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THECRAEEFRALBEEO LG L, Cp,TiCl,, Cp,ZrCl,, (MeCp);TiCl, fl
(MeCp),ZrCl, #XB it &7 #&. Cp,HICL £ Alfa Products @ 5. — & 5 fik B 42 A
SULES KA, RN BREEEE SR T #1T.

BAW(I-V)AH%E:

Immol #(RCp),MCI(R=H, CH,;; M=Ti, Zr, H) 5 = 4 B M LK ¥ E I ERF
BREPNTE 60ml ToAK — RPN 24 /hid. T REBREREY, KRBBIELE 10ml £
i MAERIECSE, WHESR. i B CHCl,/ EERESA.

I.CsHyTiN,S,, 18 {H: C, 64.58; H, 5.06; N, 4.52, 5tR{H: C, 64.41; H,
4.92; N, 4.47. IR: 3040m, 1358m, 1040m, 817m (Cp); 1500s (C=N); 1000m
(C=S). by: 6.18 (SH, s, C;Hy); 4.90 (12H, s, CHy); 7.10~7.40 (30H, m, CH,).
m.p.78-79C. F 3 88%.

Il . C5 HTiN,Se 5 {H: C. 64.90; H, 5.20; N, 4.45. SLK{H: C, 64.74; H,
5.14; N, 4.40, IR: 3040m, 1360s, 1020m, 820s (MeCp); 1500s (C=N); 1005m
(C=S). 6y: 6.14 (2H, m, C;H,); 5.78 (2H, m, C,H,); 492(8H, s, CH,); 5.06(4H, s,
CH,); 7.10-7.32 (30H, m, C¢H,); 2.32 (3H, s, CH;). m.p. 60—62C; F=3& 92%,
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IM.CyHyZrN;Se, B ME: C, 61.73; H, 4.84; N, 4.32. LW{H: “C., 61.56; H.
4.78; N, 4.09. IR: 3040m, 1362s, 1020m, 810s (Cp); 1502s (C:=N); 1000m (C=S).
du: 6.25 (SH, s, CsHy); 5.07 (4H, s, CH,); 4.88(8H, t, CH,); 7.10~7.25 (30H, m,
CeHs). m.p. 195-196C; 3 86%. .

IV.CHZrN,S,, 8 1{H: C. 62.07; H. 4.97; N, 4.26. sL#Mf: C. 61.86; H.
4.79; N, 4.14. IR: 3040m, 1360m, 1030m, 810s { McCp) ; 1502s ( C= N) ;
1002m(C=S). &y: 6.20 (2H, m, CsH,); 5.80 (2H, m. C,H,); 5.02(6H, s, CH,), 4.92(6H,
s, CHp); 7.10-7.25 (30H, m. CgHy); 2.33(3H, s, CH,). m.p. 168—169C; =% 89%.

V .CsoH HIN;S,, HEMA: C. 56.63; H, 4.44; N, 3.96. LW{E: C. 57.13; H,
4.68; N, 4.24. IR: 3040m, 1360m, 1020m, 815s (Cp); 1502s (C=N); 994s (C=S).
dy: 6.06 (SH, s, C/H,); 4.87 (6H, s, CH,); 4.76(6H, s, CH,); 6.98~7.14 (30H, m,
CeHy). m.p. 172-174C; =% 90%.
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(RCp),MCl, + 3NaS,CNR,—=(RCp)M(S,CNBz,), + NaCl+RCpNa
L.R=H,M=Ti; I.R=CH,, M=Ti; II. R=H, M=Zr; '
IV.R=CH,,M=1Zr; V.R=H, M=Hf.

RAY(I - V)P FEZHRAEEFRRESR veoy BB 1500cm™, ZBEANT C-N 4

B (1250-1350cm™) 1 C=N W& (1640—1690cm VR W ¥e 2 ] % , BA 4o W
B WA C=S GRS R BIZE ~ 1000cm™, {Uh Bk, REFH C=S BEMHELR
B D . LA CN E R R C=S S DRI R AN — ¥R _HAEEPRER
DR T 2R, %, 8. X MCSRAuKRERALERNM. 18-HTHENKGY.
R4y (V) M4 FERRE RS, RAIERE © .

Fay % © Ribifs 7T AA TADUELERK CpM (S,CNMc,),(M =Ti, Zr. HOLf&{L
2EHR, AN Garg B OF KBTI B SRR IS RWAIE Y CpM (S,CNR)), BA
WRATERMTE=ARENYRAZSEABREARTHBN. AXWERERS Fay IR S
4. BE4Y (V) P¥E LM EFARAE'H-NMR &P HI N, SHAOMRL R 101,
Garg % 9 RS RA W RN ERGH, FH85 b X0 3080 A5 4007 6 45 SRAIE S5 2 1A X4
MW @ . ZRBASEMEMER, B8P (1-V) BRLRA. EANGEH.
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SYNTHESIS AND CHARACTERIZATION OF STEREOCHEMICAILLY
RIGID SEVEN-COORDINATE (RCp)M(S,CNBz,);(M =11, Zr, i{i)

Wang Zhigiang La Shiwei Guo Hefu

(Dalian Instituie «f Chemucul Physics, Acadenua Sinica, Dalian 1 16012)

Five stereochemically rigid sevenc-comdinate (RUpIM(S,CNBz,);, where ®= ti OHL
M =Ti, Zr, Hf; Bz=PhCH, have been piepared bdy the reaction of (ROp)M O, with 4 e
NaS CNBzn refluxing CH,Cl, for 24 hrs. The compicacs have boea characterized by clemental
analysis, IR and H-NMR. IR studies show the dithiocarbamate was bidentate coordinated w
titanium, zirconium and hafnium. The pentagonal bipyramid structurc of the seven—coordinate

complexes has been assigned.
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