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TDDFT calculation of the ELF of liquid water

The energy loss function (ELF) of a material provides its electronic excitation spectrum in the momentum and
energy space (fik, E). It is obtained from its complex dielectric function e(k, E) as Im[—1/e(k, E)].

Liquid water is the epitome of amorphous systems showing a large degree of randomness. To cut-off the prohibitively
expensive computational task of realizing an ensemble of statistically-independent optimized water configurations, we
assumed that a single snapshot of the liquid water configuration is enough to obtain its energy loss function ELF (hk, E),
which gives access to its electronic excitation spectrum as a function of momentum and energy (fik, E'). This relies on
previous photoabsorption spectra simulations of liquid water, where different molecular arrangements showed similar
optical response [1].

A water supercell was generated by carrying out molecular dynamics (MD) simulations with several thousands
molecules, using the empirical TIP3P force-field [2] implemented in the LAMMPS package [3]. The simulations ran
for 100 ps, the first 10 ps being due to reach thermodynamic equilibrium at the temperature of 300 K. A cubic cell
with side of 0.985 nm that can accommodate 32 water molecules to reproduce the experimental water density at room
conditions (p = 1 g/cm?3) was then obtained. The latter cell size is a trade-off between reasonable computational effort
of the many-body calculations and good agreement with experimental ELF data [4-6]. Finally, this super cell was
further relaxed imposing periodic boundary conditions below 1072 Ry/ A for the interatomic forces via first-principles
density functional theory (DFT) calculations [7] as implemented in the Quantum Espresso code suite [8], using a PBE-
GGA functional [9] for both O and H. We have used the Troullier-Martins (TM) norm-conserving pseudopotentials
tabulated in the Quantum Espresso web page. With the Monkhorst-Pack mesh grid with only comprised of the I'
point and the (kinetic) energy cut-off of 130 Ry, the self consistent DFT convergence is reached within the energy
error of 107°. The optimized water configuration used in this work appears in Fig. SI.

First principles simulations of the ELF of liquid water were carried out in the energy range 0 < E < 100 eV
for momentum transfers 0 < Ak < 2.5 a.u., with a resolution of 0.25 a.u. Due to the random orientation of water
molecules, only the dependence on the wave vector module k was considered in the ab-initio calculations, performed
by the Linear Response (LR)-TDDFT approach [10]. In the linear response approximation the susceptibility x(k, E)
of the medium is determined via the relation:

Xk E) = xg ' (k, E) —ve(k) = fre(k, E), (S1)

where xg ' (k, F) is the non-interacting susceptibility, v (k) is the bare Coulomb interaction and fx.(k, E) is the TD-
DFT kernel. In our calculations, we have employed the Adiabatic PBE (APBE) kernel [11] to include the electron-hole
and electron-electron interactions in the ELF spectra. The dielectric matrix e(k, E') is related to the x(k, E) by:

(k. B) = 1 — vo(k)x(k, ). (52)

FIG. S1. Optimized water configuration used to calculate the ELF via TDDFT.
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The ELF spectra are determined with the Lanczos chains algorithm (LCA), implemented in the turboEELS code
[12]. LCA main advantage is that allows to avoid the sum over the excited states. The water ELF converged with a
4 x 4 x 4 Monkhorst-Pack mesh grid and 600 Lanczos iterations.

Cross sections of inelastic and elastic events

The dielectric formalism [13-15] provides a theoretical framework to study the inelastic interactions of charged
particles with matter, in such a way that the features of the projectile (charge, mass and energy) and the medium
(electronic excitation spectrum, through its ELF) appear decoupled in all the expressions used. The basic quantity
to study the generation and subsequent transport of electrons in a medium resulting from the interaction with a swift
charged particle is the probability of transferring an energy £ and a momentum Ak to the medium, which is provided
by the doubly differential cross section DDCS [13-15]:

d?c e M[Z — pg(k)* 1
dEdk ~ ThN T EELF(k’E)’ (83)

where Z, M, and T are the atomic number, mass and energy for the case of an incident ion; the charge state @) of
the ion is accounted for through the Fourier transform pg(k) of its electronic density. The response of the medium
to the perturbation created by the external charged particles is provided by its energy loss function ELF(k, E).

The number of generated electrons, their energy and angular distributions can be obtained from the DDCS (S3)
for a carbon ion by integration through energy and/or momentum transfer, or a suitable transformation to obtain the
dependence in ejection angle [16, 17]. The energy E delivered by the charged projectile to the electronic degrees of
freedom of the medium is related to the energy W of an ejected electron through £ = B+ W, with B being the mean
binding energy of the outer-shell electrons, which discriminates whether an excitation (if E < B) or an ionization (if
E > B) occurs [16-18]. Expression (S3) can be also used to determine the cross sections for ionization and excitation
due to electron impact by replacing the ion characteristics by the electron ones (M = m, Z — pg(k) = 1) and,
additionally, by suitably choosing the integration limits and accounting for exchange and indistinguishability effects
[18].

The elastic cross sections for an electron moving through a medium can be obtained via two different approaches:
the Mott theory [19], by using a best fit of data from Hartree-Fock simulations in a central field, or by direct solution of
the Dirac equation in a multi-centric functional space [20-22] to account for the randomly oriented molecular system.

Using the former approach, the differential elastic scattering cross-section of electrons impinging on randomly
oriented molecules can be written [23]:

o =T STmn) 1 (0)£2(60) + g (0)g5(6)], (s4)

krm.n

where fp, n, gm,n are the direct and spin-flip scattering amplitudes of species m, n; k and 6 are the momentum transfer
and scattering angle, respectively. In the specific case of randomly oriented liquid water molecules, Eq. (S4) reads:

doe 9 doe n doa
o B dQ )y e/,
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+2————(fu(0)]* + |gu(®)I], (S5)

where 7o =0.9584 A and ryg =1.5151 A are the equilibrium bond lengths of water molecule, fou(8), gou(d) are
the direct and spin-flip scattering amplitudes of O and H. The first and second terms describe the atomic independent
contribution to the differential elastic cross-section, while the third and fourth terms include the interference between
elastically scattered electron waves emerging from the atomic constituents of water.

The first-principles approach to the elastic cross section calculation is based on the self-consistent solution of the
Dirac equation using the Hartree-Fock approximation within a functional space spanned by a Gaussian basis set. The
Dirac-Hartree-Fock (DHF) equation of many particles systems can be written [24]:

mc*+V — E —co iV YL\
( —co - iV —mc2+V—E><ws =0, (S6)
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where m is the electron mass, o are the Pauli matrices, V is the Coulomb potential, and 11, g are the large and small
components of the quadrivector, respectively. The DHF Hamiltonian can be projected into a functional space by
means of Gaussian functions [22, 24, 25|, which are identified by an exponent « and centered in R:

g(a,R;r) = (2&) e—a(r—R)2 . (S7)

™

Using Gaussian functions one can analytically calculate [24] mono-electronic:

/dr%g (0. Rir) (E) L}fm _ <gl> ’ (S8)
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and bi-electronic integrals for the Coulomb potential:
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where P15 = %7 P3y = %, a; (i = 1,2,3,4) are the Dirac matrices. By defining s = % and

q =r —r’ we obtain:
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Mono- and bi-electronic integrals, for dealing with the electron-electron interaction, can be also modeled by a Yukawa
potential with an exponential coefficient equal to zero [24]. A self-consistent solution of the DHF equations leads to
the knowledge of the Hamiltonian spectrum. To account for multiple scattering from surrounding water molecules
in liquid phase we used our projected potential approach [22, 25] on a cluster of six water molecules, which keeps
reasonable the computational cost. In particular, wavefunctions and self-consistent potentials are expanded in a basis
set of aug-cc-pVTZ Gaussian functions (GBS), centered into the nuclei. Mono— and bi— electronic molecular integrals
are computed at each self-consistent cycle among the GBS functions, and then through a unitary transformation in
the molecular orbital basis [24]. Only the potential term in the Dirac Hamiltonian is projected onto the finite set of L?
functions to recover the continuum. The multi-scattering interference terms are inherently included in the formalism.
The differential elastic cross section for solid angle unit is then obtained as follows:

do _ m*

2
5 = 15 @l THE) ) = T (el VIvid @2, (S10)

where ¢r; is the asymptotic incoming plane-wave impinging on the water cluster with momentum £ in the direction
f, ¢ is the asymptotic outgoing free plane wave in the scattering direction k, TH(E) is the on-shell T-matrix, V
is the self-consistent molecular potential obtained by the solution of the DHF equations, and 1/); (r') = exp(ikr) —
Dr eXp(lkr)djk (r') is the scattering wavefunction. Since V is the approximate representation of the long range Coulomb

potentlal projected on a finite functional space, one can replace 1/’1—: with ¢y outside the scattering volume where the
potential dies off (Born approximation) [22, 25].
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Generation, transport and effects of secondary electrons

Monte Carlo simulations at each carbon kinetic energy T were carried out using 1200 ion tracks of 50 nm length
each one, with different random seeds at each ion shot. The latter path length was chosen so that virtually all
the secondary electrons generated along the carbon ion track can reach the sensitive volume (having dimensions of a
DNA-like target), while keeping simulation times within reasonable limits. To achieve an acceptable trade-off between
computational cost and low signal-to-noise ratio, we assume that 1000 electrons are generated initially along the track
at each collision between the carbon ion and the water target. In average, carbon ions undergo 30 (1 GeV) to 1000
(0.2 MeV /u) collisions; thus each ion shot produces on average 10°-10° electrons. These electrons then scatter within
the target material, producing an average number of 100 further electrons each, before stopping; multiplying by the
number of ion shots (1200) our simulations are equivalent to assess 4 to 100 billion electron trajectories, which were
followed up by means of the Monte Carlo code SEED (Secondary Electron Energy Deposition) [26, 27] until absorption
in the medium. Deviation of the electron trajectory was accounted for through the elastic cross section, and different
inelastic events (ionization, excitation, DEA, electron-phonon and electron-polaron) were drawn according to their
relative probability p; = (3°, Ai)/Ai, where A; is the inverse mean free path between two collisional events of the ¢
type, using a Bortz, Kalos and Lebowitz (BKL) acceptance algorithm [28, 29]. At low energy, a significant contribution
to the total inelastic scattering cross section is given by the electron-polaron and the electron-phonon interactions.
These energy losses are dealt with phenomenologically by introducing, respectively, mean free paths (i) for polaron
trapping )\;r;p = Cirap €XP(—VtrapW ), where Cirap = 0.1 nm~! and Yerap = 0.1 eVl (ii) and for electron-phonon
couplings as described by the Frohlich theory [30, 31].

The probability of having a scattering process i, be it elastic or inelastic, is compared with a random number
and the type of collision is selected. Depending on the event, the electron trajectory and energy are modified. To
determine the nanodosimetric observables presented in this work, the possible damaging events (ionization, excitation
or DEA) are scored only when occurring inside the sensitive volume for each distance from the ion track.
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