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Nonadiabatic dynamics with multiconfigurational Ehrenfest

method
(University of Leeds) Kenichiro Saita, Dmitrii V. Shalashilin
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Variational path integral molecular dynamics method
combined with electronic structure calculations
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Table I. TDFI-TI absorption energies of the BUR and BUY N-mers (eV).2

Monomer Dimer Trimer Tetramer Pentamer  Hexamer Exp.
BUR 2.56 2.37 (2.55°) 2.29 2.25 2.23 2.23 (2.239 2.18
BUY 2.68 2.65 (2.67b) 2.62 2.61 2.61 2.61 (2.62° 2.56

¥ SAC-CI data are employed. ° 2-state model result. © Absorption energy calculated in crystal.
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DFT-MD free energy calculation study on reduction of electrolytes and additives in Li ion batteries
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Yoshitaka Tateyama, Keisuke Ushirogata, Keitaro Sodeyama, Yukihiro Okuno
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Nuclear Quantum Effects at the Water-Vapor Interface

(Max-Planck Institute for Polymer Research) Yuki Nagata

Using combined theoretical and experimental approaches, we demonstrate that the bond
orientation of water at the water-vapor interface depends markedly on the water isotope
(H/D) composition. While the interfacial water structures of H:0 and D20 are
indistinguishable, the intramolecular symmetry breaking in HDO is directly reflected at the
surface: the OD bonds preferably orient down towards the bulk water, whereas the OH bond
tends to orient up into the vapor phase. Path integral molecular dynamics simulations show
good agreement with surface-specific sum-frequency generation (SFG) spectroscopy results,
revealing that the distinct interfacial bond orientations originate from nuclear quantum
effects. The enhanced localization of the heavier D atom leads to stronger hydrogen bonds,

giving rise to OD bonds of HOD molecules preferentially pointing down into the bulk.

Fig. 1.(Left) Pictorial representation of
the angle 6 between the OH (OD)
bond and the surface normal. (Right)
Axial distribution of average angles
<cos@>. Lines are to guide the eye.
F ; ] The water molecules illustrate the

i o average orientations of HDO (D dark

H (D) °'°°W, blue, H light blue) in the different
o TR S regions. The positive and negative z
axis points up to the vapor region and
to the bulk water region, respectively.

—@— OH in HDO
0.15 } —©— 0D in HDO

—®— OHinH,0
| -&— 0DinD,0

9
z-coordinate (A) (Magiar)
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Fig. 2. (a, b) Experimentally measured SFG spectra (red and green) and their fitted curves
(blue), (c, d) reconstructed from the fit parameters, and (e, f) simulated. Top panels (a), (c),
(e) and down panels (b), (d), (f) display the spectra in the OD and OH stretching regions,
respectively. Filled areas in (c), (d), (e), and (f) represent the free OH or OD bond peak areas.

Reference: Y. Nagata, R. E. Pool, E. H. G. Backus, and M. Bonn, Phys. Rev. Lett., 109,

22610 (2012).
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