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Table S1 Selected NMR Data of 1-4 (J/Hz)a
	
	1H hydride region
	31P{1H} 
	11B
	13C{1H}

	cis-1


	10.13 (1H, dquart, JHP = 61, JHP = 20.7)


	71.6 and 70.4 (AB, JAB = 239.5, JAM = JAQ =  JBM = JBQ = 22), 55.9 (M,  br m, PtransB), 50.5 (Q, m, PtransH)
	50 (w1/2 ( 600 Hz) 


	79.2 (s) BOC
26.0 (s) BOCMe

	trans-1 
	9.1 (quin, JHP = 21.3)
	72.4 (s)
	
	

	cis-2 
	9.51 (dquart, JHP = 62.0, JHP = 22.5)
	47.3 and 46.7 (AB, JAB = 260, JAM = JAQ =  JBM = JBQ = 22), 35.4 (M, m), 31.2 (Q, br)
	50 (w1/2 ( 320 Hz)
	79.1 (s), BOC

	trans-2 
	8.70 (quin, JHP = 22)
	49 (s)
	
	

	3 [2H8]-THF 
	8.15 (br)
	15.7 (br)
	40 (w1/2 ( 650 Hz)
	81.3 (s) BOC

26.4 (s) BOCMe

	3 [2H8]-THF, 

245 K
	8.07 (dm, JPH trans = 129, JRhH = 23.8)b 
	17.0 (dd, JPRh = 97.8, JPP = 21.6)

12.9 (br dt JPRh = 79.5, JPP = 21.6)
	
	

	4 [2H8]-THF,
	8.02 (d JRhP = 18.9 Hz)b
	6.88 (dt, JPRh = 92.3, JPP = 26.6)
	
	

	245 K
	
	4.52 (br dd, JPRh = 78.0, JPP = 26.6)
	
	


a Spectra measured in C6D6 at 300 K unless otherwise stated, 1H at 500 MHz. The 1H NMR chemical shifts were referenced to residual C6D5H at 7.13, THF-d7 at  3.58. The 31P chemical shifts are referenced to external 85% H3PO4, and the 11B spectra relative to external BF3.OEt2. br = broad

b From 1H{31P} spectrum

Spectroscopic data for DB(pin): 
1H in C6D6,  0.99 (s, Me)






2H in C6H6,  4.3 (broad, w1/2 84 Hz)






11B in C6D6  28.2 (broad t, JBD = 18 Hz)






IR in C6D6 1942 cm-1 (BD)

