Vol 42 No. 6
ACTA  SCIENTIARUM NATURALIUM UNIVERSITATIS SUNYATSENI Nov. 2003

42 6 ( )
2003 11

RS A 2 N A RBRIETE T2

g, keSS, AR
(1. PLRFHF 5hg 1425, J & 7 M510275
2. B kFFR, TR M510632)

> a- Michael R
N- . B- LB (4 )
8 IR. FA 'H NMR
. Michael 3 3 i B-
: 06213 : A : 0529-6579 (2003) 06003505
N_
D) B - B - il)
[
. B B- C,
12 nBu,NBr, K,CO
’ B B | " NH + CH,=CHEWG 4Solvent :
13 AN AN
’ N /\/C
L4 I
’ 0
N- 1 2
) 0
I
’ C
NN/
(PTC) ’ | || NCH, CH, EWG
. . , N - AV N\
[5—8 X C
g
, Michael 3
, , Shoichi 12, X=H.
a, B- a, B- 1b: X= NO,
Michael ; Hajime " 2a, 3a, 3e: EWG=CO,Me
Michael ; Duncan b, 3b, 3t EWG= CO,Et
a, B- Michael 2¢, 3¢, 3g EWG= CO,Bu
2d, 3d, 3k EWG—CN
2 2 1
( 4- ) ,
- , Michael , K>CO; )
B- B-(4- ) ,
, IR. EA 'HNMR Michael , ,
, 1
Michael s
a, B- . (
. 2003— 04— 16
(20002001); (000720)
(,1962 ). 5 3 E-mail: (:eslgk@zsu edy, en



36

( ) 2

k1 BBE IR A 458 A BKBEIE e 5 R Michael 5 4R 3HT Aunk, BURL 89 B R4 HAn 2 5
Tah 1  Reaction conditions and yields for the addition of phthalimides to various Michael acceptors
Michael
T h %
1 1a 2a 3a 89~92 1 938
2 la 2b 3b 94~97 1 95 3
3 1a 2¢ 3¢ 100~ 103 2 81 1
4 la 2d 3d 6 9.0
5 1b 2a 3e 89~ 92 2 66.2
6 1b 2b 3f 94~97 2 575
7 1b 2¢ 3g 100~ 103 2 725
8 1b 2d 3h 2 61. 0
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50 mL 2.94 ¢ PHT(1a) , 2 7mL
MA(2a), 0. 69 g K,COs, 0.2 g TBAB, 0.0l g
SmL . :

. ) 89 ~92
< 1 h, . ) )
50 mL \ , 20
mL , 210 mL ,
, 2a,
\ 70 ~74 C, P=95%

, , Oy 74~75 C( [ 16]
73~75 0 .,
(W/%,C12H1|04N,

): C 61.50(61.80), H 468(4 75), N 5.84
(6.01).

IR(KBr) viem ': 2936( v(C—H), v.w), 1 771,
1 712(v (0C—N—C=0),5), 1 6B(v(C=C(Phenyl)),
w), 1263 (v(C—0—C), m), 720 (JC—H),
m) .

"HNMR (CDCk) d7.85~7 72(4H, m, PhH),
4.00(2H,t, J=7.3 Hz, 3CH), 3 6(3H,s, OCH),
2.74(2H, t,J=7.3 Hz, 2C H).

(2)B- (3b)

3b 3a )
, 0 71 =72 C(9=95% ),
[ 16]
(W/%,CBH1304N,

): C 63.10(63.15), H 534(5.30), N 5.51
(5.67).

IR(KBr) viem ':2987 (v(C—H),w), 1771,
1718 v (0=C—N—C=0),s), 1 613 v(C=C(Phenyl)),
w),1194 (\(C—0—C), s),718 (§C—H2), m).

"HNMR(CDCls) &7 83~7 70(4H, m, PhH),
4.11(2H, q,J=7.2Hz, OCH), 3.98(2H, t,J=7.3
Hz, 3CH), 270(2H,t, J=7 3 Hz, 2CH), 121
(3H,t,J=7. 2 Hz, OCH,C H).

(3)B- (3¢)

3c 3a )
, , /
( 3:1) 3c, , Oy
179 C n*=1.525 2.
(w %, CisOHy OuN,
): C 64.98(65 44), H 5.99(6.22), N 4.93
(5.09).
R(film),, vem -+ 2,959 (v(C—H).s). 1772,

1780 (0=C—N—C=0),9),1 613 v(C=C(Phenyl)),
w), 1188 (v(C—0—C),s),723( §C—H,) ,m).

'H NMR(CDCL) &7.85~7.73(4H, m, PhH),
4 08(2H,t,J=6.8 Hz, OCH), 4.00(2H, t,J=7.3
Hz, 3CH), 273(2H,t,J =173 Hz, 2C H), 157
(2H, m, OCH.CH), 1.33(2H, m, O( CH2).CH),
0. 896(3H,t,J=7. 5Hz, O(CHz):CH) .

(4)B+4- ) (3e)

3e 3a ,
, Op 94.0~945 C(¢=95% ).
(w1%, Co HigO6N2,
): €52 05(51.80), H 3. 58(3.62), N 10. 16
(10. 07).

R(KBr) vilem ':3 113; 3 052( v( Ar—H), w),
2952 (v(C—H),w),1776, 1 707( v(O=C—N—
C=0), v.s),1 624 (v (C=C(Phenyl)), w),
1544,1355(v(Ar—NO,, s), 1191 ( v(C—0—C),
s),721 ( §C ), m).

'HNMR(CDCls) d8.67(1H, d, J=2 5 Hz,
PhH), 8 62(1H, dd,J=8 0 Hz, J=20 Hz, Ph-
H), 8 07( 1H,d, J=80 Hz, PhH), 4 06(2H, t,J
=7.3 Hz, 3CH), 3.69(3H,s,OCH), 2 77(2H, t,J

=7.3 Hz, 2CH).
(5)B1(4- ) (39
3f 3a )
, Onp 58~59 U 9=95% ).
(w 1%, Cs HaO6N

): C 53.36(53.43), H 4 04(4 14), N 9 61
(9.59).

IR(KBr) viem ':3 112, 3 052( v(Ar—H), w),
2982 (v(C—H), w),1 777, 1 709 (v(O=C—
N—C=0), v.s), 1625 (v(C—C(Phenyl)), w),
1 546, 1 354(v(Ar—NO, ), s) , 1 187 (v(C—0—C),
s),721 ( qC—Hz), m).

'H NMR(CDCL) &8 67(1H, d, J=2 0 Hz, Ph-
H), 8 62(IH, dd, J=8 3Hz, J=2 0Hz, PhH),
8 06(1H, d, J=8.3 Hz, PhH), 4 14(2H, q, J=
7.2 Hz, OCH), 405(2H, t, J=7.3 Hz, 3CH),
276(2H, t, J=7.3 Hz, 2CH), 124(3H, t, J=
7.2 Hz, OCH,C H).

(6)B(4— ) (3g)

3g 3a ,
, 0., 63~64 G 9=95% ).
(W/%,CLSHleOﬁNz,
): C 56.24(56. 25). H,505(5.04). N 8 85
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) 4

(8.75).

IR(KBr) viem ':3 115,3 054( v(Ar—H),w),
298 (v(C—H), m),1 777, 1 715 (v(0=C—
N—C=0), v.s),1627 (v(C—C(Phenyl)), w),
1 546, 1 355( v(Ar—NO,) ,s), 1 193 (v(0—C=0),
s),721 ( §C—H),m).

"HNMR(CDCl;) &8 67(1H,d,J=20 Hz, Ph-
H), 8 62(1H, dd, J=80 Hz, J=2 0 Hz, PhH),
8.06(1H, d, J=8 OHz, PhH), 4 08(2H, t, J=
7.0 Hz, OCH), 4 05(2H, t, J=7.0 Hz, 3CH),
2.76(2H, t, J=17.0 Hz, 2CH), 1.59(2H, m,
OCH,C H), 1.35(2H, m, O(CH,),C H), 0.909(3H,
t, J=7.5Hz, O(CH,)CH).

2.2 3 BEKBLIEAA A (3d) 49 5 %
50 mL 294 ¢ 1a, 0.41 g
K2C0s5,0.2 g TBAB, 5 mLL
, 1.97 mL 3 mlL .15
min . 6 h.

2X10 mL ,

. P=95% ) 3d,
Oy 153 ~154 C, [17]

85%.
(W/%, Cn HsozNz,
. C 6615 (66.00), H 405(403), N 1408
(13.99).

IR(KBr) vim ':2987 (v(C—H), w),2 249
(V(CN),w),1 768,170 (v(O=C—N—C=0), v.
s), 1611(v(C=C(Phenyl)),w), 721( § C—H,),
$)

"HNMR(CDCl;) 87 89~7 77(4H, m, PhH),
4.02(2H, t, J=7.0Hz, 3CH), 2.82(2H, 1,J=7.0

Hz, 2CH).
2.2 4 BA{4— #HABKEL T AL) A (3h) 8 Ak
3h 3d ,
THF, 2 h.
\ [ 95 15) 3h,

, 0, 140 ~ 141 °C( ) .
(W/%,C11H704N3,
): C 54.07(53.88), H 3.05(288), N 17.23
(17.14).
IR(KBr) vilem ':3 109,3 052( v(Ar—H),w),
2 960 (W(CH), v.w), 2.253(v(CN), w), 1 778,

1716 (v(0=C—N—C=0), v.s), 164 (v(C=
C(Phenyl)), w), 1 543;1 350( v(Ar—NO,), s), 719
( §C—Hy),m).

'"H NMR(Acetone) 38 73(1H, dd, J=28 0 Hz,J
=20 Hz, Ph H), 8 60( 1H, d, J=2. 0 Hz,Ph H), 8 20
(1H, d,J=8 0Hz, PhH),4 06(2H, t,J=6.8 Hz, 3C -
H), 2. 98(2H,t,J=6. 8 Hz, 2C H).
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The Synthesis of N substituted Derivatives of Phthalimides under PTC

ZENG Xiang chaol'z, XU Shi hai2, DENG Qinyi@I
( 1.School of Chemistry and Chemical Engineering, Sun Yat sen University, Guangzhou 510275, China;
2.Department of Chemistry, Jinan University, Guangzhou 510632, China)

Abstract: Michael addition of phthalimides to C=C double bond compounds having electron withdrawing group in the
aposition under PTC condition is described. Eight compounds, such as N phthalyl 8 alanine butyl ester and 8- (4 -
nitrophthalimido) , in which N substituted derivatives of phthalimides sewing as building blocks, were synthesized by this
onvenient method. Their structures were identified by means of IR, FA, and 'H NMR.

Key words: Michael addition; phthalimide; phase transfer catalysis; N phthalyl £ alanine butyl ester

Synthesis of Ultrafine Nickel Powders with Particular Morphology

ZHANG Qing tang, REN Shan
( Center for Nanotechmology Research, Sun Yat sen University, Guangzhou 510275, China)

Abstract; The ultrafine aristate spherical nickel powders was synthesized by reducing nickel salt with hydrazine hydrate in
aqueous solution in the presence of poly (vinylpyrolidone) (PVP). The powders were spherical particles with thoms in its
surface. The thorns were wne shaped nanorods with small tips. The influence of the concentrations of NaOH, PVP and the
reaction temperature were also investigated. The morphology and structure of the powders were investigated by scanning
electon micrography (SEM) and X tay diffraction (XRD) . The results showed powders were face centric structural ( fcc)
and the mean sizes of the particles varied between 0. 1 ~0. 7 #m. The thorns length changed fiom 20 nm to 250 nm with

diameter fiom 20 nm to 80 nm.

Key words: ultrafine powder; aristate spherical nickel powders; polymeric protector; ligiud reduction



