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20  Scheme S1. The generation of DN.

AS
| ) .
f;l+ BF4 hv +\©\
N —
oo, e
Br Br
21 1 DN

AOD/107?

T

T T T T T T T 1 T T
350 400 450 500 550 600 650 700 0 20 40 80 100

60
22 Wavelength (nm) Time delay (ps)

23 Figure S1. Shown are fs-TA spectra in obtained in 1:1 MeCN: 1 mM HCIOx solution after 267 nm irradiation of
24 1 (left), and the kinetics at 450 nm and 375 nm (right).

25 Table S1. Structural parameter for the intermediate 3, intermediate 4 and DN calculated from the DFT
26 calculations using the B3LYP methods and a 6-311G(d,p) basis set.

Bond length (A) Bond angles (deg) Dihedral angles (deg)
Intermediate 3 Intermediate 4 DN Intermediate 3 Intermediate 4 DN Intermediate 3 Intermediate 4 DN
c1c2 1415 c1c2 1431 c1c2 1431 c1c2C3 | 1195 c1c2C3 197 c1C2C3 | 1186 C1-C2-C3-C4 20 C1-C2-C3-C4 30 C1-C2C3-C4 |34
c2C3 1413 c2c3 1427 c2-c3 1433 c2.C3.C4 | 1199 c2-Cc3-ca 1196 c2C3C4  [1202 | C2C3CaCs 02 C2-C3-C4-C5 0.1 C2.C3.C4C5 | -07
c3c4 1380 c3ca 1.369 c3c4 1374 c3.C4C5 | 1200 C3-C4-C5 1201 C3C4C5 | 1194 | C3C4C5Ch 13 €3-C4-C5-C6 22 C3.C4-C5C6 | 26
c4cs 1.403 cacs 1422 c4Cs 1407 C5C6Cl | 1195 c5C6Cl 194 csCeCl | 1187 C4-C5-C6-Cl 09 C4-C5.C6-CL 11 C4C5C6-CL | -03
c5C6 1404 C5C6 1418 C5.C6 1405 c2C1C6 | 1205 c2C1Ce 1204 C2C1C6 [ 1209 | C2C1C6C5 09 C2C1-C6-C5 20 C2.C1-C6-C5 | -39
C1-C6 1378 C1-C6 1.368 C1-Cé6 1374 C4-C5-Br15 | 119.7 C4-C5-Br1s 195 C4-C5-Br1s 189 Br15-C5-C6-C1 -179.9 Br15-C5-C6-C1 -179.3 Bri15-C5-C6-C1 -178.3
C2-N7 1.382 C2-N7 1.364 C2-N7 1.339 C1-C2-N7 1u7s C1-C2-N7 165 C1-C2-N7 1153 Br15-C5-C4-C3 -179.7 Br15-C5-C4-C3 -179.6 Br15-C5-C4-C3 -179.4
N7-H24 1.015 N7-H24 1.021 C5-Br15 1883 N7-C8-C13 | 117.5 N7-C8-C13 116.5 N7-C8-C13 1153 C1-C2-N7-C8 160.4 C1-C2-N7-C8 164.7 C1-C2-N7-C8 160.8
C5-Bris 1.882 C5-Bris 1.846 C2-N7-C8 1311 C2-N7-C8 1338 C2-N7-C8 126.1 C2-N7-C8-C13 160.4 C2-N7-C8-C13 164.7 C2-N7-C8-C13 160.8
N7-C8.C | 1230 N7-C8-C9 165 N7-C8.CO  [1261 | C2-N7-C8-CO 223 C2-N7-C8-C9 177 C2N7-C8.C | -227
2 7 C3-C2-N7-C8 223 C3-C2-N7-C8 177 C3.C2N7-C8 | -227

28
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Cartesian coordinates, total energies, and vibrational zero-point energies for the optimized geometry from the

(U)B3LYP/6-311G(d,p) calculations for the compounds and intermediates considered in this paper are given
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