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Experimental sedion

[Pt(u-PBU')(CO)], was prepared treding Pty(u-PBu’)»(CO)(PBU,H)! with CO (80 atm, room
temperature).? NMR spedra were aguired using a Varian Gemini 200 BB spedrometer (200 MHz
for *H) at room temperature (about 293 K) on CD,Cl, solutions. * is used to label *H, **C and *'P

pesks with 1%Pt saellites

Synthess of [Pt(u-PBU')(n*CH2CH>)]2, (4).

An arange lution d [Pt(u-PBu’)(CO)], (100 mg, 0.136mmol) in toluene (5 ml) was séurated
with ethylene (60 atm) and stirred for 4 hous & room temperature. The reaulting yellow solution
was eaporated and the yellow resdue identified as [Pt(u-PBu')(n*CH.CH,)]> (92 mg; 92%
yield). Elemental analysis cdcd (%) for CooHasPsPty: C 32.6 H 6.02 found C 32.4 H 6.35.*H
NMR: & = 1.23(vt, 3Jup + >Jup = 7 Hz, 36 H, CHs), 2.57 (s, Jue = 65 Hz, 8 H, CH,) ppm. °C
NMR: 8= 26.7" (t, 2Jcp= 6 Hz, "Jcp = 197 Hz, 1Jcn = 159 Hz, CHy), 32.2(m, Yoy = 127 Hz, CHy),
40.7 (m, 2Jep = 38 Hz, PC). 3P NMR: 6= 292.7 ppm (s, 1Jpr = 2280Hz). **Pt NMR: 6= -5925

ppm (t; *Jop = 2280H2).

Synthesis of [Pto(u-PBu')(-PBu'2)(n*CH2CH5),](CF3S03), (5).
Triflic aad (17 puL; d = 1.69 dml; 0.19 mmol) was alded to a CH,Cl, solution (3 mL) of Pty(u-
PBU',)2(n*CH2CHs), (140mg, 0.19mmol). The slution was @ncentrated and added with Et,O (1

mL), yielding a yellow predpitate, which wasfiltered off, dried in vaauo and identified as[Pty(u-



PBU) (u-PBU%H) (7°-CH,CH,),] (CF3S0s) (143 mg, 83% vield). Elemental analysis cdcd (%) for
Co1HasF305P,PLS; C 28.4 H 5.11 found C 28.2 H 5.35."H NMR (200K): d=—2.06 (dd, *J4p=
86, 2up = 29, \Jhp = 363, 2Jup = 29 Hz, P-H-Pt), 1.34(d, *Jup= 16 Hz, CHs), 3.18 (s, 2Jup = 68
Hz, CHy), 4.0Z ppm (s, 2Jum = 65 Hz, CH,). 1*C NMR (200K): 6= 30.8(d, 2Jep = 5.5 Hz, CHy),
31.1(d, 2Jep = 5.5Hz, CHs), 37.3 (M, Jcp = 168 Hz, CHy), 38.7 (m, e = 175Hz, CHy), 42.3
(m, PC), 45.0 (s, 2Jcm = 17.4Hz, PC), 119.9 pm (g, *Jcr = 319Hz, CF3). 3P NMR: = 303.1(d,
2Jpp= 112 Hz, *Jpr = 2505, 345Hz), 402.2 pp (d, 2Jpp =112 Hz, *Jpr = 2440, 2346Hz). *Pt
NMR: d=-5962(dd; *Jpr = 2346, 2508z, *Jpp = 750HZ), ~6495 ppn (dd; *Jpr = 345, 244(Hz,

Lpe = 750Hz).

Crystal and Moleaular Structure of complex 4.

X-ray measirements were caried ou with a Bruker P4 diffradometer using the Mo-K, graphite-
monochromated radiation (A = 0.71073A), the sanple being seded in a glass caillary under
dinitrogen atmosphere. The aystal used for the measirement was arather large yell ow prism 0.50 x
0.42x 0.10mn?. Cell parameters were caculated onthe séting anglesof 32 strongrefledions with
5.4 < < 16.8°.Crystal data: CooHa4PoPto, M = 736.67,T = 2932) K, spacegroupP1 (No. 2, a=
8.2502), b = 8.4061), c = 9.9731) A, a = 95.412), B=99.232), y=111.032)°, V = 628.62) A?,
Z=1D.=1946 g cm™3, u(Mo-Ky) = 11.244mm3, F (000) = 350. The intensities of 2669
refledions with 2.0 8 < 25° were mlleded. After merging the equivalent ones and after
corredion for Lorentz, paarisaion, and absorption effeds with an integration method kaseon the
crystal shape® aninternal R value of 0.0340wasobtained.

The gructure was ®lved by standard dred and Fourier methods and refined by full-matrix leas-
squares procedures The hydrogen atoms have been paceal in cdculated pasitions and were let to
ride on the wnreded cabon atoms. In the fina refinement cycle anisotropic thermal parameters

were usal for al heavy atoms, giving a wnventional R fador (Fo) of 0.0375 cdculated for 110



parameters on the 1984 olsaved refledions [| > 20(1)], and a value of 0.0427for all 2168 data.
The resdual peaks in the final difference Fourier map range between 1.90and -1.83e- A™3. The
cd culations were dore by means of SHELX97 * contained in the WINGX ° suite.

Crystall ographic data (excluding structure fadors) for the dructure reported in this paper have been
deposited with the Cambridge Crystall ographic Data Centre as sapdementary puldicaion no.
CCDG236901.Copiesof the data can be obtained freeof charge on applicationto CCDC, 12
Union Road, Cambridge CB21EZ, UK (fax: (+44)1223336:033 e-mail: deposit@ccdc.cam.ac uk).
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NMR spedra (CD:Cl,, 298K)
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NMR spedra (CD:Cl,, 213K)



N \L T NMR spedra (CD.Clz, 213K)
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1H NMR (CD-Cl,, 233—283K)
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1H 195Pt HM QC (CD.Cl,, 213K)
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1H 31P HM QC (CDzClz, 213 K)
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