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Role of Nonlocal Exchange Correlation in Activated Adsorption
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The barrier for dissociative adsorption of H2 on Al(110) has been calculated within the generalized
gradient approximation. A pronounced increase of the barrier height is found compared with what
is calculated in the local density approximation (LDA). The apparent LDA underestimation of the
barrier height is shown to be intimately linked with the LDA underbinding of core electrons and we
suggest it to be a general phenomenon not limited to the particular nonlocal exchange-correlation
approximation used or the particular system studied.

PACS numbers: 73.20.At, 68.45.Da, 71.10.+x, 82.65.My

The determination of activation barrier heights for ad-
sorption and surface reactions is a subject of considerable
interest in modern surface science [1]. Achieving insight
into simple systems that can be compared directly with
single crystal experiments is the challenge of current the-
oretical investigations. But the ultimate goal is to be
able to predict activation barriers in complex surface re-
actions of importance in a fundamental description of
heterogeneous catalysis.

Density functional theory (DFT) and the local density
approximation (LDA) have been extremely successful in
predicting adsorption geometries, vibrational properties,
and surface diffusion barriers in simple adsorption sys-
tems [2—4]. The LDA has also been used to calculate
barriers for activated adsorption, but it still remains to
be explored how well it works. Comparisons of calcula-
tions for H2 dissociation on Cu(111) [5] and Al(110) [4]
with molecular beam experiments [6,7] indicate that the
LDA barriers are too low.

In this Letter we present the first adsorption study
within DFT that goes beyond the LDA using a nonlocal
exchange-correlation functional —the generalized gradi-
ent approximated (GGA) functional of Perdew and Wang
[8]. The generalized gradient correction has been shown
in a number of studies to consistently improve binding
energies of atoms and molecules [8,9]. For solid systems
the LDA is known generally to overbind and the dominat-
ing effect of the GGA is to weaken the binding leading to
improved cohesive energies [10]. However, in some cases,
like Pd where the LDA overbinding is absent, the GGA
overcorrects with too small cohesive energies and bulk
moduli as a result [11].

We study the dissociation of H2 on Al(110) and find
that inclusion of nonlocal exchange-correlation effects in
the GGA does not change the properties of the free
molecule or the atomically adsorbed state, but drasti-
cally increases the barrier for dissociation. The increase
is comparable in size to the LDA barrier height and puts
into question the validity of the LDA in activation bar-
rier studies. Prom a detailed analysis of the different
contributions to the total energy we conclude that the
effect of nonlocal exchange and correlation can be traced

to the energy involved in orthogonalizing the metal sur-
face electron states to the adsorbate states. The LDA
underestimate of the barrier height turns out to be in-
timately linked with the well-knowri LDA failure of un-
derbinding deeply bound electrons [12,13]. For this rea-
son, the increase of the dissociation barrier due to nonlo-
cal exchange-correlation effects, reported in this Letter,
is suggested to be a general phenomenon not limited to
a particular system or nonlocal exchange-correlation en-
ergy functional.

The conclusions are based on a set of total-energy cal-
culations for H2 dissociatively adsorbing on Al(110). The
calculations have been performed using a pseudopoten-
tial based total-energy method [14]. A complete set of
LDA calculations of energy along the lowest energy dis-
sociation path has been reported in Ref. [4]. Here a su-
percell geometry with a 1 x 2 surface cell has been used.
The supercell has a five layer Al(110) slab and five lay-
ers of vacuum, and hydrogen is present on both sides of
the slab. In the present Letter a similar set of calcu-
lations has been performed using the generalized gradi-
ent approximation for the nonlocal exchange-correlation
functional. We use the GGA version that consists of the
refined Becke [8,15] exchange functional and the Perdew-
Wang-91 correlation functional [8]. Compared with the
LDA, this GGA version has been found generally to im-
prove the description of total energies, ionization ener-
gies, and electron afBnities of atoms, atomization energies
of molecules, and some solid state properties [8]. Highly
nonlocal exchange and correlation effects like the image
potential and van der Waals interactions far outside a
metallic surface are not included in such a description.
As our LDA functional we use the local part of the GGA
functional, which is a standard parametrization of the
Ceperley-Alder results [16].

The cb initio nonlocal pseudopotential used for alu-
minum was generated within the LDA. As the adsorption
properties of the surface are not expected to depend on
the Al core levels which are most affected by the nonlocal
exchange-correlation effects, we use this potential for the
GGA study too. The hydrogen atoms are represented
by the bare Coulomb potential and all nonlocal effects
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FIG. 1. The LDA (dashed) and GGA (solid) based total
energy per H2 molecule dissociating on an Al(110) surface.
The energy is shown along the minimum energy paths deter-
mined in the LDA and CGA studies. The reaction coordi-
nate is the length traversed in the si~-dimensional space of
the molecule [4].

are therefore included here. The one-electron states are
expanded in plane waves with kinetic energies up to a
cutoK of 500 eV. Tests done within both the LDA and
the GGA with respect to convergence in basis set, fast
Fourier transform grid size, and k-point sampling suggest
that the activation barrier heights are converged to 0.02
eV/molecule.

We now turn to the dissociation barrier. In Fig. 1 we
compare the LDA and the GGA results for the poten-
tial energy per molecule along the reaction path of the
dissociative adsorption of Hq on Al(110). Both curves
represent self-consistent calculations where not only the
electronic degrees of freedom have been iterated to self-
consistency within either the LDA or the GGA, but
where also the steepest descents in ionic coordinates from
the saddle points of the LDA and the GGA potential en-

ergy surfaces have been done within either approxima-
tion. The details of the reaction path are described in
Ref. [4].

In accordance with the results calculated by Perdew
et at. [8] we find that GGA improves the description of
atomic hydrogen and the free H2 molecule over what
is found in LDA. However, the change in the atomic
chemisorption energy when going from LDA to GGA is
not very large as can be seen in Fig. 1. The properties of
a chemisorbed hydrogen atom are described very well in
both LDA and GGA. For example, the vibrational fre-
quency perpendicular to the surface is found to be 220
meV in LDA and 225 meV in GGA, both in good agree-
ment with the experimental value [17] of 224 meV.

We observe that the dissociation barrier changes dra-
matically when going beyond the LDA. The LDA bar-
rier is 0.25 eV per molecule, whereas the GGA barrier is
0.54 eV per molecule [18]. This change is in accordance
with expectations from a comparison of calculated stick-
ing probabilities from LDA calculated potentials [4] and
molecular beam experiments [7].

Despite the large change in the barrier height the mini-
murn energy paths are very similar for the two exchange-

correlation functionals. At the transition state, the H-H
separation, 6, and the height of the molecular center of
mass, Z, above the 6rst Al ion layer, take the values

(b, Z) = (1.37 A. ,1.12 A.) and (1.23 A. , 1.09 A.), respec-
tively. Indeed, using the LDA ionic coordinates of the
initial and transition state in self-consistent GGA cal-
culations gives a dissociation barrier of 0.53 eV—only
about 10 meV from the GGA barrier of the GGA ionic
coordinates.

The barrier height in the GGA can be calculated in
a non-self-consistent calculation where the LDA charge
density is used. This is a result of the variational proper-
ties of the functionals: The error in the energy is second
order in the density difference nGG —n" which is
small. To first order in ~ G —~L we therefore have

@GGA ~LDA + @GGA]' LDA] @LDA

This means that to first order the change in the bar-
rier height can be calculated directly from the change in
the exchange-correlation functional E„,for a fixed (LDA)
density. This procedure leads to an estimate of the disso-
ciation barrier of 0.52 eV, very close to the one calculated
self-consistently.

The main question at this point is whether the large
inBuence of nonlocal exchange correlation on the bar-
rier height is limited to the GGA and the particular
system studied or one can expect similar large effects
for other (even better) nonlocal exchange-correlation en-

ergy functionals and other activated chemisorption sys-
tems. This question cannot be answered simply using the
analysis above because it is not clear a priori how large
a change another exchange-correlation energy functional
would give.

Instead we propose another way of looking at the
change in interaction energy between a molecule and a
metal surface which directly focuses on the basic reason
for the increased barrier and shows that it must be ex-
pected to come out from any improvement of the LDA.
We will show that the increased repulsion between the
molecule and the surface due to nonlocal exchange cor-
relation can be interpreted as arising from an increased
repulsion due to the orthogonalization of the metal states
to the adsorbate states —the Pauli repulsion. We first
demonstrate that the orthogonalization eKect increases
as we go beyond LDA and afterwards we discuss how
this leads to an increased dissociation barrier.

A strong sign of the orthogonalization is observed in
the charge density contour plots in Fig. 2. The figure
shows the induced densities which we define as the to-
tal self-consistent LDA densities with the density of the
clean aluminum slab and the density of a free hydrogen
molecule with the appropriate nuclear separation sub-
tracted. There is clearly a region around the molecule
from which charge has been removed. The orthogonaliza-
tion of the metal states at the surface to the bonding Hq
state requires nodes to be introduced in the metal states
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and reduces the weight of these in the region of non-
vanishing overlap between the H2 and the surface. Far
outside the surface the orthogonalization leads to a shift
of electron density from the molecule towards the surface
[Fig. 2(a)]. Closer to the surface, at the transition state,
the antibonding state of the molecule is being filled by a
charge transfer from the surface to the molecule [19,20]
[Fig. 2(b)]. The depletion of electron density is therefore
limited to the region between the hydrogen atoms where
the antibonding state has a node.

The Pauli repulsion is stronger the more localized the
adsorbate state is and since the I DA always underbinds
core states any improvement of the LDA will give more
localized states and thus a stronger orthogonalization.
This is also the case with GGA as can be seen in Fig. 3.
In this figure the induced charge densities obtained from
self-consistent I DA and GGA calculations are plotted

y [A.]

FIG. 2. (a) The induced LDA charge density when the H2
molecule is positioned parallel to the Al(110) surface at a dis-
tance of 3 A. outside the surface. The plane of the figure is
perpendicular to the (110) surface intersecting the H atoms
(small filled circles) and the Al atoms (large filled circles)
forming the long bridge. The induced charge density is ob-
tained by subtracting the density of the clean surface and a
free molecule with the same H-H bond distance from the total
charge density. Thin solid (dashed) lines are contours of pos-
itive (negative) charge with a spacing of 0.0005 electron per
A . The orthogonalization hole at the position of the molecule
is clearly seen. (b) Induced LDA charge density with the Hz
molecule at the transition state. Again positive (negative)
contour lines are solid (dashed), but the spacing between the
contours is now 0.005 electron per A. . The antibonding state
of the molecule is being filled by charge transfer from the sur-
face and the orthogonalization hole is restricted to the region
between the H atoms where the antibonding state has a node.

FIG. 3. Induced charge density in LDA and CGA along
a line perpendicular to the surface through the center of the
molecule. The geometry is as in Fig. 2(a). The orthogonaliza-
tion hole at the position of the molecule is deepened in CGA
compared to LDA.

along a line perpendicular to the surface passing through
the center of the molecule. The molecule is positioned
parallel to the surface at a distance of 3 A from the sur-
face [as in Fig. 2(a)]. The orthogonalization hole is clearly
deepened in GGA compared with LDA due to the more
tightly bound molecular state. It should be noted that
the electron density from the clean metal surface does
not change significantly as we go from LDA to GGA in
accordance with the general picture that LDA describes
the valence states reasonably well.

In order to establish the connection between the deep-
ening of the orthogonalization hole and the increased
dissociation barrier we consider the asymptotic behavior
where the molecule is far away from the surface. In this
regime the increased repulsion is also clearly seen in GGA
(Fig. 1). Following Zaremba and Kohn [21] and Harris
and Liebsch [22] the interaction energy AE between the
molecule and the surface can to first order in the overlap
between the metal and the molecule be written as [23]

AE= ) (2)
k,occ

where the sum is over the energies of the continuum states
of the system. Equation (2) can be derived in the contempt

of density functional theory using the force theorem [24]:
By shifting the density and potential rigidly along with
the atom the contributions to the energy change from
electrostatics, and from the intra-atomic part of the ex-
change and correlation are to lowest order canceled by
the counter term in the kinetic energy. The total energy
change is therefore given by the change in the eigenvalue
sum alone [Eq. (2)] if highly nonlocal interatomic contri-
butions to exchange and correlation (i.e. , image efFects)
are neglected.

The change in the eigenvalue sum, Eq. (2), has been
analyzed by Harris and Liebsch [22] in the form of an
expansion in the pseudopotential of the adsorbate. They
conclude that for adsorbates with deep lying levels, like
the noble gases and H2, the kinetic energy cost caused by
the orthogonalization of the metal states to the adsorbate
level is larger than the potential energy gain. The result
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is a repulsive interaction between the adsorbate and the
substrate. This must also be the origin of the repulsion
between H2 and the Al(110) surface seen in Fig. l. An
increase in the orthogonalization energy therefore leads
to a stronger repulsion between the substrate and the
adsorbate.

We therefore suggest that any nonlocal exchange-
correlation description that corrects for the LDA under-
binding of deeply lying states will increase the repulsion
between the H2 molecule and the surface. Further, any
adsorption system where a barrier for adsorption and dis-
sociation is dominated by orthogonalization efFects are
expected to show the same behavior.

The orthogonalization efFects which dominate the be-
havior in the asymptotic region far from the surface are
also important at the transition state as evidenced by
the charge density plot in Fig. 2(b). The situation is
more complex here because there is also a beginning fill-

ing of the antibonding Hq states which signifies the start
of the breaking of the H-H bond and the formation of
H-surface bonds [19]. This means that the asymptotic
expansion cannot be expected to work here, but still the
basic physics associated with the orthogonalization hole
will be important and dominate the difference between
the LDA and nonlocal exchange-correlation treatments.

In conclusion we have presented the 6.rst investigation
of the effect of including nonlocal exchange-correlation
terms in a density functional determination of a dissoci-
ation barrier. We have shown that for H2 dissociating
on Al(110), the barrier increases from 0.25 to 0.54 eV
when going from the LDA to the GGA. This trend is in
accordance with expectations from a comparison of cal-
culated sticking probabilities from LDA calculated po-
tentials [4,5] and molecular beam experiments [6,7]. We
have pointed out that the increase of the dissociation
barrier can be understood in terms of an increase of the
orthogonalization energy of the surface states being pen-
etrated by an adsorbate state that has been more tightly
bound by the nonlocal exchange-correlation terms. The
picture applies independently of the particular nonlocal
exchange-correlation functional as this should in general
correct for the LDA underbinding of core electrons in
atoms.
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