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Abstract: The impact of four typical adsorbates, namely H,O, H*, C1~, and OH™, on three different
planes, namely, Fe(110), Cr(110) and Cr-doped Fe(110), was investigated by using a density functional
theory (DFT)-based model. It is verified by the adsorption mechanism of the abovementioned four
adsorbates that the Cr-doped Fe(110) plane is the most stable facet out of the three. As confirmed by
the adsorption energy and electronic structure, Cr doping will greatly enhance the electron donor
ability of neighboring Fe atoms, which in turn prompts the adsorption of the positively charged
H*. Meanwhile, the affinity of Cr to negatively charged adsorbates (e.g., CI~ and O of H,O, OH™)
is improved due to the weakening of its electron donor ability. On the other hand, the strong
bond between surface atoms and the adsorbates can also weaken the bond between metal atoms,
which results in a structure deformation and charge redistribution among the native crystal structure.
In this way, the crystal becomes more vulnerable to corrosion.

Keywords: density functional theory; electron transfer; electronic structures; bond population;
density of states

1. Introduction

The interaction between small molecules and metal surface is crucial in applied researches such as
interfacial catalysis, anisotropic synthesis, anti-corrosion, and so forth [1]. For example, the interfacial
reactions involving H,O is significantly affected by the adsorption of H,O molecules on the metal
surface [2,3]. In addition, the adsorption of other small molecules can also greatly influence the
catalytic efficiency of relative metallic catalysts, but this has been less investigated [4]. Therefore, it is
paramount to understand the interaction between metal surface and various small molecules [5-7].

Quantum chemical simulation can be used to intuitively understand the geometric structure and
electronic structure of metals after adsorption of H,O. During the past few decades, considerable
academic efforts have been devoted to the investigation of ion adsorption and activation over metallic
iron surfaces. For example, Rafael et al. [8] studied the adsorption mechanism of a single H,O molecule
on the Fe(100) surface, which exhibited the highest adsorption energy for 0.11 and 0.25 coverages
when adsorption took place on the top site of Fe. Zhao et al. [9] reported that HO monomers would
preferentially bind to the top site and lie nearly flat on the Fe(110) surface. In addition to H,O molecules,
adsorption of H" and Cl™~ in acidic solution also plays an important role in anti-corrosion and surface
stability. Bozso et al. [10] reported the adsorption energies of H" on Fe(110), (100), and (111) planes,
which were 26, 24, and 21 kcal/mol, respectively. Keisuke et al. [11] suggested that the small Fe
clusters could form chemical bonds with gaseous H, and further absorb 10 H atoms in total by two
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types of bonding mechanisms. The total magnetic moment would decrease from 4 to 0 pg through
hydrogenation while the distance of Fe—Fe bond elongates from 2.00 to 2.79 A. Despite the great deal of
research efforts on the adsorption behavior on Fe surface, only a few have investigated the adsorption
of C1~ on surfaces of Fe and FeCr alloys, which is theoretically associated with the initiation of pitting
corrosion and crack growth [12]. The comparison of different adsorbates on Fe and FeCr alloy surfaces
may lead to an in-depth understanding on the anti-corrosion effect of Cr atoms.

In this study, adsorption models of aggressive species, i.e. H,O, C1~, H*, and OH™, on Fe(110)
and Cr-doped Fe(110) facets were simulated by the quantum chemistry calculation based on density
functional theory (DFT). In this comprehensive investigation which considers the adsorption energies,
surface energies, bond length and population, charge transferring and density of states (DOS),
we expect to reveal the impact of Cr doping on the surface proprieties of Fe.

2. Theoretical Calculation Methods

The DMol® module of the Materials Studio software 8.0 (Accelrys Inc., San Diego, CA, USA) was
employed for the quantum chemistry calculations. In DFT calculations, the Generalized Gradient
Approximation (GGA) in the form of the Perdew—Burke—Ernzerhof (PBE) method was used for the
exchange—correlation function [13-17]. The spin value was set to be unrestricted, and the formal
spin was expressed as the initial value [18]. The energy convergence tolerance was higher than
1.0 x 107 Ha. Structures were relaxed using a geometry optimization method until the forces on
all atoms were less than 0.002 Ha/A to satisfy the convergence criterion. The double-numerical
quality basis was employed, which was set with Double Numerical plus Polarization (DNP) functions.
The Effective Core Potential (ECP) was used to handle the core electrons of the metallic atoms.
A thermal smearing was adopted at 0.005 hartree. A Monkhorst-Pack grid of 4 x 4 x 1k point sampling
in the surface Brillouin zone were used for bulk and surface calculations [19]. The k-point separation
was 0.05 A. The electron configuration of the valence was set as follows: Fe-3d%4s?, Cr-3d%4s!, O-2522p4,
H-1s!, and C1-3s?3p°. During the calculations, the Fe(110) plane was chosen as the ideal model system
to investigate the structure, stability, and adsorption properties because it is the most stable surface
under practical conditions. A 2 x 2 supercell of the Fe(110) lattice structure including 4 atomic layers
was constructed, and the two bottom layers were fixed. The vacuum thickness of the slab was set to
15 A to avoid interactions between the adsorbed layer and the top layer of the bulky phase. The atomic
layers and vacuum thickness were verified with small errors, as shown in Figure 1. Furthermore,
the Fe(110)Cr surface was created by replacing one Fe atom in the surface center with Cr with 1/4 mL
coverage. During the calculation, a top site (above the Fe atom of the central plane), a bridge site
(above the location between the two Fe atoms), an hcp site (above an acute triangle of the Fe atoms of
the plane), and an fcc site (above an acute triangle of the Fe atoms of the plane) takes the adsorption
process into account, and the most stable adsorption site was determined by the minimum adsorption
energy of the system with other pivotal properties. The bond length of Fe—Fe atoms was optimized to
be 2.9627 A on bulk Fe, which was consistent with the reported value of cubic «-Fe (JCPDS 6-0696,
a=2.8664 A) [20].
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Figure 1. The surface energy of the Fe(110) slab as a function of Fe layers and vacuum using
the Generalized Gradient Approximation in the form of the Perdew—Burke-Ernzerhof method
(PBE-GGA) method.

3. Results and Discussion

3.1. Surface Energies Calculation

The energy of clean surface can be defined as Equation (1) [21,22].

1
Oclean = E(Eé\l[ab — N x Ebulk) (1)

Different adsorbate species were added to the top site for the energy calculation of the adsorbed
surface. The surface energy after adsorption of different species were calculated according to the
Equation (2):

1
Oclean T Oads = g (Es{,\llab — N x Ebulk - nEspecies) (2)

where E é\l]ab is the total electronic energy of the slab, Ey,x is the electronic energy of a single metal atom
in the bulk, Egpecies is the optimized energy of certain species, which can be derived from the reference
species including H,O (—76.4016541 Ha), H, (—1.1166113 Ha), and Cl, (—920.121142 Ha). For example,
Eon~ = En,0 — 0.5Hs. N is the total number of atoms in the slab, and 7 is the total number of species
on the surface. S is the surface area, and 1/2 is applied here due to the two equal surfaces in the slab
model. It should be noted that the upper and bottom surfaces must be equivalent when the slab model
is created. It is clearly shown in the equations that those surfaces of low surface free energy will be
more stable and vice versa. Figure 2 compared the surface energies of three different metal facets,
which are calculated based on the adsorption of different species on their most stable sites.

As shown in Figure 2, the surface energy of the clean Fe(110) facet was smaller than those of
the Fe(110)Cr and Cr(110) facets. The high surface energies of those surfaces indicate it is difficult
to exist in reality. So both the Fe and Cr surfaces would be easy to oxidize, especially for the Cr
surface. The surface energies were greatly reduced upon adsorption of H,O, H*, C1~, and OH™
species, which suggested it is energy favorable for the process of adsorption in aqueous solution.
Furthermore, the Fe(110)Cr facet showed the smallest surface energy regardless of which species was
absorbed, indicating that Cr doping can strengthen adsorption.
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Figure 2. The calculation of surface energy for three different metal facets, based on the adsorption of
different species. “@” signs stand for bond, close contact, and adsorption state on the facet.

3.2. The Most Stable Adsorption Structure of Relevant Particles

The adsorption energy (E,;s) between a plane and adsorbates is the key parameter in evaluating
the stability of that plane [23], which can be calculated as Equation (3):

Eags = Especies—surface — Esurface — Especies 3)

where Egyrface and Egpecies — surface Fepresent the energies of metal planes before and after adsorption,
respectively [24]. Theoretically, a more negative value of E,4s indicates a more stable adsorption
between the adsorbate and the plane. The adsorption energies of four types of species binding on three
facets are shown in Figure 3.
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Figure 3. The geometric structures for stable adsorption of H,O, H*, C1~, and OH™ on Fe(110), Cr(110),
and Fe(110)Cr planes, respectively. In the slab, purple spheres stand for Fe atoms, brown ones for Cr
atoms, red ones for O atoms, green ones for Cl atoms, and white ones for H atoms. This color scheme
applies to the following figures as well. The unit of E, 45 is eV.

In the modeling, the top, bridge, hcp, and fcc sites take adsorption into account. It was found that
the most stable sites for the Fe(110), Cr(110), and Fe(110)Cr surfaces were top, top, and hcp respectively,
as calculated from all adsorbates taken into account. The adsorption structures were consistent with
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the literature [25,26]. The geometric structures for the adsorption of each ion on different surfaces are
shown in Figure 3. It can be inferred that, at the most stable site for adsorption, the alignment of H,O
molecules is parallel to the crystal surface of Fe(110)Cr, which agrees well with previous studies [27,28].
Furthermore, regarding the adsorption of H*, its adsorption energy on the most stable site of the
Fe(110)Cr facet is more negative than those of the other two surfaces. However, the adsorption energies
of H,O and C1~ on the Fe(110)Cr were increased. These results preliminarily illustrated that Cr doping
would greatly impact the electronic property of the neighboring Fe atoms since H* was adsorbed on
the neighboring Fe atoms while H,O and CI™ were adsorbed on Cr atoms. The Cr doping changed
the charge of neighboring Fe atoms from 0 to —0.022 e, as shown in Figure 4, and rendered them
preferential for the adsorption of positively charged hydrogen. Furthermore, the highest occupied
molecular orbital (HOMO) region of Cr-doped surface was mainly distributed within the Fe atom,
while the lowest unoccupied molecular orbital (LUMO) region was mainly distributed within the
Cr atom. Basically, the energy of the HOMO orbital is directly related to the ionization potential
and characterizes the susceptibility of the molecules attacked by electrophiles. Cr doping would
greatly enhance the electron donor ability of neighboring Fe atoms, which in turn would prompt the
adsorption of the positively charged H*. Meanwhile, the affinity of Cr to negatively charged adsorbates
(e.g., CI™ and O of H,O, OH™) was improved due to the weakening of its electron donor ability.

(b) map of HOMO (c) map of LUMO

(a) charge distribution

Figure 4. (a) The charge distribution on the Fe(110)Cr facets. The map of HOMO (b) and LUMO (c) in
Fe(110)Cr facets, respectively. The unit of charge is e.

3.3. Density of States

DOS and partial density of states (PDOS), as shown in Figure 5, provided a more comprehensive
explanation of the electronic structure [29].

(a) [ ——doribit ——p oribit_——s oribit | (b) p orbit on Fe(110) - s orbit on Fe(110)
40 7 p orbit on Fe(110)Cr s orbit on Fe(110)Cr
- 1
g |
. _ i OH'
< 1, 10 i
207 A i A
2 Z 0 A it A
o Fe(110) 2 ] i
..g o 3 10 Cl
< 2 0
%)
Q Q 1 ,
Q a 10 H
20 0 ESNTE Y
Fe(110)Cr 104 H0
0 o J Ikt b
T T T T T T T T T T T T T T T T T
-8 -7 6 5 4 -3 -2 -1 0 1 2 3 -10.0 -7.5 5.0 -2.5 0.0 2.5 5.0 7.5
Energy (eV) Energy (eV)

Figure 5. (a) PDOS of the Fe(110) and Fe(110)Cr facets. (b) Total DOS of H,O, H*, C1~, and OH~
species before and after their adsorption on Fe(110) and Fe(110)Cr facets. Each adsorbate takes the total
DOS calculation into account. The data before adsorption were calculated with optimization, and the
data after absorption were calculated by deleting metal atoms in the model without optimization.
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As indicated in Figure 5a, the conduction of metal mainly originated from the excitation of
electrons from d orbit. After Cr doping, the middle peak (from —2 eV to 0 eV) of the original Fe(110)
facet showed a negative shift as well as a decrease in intensity. Figure 5b shows the PDOS of H,O,
H*, Cl7, and OH™ on Fe(110) and Cr-doped Fe(110) planes. It is clearly shown that the PDOS peaks
of HyO, CI7, and H" on the Fe(110)Cr plane were shifted to a deeper energy level compared with
those of the clean Fe(110) plane, which indicates a stronger bond between the Fe(110)Cr surface and
the adsorbates.

3.4. The Effect Adsorbed Species on Surface

The average slab bond lengths after adsorption of H,O, C1~, and H* on the most stable sites are
presented in Figure 6.
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Figure 6. The change in slab bond length after adsorption of H,O, H*, C1~, and OH™ on Fe(110) and
Fe(110)Cr surfaces.

As shown in Figure 6, initially the Fe-Fe bond length on the clean Fe(110) surface was equal
to that on the clean Fe(110)Cr surface. By comparing the adsorption of the four species on these
three facets, it was revealed that all of the bond lengths on the three facets were greatly changed by
adsorption, which confirms that the bond strength of facets can be affected by the adsorption of these
four species. By comparing the bond lengths of D (as indicated in Figure 6) on the Cr-doped Fe(110)
surface after adsorption of different species, it can be said that the adsorption of HyO resulted in the
most significant increase in bond length. The impact of the four species on surfaces was sorted as HyO
>Cl™ > H" > OH™. We can conclude that, generally, the adsorbed H,O and CI~ will induce a greater
structure deformation on surfaces, which will weaken the bond between metal atoms and render the
crystal vulnerable to corrosion.

4. Conclusions

The adsorption behavior of four typical adsorbates, namely, H,O, H*, CI~, and OH™, on three
different planes, namely, Fe(110), Cr(110), and Cr-doped Fe(110), were investigated using a DFT-based
model. The surface energy study suggests that the Cr-doped Fe(110) surface is more stable than Fe(110)
and Cr(110) facets upon adsorption of these four typical adsorbates. As confirmed by adsorption energy
and electronic structure, Cr doping will greatly enhance the electron donor ability of neighboring Fe
atoms, which in turn prompts the adsorption of the positively charged H*. Meanwhile, the affinity of
Cr to negatively charged adsorbates (e.g., CI~ and O of H,O, OH™) is improved due to the weakening
of its electron donor ability. On the other hand, the strong bond between surface atoms and the
adsorbates can also weaken the bond between metal atoms, which results in a structure deformation
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and charge redistribution among the native crystal structure. In this way, the crystal becomes more
vulnerable to corrosion.
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