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1 Variations in the Moiré Structure on
Rh(111)

The zigzag moiré pattern of ultrathin zirconia films on Rh(111)
can be regular over long distances as in Figures S1a, or less promi-
nent as in Figure S1b and c. The degree of long-range order cor-
relates with the annealing temperature, annealing time, and the
amount of deposited material. When the annealing temperature
and/or time reaches the values necessary for a full coverage of the
ultrathin film, the order of the zigzag moiré pattern decreases with
further annealing. For a fully closed film, a moiré pattern that was
ordered over large distances was never encountered — closing a
film requires higher temperatures if less material is available.

The STM images of Figures S1a and b show two regions of the
same experiment (1.2 ML zirconia, Tanneal = 950 ◦C in UHV), yet
the first image was taken close to the edge of the crystal, where
slightly less material was deposited. Therefore, the same T is suf-
ficient in the middle of the crystal for a fully closed film with thin
stripes of the zigzag structure, interrupted by stripes not showing
the moiré. Few, elongated zigzag patterns reach from one moiré
stripe to the next, with no zigzag patterns in between; an example
of an elongated zigzag pattern is marked in orange in the bottom
image of Figure S1b. After annealing for another 10 min at 950 ◦C,
parts of the film show no zigzag pattern at all, see left half of the
bottom image in Figure S1c. In the overview image (top), only
small patches of ordered zigzag patterns can be found. The films
investigated by XPS (main paper section 3.3, Figure 4) showed a
similar pattern. Even when comparing areas with and without any
zigzag structure, i.e. the left and right half of the detailed image in
Figure S1c, the 0.35 nm zirconia lattice parameter varies by <1%.
This indicates that the differences of the zirconia lattice leading to
the different appearance of the moiré are very small, which is not
unexpected, since a moiré pattern is very sensitive to small vari-
ations of the lattices forming the moiré. To some degree, these
small variations may be related to somewhat different stoichiome-
tries of the zirconia film, possibly related to different preparations
(stronger reduction at higher temperatures). Unfortunately, we
could not determine the lattice parameter of the zirconia lattice
with high precision from the morié pattern, because the Rh spots
cannot be clearly identified in the FFT which would be required to
explain such a complex moiré pattern. As expected from the low
amount of Zr dissolved in the Rh substrate, no Fourier spots of an
ordered Rh-Zr alloy were found.

2 Uncertainties in XPS-based Stoichiometry
Estimation

For the determination of the stoichiometry of the ultrathin zirco-
nia film from the ratio of Zr 3d to O1s XPS peak areas, a standard
sample with known composition has to be used. This is due to the
unknown transmission function (sensitivity vs. electron energy) of
the electron analyzer. Bulk zirconia cannot be used as a reference
due to its insulating nature (charging), and possibly undetected
hydroxylation, which would affect the O:Zr ratio. Although avail-
able as single crystal, the same problems affect YSZ, where yttria
segregation1 may come as a further complication. This leaves the
possibility of using a well-characterized 5 ML-thick zirconia film
as a reference. Even then, problems remain. First and foremost,
a 1 ML-thick films cannot be compared directly with thicker films
due to energy-dependent attenuation of photoelectrons. To ac-
count for this problem, we have simulated the XPS spectra of both
systems using the SESSA code.2 Secondly, the fraction of the sur-
face covered by ultrathin zirconia (excluding the 3D islands) can
only be determined locally using STM; this value might vary from
position to position (e.g., at step bunches, which are difficult to
measure by STM). The problem of unknown area fractions is espe-
cially troublesome because we can only determine the combined
O 1s signal of the 3D ZrO2 islands and the ultrathin film (A clear
separation of these signals is difficult in synchrotron-based XPS3

and impossible with a non-monochromated source, see Fig. 4d of
the main article). Thirdly, the ZrO2 film used as standard is not
perfectly stoichiometric. This problem is fortunately a minor one,
since even slightly-reduced tetragonal and fully-oxidized mono-
clinic films show the same O:Zr ratio within the error bars,4 so the
tetragonal films used here do not significantly deviate from ZrO2.
Finally, photoelectron diffraction (mainly forward focussing5) may
be different between ultrathin zirconia and ZrO2 islands; this is not
taken into account by the SESSA simulation. To estimate the extent
of forward focussing effects on the O:Zr ratio, XPS was measured
under varying emission angle (0◦, 15◦, 35◦, 55◦ off-normal). The
lowest O:Zr ratio was measured for 15◦ (the standard angle); the
other angles led to a maximum increase of ∆(O:Zr) = 0.18. Finally,
the accuracy of the method suffers from the unknown amount of
O dissolved in the Rh substrate. All these possible errors were es-
timated and included in the error bars given in the main text.
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Fig. S1 STM images of ultrathin zirconia films on Rh(111) in different states of ordering. The bottom panels show the structures at higher magnification.
(a) When the film is not fully closed, the film exhibits large domains with an ordered zigzag moiré structure (orange). (b) Fully closed films exhibit
zigzag domains only in long stripes (imaged dark in the overview image, bright in the inset, due to different tunneling bias). (c) At higher T , the film
shows large areas without a zigzag moiré. The overview images at the top are high-pass filtered.

3 Diffusion of Alloyed Zr in Rh and Pt
The diffusion of alloyed Zr was investigated by XPS for Rh(111)
and Pt(111), see Figure S2. 0.48 ML of metallic Zr were deposit-
ing on each of the two substrates. The samples were annealed in
UHV in steps of 110 ◦C for 10 min each. Due to the high reac-
tivity of Zr, part of the deposited Zr was found in oxidized form
(possibly due to adsorption of residual-gas species or oxygen in
the sputter target remaining from previous experiments with de-
position in mixed O2–Ar gas), but this signal disappeared after
annealing to 640 ◦C on Rh and 420 ◦C on Pt. On Pt(111), Zr disap-
pears into the bulk at much lower temperatures than on Rh(111),
indicating that the diffusion of Zr is faster in Pt than in Rh. Zr
dissolution happens at a lower temperature in Pt due to the more
negative dissolution enthalpy (−4.4 to −4.9 eV vs. −3.3 eV for Zr
in Pt and Rh, respectively6,7). Also, the formation energy of
Pt3Zr (−128 kJ/g-atom8, an Engel-Brewer alloy9) is lower than
for Rh3Zr (−72 kJ/g-atom.10) The lattice constant of Rh is smaller
than for Pt (0.2687 nm vs. 0.2775 nm, respectively), which makes
dissolution of the large Zr atoms less favorable. Furthermore, Rh
has a higher melting point than Pt (1964 ◦C vs. 1768 ◦C, respec-
tively). Thus, diffusion in Rh tends to be slower than in Pt.
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Fig. S2 XPS of diffusion of 0.48 ML Zr into (a) Rh(111) and (b) Pt(111). After deposition, small amounts of oxidized Zr are present, but vanish soon.
Metallic Zr disappears faster into the Pt bulk compared with Rh. All spectra are normalized to the background on the low-binding-energy side.
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