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11B{1H} NMR, Compound 4
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BBC{*H} NMR, Compound 4
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'H NMR, Compound 6
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1B NMR, Compound 6
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Table S1. Selected geometry characteristics (distance in A, angles in deg.) of compound 5 as obtained from X-ray study and quantum chemical

calculation.

Angle or contact X-ray Calculation
C2-C1-C3-N1 166.3(2) -177.5
C1-C3-N1-C4 179.2(2) -174.6
C3-N1-C4-C4’ -117.7(2) -86.3
N1-C4-C4’-N1’ 63.6(2) 68.6
C3’-N1’C4’-C4 -119.6(2) 176.3
CI’-C3’-NI’-C4’ 176.4(2) -179.9
C2’-C1’-C3’-N1’ 170.4(2) 178.3
B3-H3...H4’-B4’ 2.60 2.86
B4-H4...H3’-B3’ 251 -
N1-HI...01’ intermol. —

H...O 2.09 -

N...O 2.860(2) -

<NHO 146 -
N1’-H1...01 intermol. intramol.

H...O 2.12 2.06

N...O 2.899(2) 2.937

<NHO 147 144
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Table S2. Energies (respective to the most favored isomer in kcal/mol) and principal geometry of [Gd(C2BgH11)2(DME)]" rotamers.
1 2 3 4 5 6 7 8 9
AE 13.4 5.8 3.0 6.4 5.3 0.0 3.1 7.4 3.1
D1 27.24 -1425 -15.39 13.21 30.30 165.22 179.28 87.22 165.93
D2 8.69 12528 -164.85 -127.32 -152.45 163.30 -14598 125.03 -125.14
D3 3593 111.03 -180.24 -114.11 -122.15 -31.48 33.30 -147.75 40.79
D1 = centroid O...0 and centroid C-C of first cage: centoo-Gd-Bax-centcc dihedral.
D2 = centroid O...0O and centroid C’-C’ of second cage: centoo-Gd-B’ax-Centc-c- dihedral.
D3 =sum of D1 and D2.

Figure S1. Optimized geometry of the most favored isomer of [Gd(C2BgH11)2(DME)]" (three projections). Dihedrals D1 and D2 projected as olive
planes, hydrogen atoms omitted for clarity.



