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8-F &Il BZ-5,6,7- =S EWMILE S MBI & BURIE
REBUABRARERSHMHR

FAZ HIEE KRBT
(TR F M F G AT TREAHFLF AL R ELFREERT T
G R R TARFAF L P UL LR 100029)

WE AT — RN 5 KA 1 8 2RI FF B R 1 55 S W -5, 6, 7- = &l v ik G b AL Fid & ) (LPdCL,
Pd1-Pd3) Fl 1 3 S AL AR L A 4 (LPdMeCl, Pd4-Pd6) ; 3 F| FAZ B L £1 40 T JG 8 20 B S5 XA e A W ik A7 T &1 &
TE . AR AP P R 45 #2257 45 44 A 1L A ST 1 DU R T S A . AR ER 1R R L 4R R A 4 Pdd-Pd6
RRAC S AL AL N IR TR R R Al & = 4 TR R NGRR3R R T Ry TS . RS
WAL T 0 TR P TR SRS I MR AR 5 AR B U R A e I AR

FEIF NN G S BRI WIRMT RS

7l E

Ja o P A R C A Y R RS L X B Ty R R OR A T A7 M AR DR T DA A P AR Y
VIR DK S AR g R A . SCERIRGE 15 I R R VAL VR AT G W AE YRR AU (MAO) AR
T & U A RTR F iR (MMA R A . 58 EGWH L. 5 & RAER AW h FHEA K
AR P R P s VAT 1 52 P L O LT LG S A R R RAE  FEHE AL M SR BRI R 2 B TR 2 R TE  JUHR G
FHAE LRI M5 . Budzelaar %" {74 E A WAL G R CO 38 8 3R , Reinmuth
5 A T AR B UK R S AT AR R M T B R SRS T R 3 1 2K TR A ) A T D R R
fRPER 2 R B YA RRIEAT TR 0 RAE , R EOH PR B Wi 8 D, 1998 4F, Brookhart #ft i 17 — i FH 5
TS YA 205 AT G R TR Y L R UE I T e ML B i AR AT . R T IR
TS VAR S O IL R AP IRIE B WG 2 . SR %8 B T LA IC 5 W) AN R AL TR R
figs (MAD (¥ 5, EZF RSN IR P ERAF A T IZRERSWRES . Novak %5 &3, ik
WV i b PR AR TC B AT DL R A MA SR DL K MA 5 Rk R 1 50 1-C M 19 3638 DF e 80 R Wi R
EHEEAHMEREYIE, MAZENIHARE . Sen W5 & B, MATE B & 50 A P4 & 9 mT LI
b MA (3L I MA 5K A 09 3L 5 91 R LRI 7E A i 2240 H S E T BA T k47 . ffi]
P O o R A T S 0 A TR A TR T T (VLA S5 A M AR SR A5 I LB AT RE Ry LR SR B HLER S, (L 46
B T p-H -4 (ID B G 7E MAO 1R = T P Ak B S P9 48 2 WY R (MIMLAD 19 3R 4 3 0 H: s iz
HLER S 4 I8 2 5 W BC AL Am A RN AR 1k B RO TS TS G 0 i 1k T 0 TR TR 2% B 1R 1 SR WF 5 AT
AEXF D, FRATIR A e it 1 1 — 2R A S Ak v O Jrie S8 AR AR TEC 5 0 BB 8 e A5 Al P 04 TR T T ) 38 3R
DA B 5 B UK R s 1) 6 3R e 0 10 5 0 X LA AR TS Mk S e A KT R GE T — R 8- (R IR I B
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Fe R I 5 HE e )-5, 6. 7- = S e MR (TD) T 75 997 » & B HAS AT DL 38k A 20 R 0 il B = K 0F
P PEE A 51 AR L0 R S PERE A AR G W R ROR S5 44 . O 1 — 2 050 & A I R B AR 9 4
HE & W0 B EAEPERE . AR TAE & T — RIVE R & W IF R A RE 2050 0 3 o0 S5 0 b AT T 4 i R AR
WF5E 17 AR AL VI BR TR (MAD SRS RO PERE  HED T AH OGRS LR

1 S5 o

1.1 LIe{U=8

Ji A 28 S BUBAL & 2 R R bR E Schlenk BEARAE A AHE N HEAE. fb2=i50 3 N Aldrich, Acros 3§
A M A3k R R A S L e i — B A AL ED R g A . (COD)PAMeCl #1(COD) PACI, AR 48 © k38 1y Sk 77 v 41
&l R R 42 Bruker DMX 300,400MHz . 8% 1 34 76 25 5 K Mk, DLURAC G 07 BiaE# . TMS
KA. LLANEIE S Y & Perkin Elmer FILIR 2000, 5T % 43 74 A Flash EA 1112 3 73 BT AL T
GPC ik i PL-GPC50 45 , K600 25 4 75 22 46 00 2% . AF IR A I8 B2 4 40°C L Jii gh 4 THF, i 1ml/min, £f
i 2mg/mL AR WERE N AR R O . XS4 5 i AT 51Ok Rigaku Saturn724+4CCD,
1.2 BEREHRPBRNTE

B 100mL 1Y TN 4 12 HF g A 250mL (5 UM L A 2. 9g AR5 (BT & 43 3020k 300) W FE AR
PR BERE 48h, FE 40°C 22 A7 UR ZE TR TR TR AR B Y SR TE R A B P R A A
1.3 {EBEEYHNERSRIE

AHOCHC R 2 B SCHk ) 4 . AWM A AR R . =) ¥ PACL (COD) (0. 5mmol,
0. 12g) B # (COD) PACIMe(0. 5mmol, 0. 11g) FI 45 4 i 1 BLAAK (0. SmmoD) # i 78 CH, Cl, (10mL) 1, %
R 12h AR5 BB AR G W U A Y. D IEICERTIREY . F Sk (3 X 15mDL) P, H28
AT B A R LA

L&Y Pdl . 15 5] 5 6 E AR K 0. 10g, 7 F 40% ,' H NMR (300MHz, CDCl;, TMS): § 9. 30
(d, J=5.1Hz, 1H), 7.91 (d, J =7.5Hz, 1H), 7. 67~7.62 (m, 1H), 7.31~7.28 (m, 2H), 7. 24~7. 19
(m, 4H), 7.18~7.16 (m, 2H), 6.56 (s, 2H), 5.12 (s, 1H), 3.13~3.00 (m, 4H), 2.78~2.67 (m.,
2H), 2.42 (v, ] =6.2Hz, 2H), 2.13 (s, 2H), 1.98 (t, J =5.9Hz, 2H).” C NMR (75 MHz,
CDCl,, TMS): 178.3, 152.2, 149.7, 145.1, 142.5, 140.7, 140.5, 140.1, 139.8, 131.6, 130.9,
129.3, 127.4, 127.1, 126.1, 116.9, 57. 8, 32.2, 31. 1, 30.7, 28.3, 22. 1, 18.9. Anal. Caled for Cy,
H,,CL,N,Pd: C, 62.00; H, 4.88; N, 4.52. Found: C, 62.34; H, 5.13; N, 4.52. FT-IR (KBr,
em Y): 3014 (w), 2876 (w), 1605 (m) (ve_y)s 1579 (s), 1480 (m), 1451 (s), 1355 (m), 1287
(m), 1254 (w), 1217 (m), 1189 (w), 1134 (m), 1100 (m), 1047 (w), 930 (w), 882 (w), 853 (w),
829 (m), 792 (m), 762 (s) 728 (w).

M AY P2, £33 @ AR A 0. 07g, 72 % 52% . H NMR (300MHz, CDCl,, TMS): & 9. 30
(d, J=4.5Hz, 1H), 7.92 (d, J =7.2Hz, 1H), 7.68~7.68 (m, 1H), 7.32~7.30 (m, 2H), 7. 23~7. 18
(m, 4H), 7.16~7.12 (m, 2H), 6.63 (s, 2H), 5.17 (s, 1H), 3.09~2.99 (m, 4H), 2. 78~2.58
(m, 4H), 2.45~2.32 (m, 4H), 2.00~1.92 (m, 2H), 1.08 (t, J =7.5Hz, 6H)," C NMR (75
MHz, CDCl;, TMS). 178.3, 152.2, 149.9, 145.3, 142.2, 140.3, 139.8, 139.5, 134.6, 131.5,
130.9, 129.0, 127.4, 126.1, 124.9, 58.0, 32.2, 31.2, 28.3, 24.6, 22.0, 13.7. FT-IR (KBr,
em ') 3013 (w), 2964 (m), 2932 (m), 2874 (m), 1600 (m) (vc_n)s 1578 (s), 1490 (m), 1338
(m), 1287 (m), 1252 (w), 1218 (w), 1190 (w), 1134 (m), 1102 (m). 1050 (w), 937 (w), 889
(w), 853 (w), 831 (m), 795 (m), 759 (s), 700 (w). Anal. Caled for C;; H;,Cl,N,Pd: C, 63.02; H,
5.29; N, 4.32. Found: C, 63.27; H, 5.06; N, 4.51.
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A Pd3 . 155 8 A EAR R 0. 11 g, % 82% ,'H NMR (300MHz, CDCl,, TMS): § 9. 34
(d, J=4.2Hz, 1H), 7.91 (d, J =6.9Hz, 1H), 7. 68~7.63 (m, 1H), 7.33~7.31 (m, 2H), 7. 21~7. 18
(m, 4H), 7,12 (t, J =4.4Hz, 2H), 5.17 (s, H), 3.05~2.92 (m, 6H), 2.77~2.66 (m, 2H),
2.47 (t, ] =6.3Hz, 2H), 2.00~1.94 (m, 2H), 1.19 (d., J =6.9Hz, 6H), 0.93 (d, J =6.9Hz,
6H),"”C NMR (75 MHz, CDCl,, TMS); 178.4, 152. 2, 149. 8, 145. 7, 142. 3, 140. 5, 140. 4, 139. 7,
139.5, 137.6, 131.3, 130.9, 129.2, 127.3, 126.1, 122.8, 58.1, 32.0, 31.6, 28.8, 28.3, 23.9,
23.6, 21.9. FT-IR (KBr, cm ") 3015 (w), 2961 (s), 2927 (w), 2871 (m), 1609 (s) (ve_y), 1584
(s), 1490 (w), 1462 (s), 1384 (w), 1360 (m), 1335 (m), 1290 (m), 1254 (w), 1221 (m), 1194
(w), 1132 (m), 1100 (w), 1076 (w), 1048 (w), 950 (w), 895 (m), 831 (m), 795 (s), 765 (s), 694
(w). Anal. Caled for Cy Hys CLLN,Pd: C, 63.96; H, 5.67; N, 4.14. Found: C, 64.15; H, 5.42;
N, 4. 32.

A G ) Pd4: 15 3 8 @ B KB K 0. 040 g, 7%k 32%.'H NMR (400MHz, CDCl;, TMS): o
9.02 (d, J =4.0Hz, 1H), 7.76 (d, J =7.6Hz, 1H), 7.58 (t, J =6.0Hz, 1H), 7.31 (d, J =
6.4Hz, 2H), 7.21 (s, 4H), 7.15 (d, J =6.0Hz, 2H), 6.60 (s, 2H), 5.15 (s, 1H), 3.12~3.06
(m, 2H), 2.96 (s, 2H), 2.76~2.71 (m, 2H), 2.33 (t, J =5.6Hz, 2H), 2.02 (s, 6H), 1.95 (d,
J=5.6Hz, 2H), 0.33 (s, 3H),*C NMR (100 MHz, CDCl,, TMS). 174.9, 148.9, 147.7, 144.0,
141.4, 140.3, 139.9, 139.7, 138.7, 131. 6, 131.0, 128.6, 128. 3, 127.5, 127. 2, 126. 2, 66.0, 57. 9,
53.6, 32.3, 30.8, 28.5, 22.2, 18.3, 15.4. FT-IR (KBr, cm '): 2958 (w), 2876 (m), 1673 (w),
1604 (m) (veen)» 1573 (s), 1452 (s), 1382 (w), 1356 (w), 1334 (m), 1286 (m), 1256 (w), 1217
(m), 1156 (m), 1125 (m), 1100 (w), 1047 (m), 924 (w), 883 (w), 827 (m), 792 (m), 754 (s) 727
(w). Anal. Caled for C;; Hy; CIN,Pd: C, 66.11; H, 5.55; N, 4.67. Found: C, 66.34; H, 5.37;
N, 4. 82.

R4 ) PdS . 153 8 A E AR R 0. 08 g, /% 61% ,'H NMR (400MHz, CDCl,, TMS): § 9.05
(d, ] =4.8Hz, 1H), 7.75 (d, J =8.0Hz, 1H), 7.58 (t, J =6.2Hz, 1H), 7.32 (d, J =6.4Hz,
2H), 7.24~7.20 (m, 4H), 7.15 (d, J =6.4Hz, 2H), 6.67 (s, 2H), 5.20 (s, 1H), 3.09~3.13
(m, 2H), 2.96(t, J=5.4Hz, 2H), 2.78~2.71 (m, 2H), 2.57~2.48 (m, 2H), 2.36~2.27 (m,
4H), 1.93 (t, J =5.8Hz, 2H), 1.03 (t, J =7.2Hz, 6H), 0.36 (s, 3H)."*C NMR (100 MHz,
CDCly, TMS): 175.1, 148.9, 147.8, 144.2, 140.4, 140.3, 139.9, 139.6, 138.7, 133.7, 131.5,
131.0, 128.5, 127.4, 126.2, 125.1, 58. 1, 53.5, 32.2, 31.3, 28.5, 24.1, 22.1, 13.5. FT-IR (KBr,
em ') 2960 (m), 2875 (m), 1672 (w), 1602 (m) (wve_y), 1573 (s), 1491 (m), 1455 (s), 1383
(w), 1357 (w), 1333 (m), 1285 (m), 1257 (w), 1216 (m), 1102 (w), 1048 (m), 950 (w), 926
(w), 891 (m), 829 (m), 795 (m), 754 (s) 692 (w). Anal. Calcd for C;; Hy; CIN,Pd;: C, 66.99; H,
5.94; N, 4.46. Found: C, 70.28; H, 5.73; N, 4. 62.

LAY Pd6. 15 5] 3% @ B A K 0.11 g, =%k 40%,'H NMR (400MHz, CDCl;, TMS): o
9.07 (d, J=4.0Hz, 1H), 7.77 (d, J =7.6Hz, 1H), 7.59 (t, J =6.0Hz, 1H), 7.32 (s, 2H), 7. 20
(s, 4H), 7.15 (s, 2H), 6.71 (s, 2H), 5.20 (s, 1H), 3.02~3.95 (m, 6H), 2. 76~2.70 (m, 2H),
2.41 (t, J =5.4Hz, 2H), 1.94 (d, J =5.6Hz, 2H), 1.03 (d, J =6.4Hz, 6H), 0.92 (d, J =
6.8Hz, 6H), 0.44 (s, 3H).” C NMR (100 MHz, CDCl,, TMS). 175.3, 148.9, 147.8, 144.7,
140.5, 139.8, 139.7, 138.8, 138.7, 131.4, 131.0, 128.5, 127. 4, 126.6, 123.0, 58.2, 53.6, 32. 1,
31.8, 28.6, 28.0, 23.9, 23.4, 22. 1. FT-IR (KBr, cm ') 2960 (s), 2873 (s), 2286 (w), 1606 (m)
(veon) s 1576 (s), 1491 (w), 1455 (s), 1384 (w), 1358 (m), 1333 (m), 1288 (w), 1257 (w), 1217
(m), 1156 (m), 1125 (s). 1075 (w), 1047 (w), 951 (w). 926 (w), 894 (w), 829 (m), 795 (w),
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763 (s). Anal. Caled for Cy; Hy, CIN,Pd: C, 67.78; H, 6.30; N, 4.27. Found: C, 67.59; H, 6.58;
N, 4.42.
1.4 AEBRAERS

AKX S B F. M 50 mL Schlenk 4 th in A4 B & 4 Pd4 (6mg, 10pmol), 1.2 1% 9 W Eh
(CsF;5),BCsH;NH(CH; ), (9. 6mg,12pmol) 1 10mL H 28, SR J5 I A TN I B8 HH i (4. 79g,55. ImmoD) , 7
100°C il 5 S 4ho S 25 oI IO i 1 e TR A5 1T H NMIR A% g 24 ) ik i A %2 . ok
K 8 7 45°C B TR b T4 12h,

2 #HXR 5%

2.1 $BEEAY Pd1-Pd6 &M 5 RIE

TR IR B e BRI 1 S W I B TG R L1-L3 AR 4 SCRR Oy ik &Y. BCAR L1-L3 54 Y
(COD)YPACL, #& & W %t i W & N 5 vl il £ 8 AH R 9 8040 8 B & 9 Pd1-Pd3; 5 46 & 1) (COD)
PdMeCl Ji b7 ) il #% H 3R AL AR L & 9 PA4-Pd6 CINE] 1 fF7R) . X B4R A 4 R T H/W C NMR .,
STHNEIEFITC Z AN IEAT T 4007 B A4F . SR L1-L3 (020 40 B A Fe #0200 L lid & 4 Pd1-Pd6 [ 21 4R 1
WO o oo A A HR BN 9 IR AE 1600 ~1609em ' B 3T o Bb X 7 FC 4K 19 R AIE I vy (1641cm ' B I
BT 40em L REAR S & @A PO KA TR, FEF 5 R L1-L3 B 8% #E 2005 A . Pd1-Pd3
SUEY R TR R IR &8 oL e AR A . R H IR AL AR A Y Pd4-Pd6 ()" H NMR
Wit Bt 22 B PA-CH, (B8 #E 0. 32~ 0. 43ppm Z [A] (W& 2~4), 1fif B C NMR ik 3% 2 B 45k
C(PDAETE—0. 96~0. 90ppm , ¢ LB 2 8780 [y PA-CH, (15 5, IR, S5EA L1-L3 3577 76 1 e i
TR S B A 4 PA1-Pd6 9" H NMR ¥4 H 80 NH 5706, 28 0 548 4 8 B A7 5 » 0 eI e T AE 5344 F
7 5¢ 4 110 S0 7 1) B 50 o A T s ORI Jde 2 R0 ) BE S 5 o SCHIR PR TE 10 B A 4 R e 3 AL S W R H A
RO AR AR T A B SRR T A 1) Pd4-Pd6 775 KPR R .

X | A
| = N” R!
N R! * (CODPaR2CI —3 1120 1]
N CH,Cl, R2-Pd
cl
R? R1 [
® |Pd1 Pd2 Pd3 Pd4 Pd5 Pd6

Me Et iPr Me Et iPr
Cl CI CI Me Me Me

-0 5

1 TR A4 Pd1-Pd6 14 K 2
Figure 1  Synthetic procedure of the palladium complexes Pd1-Pd6

BEAh . ER TR TS A ) PdL 3 T S Bed B4R A W SR 5 R S k28 Gl RIS s R WL T
B b B A 2 B Z T DT I B A R WP L A5 B P BB L D X BHR AT P O SRR AT T R
E o B AT S R D A PR AE 173 (2K R 2R AT Rigaku Saturn724 +CCD 7 S5 {C#EAT YO . AT S50 6
AL Mo Ka (A=0. 71073 AV Hi 5T - 5 w-20 493 77 SIS 1 ST 5000 . 38 $cdin 2 Lp R P RE O
Z Ui 1R ABSCOR #2)¥ . Ak 205 7 AL bR B2 (SHELXTL-97 B2 %) fif thy 24 Ml fie /N — 3¢ ik
X AR U T AT 25 1) S PR B IR L U T e T AR R R R AN S FoR L R 1 s TR
B Pl BRI EEC RIS A L 2R 2 BN T R AR A A B TR 0 B FOR B S 8

B P Y & R 45 Fa 2 WA rh s ol 1 A G203 A0 7 A4 S B3 I A7 G JE 57 A 28 DAy L i ) ~F T Y
IS5 5 SOk PR B R R R S g — 30 Pl R PAI-N2 (K (2,030 A 1
R (5 PA-N1 98K (2. 024 A) K, 2 B W7 e 10575 40 9 0057 4 T L G e 280 D645 408 10 1L 467
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Figure 2

B 2 A Y Pdd KRG LR S

'"H NMR spectra of the palladium complexe Pd4

90 85 80 75 7.

Figure 3

Table 1 Selected bond lengths (;&) and angles (°) for complexes Pd1

0 65 60

45
ppm

3.5

30 25 20

3 EWEY PdS 1R R IR E G

"H NMR spectra of the palladium complex Pd5

1 Pl WEmAEK(A)FgE (")

/A
Pd1-Cl2 2.2760(10) N1-C5 1. 360(4)
Pd1-Cl1 2.2971(11D) N1-C1 1. 330(4)
Pd1-N1 2.024(3) N1-C6 1.291(4)
Pd1-N2 2.030(3) N1-C10 1.433(4)
iy
Cl2-Pd1-Cl1 91.30(4) N2-Pd1-Cl2 93.75(8)
N1-Pd1-Cl2 173. 28(8) N2-Pd1-Cl1 173.16(8)
N1-Pd1-Cl1 95.19(8) C5-N1-Pd1 113.4(2)
N1-Pd1-N2 79.93(11) C1-N1-Pd1 127.8(2)
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9.0 8.5 8.0 75 70 6.5 6.0 55 5.0 45 4.0 3.5 3.0 25 2.0 15 1.0 05 0.0
ppm

B4 HECS Y Pd6 (A% #E L 4R A
Figure 4 'H NMR spectra of the palladium complex Pd6

E5 A Pdl R L
Figure 5 ORTEP drawing of complex Pdl

55 3 15 4R [F] e A4 1 2R A BR T A 4 T LR B A 45 SR — B, 95 W 3k I i R R T AE 1 O T S G A OF- T
N1-Pd1-N2 [ T A2 80. 68° #23 F FL . X F LA J7 A8 4 I vloc 1) % 1] 25 457 4 B i, ] e A 350
T PR T P T 2R P 48 e A B ) 67 1) S A A DA R IE A AL R LA R A AR S
2.2 $EEEEY Pdl-Pd6 U REGEBRAENES

AT Z AT TR AP MA BRED R BA IR 100°C, RA MR 4h, 48
BC G AN ER ey 10 1.2, FRATRSE T EC 5 %) LPACL (PA1-Pd3) fiEf6 MA [ 2 5 Sy 98 T 1 o 5
W R P B G AR A Y LPAMeClL(Pd4 1 i 46 570 328 47 28 & B i, 25 S = W1 2 o 3
[(CsF5) BCsH; NH(CH,), 5k B L & 4 Pd4 i 16 MA B4 i, H SR B 40 B, (R 6.4 % 1§
3.2% (WL 3, I 1 FI2) o SR 78 [ 25 55 1E T . Pdd /B 5 41 1 52 4 1R B i ik MA BB I 80R R 3R
1 s FLHUAREE AL R T HE 5 & 6500, XA AT B AR R S A% R H IR 1 4> F LR 2. 87 X107 g/ mol, 4 F
Sy A AR AL AE (PDI=1. 64) , 38 & 3024 il B0 FL 36 A S 0 A B 52 ) L X L BE B %2 80°C 1l 60°C i,
HREEAL R AR B R 1500, HEMNZ TR RE TR 05 M rp O B v B A, T S BT A TEERRAR (L 3, %
N 3~5), FAVEHLE T AR A B RIX 5 A2 B 45 L RUIR G0 E B 4h 380405 2h, Y4 IR H g
BRI EE AR E 65 VORISR 1800, 5 SCRRHRE M — B . BA R & R R I ER R A
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®2 PAHRESHHEENFEESH

Table 2 Crystal data and structure refinement for complexes Pdl

Identification code

Pd1

Empirical formula
Formula weight
Crystal color
Temperature/K
Wavelenglh/A
Crystal system
space group
a/A
b/A
c/A
Alpha/°
Beta/’
Gamma/®
Volume/A?

4
D catea/ (g cm %)

4/mm!
F(000)
Crystal size/mm
20 range/’
Limiting indices
No. of rflns collected
No. unique rflns [R (int) ]
Completeness to 0
Data/restraints/parameters
Goodness of fit on F?
Final R indices [1>>26(1)]
R indices (all data)

Largest diff. peak andhole (e A%

Cs3 H3, Cly N2 Pd
704. 80
Colorless
173. 1500
0.71073
Monoclinic
P2,/c
13.368(3)
17.040(3)
13.414(3)
90. 00
96. 56(3)
90. 00
3035.6(11)
4
1. 542
0.990
1432.0
0. 089X0.029X0.027
3. 066 to 55. 156
—17<<h<{17, —22<<k<C22, —17<I<17
32985
6948 [Rim =0. 0422]
0. 987
6948/0/363
1. 242
R;=0.0466, wR,=0.1132
R, =0.0495, wR,=0.1148

0.42/—0.79

AR, MR EH 10mL W@/ % SmL i, H R LR H 650 FEMKE 1420, 24 F 1Y &k i 1 %
FN AL S m] 3R 8] 67 Vo i #E G0 B e VA TR P SR A AR R ARAIR (15 %0) 76 1F O e o SRR 1k % )L
TR OCUL R 3, BB 9~ 11, HE Ji (K AT i 2 36 o vh O 78 5 300 TP A0 O B B 5 IR B 20k . SR L AE
S b TR SR AW 4 T BRI B 4. 33X 10%g/mol, it & T AE DU Ak i A R TR S B R S N 4 1
1 (10. 0~38.1X10"g/moD) , 3f H 4+ F & /3 fi AR %8 (PDI=1. 50) ,

HTC A5 ) 4t A D R R AT g BB A7 BEL A AR K i 5 o D A TR Y TR (MLAD (1 2R 5 MERE . 7E T 45 4%
PEF o 57 B A0 A7 A o7 BHL AR K o 8 45 400 ) A AL 28030 BRI, G B R 2 A e e BB LR LT P A1 - Pd4(R' = Me,
65%)>Pd5(R' =Et,48%)>Pd6(R' ='Pr, 26 %), A4 LATT AW 5T TAFE R AL E A YL TR 16 IR
FE RS H A h RS HLHEAE A 46 AR SHLE, 8 T8 X MR R R A PLE, AT T a8
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x3 EEEY PdI-Pd6 EURGBRAREESRE®
Table 3 MA polymerization results by Pd1-Pd6*

run Pd t/h B/Pd I T/°C bConv. (%) °M, (X 10*g/mol) <PDI TOF4/h
1 0 4 1.2 GiFS 100 6. 4 88
2 Pd4 4 0 P 100 3.2 44
3 Pd4 4 1.2 P 100 65 28.7 1. 64 895
4 Pd4 4 1.2 o 60 3.6 50
5 Pd4 4 1.2 P 80 1.5 21
6 Pd4 2 1.2 % 100 18 38. 1 1.45 496
7 Pd4 4 1.2 0 100 16 220
8f Pd4 4 1.2 3 100 14 193
9 Pd4 4 1.2 SR 60 67 10. 0 1. 30 923
10 Pd4 4 1.2 AR B 35 15 433 1.50 207
11 Pd4 4 1.2 IEC % 60 Trace

12 Pd5 4 1.2 G 100 48 35.3 1.43 661
13 Pd6 4 1.2 P 100 26 32.9 1. 44 358
14% Pd4 4 1.2 LIEN 100 0

15k Pd4 4 1.2 G 100 0

4 A 10umol Pd. 10mL I 5SmL PSRRI > Hi FL NMR W2 ¢t GPC 5 59 {78 65 AR AL 45 40 /0N I T 30 G 010 75 44
I PP 85 9 A (9 P R Bt 5 © R pumols VA0 B K SmLo A SN AE R 4 0F T #EAT s B4 M BHT/Pd =5,
FIXTIRSCES . AT RATRH Pad/ ML MA BE O 4h J5 A RE W™ E (L3 3, R
14) 3 A5 5L W AT DL Y2 SR RO 64T R 00 B 45 A o 0 T IE BH T A A v B VR 06 1R FF R 2R A T g O
B ARG, AT HE-LRIERGEREARERGIH. AT AR REEZTIMAA
A BHT(2,6- U T #-4-FHAEE) , EMEREY 4 . #—L UL THEEAFEAFHHRER
BRFIE CILEE 3, 50 15) . B B FRATT 0 FF AR i 5 W0 4 10 MA SRS HLEE R [l JEALEE . 1 0k,
MR EWAE (CsF)  BCsH,NH(CH ), 813 4E T B 1k, JE Wi 25 A7 A9 A8 BH 25 5 S8 )5 79 9 iR H g o
5 BH S AR R AT IO A 4007 & A 437 P9 E A BT AR TR M O s 7E T DO BRI R AN R e A
D EIE R FZE A 3, — R AR LG R NIG IR B R At TN IR H e A b 32K 8k & 2E st
B2k e ) — ST R AR RS2 0k i R HEVE

RE VAR AR A W0 S AL BE R A i A AR AR R FE b R S SR A RN v M O B R
R XFRA RN (WL 3, N 3) Fr A5 ) R S R Y g PMA Y S 00 25 44 1E AT T R i o0 BT R AE CAn Il 6 A
7R AR SCHERHE S U JE B AT AU 3. 64ppm 2. 29~2. 34ppm Al 1. 91ppm 43 B X KA Y
R AR R SRR S A, AUIEL 6 W LU Y L 7R 5. 56ppm Kb LA S L R IR A Y RE
AT R L . SRR R TP I R A 2 (—C(O) OMe) , HI & 25 (—OCH;) . Rk H 3 (—CH) FiI
W R (—CH,—) 43I ¥FE 175. 0,51, 8.40. 9 F1 35. Oppm, JLH ZTE 34. 5~36. Sppm 2 8] {5 = %
TR 5 55 SRk 0 0 3R TR 0 TR Y TR 1 3% T — B0, 106 B A 0 1 SR 0 TR W TR 38 R TE LR B
3 B4

HT — B 5 IR IR B R B 8-T5 L -5, 6. 7- = S MEMKAE L 5 9 Pd1-Pd6. I ' H NMR,
"C NMR.FT-IR FIICZE 3 Hrib A7 7 2 m R AE . AEMEI/ERT . S8 E S Y LPACL (Pd1-Pd3) Xf 7
T2 H TG I A T 2 T A A TR AR 1) R R AR AR T 5 ) LPAMeCL(PA4-Pd6) 1] LK =y 1 1 4 Ak 1 0 1R
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Synthesis and Characterization of 8-Arylimine-5,6,7-trihydroquinoline
Palladium Complexes and Their Catalytic Properties for MA Polymerization

ZHU Dongzhi, GUO Liwei, WANG Rui, ZHANG Wenjuan”
(Beijing Key Laboratory of Clothing Materials R& D and Assessment s Beijing Engineering Research Center of
Textile Nanofiber , School of Material Science and Engineering . Beijing Institute of Fashion Technology .
Beijing 100029, China)

Abstract: A series of air stable 8-arylimine-5. 6, 7-trihydroquinoline palladium complexes (LPdCl,, Pd1-Pd3) and
methylpalladium chloride complexes (LPdCIMe, Pd4-Pd6) was synthesized and fully characterized by 'H/"” C NMR
spectroscopy and FT-IR spectroscopy as well as elemental analysis. The crystal structure of the complex Pd1 indicates that
it possessed distorted square coordination geometry around the palladium. In the presence of boron salt, the complex Pd4-
Pd6 showed good efficiency for the polymerization of methacrylate with high monomer conversion, producing
polymethylacrylates with high molecular weights and narrow distribution. The parameters of solvent, temperature and
polymerization time greatly affected the catalytic performance.

Key words: N'N Bidentate; Dichloride palladium complexes; Methyl chloride palladium complexes; Methylacrylate polymerization
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