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SUP. 1: UVPD comparison between trapped and non-trapped ions. The [FMN+H]+ was first mass selected with the
quadrupole. The 266 nm laser power was set to 0.4 mJ per pulse and continuously firing at a repetition rate of 10 Hz. (a) The
ions are not trapped (b) The ions are trapped for 1 second. Fragments due to photo-dissociation were only observed when the

ions were trapped.
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SUP. 2 CID comparison. The [FMN+H]+ is first mass selected with the quadrupole. (a) The ions are activated by collision
energy in the transfer cell. (b) The ions are activated by collision energy in the trap cell. The fragmentation pattern in the
two spectra appears to be equivalent.
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SUP. 3 The protonated tripeptide [GWY+H]+ (marked with a star)is first mass selected with the quadrupole and then
trapped in the Transfer Cell for 500 ms. (a) No laser excitation and (b) 266 nm UV excitation induced photo-dissociation,
UVPD. The three mains fragments are: 408 m/z (loss of ammonia), 244 m/z (b, fragment) and 159 m/z (loss of Tryptophan).
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SUP. 4 Charged state 8" of the Cytochrome C mass selected with the quadrupole and then trapped in the transfer cell for 2
seconds (a) No laser excitation and (b) 266 nm Laser excitation at 0.5 mJ in the transfer cell. We observed a small
fragmentation channel corresponding to a loss of 44 m/z, carboxylic group.



