ISSN 2186-5647

— HAKER A B TR A AS [l S/ At Gl & Al R 2 (2015-125) —

P-55

FL— FEV A RXTESN—=TH 2 N A v FR Fe $EIRDEUL A

ARAETED  Odeht

ARAEET B 2

L—F U ATIVT R ~Y s T —

1. ##
—UME T R TRMEEL D 18 B
[(7"-Arene)MLILALY 8 (A 1T, FRIEFEEE T2
D\ LR - AT AL A FRBE L, A faFn 16
BHRARE G 25, 2 OFEIKRITEE 7o fid
BRIARFARA~FIH SN TE Y, HEERA T
DIMREE L 7o B IR D2 EMEI X E I B SR D
fiiREIc K& < BT 5 Y, o T, Zhb
BRI T Tl SOCHRE F KO, £h
SRR RMAR DR E A I T 5 2 &
1%, AR EOBLEN LD THETH D,
Brunner & Tsuno 5 2 213, (RruRe)/(SruRc)-
[CpRu(P-P)X] (P-P> = dppm-Me, Prophos,
Chaiphos) D ¥ L — bk Bg ¥ 1 XZxt 9 % fst
2TV, BAERICALER YT AT VA~
— DB R VX —3F L— RV A XD
IMZEEVER LT Z @t L, 72,
Ru & [AffE T EAZE I 7= 2 Fe(Il) Z a4
J& & L 72 (Ree,Rc)/(Sre,Rc)-[CpFe(Prophos) L]PFs
(L = PPh(OR),, PPhy(OR))IZH3 T, HLFERIAL
¥ L @ Cone angle 28 K& < 72 512> T,
Fe-L fIORE A ENE L 20, K& oI i
TREET A 2 L BRI LE Y Zhonz e
Mo, N—TH 2 RA oy TGRSR D HE
BN 7 D SEARFE F T FE S\ e RN 1 O i
HEEFE & % L — MRIZE S S ANBIFISER D%
TEMEAFRT 5 2 & 13D TREFEEW, 4 1H,
TLE B L — b {R[CpFe(dppe)PPh,(OR)]PFs
(R = Me, Et, iPr)?® PPh,(OR)/P(OMe); Bl 7.+ 42
BOE & Z DOISLARMEAT OV THRET D,

i

2. B

[CpFe(dppe)PPh,(OR)]PFs (R = Me, Et, iPr)
DEFK :a) THF 1, [CpFe(dppe)NCMe]PFg (2
T £ > PPh,y(OR) (R = Me, Ety & /iN%, 60 °C
T14-17h R Lo, ROSEIR ORMER Y &
LA T VT BTN T AT a~v T
77 4@ L, IRMETR S 2 WEE T L[~
Y CH MM T 5 Z & T [CpFe(dppe)-
PPh,(OMe)]PFs (63%), [CpFe(dppe)PPh,(OEL)]
PFs (54%) % 15 7-. b ) THF ™, [CpFe-
(dppe)NCMe]PFe (Z il & D PPhy(OiPr) Z il .,
BREREIALILNH50°C T2 h i L7z,
FOGTEIR DRIy b A TF LTy U h
FNHThra< NI T7 0 \ZEL, Bk
NEBHERTF L TEESMTDH LT
[CpFe(dppe)PPh,(OiPr)]PFg (55%) % 1537
[CpFe(dppe)PPh,(OR)]PFs (R = Me, Et, iPr)
7D PPhy(OR)/P(OMe)s B BERLL FAZHL IR
NMR 7 = — 7 1, [CpFe(dppe)PPh,(OR)]PFs
Z#)10mg &Y BV, CDCl; (0.40 mL) 2%
#%, P(OMe); (10 eq.)& /iM%, Bruker #:HliE &
Al LEE A Avance-400NMR % FWTHIIE L
Too RS ES kK Z#kE L, 1§/
F A —HAH* ASH AG &SR T-,

< TPF6 et
L Fe PPh,(OR) TN
PP oeNeme T e o PRPRT s
Qﬁpfb Q G
[CpFe(dppe)NCMe]PFg [CpFe(dppe)PPh,(OR)]PFg
Scheme 1. Preparation of the Complexes

[CpFe(dppe)PPh,(OR)]PF¢ (R = Me, Et, iPr).
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Figure 1. Cation [CpFe(dppe)PPhy(OMe)]" (top) of
[CpFe(dppe)PPhy(OMe)]PFg and cation [CpFe(dppe)-
PPh,(OiPr)]* (bottom) of [CpFe(dppe)PPhy(OiPr)]PFs.
Hydrogen atoms and a hexafluorophosphate anion are
omitted for clarity.
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PPh,(QiPr)]PFs @ Py-Fei-P, il O #& & £ 13
84.12°, Fey-Ps DGR HEREIX 2.224 A CTh -
770 HEERLNL T PPhy(OR) ™ Cone angle D HEN
W Fe-Ps IOFE A HBEN RS o TS
ZEEBSTHY, R=iPr, Et, Me DJIATHL
PP RIS ZZ TR0 TNWEBLETE D,
B 7 i OSBRI 313 K LA T CIR B EERC AT
- PPhy(OR) DFEEEIFFRD B e v o7z, Lo
L, 323 K M OENLFAZHRRBD bz Z &
2D, BIREEIZ I T 2 ASHBUGHEE k 23Rk,
BRI RT A —H B RE LT,
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Table 1. Kinetics of the PPh,(OR)/P(OMe); exchange

reaction in [CpFe(dppe)PPhy(OR)]PFs (R = Me, Et, iPr)
with P(OMe) (10 eq.) in CDCls.
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Activation parameters for 333 K L
[KI  [min7] [h]
R =Me 323 55x10° 2083

AH (333K)=136kimol* 328 1.1x10° 1035
AS (333K)=39Jmoltk? 333 27x10° 422
AG (333K)=122kimol* 338 52x10° 222
R=FEt 323 6.8x10° 1698
AH (333K)=160kImol* 328 22x10° 519
AS (333K)=118Jmol* K* 333 6.8x10° 251
AG (333K)=121kimol* 338 1.1x10* 109
R=iPr 323 57x10° 204
AH (333K)=164kImol* 328 1.1x10* 102
AS (333K)=147Jmol* K* 333 37x10* 31

AG (333K)=115kImol* 338 g82x10* 14
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