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Fig. S1 Optimized structures (distances in A) of key intermediates and transition states for ROP
of iBP catalyzed by binary DBU/BnOH.



Electronic Supplementary Material (ESI) for New Journal of Chemistry. This journal is © The Royal Society
of Chemistry and the Centre National de la Recherche Scientifique 2020

N t
.1687.768 - Q/j—‘ p—
A N
\ 122]
-1687.769 . 5
\ o Dise -1687.765 -| Q’j
\ BnO'>- 1 2 N
] A 21880 2> 3 N
2 -1687.770 s 8o © 2 |
i \ Buo 5 HZs.
T TS1 24 QN\/j I -1687.770 - DI
> -1687.771 ”“ = Sl Tis4
g 253 5 10 ~pi—c2
2 \ S c )
© .1687.772 - \ 3 od O -1687.775 'BuO
g 4 o L5 g 2,
b ~—, ,;ff;‘ o> R
-1687.773 1 \ . |
-1687.774 P —
-1687.785 T T T T T T T 1
i T 7 T T T T
0 5 10 15 20 25 30 ] 10 20 30 40 50 60 70
Intrinsic Reaction Coordinate Optimization Step Number
(a)
T N
-3375.808 - NN 0N
1 oo -3375.895 - A
-3375.809 4 \ LS | Ay T
\ %'ﬁ)]\ ~ IT—» ST N ‘ ~
JUIOE [ N ST Tt |, | N
: e gy DD |1 Lok
£ 3375901 - \ i3 Bl € il 7 er ‘ e | AN
ES o 118)' BuO.,, ;1/02 I ".,- ‘ ?‘ ” \ i ?3 N
el DBU - & I ‘ I ; 175
2 i o' ’5’50‘> 2 _3375.905 - [ DBU [ ‘71 ‘\ BuO . pi T8 02
] \ TSy 38 ¢ 2 | | I | A
£ 3375903 - \ fier G 11 ) BnO
2 -\ Wt = Tasl \‘ 175
3 sar5.904 | 3 % [ T | ou!
peissl o ] |1 B
= e osy ¥ 5375910 4 ' “ L |
-3375.905 - ", 4 e R IR R T
.'7.""'.-‘75 srrss s e ——
-3375.906 -
T T T T T T T T T 1 -3375.015 T T T T T T
0 2 4 6 8 10 12 14 16 18 0 20 40 60 80 100
Intrinsic Reaction Coordinate Optimization Step Number
(b)

Fig. S2 (a) IRC following of TS 34 and the optimization curve of 24. (b) IRC following of TS, 33
and the optimization curve of 2.
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Fig. S3 The potential energy surface of DBUH™ departure from 2,4.
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Fig. S4 Optimized structures (distances in A) of key intermediates and transition states for ROP
of iBP catalyzed by ternary DBU/TU/BnOH.
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Fig. S5 NPA charge on P atom of iBP in binary DBU/BnOH (black curve) and ternary
DBU/TU/BnOH (red curve) systems.
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Fig. S6 Changes in NPA charge on DBU (black curve) and TU (red curve) in ternary
DBU/TU/BnOH system.



