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Supplementary spectroscopic and analytical data

Crystallographic data: ((Mo-K() = 0.71073 Å, in the ( - 2( mode x < ( < y [x,y = 4.57, 27.85 (1); 4.71, 27.87 (2); 4.71, 30.03 (3); 2, 25 (4); 4.62, 30.03 (5)]. The structures were refined by full-matrix, least squares on all F2 (shelX-97). All non-hydrogen atoms were anisotropic, and hydrogen atoms were included in the riding mode with Uiso(H) = 1.2 Ueq(C) or 1.5 Ueq for Me groups.

 1 NMR (tol-d8), 1H, ( 0.02 (s, 9H, SiMe3), 0.27 (s, 6H, SiMe2Ph), 7.07 to 7.17 (m, 1H, p-H), 7.20 to 7.25 (t, 2H, 3JHH = 6.4 Hz, o-H), 7.45 (dd, 2H, 3JHH = 6.4, 4JHH = 1.4 Hz, m-H); 13C(1H(, ( 3.5 (SiMe3), 4.7 (SiMe2Ph), 129.7, 129.9, 133.2, 143.8 (ipso-C); 29Si(1H( ( -13.9 (SiMe3), -10.6 (SiMe2Ph); 7Li(1H(, ( -2.0; EI-MS (m/z %) 271 (10, dimer-SiMe2Ph-3Me-Li), 208 (100, recombination of SiMe2Ph+SiMe3), 192 (57, 271-SiMe3-Li+H). Analysis Found (calc. for C22H40Li2N2Si4) C, 56.59 (57.59); H, 8.30 (8.79); N, 5.81 (6.10).

2 NMR (C6D6), 1H, ( 0.05 (s, 9H, SiMe3), 0.31 (s, 6H, PhMe2Si), 7.14 to 7.23 (m, 3H, m-H and p-H), 7.50 (d, 2H, 3JHH = 7.7 Hz, o-H); 13C(1H( ( 5.1 (SiMe3), 6.9 (SiMe2Ph), 128.5 (p-C), 128.8, 132.7, 148.7 (ipso-C); 29Si(1H( ( -18.1 (SiMe3), -13.8 (SiMe2Ph); EI-MS (m/z %) 342 (50, dimer-PhSiMe3+2H), 270 (55, PhMe2SiN(SiMe3)Na2+2H), 192 (100, PhMe2SiNSiMe), 135 (70, PhMe2Si). Analysis Found (calc. for C22H40N2Na2Si4), C, 52.54 (53.82); H, 8.28 (8.21); N, 5.49 (5.71).

3 NMR (C6D6), 1H ( 0.31 (9s, 9H, SiMe3), 0.49 9s, 6H, SiMe2), 0.74 (s, 9H, But), 7.22 (d, 2H, 3JHH = 7.1 Hz, o-H), 7.32 (t, 1H, 3JHH = 7.1 Hz, p-H), 7.80 (d, 2H, 3JHH = 7.8 Hz, m-H); 13C(1H( ( 5.5 (SiMe3), 6.9 (SiMe2), 27.4 (C(CH3)3), 119.5 (C(CH3)3), 126.5 (NCBut), 127.9, 128.2, 133.0 and 148.9 (ipso-C); 29Si(1H( ( -19.1 (SiMe3), -13.9 (SiMe2); EI-MS (m/z %) 513 (10, [PhMe2SiN(SiMe3)]2Na3), 497 (25, 513-MeH), 475 (55, 513-MeHNa), 459 (100, 475-MeH), 443 (55, 459-MeH), 399 (33, 443-3Me), IR CN at 2250 cm-1.

4 NMR (C6D6), 1H ( 0.09 (s, 9H, SiMe3), 6.56 (d, 2H, 3JHH = 7 Hz, o-H), 6.70 (t, 1H, 3JHH = 7Hz, p-H), 7.13 (t, 2H, 3JHH = 7Hz, m-H); 13C(1H( ( 2.2 (SiMe3), 116.4, 123.4, 130.2 159.2 (ipso-C); 29Si(1H( ( -8.1; 7Li(1H( ( -0.4; EI-MS (m/z %) 349 (25, (PhNSiMe3)2Li3), 342 (20, (PhNSiMe3)2Li2), 327 (10, (PhNSiMe3)2Li2-Me), 178 (100, (PhNSiMe3)Li2), 165 (45, PhNHSiMe3), 150 (95, PhNHSiMe2). Analysis Found (calc. for C36H56N4Li4Si4): C, 62.56 (63.13); H, 8.05 (8.24); N, 8.33 (8,18).

5 NMR (tol-d8), 1H ( 0.40 (s, 9H, SiMe3), 1.67 (bs, 16H, tmen), 6.43 (t, 1H, 3JHH = 7Hz, p-H), 6.79 (d, 2H, 3JHH = 7 Hz, o-H), 7.10 (t, 2H, 3JHH = 7Hz, m-H); 13C(1H( ( 3.2 (SiMe3), 44.9 (CH2-tmen), 57.0 (CH3-tmen), 110.9, 120.1, 129.1 163.5 (ipso-C); 29Si(1H( ( -11.7; 23Na(1H( ( -3.6 1/2 900 Hz; EI-MS (m/z %), 210 (25, M-SiMe3), 178 (100, (PhNSiMe3)Na2) 150 (100, PhNHSiMe2) 135 (20, PhNHSiMe) 120(10, PhNSi), 93 (10) 73 (20, SiMe3). Analysis Found (calc. for C30H60N6Na2Si2): C, 58.46 (59.36); H, 9.90 (9.89); N, 13.89 (13.85). 

6 NMR (tol-d8), 1H ( 0.40 (s, 9H, SiMe3), 0.78 (t, 6H, 3JHH = 7.2 Hz, CH3-Et2O), 3.07 (q, 4H, 3JHH = 7.2 Hz, CH2-Et2O), 6.89 (d, 2H, 3JHH = 7Hz, o-H), 6.70 (t, 1H, 3JHH = 7 Hz, pH), 7.23 (t, 2H, 3JHH = 7Hz, 2H, mH); 13C(1H( ( 2.8 (SiMe3), 14.4 (CH3-Et2O), 64.9 (CH2-Et2O), 115.3 (p-C), 123.0 (o-C), 129.7 (m-C), 159.4 (ipsoC); 29Si(1H( ( --8.8; 7Li(1H( ( 1.0; EI-MS (m/z %), 349 (55, (PhNSiMe3)2Li3) 342 (50, (PhNSiMe3)2Li2) 327(20, (PhNSiMe3)2Li2-Me) 252(10) 178(100, (PhNSiMe3)Li2) 165(60, (PhNSiMe3)) 150 (80, PhNSiMe2) 134 (20) 123 (25) 73 (35, SiMe3) 58 (65). Analysis Found (calc. for C26H48N2Li2O2Si2): C, 63.56 (63.64); H, 9.85 (9.86); N, 6.30 (5.71). 

Table 1 Endocyclic [image: image1.wmf]M

N

M

'

N

'

 geometric parameters and N-Si distances for 1-5 and two related compounds

Compound
av. M-N / Å
av. M-N-M' / o
av. N-M-N' / o
C.N.a
N-Si / Åb

1
2.00(2)
71.8(2)
108(1.3)
2N + 1C
1.700(1)

2
2.42(2)
77.8(1)
102(1.5)
2N + 2C
1.690(3)

313
2.45(3)
78.5(1)
101.5(1)
3N (+2C)
1.683(3)

4
2.08(3)
77.2(4)
100.9(7)
3N
1.73(1)

7c
1.96(1)
73.7(2)
106.3(2)
2N + 3C
1.704(5)

8d
2.45(1)
76.6(2)
103.4(1)
4N
-



a C.N. = coordination number of M.

b This refers to the bond from Si to the endocyclic N atom.

c trans-[Li{-N(SiMe3)C6H3Pri2-2,6}]2, ref. 11

d trans-[Na{-N(Pri)C6H11-c}(tmen)]2, ref. 6

