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THEORETICAL ELECTRON SPECTRA

Figures S1, S2, S3, and S4 show the theoretical electron spectra after O 1s ionisation of a pyrimidine-water cluster with
one to four water molecules in detail. The geometries of the clusters are shown as insets in the corresponding figures. In
all figures, the black solid traces present the total electron spectra, the gray filled traces the Auger spectra, the pink dotted
traces the core-level ICD spectra, the blue dashed traces the core-level ETMD(2) spectra, and the green dashed-dotted
traces the core-level ETMD(3) spectra. For Figs.S2-S4, the spectra on the left side illustrate the intermolecular processes
with holes at the pyrimidine in the final states and the spectra on the right side the intermolecular processes with holes
only at water molecules in the final states. The different rows correspond to different ionised water molecules (if the clus-
ter contains more than one water molecule) and the ionised water is indicated by a black arrow. For a detailed description
of the theoretical methods see the Experimental section of the main article.
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FIG. S1. Theoretical spectra of the emitted electrons in the decay of an 01s vacancy in a pyrimidine-water dimer. The equilibrium
geometry of this dimer is illustrated as an inset. The different local (Auger decay - gray filled trace) and intermolecular contributions
(core-level ICD - pink dotted trace and core-level ETMD(2) - blue dashed trace) of the total spectra (black solid trace) are presented. In
the dimer, all non-local decay paths necessarily imply holes at the pyrimidine in the final state.
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FIG. S2. Theoretical spectra of the emitted electrons in the decay of an O1s vacancy in a pyrimidine-water cluster, consisting of one
pyrimidine molecule and two water molecules. The equilibrium geometry of the cluster is illustrated as insets. The different local
(Auger decay - gray filled traces) and intermolecular contributions (core-level ICD - pink dotted traces, core-level ETMD(2) - blue dashed
traces, and core-level ETMD(3) - green dashed-dotted traces) of the total spectra (black solid traces) are presented. The spectra on
the left side show the intermolecular processes with holes at the pyrimidine in the final states and the spectra on the right side the
intermolecular processes with holes only at water molecules in the final states. Note that identical total and Auger spectra are shown
in all figures for comparison. The different rows depict spectra resulting from the ionisation of different water molecules (marked with

black arrows).
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FIG. S3. Theoretical spectra of the emitted electrons in the decay of an 0 1s vacancy in a pyrimidine-water cluster, consisting of one
pyrimidine molecule and three water molecules. The equilibrium geometry of the cluster is illustrated as insets. The different local
(Auger decay - gray filled traces) and intermolecular contributions (core-level ICD - pink dotted traces, core-level ETMD(2) - blue dashed
traces, and core-level ETMD(3) - green dashed-dotted traces) of the total spectra (black solid traces) are presented. The spectra on
the left side show the intermolecular processes with holes at the pyrimidine in the final states and the spectra on the right side the
intermolecular processes with holes only at water molecules in the final states. Note that identical total and Auger spectra are shown
in all figures for comparison. The different rows depict spectra resulting from the ionisation of different water molecules (marked with

black arrows).
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FIG. S4. Theoretical spectra of the emitted electrons in the decay of an 0 1s vacancy in a pyrimidine-water cluster, consisting of one
pyrimidine molecule and four water molecules. The equilibrium geometry of the cluster is illustrated as insets. The different local
(Auger decay - gray filled traces) and intermolecular contributions (core-level ICD - pink dotted traces, core-level ETMD(2) - blue dashed
traces, and core-level ETMD(3) - green dotted, dashed traces) of the total spectra (black solid traces) are presented. The spectra on
the left side show the intermolecular processes with holes at the pyrimidine in the final states and the spectra on the right side the
intermolecular processes with holes only at water molecules in the final states. Note that identical total and Auger spectra are shown
in all figures for comparison. The different rows depict spectra resulting from the ionisation of different water molecules (marked with

black arrows).
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