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Methods

Experimental

Anion photoelectron spectroscopy is conducted by crossing a mass-selected beam of negative ions with a fixed-frequency photon
beam and energy-analyzing the resultant photodetached electrons. It is governed by the energy-conserving relationship, hv = EBE +
EKE, where h is the photon energy, EBE is the electron binding (transition) energy, and EKE is the electron kinetic energy. Our anion
photoelectron spectrometer, which has been described previously,' consists of a laser photo emission anion source, a linear time-of-
flight mass analyzer/selector, a pulsed Nd:YAG photodetachment laser, and a magnetic bottle electron energy analyzer. Photoelectron
spectra were calibrated against the well-known photoelectron spectrum of Cu~.2 The Pz(BrPh),." anions were generated by placing
several drops of Pz/BrPh solution in the pulsed valve, which is backed by ~60 psi ultra-high purity helium. Once the solution was
supersonically expanded into the gas phase by the helium in the pulsed valve, it encountered a plume of electrons, which were
generated by ablating a copper rod with a pulsed Nd:YAG laser beam operating at a wavelength of 532 nm, and formed anions.
Negatively charged anions were then extracted into the spectrometer prior to mass selection and photodetachment.

Theoretical

Density functional theory calculations were conducted by applying M06-2X functional® using the Gaussian09 software package* to
determine the geometries of Pz(BrPh), % clusters, the electron affinity (EA) and vertical detachment energy (VDE) values, and the
charge distribution. The M06-2X is a widely accepted method to describe halogen bonding.>® All geometries, including that of the anion
and its corresponding neutral molecule, were fully optimized without any geometrical constraints using the 6-31++G (d, p) basis set
and then improved by single point energy calculations with the 6-311++G (3df, 3pd) basis set.” The EA value is the energy difference
between the ground state of the neutral and the ground state of the anion with zero point energy correction. The VDE is the energy
difference between the ground state of the anion and the neutral with the same structure as the anion. The zero point energies are
scaled by a factor of 0.95.8 Natural population analysis (NPA), as implemented in the Gaussian09 code, was also carried out to
determine the charge distribution of the anions. The NPA method has been found to be satisfactory in calculating the charge distribution
within a cluster.®'* We also mapped the electrostatic potential surfaces (ESP) of Pz, Pz and Pz(BrPh) > to visualize the o-hole, the
halogen bond, and the effect that the halogen bond has on the charge distribution of the Pz kernel.

Figure S1. Experimental mass spectra and simulated isotopic distributions of Pz(BrPh)4 .
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The calculated 3D coordinates of all the studied species
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