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Materials and Apparatus

All the chemicals were obtained commercially. The commercial solvents were
dried by distillation and stored in the flasks equipped with valves with PTFE stems
(Young, London) over molecular sieves (4 A) under argon. Cs,[closo-BsHy] was

prepared as described elsewhere [S1].

The multinuclear NMR experiments were measured from CD,Cl, solutions with
a Bruker ARX 400 spectrometer (400.13 MHz for 'H, 128.38 MHz for !'B and
161.97 MHz for 3'P). SiMe, (65 = 0 ppm), BF;-OEt, (83 = 0 ppm) and 85 %
H;PO,4 (6°p) = 0 ppm) were used as the external standards.

Theoretical Calculations

Quantum chemical calculations were performed to support the experimental
results. DFT calculations [S2] were carried out with the B3LYP-Method [S3-S5].
The 6-311++G(d,p) basis set was used as implemented in the Gaussian03 program
suite [S6]. The shielding constants (GIAO) [S7-S11] and the coupling constants
were calculated as described in literature [S12—S15]. Intrinsic reaction path (IRC)

calculations were performed for all transition states [S16 and S17].
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