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S1 In situ ''B NMR spectra in THF-Dg showing the decomposition of -2-cyclohexyl-
malononitrile-2-boryl ammonia (3a) were pursued at room temperature to cyclotriborazane
(CTB), borazine (BZ) and polyborazylene (PBZ). Initially 3a was formed by keeping a
NMR sample of 2-cyclohexylidenemalononitrile (1a) with ammonia borane (AB) (3:1 molar
ratio) at -40°C over one week; by that time AB was completely consumed with concomitant

formation of small amounts of BZ. (Fig. 3 in the main text)

BZ |PBZ CTB |3a H CN
! ! %CN
BHoNH;
| 3a
rt.2d ww
rt.2h |
} W
|
| e [N
/ N, e g MWWMWWMWW‘WWMV«
. ) " o -
r.t. 30 min e N .
it | /!
PRI ,/f \ i ”’M/'/ \‘w
A it g,
r.t. 25 min A N AN g
<\wM»'A'~”"M e

a0
A P gy Y

r.t. 20 min

r.t. 15 min

MWWWJWMWM’VWWMN

r.t. 10 min

)
r.t. 2 min ’ /J \\w mew/ \

N\
e My, S— oA MMWWMWMMWM%W,M%

\\\\U\H‘\\\\‘r\\\\‘\\\\‘\\H‘\H\‘\\\\‘\\\\‘\\\\‘\H\‘H\\‘\\\\‘\H\‘\\\\U\\\‘\\\\‘\H\‘H\\‘\\\\‘\\H‘\\\\‘\\\\U\\\‘\H\‘\H\‘\\\\‘\\H‘
Y @ D Q D D ) () 0 2 D ) a @
Qe St )



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2011

S2 Determination of the hydroboration intermediate 3a in the reaction mixture.

'H NMR in CD;CN @ 500 MHz:
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BC NMR in CDsCN @ 500 MHz: enlarged scale
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C NMR in THE-Dg @ 500 MHz: enlarged scale
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C, H-Correlation in THF-Dg @ 500 MHz (blue for 1a, red for 2a and green for 3a):
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Long range C, H-Correlation in THF-Dg @ 500 MHz:
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2D-ROSEY in THF-Dg @ 500 MHz:
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S3 In situ "H and C NMR spectra for the transfer hydrogenation reactions.
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