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Abstract of Thesis

It canbe plausibly argued that much of our nodern-day society is highl y dependent on heterogeneous catal ysis
(a formof catalysis vhere the catal ysts and reactants have different phases). Its inpact ranges fromthe
field of pharnaceuticals to alternative energy and environnental applications. Hwever, the traditional
experinental techn ques in discovering catal ysts for particular reactions involve trial - and-error nethods
that are tine-consumng, costly and do not guarantee success. (hthe other hand, nodern theoretical techni ques
use state-of -the-art conputational nethods at the nolecul ar and catal yst level s to screen the best catal ysts.
Thus, it is nowpossible to theoretically screen for potentially active catal ytic materials and rationally
design catalysts that promote the desired catalytic activity.

In this dissertation, an approach to “rational catalyst design” (RCD) is presented which aims to theoretically
engineer on the atomc-scal e the desired catal ysts for various heterogeneous reactions. This enml oys density
functional theory (IFD calculations at the nolecul ar level, coupled with kinetic Mnte Girlo (KMD nethod
at the catalyst level. In the RMapproach, the reaction nechani smof a catalytic reaction on a conventional
catalyst is first built. A conventional catalyst is defined to be the naterial that is commonly used in

experinents and is known to be catalytically active for a particular reaction of interest. The reaction

nechani smidentifies the relevant features of the elenentary steps that conprise the overall reaction such
as the rate-determning steps and exothermcity of internediate reactions. Fromhere, design principles are
generated to gui de the nodification of the conventional catal yst into a newcatal yst that pronotes the desired

reaction.

This approach vas used to design catalysts for tvo oxidation reactions of outstanding significance and of
different sinul ation environnents. The first oneis anelectro-oxidationreaction of aqueous phase ani on vhich
invol ves the transfer of electrons to the electrode vhile the other is an oxidation reaction of a gas phase
nolecule on the surface. The former requires the treatnent of an aqueous environnent that takes into
consideration the effect of electrode potential and free energies of aqueous phase molecules. The latter
requires the similation of gas-surface reaction kinetics to identify the rate- determning el enentary steps
and to take into considerationthe effect of industrially rel evant paraneters such as pressure and tenperature.
In particular, this dissertation presents the integration of several studies on the electro-oxidation of
borohydride and oxidation of nitric oxide.

Borohydride el ectro- oxi dation. 1sing Auand Pt as conventional catal ysts, it vas found that borohydri de adsorbs
veakly on Au and dissociatively on Pt. This explains the experinental observation that borohydride
electro-oxidizes on Au at high overpotential and that hydrogen evol ution reactionis facile on Bt. Reaction
nechani sns on these conventional catal ysts point to the possibility of alloying Auwth 3d transition netals
(first rowinthe periodic table). It was found that onpure An, the initial oxidative adsorptionof borohydride
is the least exothermc anong the el enentary reactions considered for the conpl ete eight-el ectron oxidation
process. Interestingly, Au-3d netal alloy surfaces pronote this oxidation step at lower el ectrode potential
conpared to pure Au due the enhanced stability of borohydride on these alloy surfaces. The nost negative
borohydride oxidation potential is achieved by 3d = (b, followed by Fe, N, Mh and G- in order of increasing




electrode potential. Subsequent to the initial oxidative adsorption of borohydride, the dehydrogenation of
el enent ary species such as B}, BE(H, and BH(H, are endothermc on pure Au at very lowpotentials. Hwever,

these activated and possibly limting el enentary reaction steps are more exothermc on Au-3d alloys than on
pure Ai Followi ng the adsorption of borohydride onthe surface, all el enentary reactionsteps for the conplete
el ectro-oxi dation process proceed downhill in energy at lower electrode potential on Au-3d alloys than on
pure Au

Ntric oxide oxidation. KMC simul ations of the oxidation of nitric oxide shows that the overall oxidation
proceeds via the Hey-Rdeal nechanismwith O dissociative adsorption as the rate-determning step. The

oxidation path via the Langmi r- H nshel wood nechani smis very slow (largely activated and endothermc) and
does not significantly contribute to the overall reaction. This intrinsic endothermcity of nitric oxide
oxidation on the surface is due to the strong Pt-Obond. (bnsidering the previous knowt edge that Pt overl ayer
on 3d transition netals showweaker binding for Oconpared to pure Pt because of the dowward shift in the
P d-band of the binetallic systens, and that dissociative adsorption of O, gas has low activation barrier
onthese binetallic systens due to the i nportant rol e pl ayed by the i nduced spi n- pol arizationof the it d-states,
it is reasonable to replace the lover layers of Pt with rel atively i nexpensive 3d transition netals to achieve
the desired reaction for nitric oxide oxidation. Indeed, it was found that the & pseudonorphic nonol ayer
on 3d transition netals pronotes a thernodynamcally and kinetically favorable oxidation of nmitric oxide
conpared to pure Pt. Such results are attributed to the weaker binding of Oand NDon the binetallic surfaces
and the change in the binding configuration of NJ, into a structure that pronotes easier NObond fornation

Iespite the outstandi ng achievenent of first-principles calculations to rationally design heterogeneous
catal ysts, there are nany renaini ng challenges that continue to forman active and exciting field of research
for theoreticians. These 1ncl ude anong others, a dynamcal approachto the el ectric doubl e 1 ayer that simil ates
the dynamc feature of the charged netal/aqueous interfaces and the inprovenent of the predictive pover of
first-principles RMC
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