Elusive monofunctional adducts of cisplatin with natural aminoacids revealed by IRMPD
spectroscopy and photofragmentation kinetics
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Both OH and imidazole NH stretching modes have been assayed at fixed photon energy, but varying the irradiation
time. Both decaying curves show a mono-exponential trend followed by a plateau. The undissociated fractions were

. . . g= + correlated to the percentage of isomers which don’t present the vibrational mode activated at the assayed frequency.
cis-[PtCI(NH;),(histidine)]

Cisplatin cis-[PtCIly(NHs),] is a W|dely used antineoplastic drug whose act|V|ty Is related to interaction with DNA leading to disruption of transcription and flnally cell death.! The interaction of the
drug with peptides and proteins is recognized as an overlooked toplc considering the scarce effort devoted in understandlng It despite its importance in cisplatin metabolism and distribution.
Cisplatin has to be activated by aquation, the substitution of a chloride with water, leading to a posmvely charged species which undergoes subsequent substltutlon with blologlcal nucleophlles
and the release of water. We report the first molecular characterization of the primary complexes generated with aminoacids like histidine® and methionine* using MS and
MS-based techniques. The combination of IR multiple photon dissociation spectroscopy, theoretical calculations and finally IRMPD kinetics has allowed us to obtain a
qualiquantitative representation of the conformational variability of the sampled ions.
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Spectrometry Centers (EU _FT-ICR_MS) offers TransNational Access (TNA) to perform
experiments with a focus on ion-molecule reactions @ Universita La Sapienza - Roma
where dedicated, competent expertise will allow to obtain the best achievable data.

All expenses (travel, accomodation and measurements) for TNA are covered .

 \EU FT-ICR MS




