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Abstract

A series of 8 imines were synthesized by condensing 4-amino-3-(2-methoxy-4-propylphenoxymethylen)-(1H)-
1,2,4-triazole-5-thione with hydroxy- and methoxy benzaldehydes. The structure of the imines were confirmed by UV,
EI MS, IR and 'H NMR spectroscopy, in some cases, 2D NMR spectra are also used.

1. MO DAU

Di vong 1,2,4-triazole 1la mot trong nhitng di
vong dugc nghién ctiu nhiéu trong nhiing nam gan
day. Mot s6 hop chit chia di vong 1,2,4-triazole co
hoat tinh khang ndm, khang khuén, kim ham su phat
trién ctia khoi u [1, 2]. Tiép tuc huéng nghién ciu
hop chit di vong téng hop tir cdc hop chat dong vong
tach tir tinh dau thuc vat, trong cong trinh trude [3],
ching t6i da téng hop duoc 4-amino-3-(2-metoxy-4-
propylphenoxymetilen)-(1H)-1,2,4-triazole-5-thion
tir eugenol. Trong bai nay chung toi trinh bay két qua
ngung tu né véi cac hidroxy- va metoxybenzaldehit
nham téng hop day imin chia di vong 1,2,4-triazole.

2. THUC NGHIEM

2.1. Tong hop cic imin A1-A8

Hoa tan 1 mmol A va 1 mmol andehit trong mét
luong etanol t61 thi€u. Thém vao d6 2 giot piperidin
roi dung hoi luu trong vong 12 gid. Lam lanh hon

hop phan tng, loc lay chat ran. Két tinh lai trong
etanol, riéng A7 keét tinh lai trong EtOH/DMF ti 1¢
2/1. Két qua dugc tom tit ¢ bang 1.

2.2. Nghién ciru tinh chét

Nhi¢t d6 ndéng chay do trén may
GALLENKAMP MPD-350. Phé IR ghi ¢ dang vién
nén v6i KBr, trén may IMPACT 410 Nicolet. Pho
NMR ghi trén may Brucker 500 MHz, trong DMSO,
chat chuan no6i TMS. Phé UV ghi trong etanol &
néng do6 khoang 10 mol/l, trén may UV-160A
Shimadzu. Phé EI MS ghi trén may HP 5989B
mass-spectrometer.

3. KET QUA VA THAO LUAN

Phan ng ngung tu dugc thuc hién bang cach dun
hoéi luu dung dich bao hoa 4-amino-3-(2-metoxy-4-
propylphenoxymetilen)-(1H)-1,2,4-triazole-5-thion
(A) v6i benzaldehit thé trong etanol c6 piperidin lam
xUc tac:

N—NH N—NH
4( /& ArCHO 4( /k
CsHy CHz ]‘\J S piperidine CsHy CHz ]‘\I S
OCH; NH, OCH; N=CHAr
(A) (Al - A8)

Két qua tong hgp cdc imin Al - A8 va cac van
hap thu tlr ngoai cua ching dugc tém tat & bang 1.

Phé tur ngoai cia Al1-A8 tuwong tu nhau, gia tri
Amax d&u khong vuot qua 350 nm, phi hop véi mau
cua chung. Sy phan manh ion phan tir cia cac imin
nghién ctru xay ra giéng nhau: Trén ph EI MS déu

¢6 pic ion phan tir (m/z = M) va cac pic ion manh
v6i cac gia tri m/z 1an luot bang 279, 166, 165 va
137; Trong sb do6, pic 166 va 137 c6 cudng do 16n
nhét va thay nhau Ia pic co ban. Chung t6i cho ring
su phan manh dién ra theo so dd sau:



TCHH, T.49(1), 2011 Ngung tu 4-amino-3(2-metoxy-4-propylphenoxymetilen)- ...

OCH;

N-NH | T QA B y
M )= OCH, ot
C3H7 OCHZ \N S N-NH
y
) L s
ArHC=N - Ar-CN §=N CsHy \H "C CsHy
m/z M m/z 166 fe) m/z 137

4
o

miz 165 | G,

|
m/z 279 H

Bang I: Két qua tong hop va hap thu tir ngoai ciia cac imin Al - A8

Imin Ar Dﬁgfa?é Hi/ljat tléc MSI/\iinh UV, Amax(nm)/1gd
o | s | Mt | | - | e
D R e e e
A4 | 24-(HO).CeHs- 13;11111;1;1}1121 37 | 1989 | 414/414 Zzlgé‘/‘géf;‘élg‘/‘ﬁ;
A5 | 2-CH;OCH.- Iﬁ:jttrrjgg 23| 1634 | dizdia | PO 325629/ 4.00;
A6 |  3-CH,OC4H.- Ij;fg‘ Eggt so | 1423 ] 2246 2’5027/4,48;
oo [t T e || S
A8 | 3-CH;0-4-HOC(H- E;flhtlr‘;fig 25 | 204-5 | 428/428 233/433551;/2981‘;/4512?

khong c6 nhom OH nén chi ¢6 1 van hap thu ¢
khoang 3100 cm™ thudc dao dong hoa tri ctia nhom
NH. Véan dao dong hoa tri cua cac nhom C=N imin,
C=N dj vong, C=C thom thudng xen lip nhau nén
khong phan biét riéng dugc.

Céac van hap thu hong ngoai ghi ¢ bang 2 déu
phil hop véi ciu tao ciia cac hop chét nghién ctru. O
cac hop chat A1-A4 va A8, van hap thu véi tan sd
cao nhat 1a thuéc nhom OH, van hap thy véi tan sb
cao tht hai 1a thudc nhém NH. Céc chit A5, A6, A7

Bdng 2: Nhimg van hap thy chinh trén phd IR ctia cac hgp chit nghién ciru, cm™

VoH » VNH vcu thom Vcu NO Ve=N sVe=c Vc-o
Al 3243,3093 3043 2922, 2858 1617, 1597, 1505 1268
A2 3461, 3135 3078 2937, 2873 1606, 1577, 1510 1287
A3 3300, 3243 3072 2942, 2879 1593, 1516, 1468 1263
A4 3401, 3141 3076 2962, 2933, 2869 1629, 1602, 1513 1220
A5 3104 3045 2950, 2930, 2875 1596, 1520, 1496 1257
A6 3112 3069 2955, 2900, 2876 1581,1492, 1466 1219
A7 3084 3026 2969, 2933, 2840 1602, 1571, 1502 1261
A8 3300, 3182 3080 2961, 2950, 2880 1597, 1516, 1490 1260
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) Ph§ 'H NMR gitip khing dinh ciu trac cua cac
chat tong hop dugc. Cach ghi vi tri dung dé phan
tich pho NMR duogc chi ra ¢ cong thurc sau:

N—NH
c b a 7a gff
CH@CH2CH2 CH2 S
7b . 1213 R
3 CH, 0 /7>,
N=CH—\ /
16 15

Tin hi€u cong hudng cua cac proton Ha, Hb, Hc,
H3, HS5, H6, H7a, H7b va NH (cac proton von thudc
hop phan amin) tir A1 dén A8 thay d6i rat it va duoc
tom tit & bang 3.
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Tin hiéu cong hudng cua cac proton H10 - H17
(cac proton vén thugc hop phan andehit) cua Al
dén A8 duoc quy két dua vao do chuyén dich hoa
hoc, do bdi va gia tri hr:ing sb tach J. Trong nhiing
truong hop can thiét, da sir dung ca phd 2D NMR.
Thi du: Nho phé HMBC da phan biét dugc tin higu
cia nhém OCH; ¢ hop phan andehit v6i nhom
OCHj3; 6 hop phﬁn amin, phan biét dugc cac van don
cia NH, OH va H10 khi ching & gan nhau (ching
han, nhu & A2); nho phé COSYGP da phan biét
duoc 2 van d61 cua H13 va H16, 2 van ba cua H14
va H15 & A5. Két qua phan tich ph6 dugc trinh bay
0 bang 4.

Bang 3: Tin hiéu 'H NMR thudc hop phan amin & A1-A8, § (ppm), J (Hz)

H3 H5 H6 H7a H7b Ha Hb He NH
6,73-6,75 | 6,63-6,64 | 6,90-6,93 | 5,09-5,15 | 3,64-3,67 | 2,43-2,45 | 1,52-1.55 | 0,85-0,87 | 13,95-14,09:
d;J2 dd;J2;8 d:J8 S S t;J7,5 m t;J7,5 S
Bdng 4: Tin hiéu "H NMR thudc hop phin andehit & A1-A8, & (ppm), J (Hz)
H10 H12 H13 H14 H15 H16 H khac
6,97;d ,43; td 6,90; ,75; dd @)
Al | 10,04 ) 3 ;,5 3 ;,5;4; 1,5 3 7,5t 3J7 87;54J 1,5 1o,zﬁ; s
d . . d 0
A2 | 97 74Jzzs ; 3J7é(;)}‘3r1n,5 7’%3;3 t 7’32J4E,§ 9,8?; s
,68;d 6,89; d 6,89; d ,68;d o)
A3 950:s 73J 8,5 31 8,5 ; 38,5 73J 8,5 10,;; s
.d . dd :d | OH: :
w oo | LT e s o
,18;d ,59; ,04; ,85;d oC
AS | 10.19:s ; 73]8 ZJ57,5t 73J 7,5t 73J58 3,85?;2
.d : : .d oC
s o [T e TR T o
,79; ,70; ,70; ,79; ocC
AT | 964s ZJ78,5t ZJ78,5t ; 73J78,5t ZJ78,5t 3,8?;2
OH: 10,0
A8 | 949;s 7’%% d ; ] 6’39]% d 3;’82;7%62 OCH:S 3,76
Pang chu y 1a d6 chuyén dich hoa hoc cia 4. KET LUAN

proton nhom imin (H10) & A1-A8 dat t6i 9,5 dén
10,2 ppm, trong khi ¢ cac day imin khac [4, 5] va ca
& nhiéu day hidrazon [6, 7], 0 chuyén dich hoa hoc
cua proton nhéom imin thudng khong vuot qua 9,0
ppm. Hién tugng d6 c6 thé dugc giai thich nhu sau:
& cac hop chat A1-A8 proton nhém imin & gin
nhém C=S va nim vao ving phan chin ctia nhom
do, nén do chuyén dich hoa hoc tang 1én.

Tam hop chét loai imin chtra vong 1,2,4-triazole
da dugc diéu ché bang cach ngung tu 4-amino-3-(2-
metoxy-4-propylphenoxymetilen)-(1H)-1,2,4-
triazole-5-thion v&i cac hidroxybenzaldehit va céc
metoxybenzaldehit. ciu tao cua cac hop chat da
dugc xac dinh nho phd UV, IR, '"H NMR va MS,
trong mot s6 trudng hop di sir dung phdé 2D NMR.
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