{6223 ACTA CHIMICA SINICA 1890, 48, 582—586

HIE R, 5, R ERITEVBOTHER
BALT KRR IH%

(I RFILRAICEPII N, KD

ACH B, B-MER MM ME TiCly, ZrCly, (CsHs)TiCls 1 FeCly 72 U M M it R Y
BRTHHENRFRIGEEL, HENSATEY. ECEGRARTPRTHEELEHN, BENHERE
IR ERBERRR _AESENEY. GERE) IR AETME FeCls RNERT A,
R CEZIEHE) TRk, e THUSHE X HEIEH 78I Mossbauerii,

B, B'—RUFF R~ 3k Z BRI Gk L B 2E) WA R M R BOEA & R B ALk, #A
KT LA B RSN RRESRF XA LY MBEAaY™. RITESR T, |, 48
T HIIE) TR RO A

ARSI IR B BN SR B 2 BT iR P R 8 Y i SR R E. FUT
TR, B, B~ IR N dk ZEE 5 AL R, TE B X B B 7 TR O SR A gk S IR R
W= AR, &R T S R R E R ATy 1--3.

{CH2])2 cl
/ @\ 7

MCl " + aNac1
. ~e
{CHal2
0{CH2CH2CsHeNal2 — et 2 ez
cpricls @ @—(cmiao(cnz),_@ @
v \ T "

3
% B-F AR ZHift (CICH CH,) oS 53R MW R Bt & B, 8- R4 & Z i fit
B, B AP IS T, E O:Hy X B-BREFB RN, ZERBEFET, SFRMmEN S

OHz\ *
CICH.CH,SCH,CH,C1 —> (I) /SOHgOH,Ol c1-
H.

B-ENZEM RS B- A LB, X8, B-BUINRMEE ZH Rk 5 S 475 d ZUmkng th
ERe, RET C—S SRR, B 1, 4R _MEET b =4 NaC:H,(CH,)CsHNa, &
PR IR A BB R AR, Z IR T 530 R M = WA kR R, A8 DY B (3R R

TR MRS £ ) 4.
Q ;@_@ o

/ \
€l Cl/ \c1

4

1988 4E 4 A 19 R ®]. ERAAREREEHRIINGHE,




%23\ ACTA CHIMICA SINICA 1990 - 583 .

&) 8 i 4 5(NHy)oSiFs 31750 R LM, BB ALY 6 i 6,
B, BRI RS ZREZATIRT, W GE LB ) SRR A 0 5 Ak R,
/BUEWT 879,

IIJHaCHz —@ CHa —@ tHs _@
0
| X <j e Q i
ChaCHa —@ ‘ _@
CHa ~
CHa ‘@ ?
)
kA 8

4 R 5 i

74L& 4 O(CH,CH,)5(CsHy)oMOly, O(CHCH,)s (CsHy) 2(C5H;) o Ti5 X, 1 O(CH,CH,) o~
(OsHy)oFe i *H NMR %+, CH,CH.CH.O MW 5 T3t RIS E R b K 4:2:2, H dcn,o0 £
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BB XUERTL A& 4y vp 48 IR T 45 A B AR 1) o DR A T 2 40 T 40 B AT A DL

o B BB Sk i Mssbauer % B, 3F LEAREN R G-& i IS M4k &
A QS WMWHAK™, AXWEHAEY T, 8F=4C A4 Wi Mossbaver % (R
2) R W, MK TR, HaAMBRR KRB EETBAD, HH Fe ks my
WEWLRER R, RIF ESIANRE T RRENSHE MR A 2 4 1 i T M (QS <2.30 mm.
s7Y), XE T 2B TR L. SFREBRIR IR (B) WA ek (V) AR IE 2 5
HEEMEAEME R, FEFN QS fBK, AFK QS @E/D. XEBEANF K%
REE T XA RE AR e 4 T I FE R

F£2 —B-XSH4HH MOssbauer FHHE (298K, mmes™)

& I8 Q8 r CHX
(CsHe)oFe 0.3379 2.3367 0.121 1.66
[CH,C(0)CsH, ], Fe 0.2866 2.1221 0.1244 1.4431
[CeT1—C(CHg) CsHyJoFe 0.3014 2.1499 0.1456 2.3774
m—CeHy (CH,CsH,),Fe 0.2895 2.3314 0.1174 2.1167
O(OH20H2C5H4> o e 0.3042 2.3170 0.1271 1.8718
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REERERSTIHT, RAEHER, BRELE LN TK. HRBETREKIE.
H NMR j FX-90Q &Y E,89.6MHz, CDCI; K], TMS 45, £U4hyeit /g IR-435
B E, KBr . Mossbauer i i MS-500 B E, & IGEER a-Fe 755 (r=10.00
mm-s~*), X SrE i T REIE A ES-3000 M E, X LN Al, [CHsO(0)C:H,).Fo
1 [OsH4=C(CHs)CsHy]aFeo 35 3R (7] A1 (814 AR,

(B,B-ZBMA)FMERER K _HBE) R BETEMHER & —10°C RHHT, ¥
40.2 mmol I I3, 45 5 6 i DY LR 0 P W18 12 b iR 10mDL 54 20 mmol F Z, Bk A A
ZHEBERY VS SR, IR T, A 1.5b, /5% 0.5h, RNYYKEBRLERER
LR ERIAHEER.

e OO MBPET, #H LR B, B-WEFRTIFE) ZRBM B, 8- (FHR_IFE) ZHmBEH
BRB T INE 20mL & 4.8g AILH(B0% SHBAET MM, 231/ 10 mL Y S{mk w8 %
ZW)HH SR B, R R R E 45°C, Bif5h, #E. W1.0mL EFERET
BEA 10 mL %58 K B HE T B Z K R, LABR BK S 38 7R 0, P A YRR R 1 0 R P U

HKERAWFPHT, K LR H B 60mL(10.6 mmol) 4+ ¥ i mEI /A 15mL jg
ZR I ¥ 4G T 1 10.67 mmol P fh gk, £k 21. 3 mmol IR R TG = Ak gk, Ell bk
Sh. MERTEHLER, WWORERBREN. BEAYRRRR, Pra Y- DU s P -
(60—90°C) E i, BRIk &Y 14

1 @ik, @R 4%, m.p.152°C(54#), CiHiOLOTi(3HHME. C, 52.70, H,
5.06; Cl, 22,22, szii{E. C, 52.53; H, 5.21;Cl, 21.74), ., 3100(m), 2900(s),2800(s),
1630(m), 1430(m), 1360(m), 1100(s), 1030(s), 820(s), 680(w)om™t 8u, 6.49, 6.25
(8H, m, 2xC;H,), 3.54(4H, m, CH,CH,OCH,CH,), 2.81(4H, m, CH,CH,OCH,CH,)

ppm,
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2 HEEK R46%, m.p.160°C(43HR), C1H10L0Zr (B (. O, 46.40, H, 4.45,
01, 19.56, SZillfE. C, 47.05, H, 4.82; 01, 19.08). v, 3100(m), 2900(s), 2850(s), 1630
{m), 1430(m), 1360(m), 1100(s), 1030(s), 810(s), 680(w)cm 1 84.6.30, 6.04(8H,m,
2%CH,), 3.45(4H, m, CH,CH,00H,CH,), 2.70(4H, m, CH,CH,0CH,CH,)ppm,

3 Ru@pk, mERI%, m.p.56°C (), CauHaClLOTiGHAEME. O, 50.75; H,
4.57.C1, 24.98. Sz, C, 50.74, H, 5.07, Ol, 24.56). wmax, 3100(m), 2900(m), 2850
(m), 1630 (m), 1490(m), 1440(s), 1850(m), 1100(s), 1010(s), 820(s), 680(m)em?, 8y,
6.46(10H, s, 2x C;H;), 6.44, 6.32(8H, m, 2x C;H,), 3.57(4H, m, OH,OH,00H,CH,),
2.87(4H, m, CH,CH,0CH,CH,) ppm,

4 gEFk RS88%, m.p.97°C (#K4k), CaHaClLTi, (HHEME, O, 52.22;, H, 4.75,
'Cl, 25.69, sk, C, 52.71; H, 5.23; Cl, 25.37), vmax. 8100(m), 2900(m), 1630(m),
1490(w), 1440(s), 1360(w), 1010(s), 820(s), 730(w)em™, dn, 6.46(10H, s, 2x C;H;),
6.38, 6.28(8H, m, 2x C;H,), 2.70, 1.85(8H, m, 2x CH,0H,)ppm,

k&b MFE 3145 (NH,)SiFe IO F L HB R LY 61 6.

5 WEEK, % 62%, m.p.182°C (4HR), OoHaoF,OTi (31444, O, 57.39, H, 5.92.
SEY4E, O, 57.18; H, 5.77). vmx 3100(w), 2900(m), 2850(m), 1630(m), 1380(s), 1100
(s), 1010(w), 820(s), 570(s)em™, 8, 6.20(10H, s, 2x C;Hy), 6.15, 5.85(8H, m, 2x
C:H,), 83.40(4H, m, CH,CH,OCH,CH,), 2.50(4H, m, CH,CH,OCH,CH.,)ppm,

6 EAEM, mE61%, m.p.167T°C(43 ), CoaHaF Ti, G- 544, C, 59.28;, H, 5.39,
WG, O, 58.84; H, 5.93). vmex. 3100(m), 2900(s), 1630(m), 1490(w), 1440(s), 1010
(s), 820(s), 720(s), 570(s)em™, du. 6.30(10H, s, 2xC;H;), 6.12—5.80(8H, m, 2x
OzH,), 2.57, 1.71(8H, m, 2 x OH;CH,)ppm,

B,B-ZEEM (F_TRE)NEKX -RELNEH EXKBEHAMBHT, ¥ 10mmol
B, B X M4 Bk Ve | [A] (2 N ) MOUFR 3 A 3 0 1 L SR e R R
18 H7% NP 40 mL & 10 mmol — & 4kekRy M ARWIR AW P, RBFWHAHMBER T 4h. R
MY HEER, MOHEAKKE, FHEVE. KEHEHRE, REASFTEIES,
Na,80, T4, Sk, IEBWERBREN, RAWET 100—200 mesh FEBAE, M 121 Bk
ZRPRE . LRELBORE RS N, TR E AR A B ES R, B8 T,

7 Rk, FER 20%, m.p.94—96°C, Oy HyFeO (3844, O, 66.65; H, 6.30, 5Ll
{8, O, 65.74, H, 6.46). vmsx, 3050(m), 2900(s), 2850(s), 1630(m), 1455(s), 1360(m),
1100(s), 1040(s), 1020(s), 945(s), 810(s), 650(m)em™, du, 4.02(8H, m, 2xC;Hy),
3.70(4H, m, OH,CH,0CH,0H,), 2.40(4H, m, OH,OH,0CH,CH,) ppm.

8 ik, % 31%, m.p.180°C (54#), OsHisFe (- EfH, O, 75.02; H, 5.60. 4
W4, O, 74.56, H, 5.95). vmx: 3010(w), 2905(s), 1598(s), 1482(s), 1435(s), 1863(w),
1075(w), 1025(w), 810(s), 738(w)em™, 8y, 3.98(8H, m, 2xC;H,), 3.54(4H, s, 2X
CH,), 6.96(4H, m, C¢H,)ppm,

9 i E K, 725 35%, m.p.180°C (M) , CusHiFo (3-8, C, 75.02, H, 5.60, 5%
MG, O, 74.39, H, 5.90), rmex; 3000(w), 2900(s), 1600(s), 1480(s), 1430(s), 1360(w),
1080(w), 1030(m), 800(m), 740(w)em™, Sy, 4.00(8H, m, 2xC;H,), 3.55(4H, s, 2%
CH,), 6.96(4H, m, CsH,)ppm,
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Studies on Ring-Bridged Bis (cyclopentadienyl) metal
AV B) and Iron Derivatives

Chen, Shou—Shan * Chen, You-Xian Wang, Ji-Tao

(Institute of Elemento-Organic Chemistry, Nankai University, Tianjing)

Abstract

Ring-oxadiethylene bridged bis(cyclopentadienyl)chlorides and fluorides of
titanium and zirconium were synthesized from the reaction of the disodium salt
O(CH,CH.C;H,Na), with TiCl,, ZrCl,, (Cs;H;)TiCl;, and FeCl, in THF., A similar
reaction of the sulfur analog gave only the product of teframethylene bridged bis-
(oyclopentadienyl)dititanium halides. Ring-phenylene dimethylene bridged ferrocene
was synthesized from the disodium salt p—, m-C¢H(CH,C;H Na), with FeCl,, The XPS

and Mdossbauer spectra of some compounds were discussed.



