Appendix B

Adsorption Structures Involving

The (v/5 X v/5)R27°

B.1 O And CO In A (v/5 X v/5)R27° Surface Unit
Cell

To setup the phase diagram of the Pd(100) surface in a constrained equilibrium with
an oxygen and CO gas phase (cf. Chapter 7) a large number of possible configurations
of O and/or CO adsorbed in the different high symmetry sites on the Pd(100) surface
and on the (\/5 X \/5)R27° surface oxide structure have been calculated. In the
following all considered configurations involving the surface oxide structure are listed.
As explained in Chapter 7 only the most stable structures, which minimize the Gibbs
free energy of adsorption, AG?%, for a given chemical potential of oxygen and CO,
appear in the 2D-surface phase diagram as shown in Fig. 7.6 and Fig. 7.7. Since
configurations having the same number of oxygen atoms (Np) and CO molecules
(Nco) will have the same dependence on the oxygen and CO chemical potentials,
only the one having the lowest binding energy, Aﬁgi,ncdo@lpd, as defined in Eq. 7.3 will
appear as stable structure in the surface phase diagram. The presented configurations
are thus grouped into structures having an equivalent oxygen and CO coverage and all
energies, AEYy_ v, are given with respect to the binding energy of the most favorable
structure for each specific coverage, which is marked by a frame. All energies have
been calculated using the PBE exchange-correlation functional and a computational
setup as described on Page 66. The ‘2’ sign indicates that the structure has been
calculated using a slab with only 3 palladium layers to separate the upper and lower
surface oxide trilayer instead of the otherwise used 5 palladium layers. Unstable
structures are marked by a ‘—’ sign.

The different configurations are represented by schematic illustrations, where large
grey spheres indicate palladium atoms in the reconstructed surface oxide layer, small
red ones oxygen atoms and small yellow ones CO molecules. Additionally, in all figures

the (\/5 X \/5)R27° surface unit cell is shown.
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Appendix B. Adsorption Structures Involving The (v/5 x v/5)R27°
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Appendix B.

Adsorption Structures Involving The (\/3 X \/5)R27°
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B.2 O And CO In Larger (v/5 x v/5)R27° Surface
Unit Cells

The interactions between adsorbates in neighboring (\/5 X \/5)R27° surface unit cells
is investigated by calculations performed in larger surface unit cells. This is done for
the adsorption of O and/or CO in bridge site in (2 x 1)— and (1 x 2) — (v/5 x v/5) R27°
surface unit cells. The interactions between adsorbates in hollow sites beyond the
“(1 x1)” surface unit cell has not been considered at this point. Also the interactions
between adsorbates on the different top sites has not been investigated in more detail,
since the resulting structures appear to be rather unstable and will thus not contribute
to the resulting surface phase diagram (cf. Chapter 7).

In structures 118-122 one or two CO molecules are adsorbed in bridge sites on
the surface oxide structure. The binding energies are calculated with respect to the
complete surface oxide, as given in Eq. (7.2), using the PBE exchange-correlation
functional. Here, only the relative binding energies per CO molecule with respect to
the lowest value are given. The structures exhibiting the lowest average binding energy
per CO molecule is marked by a frame. Since structures 118, 120 and 121 are almost
degenerate in the average binding energy, the interactions between CO molecules
adsorbed in bridge sites at a distance > 6.2A, corresponding to the (\/5 X \/5)R27°
surface unit cell vector, seem to be negligible. CO molecules adsorbed in directly

neighboring bridge sites, though, show repulsive, lateral interactions (structure 119,
122).
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Appendix B. Adsorption Structures Involving The (v/5 x v/5)R27°
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For the adsorption of oxygen in bridge sites a similar result is obtained (structures
123-126). Again the average binding energies per oxygen atom are given with respect
to the lowest value. Also for the adsorption of oxygen in bridge sites a noticeable
interaction is only observed for oxygen atoms adsorbed in directly neighboring bridge
sites (structures 124, 126), whereas the interactions beyond the (v/5x v/5) R27° surface
unit cell appear to be negligible (structures 123, 125) .
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In structures 127-130 four different configurations are shown for the simultaneous
adsorption of one oxygen atom and one CO molecule in bridge sites. The average
binding energy of O and CO is calculated with respect to the complete surface oxide
structure. Here, only relative values with respect to the lowest energy configuration
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Appendix B. Adsorption Structures Involving The (v/5 x v/5)R27°

(marked by a frame) are given. Also here, repulsive, lateral interactions are observed
for the adsorption in neighboring bridge sites (structures 127,129), whereas almost no
interactions between adsorbates in neighboring cells are observed.
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For the adsorption of oxygen and/or CO in bridge sites it is thus concluded, that
within the (v/5 x v/5) R27° surface unit cell the lateral interactions lead to a reduction
of the average binding energy, i.e. the adsorbate species show repulsive interactions.
But these interactions do not appear to extend significantly beyond the (v/5x v/5) R27°
surface unit cell for the here aspired level of accuracy.

The setup of the lattice gas Hamiltonian (cf. Appendix C) can thus be restricted
to first nearest neighbor interactions and the corresponding calculations can be per-
formed within the (\/5 X \/3)R27° surface unit cell only.
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