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Supplementary material 
Selected data for L1, 3-Ph2P(O)chol, L2, and complexes 1-5 (for the C-atom labelling, see ref. 9).

for L1: mp 126/7°C. []D589 = +15.8° (c = 1, CH2Cl2). 31P {1H} (CDCl3):  -18.6 (s). MS (E.I.): 554.4 (M+, 100); for 3-Ph2P(O)chol: mp 209/10°C. IR (KBr): 1187 s ( (P=O)) cm–1. MS (E.I.): 570.4 (M+, 60%); for L2: mp 154/8°C. []D589 = -33.7° (c = 1, CH2Cl2). 31P {1H} (CDCl3):   -40.4 (s). MS (E.I.): 430.4 (M+, 100%); for 1: mp 215-216°C. IR (polyethylene disc): 356 s ( (Pd–Cl)), 202 m ( (Pd–P)) cm–1. 1H NMR (CDCl3):  7.63-7.35 (m, 20H, PPh2), 4.72 (br s, 2H), 3.56 (m, 2H), 2.84 (m, 2H), 2.48 (m, 2H), 1.99-0.87 (m, 76H), 0.64 (s, 6H, H-18). 13C {1H} NMR (CDCl3):  138.80 (C‑5), 134.63 (Cortho, |2JCP +4JCP'| = 11 Hz), 134.29 (Cortho, |2JCP +4JCP'| = 11 Hz), 130.01 (br s, Cpara), 128.54 (t, PCipso, |JCP +3JCP'| = 44 Hz), 128.48 (t, PCipso, |JCP +3JCP'| = 44 Hz), 127.82 (t, Cmeta, |3JCP +5JCP'| = 9 Hz), 127.73 (t, Cmeta, |3JCP +5JCP'| = 9 Hz), 122.48 (C‑6), 56.96 (C‑14), 56.03 (C‑17), 47.55 (C‑9), 42.32 (C‑13), 39.81 (C‑12), 39.49 (C‑24), 36.49 (C‑10), 36.14 (C‑22), 35.71 (C‑20), 34.46 (br s, C‑1 and C‑4), 32.10 (C‑7), 31.66 (C‑8), 28.27 (t, PC‑3, |JCP +3JCP'| = 12 Hz), 28.20 (C‑16), 28.00 (C‑25), 24.10 (C‑15), 23.75 (C‑23), 22.83 (C‑27), 22.73 (C‑2), 22.54 (C‑26), 21.12 (C‑19), 20.84 (C‑11), 18.67 (C‑21), 11.88 (C‑18). 31P {1H} (CDCl3):  31.3 (s). MS (FAB): 1214 ((M–2Cl)+, 20%); for 2: mp 137/8°C. IR (polyethylene disc): 342 s ( (Pt–Cl)) cm–1. 1H NMR (CDCl3):  7.71-7.39 (m, 20H, PPh2), 4.72 (br s, 2H, H-6), 3.57 (m, 2H), 2.89 (m, 2H), 2.57 (m, 2H), 2.02-0.90 (m, 76H), 0.67 (s, 6H, H-18). 13C {1H} NMR (CDCl3):  138.93 (C‑5), 134.70 (t, Cortho, |2JCP +4JCP'| = 10 Hz), 134.29 (t, PCortho, |2JCP +4JCP'| = 10 Hz), 130.07 (Cpara), 129.98 (Cpara), 127.98 (t, PCipso, |JCP +3JCP'| = 51 Hz), 127.77 (br s, Cmeta), 127.69 (br s, Cmeta), 122.49 (C‑6), 57.01 (C‑14), 56.06 (C‑17), 47.41 (C‑9), 42.36 (C‑13), 39.86 (C‑12), 39.52 (C‑24), 36.57 (C‑10), 36.17 (C‑22), 35.77 (C‑20), 34.56 (br s, C‑1 and 4), 31.70 (C‑8), 31.56 (C‑7), 28.29 (C‑16), 28.02 (C‑25), 27.00 (t, PC‑3, |JCP +3JCP'| = 15 Hz), 24.15 (C‑15), 23.80 (C‑23), 22.89 (C‑26), 22.62 (C‑27), 22.45 (C‑2), 21.34 (C‑19), 20.93 (C‑11), 18.72 (C‑21), 11.95 (C‑18). 31P {1H} (CDCl3):  25.6 (s with Pt satellites, JPPt = 2512 Hz). MS (FAB): 1339 ((M-Cl)+, 5%); for 3 : mp 244°C dec. IR (polyethylene disc): 415 s, 377 w, 314 s, 288 s ( (Pd–Cl)), 275 s ( (Pd–Cl)), 251 s cm–1. 1H NMR (CDCl3):  5.36 (br s, 2H, H-6), 2.40-1.12 (m, 70H), 0.99 (s, 6H, H-19), 0.92 (d, 6H, H-21, 3JHH = 6.5 Hz), 0.89 (s, 6H, H‑26), 0.86 (s, 6H, H-27), 0.69 (s, 6H, H-18). 31P {1H} (CDCl3):  2.6 (s). MS (FAB): 965 ((M–2Cl)+, 100%); for 4: mp >250°C. IR (polyethylene disc): 310 s ( (Pt–Cl)), 291 s ( (Pt–Cl)) cm-1; for 5: mp >230°C. IR (polyethylene disc): 450 w, 406 s, 362 w, 288 w cm–1. 1H NMR (CDCl3) 5.33 (br d, 2H, H-6), 2.70-1.02 (m, 70H), 0.96 (s, 6H, C‑19), 0.92 (d, 6H, C‑21, 3JHH = 6.7 Hz), 0.89 (s, 6H, C‑26), 0.85 (s, 6H, C‑27), 0.68 (s, 6H, C‑18). 13C {1H} NMR (CDCl3, 325K):  141.40 (t, C‑5, |3JCP +5JCP'| = 12 Hz), 121.09 (C‑6), 56.96 (C‑14), 56.41 (C‑17), 50.52 (C‑9), 42.49 (C‑13), 39.97 (C‑12), 39.86 (C‑1), 39.64 (C‑24), 38.85 (t, PC‑3, |JCP + 3JCP'| = 34 Hz), 37.36 (C‑10), 36.34 (C‑22), 35.82 (C‑20), 33.97 (C‑4), 32.01 (C‑8), 31.98 (C‑7), 28.23 (C‑16), 28.05 (C‑25), 24.36 (overlapping signals, C‑15 and C‑2), 23.95 (C‑23), 22.74 (C‑27), 22.54 (C‑26), 20.98 (C‑11), 18.81 (C‑21), 18.30 (C‑19), 13.85 (t, PCH3, |JCP +3JCP'| = 38 Hz), 13.70 (t, PCH3, |JCP +3JCP'| = 38 Hz), 11.94 (C‑18). 31P {1H} (CDCl3):  -16.4 (s with Pt satellites, JPPt = 2655 Hz). MS (FAB): 1309 (M+, 5%).

Table 1' Selected NMR data (1H-500 MHz, 13C {1H}-125 MHz, CDCl3) for L1 and L2
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                                                   L1
                        L2
Numbering
C (J, Hz)
H (J, Hz)
C (J, Hz)

H (J, Hz)


of C-atoms



1
CH2–
34.99 (d, 3JCP = 10)
1.59 (), 1.82 ()
40.28 (d, 3JCP = 13)
1.08 (), 1.92 ()


2
CH2–
24.15 (d, 2JCP = 12)
1.58 or 1.94 ()a, 1.97 ()
24.95 (d, 2JCP = 13)
1.39 (), 1.64 ()


3
CH–
35.05 (d, JCP = 9)
2.72 ()
40.88 (d, JCP =8)
1.18 ()


4
CH2–
33.94 (d, 2JCP = 15)
1.91 (), 2.66 ()
35.03 (d, 2JCP = 13)
2.03 (), 2.13 ()


5
C–
140.03 (3JCP = 0)

142.85 (d, 3JCP = 11)


6
CH–
121.96
5.17 (br d, 3JHH = 5.0)
119.63
5.30 (d, 3JHH = 5.0)


7
CH2–
31.81
1.72 (), 1.96 ()
31.95
1.53 (), 1.97 ()


8
CH–
31.94
1.48
31.89
1.45



9
CH–
49.83
1.25
50.59
0.96



10
C–
37.32

37.27




11
CH2–
20.84
1.43 (), 1.53 ()
20.89
1.41 (), 1.51 ()


12
CH2–
39.86
1.19 (), 2.03 ()
39.87
1.16 (), 2.01 ()


13
C–
42.39

42.35


14
CH–
56.77
1.08
56.89
1.04


15
CH2–
24.36
1.08 (), 1.61 ()
24.31
1.02 (), 1.58 ()


16
CH2–
28.33
1.27 (), 1.86 ()
28.27
1.26 (), 1.83 ()


17
CH–
56.23
1.13
56.23
1.09


19
CH3–
19.81 (d, 5JCP = 2)
1.05
19.42 (5JCP = 0)
0.98


Ph
Cipso
137.98 (d, JCP = 15)




Ph
C'ipso
137.70 (d, JCP = 15)




Ph
Cortho
133.97 (d, 2JCP = 20)
7.51 (m)


Ph
C'ortho
133.61 (d, 2JCP = 20)
7.51 (m)


Ph
Cmeta
128.37 (d, 3JCP =7)
7.32 (m)


Ph
C'meta
128.27 (d, 3JCP = 7)
7.32 (m)


Ph
Cpara
128.69 (JCP = 0)
7.32 (m)


Ph
C'para
128.60 (JCP = 0)
7.32 (m)

PCH3
11.46 (d, JCP = 14)
1.00 (d, 2JHP = 1.9)

PCH3
11.38 (d, JCP =14)
0.99 (d, 2JHP = 2.0)

_________________________________________________________________________________________

(a) tentative assignment.
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