Supporting information.
The supporting information contains:
l. Simulated and experimental 3'P NMR spectrum of [Rh(PsHMes4)(cod)] (3)

2. Variable temperature 31P{IH} NMR spectra of [Rhy(pu-P,HMes;)(p-PHMes)(cod),] (4)

1. Simulated (top) and experimental (bottom) P NMR spectrum of

[Rh(PsHMesg4)(cod)] (3)
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'P NMR (THF/[Ds], 25 °C, for the predominant isomer): 39.34 (m, Py, 'Jac = 167.55, 'Tay =
85.32, Jap = 16.54, *Jap = 57.96, *Jax = 5.29 Hz), -23.31 (m, Py, 'Jgp = 272.71, 'Tgy =

160.60, 'Jgx = 335.24, *Jgc = 55.29), -34.41 (m, P¢, 'Jep = 205.56), -61.16 (m, Pp).



2. Variable temperature

PHMes)(cod),] (4)

31P{1H}

NMR

spectra

.ﬂu“ U | |

Fru =0

193 K

300 K
| H"
ol ',‘J\_
273 K ‘}
N H
|||||‘ H |H |
|
223 K

IMIT‘ :mmwwfwmmwmmﬂlwm dranaryy

of

[Rhy(p-P,HMes;)(p-



