) phenyl, 6.7 ppm(s, 1H)N-H7} el 32
ppm, 38~4.8ppm. 55ppmellAe dlAbMc} B
peak”} vjeh} 3 gl ol thiazolidine 2H3HE]
¥EQIA o)A AA|HA F sfe) whNLLF Jb
z7] W gele} Yz€, 2 F2=M(P-OCHs p-Cl
20 p-NO,) 8] IR, NMR ~¥edME 7t &
A< peakd ¥ F Udon EMEI=
Table 2¢b Ao T cysteine®} benzaldhyde &
ul2 x| A A thiazolidine #3-52) NMR A9 E3)S
e ZAa= aN-diphenylnitrones} cysteineg 1t
2AAH P& NMR AHER]A 3 AXsuc)
Masui $°¢] 34 ubfoll ¢J8l9 aliphatic ni-
tronedl] AlRMHHCN)E A7hbg A1 o Zfg
A3 gigken) B A3d 4+ thiophenold] uk
£4¢ E0)7] 915 piperidineg 2% A7} shxich
a,N-Diphenylnitrone #5%42} thiophenol®] #
7HE €& UV, IR, NMR, ~Heq] 3 4R
Lo gsidr). UV A e A nitrone2) 2|y
FF44e 315nmelX Jebde B 7+ don
thiophenolo) #7189 712 Hd F534L 243
nmel A Jepge}y Hdl F5533kel 315 nmic}
e spted dofid o)fz WA nitrones)
N—07]7} §le €3] AAsdr]l el IR
~H e  oN-diphenylnitrones} »|wstad
nitrone?] =CH stretching®] 3000em™! 2% =
CH2| out of plane bendinge| 900~1000 cm ™'l 4
¥4 peak’} s1¢lit, N—O stretchinge] 1550 cm™
26l A BA peak”} Sl A2 $4H benzy-
lidene anilined]y ©]22& BAl peake Yeh}A
oste). et Sl AL -C=N(stretching) ¢] 1600
cm~' 2 A 7 e t2E  benzylidene
aniline %-¢ #$24] 3 F<chk ¥Y, NMR 29
oo
Eyele CH= (rg-sl CH7} Wehhe chemical

shift ¢%ql 70~7.2 ppmell A Yeh}zl &2 benz-
ylidene®] A712) #3717} B38HA coupling
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p-OH 2 p-NO,)el IR ¥ NMR A EFHAAE
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