Supplementary Information

Proto-Isomerization of Indigo and Isoindigo Dyes Confirmed by Gas-

Phase Infrared lon Spectroscopy

Musleh Uddin Munshi?, Jonathan Martens?, Giel Berden?, Jos Oomens®t*

@Radboud University, Institute for Molecules and Materials, FELIX Laboratory, Toernooiveld 7,

6525 ED Nijmegen, The Netherlands
bUniversity of Amsterdam, Science Park 904, 1098XH Amsterdam, The Netherlands

*Corresponding author: joso@science.ru.nl

Supplementary Figures

1 ! | ! | ! I ! I ! I
a) N-protonated trans indigo
600 (+53.8kJ/ mol) b

o
o
>

300

b) N-protonated trans isoindigo

(+117.6 kI / mol) ﬁ
300~ —
Exp

0+

Photo-dissociation Yield (a.u.) / Computed Intensities ( km / mol )

800 1000 1200 1400 1600 1800
Photon energy / cm™1

Figure S1: Gas-phase IRMPD spectra of protonated indigo (a) and protonated isoindigo (b) compared

with computed spectra for N-protonated species in their trans configurations.
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Figure S2 Mass spectra: CID MS (a) and on-resonance FEL induced photo-fragments at fixed IR laser
frequency (b) of the protonated isoindigo (m/z 263). Similarly, CID MS (c) and FEL induced photo-
fragments at fixed IR laser frequency (d) of the protonated indigo (m/z 263) which are very similar to the

CID mass-fragments reported in the past[1,2].
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Figure S3 IRMPD spectrum of the mass isolated m/z 263 background ion. See main text for detailed

discussion.

Cartesian coordinates of optimized structures at B3LYP/6-31++G(d,p)
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