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Fig 1. 'H NMR spectrum of 1,8-C;oHg[N(SiMes)Li(OEt,)] (1820) (400 MHz, C¢Ds, 293 K).
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Fig 2. BC{'H} NMR spectrum of 1,8-C;oHg[N(SiMe;)Li(OEt,)], (1¥29) (100 MHz, C¢Ds, 293 K).
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Fig 3. 'Li{'H} NMR spectrum of 1,8-C;oH¢[N(SiMe3)Li(OEt,)], (1£29) (155.5 MHz, C¢Ds, 293K)
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Fig 4."H NMR spectrum of 1,8-CoHs[N(SiMe3)Li(TMEDA)]o(1T™MEPA) (400 MHz, C¢Ds, 293 K).
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Fig 5. 3C{'H} NMR spectrum of 1,8-C;oHs[N(SiMe;)Li(TMEDA)], (1TMEPAY (100 MHz, C¢Ds, 293 K).
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Fig 6. 'Li{'H} NMR spectrum of 1,8-C;oH¢[N(SiMe3)Li(TMEDA)], (1"™EPA) (155.5 MHz, C¢Ds,
293 K).
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Fig 7. 'H NMR spectrum of 1,8-CyoHg[N(SiMe;)Li(N=CPh)(OEt,)][N(SiMe;)Li(OEt,)] (2F220)
(400 MHz, C¢Ds, 293 K).
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Fig 8. BC{'H} NMR spectrum of 1,8-C;oHg[N(SiMe;)Li(N=CPh)(OEt,)][N(SiMe3)Li(OEt,)]
(2E20) (100 MHz, C¢Ds, 293 K).
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Fig 9. Li{'"H} NMR spectrum of 1,8-C;oH¢[N(SiMe;)Li(N=CPh)(OEt,)][N(SiMes)Li(OEt)]
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(2E20) (155.5 MHz, C¢Ds, 293 K).
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Fig 10. 'H NMR spectrum of 1,8-C;oHg[N(SiMe;)Li(N=CPh)][N(SiMe;)Li(TMEDA)] (2TMEDA)
(400 MHz, C¢Dg, 293 K).
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Fig 11. BC{'H} NMR spectrum of 1,8-C;oH¢[N(SiMe;)Li(N=CPh)][N(SiMe;)Li(TMEDA)]
(2TMEDA) (100 MHz, C¢Ds, 293 K).
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Fig 12. 7Li{'H} NMR spectrum of 1,8-C;oHs[N(SiMes)Li(N=CPh)][N(SiMe;)Li(TMEDA)]
(2TMEDA) (155 5 MHz, C¢Ds, 293 K).
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Fig. 13. 'H NMR spectrum of [{1,8-C;oH¢[NSiMe;][NC(Ph)NSiMes]} {1,8-
C1oHg[N(H)SiMe;][NC(Ph)NSiMes]} YCI][Li(THF)4] (3Y) (200 MHz, Cg¢Dg, 293 K).
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Fig. 14. BC{'H} NMR spectrum of [{1,8-C;oHs[NSiMe;][NC(Ph)NSiMe;]}{1,8-
C1oHe[N(H)SiMe;][NC(Ph)NSiMe;]} YCIJ[Li(THF)4] (3Y) (50 MHz, C¢Ds, 293 K).
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of

C1oHg[N(H)SiMe;][NC(Ph)NSiMe;]} YCIJ[Li(THF)4] (3Y) (77.7 MHz, C¢Ds, 293 K).
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Fig. 16. "H NMR spectrum of {1,8-C;oHs[NSiMe;][NC(Ph)NSiMe;)]} YCI(TMEDA) (4) (400 NHz,

C¢Ds, 293 K).
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Fig. 17. BC{'H} NMR spectrum of {1,8-C,Hs[NSiMe;][NC(Ph)NSiMe3)]} YCI(TMEDA) (4) (100
MHZ, C6D6, 293 K)
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Fig. 18. 'H NMR spectrum of  [{1,8-C;oHg[NSiMe;][NC(Ph)NSiMes]} {1,8-

C1oHs[N(H)SiMe3][NC(Ph)NSiMe;]} YOtBu][Li(THF)4] (7).
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Fig. 19. BC{'H} NMR spectrum of [{1,8-C;oH¢[NSiMe;][NC(Ph)NSiMe;]}{1,8-
C1oHs[N(H)SiMe;][NC(Ph)NSiMe;]} YOtBu][Li(THF)4] (7).
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Fig. 20. 7Li{'H} NMR spectrum of [{1,8-CioHs[NSiMe;][NC(Ph)NSiMe;]} {1,8-
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Fig. 21. 'H NMR spectrum of {1,8-C;oHs[NSiMe3][NC(Ph)NSiMe;]} YOtBu(TMEDA) (8) (400

MHZ, C6D6, 293 K)
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Fig. 22. BC{!H} NMR spectrum of {1,8-C;oHs[NSiMe;][NC(Ph)NSiMe;]} YOtBu(TMEDA) (8)

(50 MHz, C¢Ds, 293 K).
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2’: HOMO

4’: HOMO 4': LUMO

Fig. 23. Isosurfaces (isovalue 0.02) of the frontier molecular orbitals in complexes 2' (top) and

4' (bottom)
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Table S1. Crystal data and structure refinement details for complexes 2E20, 2TMEDA '3y 3Sm, 4, 7, 8.

2E20 2TMEDA 3Y 3Sm 4 7 8
Empirical formula C3HyoLiN;0,80, CaoHusLixNsSiy(CiHg)s | CooHoiCILINGO,SiY | CssHgoCILINGOSiaSm-(C4H,00,) | CaoHusCINsSi,Y CgH100LiNgO5SisY C3;HsNsOSi,Y
FW 565.79 671.96 1228.07 1361.57 644.24 1265.73 681.90
T,K 100(2) 100(2) 100(2) 100(2) 100(2) 150(2) 200(2)
Crystal system Monoclinic Monoclinic Triclinic Monoclinic Triclinic Monoclinic Monoclinic
Space group P2,/n P2,/c P-1 P2,/c P-1 P2,/c P2,/n

Unit cell dimensions

a[A] = 10.3401(5)
b [A]=22.3949(11)
¢ [A] = 12.6499(7)

a[A]=10.578(2)
b [A] = 35.496(7)
c[A]=11.439(2)

a[A] = 13.4602(5)
b [A] = 14.5208(5)
c[A]=17.8410(7)

a[A]=12.4061(4)
b [A]=27.5182(9)
¢ [A]=20.9997(7)

a [A]=8.7689(6)
b [A]=11.2424(8)
¢ [A]=17.3360(12)

a[A]1=13.9163(11)
b [A]=14.9401(13)
c[A]=34.281(3)

a[A]=11.4113(7)
b [A]=27.1287(14)
¢ [A]=12.0915(8)

a[°]=90 a[°]=90 a [°] = 82.8080(10) a[°]=90 a[°]=87.6876(15) | a[°]=90 a[°]=90
B[] =92.4540(10) | B [°] = 102.82(3) B [°] = 78.5910(10) B [°] = 95.3740(10) B[] =78.3070(15) | B[°]=97.727(2) B [°] = 97.749(5)
v [°]=90 v [°]=90 v [°] = 86.2320(10) v [°]=90 y[°]=76.5725(14) | y[°]=90 v [°]=90

v, A3 3389.3(3) 4188.4(15) 3388.3(2) 7137.6(4) 1627.82) 7062.6(10) 3709.0(4)

Z 4 4 2 4 2 2 4

doye, Mg/m® 1.109 1.066 1.204 1.267 1314 1.190 1.221

44, mm’! 0.134 0.116 1.017 0.979 1.973 0.943 1.668

F(000) 1224 1452 1304 2860 676 2704 1448

Crystal size, mm 0.43x0.38x0.20 0.32x0.15%0.12 0.38x0.26x0.12 0.46x0.16x0.11 0.31x0.20x0.17 0.33x0.21x0.17 0.40%x0.25%0.15

0 range for data collection, [°] | 2.17-26.00 1.91-27.00 2.12-27.10 1.95-25.04 1.86-27.00 1.77-25.10 3.00-28.70
—12<h<12 —13<h<13 —17<h<17 —l4<h<14 ~11<h<10 —16<h<14 ~10<h<15

Index ranges 27<k<27 42 <k <45 ~18<k<18 32<k<32 ~l4<k< 14 ~16<k<17 -36<k<29
—18<1<17 —14<1<12 22<1<2 —24<1<24 —22<1<22 —35<1<40 ~16<1<16

Reflns collected 28710 25808 31883 56772 14047 38674 21981

Independent reflns (R,,) 6649 (0.0269) 9145 (0.0373) 14832 (0.0482) 12602 (0.0543) 7039 (0.0304) 12537 (0.1486) 9572 (0.0470)

Completeness to 6 99.8 99.9 99.2 99.9 99.2 99.5 99.9

Data / restraints / parameters | 6649/ 0/371 9145/220/512 14832/ 106/ 774 12602/ 612/ 868 7039/0/353 12537/ 0/ 767 9872/ 123 /485

GOF on F 1.047 1.066 1.016 1.045 1.034 0.953 1.065

o R,=0.0393 R, =0.0680 R, =0.0529 R,=0.0617 R, =0.0376 R,=0.0710 R, =0.0533

Final Rindices [1>20(D] WR, = 0.0979 WR, = 0.1462 wR,=0.1081 WR, = 0.1626 WR, = 0.0822 WR, =0.1381 WR, = 0.0853

R indices (all data) R, = 0.0473 R, =0.0923 R, = 0.0937 R, = 0.0835 R, =0.0553 R, =0.1715 R, =0.0911
wR,=0.1039 wR,=0.1595 wR,=0.1239 wR,=0.1798 WR, = 0.886 wR, = 0.1746 WR, = 0.0955

Largest diff peak 0.38 and —0.20 0.81 and -0.43 0.65 and -0.33 1.81 and ~1.04 0.92 and -0.58 0.71 and —0.34 0.39 and —0.41

and hole, [e A3]
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