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Table S1. Bond lengths [A] for 15b

N (2)-C (7) 1.500(2)
N (2)-C (5) 1.512(2)
N(@2)-C@3) 1.514(2)
N (2)-C (1) 1.514(2)
C(7)-C(8) 1.468(3)
C(4)-C(3) 1.535(3)
C (5)-C (6) 1.542(3)
N (3)-C (8) 1.144(3)
C(1)-C(2) 1.540(3)
C (10) - N (6) 1.160(3)
C (10)-N (4) 1.320(3)
C (9)-N(5) 1.160(3)
C (9)-N (4) 1.309(3)

Table S2. Bond angles [°] for 15b?

N(1)-C@)-C(@3) 111.72(15)
N (2)-C (5)-C (6) 107.92(15)
N(@2)-C3)-C @) 108.36(15)
N (1)-C (6)-C (5) 111.90(15)
N(@2)-C(1)-C () 108.36(14)
N@)-C(®)-C(7) 179.8(2)

N(1)-C(@2)-C(1) 111.46(15)
N (6) — C (10) — N (4) 173.5(2)

N (5)— C (9) - N (4) 173.3(2)

C (9)— N (4) - C (10) 119.94(17)
C(6)-N(1)-C (4) 108.68(15)
C(2)-N(1)-C @) 109.14(15)
C (2)-N(1)-C(6) 108.25(15)
C(7)-N (2)-C(5) 110.71(14)
C(7)-N(2)-C@3) 111.09(14)
C(7)-N(2)-C(1) 108.49(14)
C(3)-N(2)-C(5) 108.90(14)
C(3)-N(2)-C(l) 109.16(15)
C(1)-N(2)-C(5) 108.43(15)
C(8)-C (7)-N(Q) 111.44(15)

a Symmetry transformations used to generate equivalent atoms
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Table S3. Torsion angles [°] for 15b

CO)-N@)-C((-C®)
CB)-N@)-C((N-C(®)
CH-N@2)-C((N-C(¥)
CQ-NMD-CH-CEB)
CO)-ND)-CH-CEB)
C(-N@2)-C(5)-C(6)
CB)-N@2)-C(5)-C(6)
C)-N(@)-C(5)-C(6)
C(H-N@2)-C(3)-C)
CO-N@2)-C3)-CM)
CH-N@2)-C3)-CM)
ND-CH-CB)-NQ©)
C@)-NMD-C(®)-CO)
CMA-ND)-C(©6)-CO)
N@2)-C()-C(©6)-N()
C(H-N@2)-C(1H)-CQ2)
CO-N@)-C1H-CQ)
CB-N@)-C1H-CQ)
N@)-C(-C@®-N@B)
C©)-N(1)-C(@2)-C(1)
CM@-NMD-C@2)-C(1)
N@)-C1H-C2)-N()
NGB)-CHO-N#)-C(10)
N@®)-C0)-N#4)-C(©H)

-65.5(2)
55.7(2)
175.58(17)
-54.8(2)
63.7(2)
-173.94(15)
63.6(2)
-55.0(2)
-177.35(16)
-55.1(2)
63.1(2)
-7.5(2)
64.4(2)
-54.6(2)
-7.7(2)
-175.79(17)
63.8(2)
-54.6(2)
-151(100)
-55.2(2)
63.6(2)
-7.5(2)
161.5(19)
-176(2)
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Scheme S1. Isodesmic reactions for calculating the heat of ABCO-based cations
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Scheme S2. Isodesmic reactions for calculating the heat of DABCO-based cations
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Figure S1. DSC curves of 12b and 15a
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Figure S2. Ignition delay times recorded by a high-speed camera (1000 frames s-') of DABCO-
based ionic liquids
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Figure S3. Ignition delay times recorded by a high-speed camera (1000 frames s!) of ABCO-
based ionic liquids
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