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Abstract 

Over forty years, there have been major efforts to aim at understanding the properties of 

surfaces, structure, composition, dynamics on the molecular level and at developing the 

surface science of heterogeneous and homogeneous catalysis. Since most catalysts 

(heterogeneous, enzyme and homogeneous) are nanoparticles, colloid synthesis methods 

were developed to produce monodispersed metal nanoparticles in the 1-10 nm range and 

controlled shapes to use them as new model catalyst systems in two-dimensional thin 

film form or deposited in mezoporous three-dimensional oxides. Studies of reaction 

selectivity in multipath reactions (hydrogenation of benzene, cyclohexene and 

crotonaldehyde) showed that reaction selectivity depends on both nanoparticle size and 

shape.  The oxide-metal nanoparticle interface was found to be an important catalytic site 

because of the hot electron flow induced by exothermic reactions like carbon monoxide 

oxidation. 
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This series of international symposia focuses on catalysis.  The field of 

catalysis is like an onion (Figures 1a and 1b), the outer shell represents technology, 

process control and reactor design; the layer in the middle where synthesis and 

fabrication of catalysts and the techniques and instrumentation to characterize catalysts [1, 

2] are located along with studies of deactivation and regeneration and of course 

macroscopic kinetics.  In the core of this onion are molecular studies to understand the 

molecular mechanisms of structure bonding and dynamics [3-5], how the three types of 

catalyst systems (enzyme, heterogeneous and homogeneous) work.  It is this molecular 

core that I aim to address in this Symposium. 

 

The common property of all three catalyst systems that is most apparent is that 

they are all nanoparticles.  For example, Cytochrome C, which is one of the over 3000 

enzymes that functions in the human body (Figure 2a) is 4 nm in size with its protein 

shell wrapped around it ,and its molecular weight is 12,000 daltons [6].  The size of its 

active site is 1.4 nm.  A typical homogeneous catalyst used for olefin polymerization is a 

so-called single site catalyst with an active site that is a titanium ion surrounded by 

ligands (Figure 2b), which is 1.6 nm in size.  This nanosize molecule produces a million 

C-C bonds as it makes polypropylene [7].  The heterogeneous catalysts such as platinum 

nanoparticles (Figure 2c) are between 1-10 nm in size [8, 9].  In the figure we show a 

method to synthesize these nanodispersed nanoparticles with the desired size and shape 

that may be cubic or cuboctahedra [10]. 

 



The 21st Century challenge for catalysis is to achieve the highest possible 

reaction selectivity for catalyst-based chemical processes [11-13].  We have to understand 

for multipath reactions where several reaction channels to produce different molecules 

are all thermodynamically possible, to make only the desired molecule instead of a 

mixture of the products [14].  Although the molecular mechanisms for reactions that form 

only one product (for example ammonia synthesis or ethylene hydrogenation) are quite 

well understood, the small changes in potential barrier height, that control which product 

molecule forms in multipath reactions, is not well understood. 

 

In heterogeneous catalysis we know of four molecular ingredients that control 

catalytic activity and selectivity [15];  1) reaction intermediates that form and determine 

which way the reaction is going; 2) surface mobility of adsorbate and substrate during the 

reaction; 3)  surface structure and 4) charge transport.  Sum frequency generation 

vibrational spectroscopy [16, 17]shows the reaction intermediates detected during ethylene 

hydrogenation and cyclohexene hydrogenation and dehydrogenation (Figure 3).  There 

are three species (ethylidyne, di-σ-bonded-ethylene and π-bonded ethylene) that are 

visible on the platinum surface [18].  Out of the three, π-bonded ethylene is the most 

weakly adsorbed, and that is the one that turns over, the other two species are stagnant 

spectators during the reaction turnover.  For cyclohexene hydrogenation/dehydrogenation 

it is 1,3-cyclohexadiene, 1,4-cyclohexadiene and π-allyl c-C6H9 that are all visible in 

various temperature regimes [19]. The mobility of the adsorbed species during catalytic 

turnover can be shown with the high pressure scanning tunneling microscopy technique 

(Figure 4) [20].  Under high turnover conditions the adsorbed species are invisible to the 



scanning tunneling microscope that scans the surface at a speed of about 100 Å per 

millisecond.  The species on the surface of the active catalyst are moving too fast to be 

detectible by high pressure STM [21, 22].  When we poison the reaction, for example by 

adsorbing carbon monoxide, we see ordered structures, which are readily imaged by 

STM, but the catalytic turnover stopped.  In several reactions that we have studied the 

adsorbate mobility on the catalytically active surface is an important ingredient of 

catalytic activity, while the lack of mobility stops the catalytic reaction.  The catalyst 

surface under high pressure conditions rapidly restructures as is shown in Figure 5.   The 

(110) surface restructures differently when hydrogen or oxygen or carbon monoxide are 

adsorbed [23]indicating that the surface chemistry also controls the surface structure of the 

substrate catalyst that is stable under reaction conditions. 

 

Our research in this field moved from platinum single crystal surfaces as 

model catalysts to nanoparticles in two dimensions or in three dimensional arrays [1] 

(Figure 6).  In two-dimensional catalytic systems we use a Langmuir-Blodgett technique 

to disperse the nanoparticles and grow on a vapor of oxide support a two-dimensional 

higher or lower density nanoparticle assembly [10, 24] (Figure 7).  If we want to place the 

nanoparticles into a mesoporous three-dimensional framework we use sonication or 

synthesize the mesoporous solid around the nanoparticles in solution [25, 26].   

 

For two-dimensional platinum nanoparticle films, which are assembled using 

the Langmuir-Blodgett technique, we find that cubic platinum nanoparticles behave like 

the single crystal (100) crystal face, and form only one product, cyclohexane by benzene 



hydrogenation (Figure 8) [13].  If we have hexagonal platinum nanoparticles we produce 

both cyclohexane and cyclohexene, just like the single crystal (111) crystal face.  If we 

use platinum nanoparticles at different sizes in a three-dimensional framework of 

mezoporous silica, we find that the formation of cyclohexene by hydrogenation of 

cyclohexene and the dehydrogenation to benzene are particle size dependent, as shown in 

Figure 9 [26].  The reason for this is that the activation energy of dehydrogenation of 

cyclohexene to benzene is increasing with particle size.  Similar correlation is found for 

crotonaldehyde selective hydrogenation to either crotyl alcohol or butyraldehyde (Figure 

10), where the selectivity of both of these products is particle size sensitive.  Finally, we 

find that the oxide-metal interfaces, that formed as metal nanoparticles are deposited on 

oxide supports, are also important active sites[27, 28].  The reason for this is that during 

exothermic surface reactions hot electrons are produced in the metal that have enough 

mean free path to make their way to the oxide interfaces.  We have studied CO oxidation 

for this purpose[29-32].  The hot electrons can be collected after passing the Schottky 

barrier that is present at the metal-oxide interface[33-36].  Figure 11 shows the chemical 

reaction induced current (chemicurrent) has the same activation energy as the turnover 

rate of CO oxidation, indicating that the chemicurrent and the turnover rates are 

correlated[30, 32].  That is, the charge transport occurring at oxide-metal interfaces 

competes in producing chemistry with the reactions that occur only on metal surfaces.  

 

There are major advances in single molecule enzyme chemistry that permits 

detection of molecular motion of the enzyme (conformational dynamics).  We heard the 

talk of Professor Sunny Xie on this subject at this Symposium[37].  Homogeneous catalyst 



can be anchored to solid supports (talk by Professor Jones) without change of the 

chemical activity as compared to in solution as long as they exhibit mobility that is not 

inhibited in the molecules that are tethered to silica. 

 

In order to directly compare the three fields of catalysis at the molecular level 

we have to design experiments that investigate the three types of catalysts under the same 

experimental condition.  I suggest studies of catalysis at 300 K and in water.  These 

conditions are the natural habitat of enzymes while we should be able to probe 

heterogeneous catalysts that are usually employed at higher temperatures and also 

homogeneous catalysts that are utilized in organic solvents under enzyme-friendly 

experimental conditions. 

 

Molecular studies of catalysts promises to be exciting for many decades to 

come to produce selective chemistry, perhaps using hybrid systems that share the 

desirable features of enzyme, heterogeneous and homogeneous catalyst systems. 

 

This work is supported by the Director, Office of Science, Office of Basic Energy 

Sciences, Division of Chemical Sciences, Geological and Biosciences of the U.S. 

Department of Energy under Contract DE-AC02-05CH11231.   



References 

[1] G. A. Somorjai, R. L. York, D. Butcher and J. Y. Park, Physical Chemistry Chemical 
Physics 2007, 9, 3500-3513. 
[2] G. A. Somorjai, A. M. Contreras, M. Montano and R. M. Rioux, Proceedings of the 
National Academy of Sciences of the United States of America 2006, 103, 10577-10583. 
[3] G. A. Somorjai, K. M. Bratlie, M. O. Montano and J. Y. Park, Journal of Physical 
Chemistry B 2006, 110, 20014-20022. 
[4] G. Ertl and H. J. Freund, Physics Today 1999, 52, 32-38. 
[5] G. A. Somorjai and J. Y. Park, Physics Today 2007, 60, 48-53. 
[6] X. S. Liu, C. N. Kim, J. Yang, R. Jemmerson and X. D. Wang, Cell 1996, 86, 147-
157. 
[7] N. Tian, Z. Y. Zhou, S. G. Sun, Y. Ding and Z. L. Wang, Science 2007, 316, 732-735. 
[8] K. Niesz, M. Grass and G. A. Somorjai, Nano Letters 2005, 5, 2238-2240. 
[9] R. M. Rioux, H. Song, M. Grass, S. Habas, K. Niesz, J. D. Hoefelmeyer, P. Yang and 
G. A. Somorjai, Topics in Catalysis 2006, 39, 167-174. 
[10] H. Lee, S. E. Habas, S. Kweskin, D. Butcher, G. A. Somorjai and P. D. Yang, 
Angewandte Chemie-International Edition 2006, 45, 7824-7828. 
[11] I. Balint, A. Miyazaki and K. Aika, Journal of Catalysis 2003, 220, 74-83. 
[12] G. A. Somorjai and R. M. Rioux, Catalysis Today 2005, 100, 201-215. 
[13] K. M. Bratlie, H. Lee, K. Komvopoulos, P. Yang and G. A. Somorjai, Nano Letters 
2007, 7, 3097-3101. 
[14] G. A. Somorjai and J. Y. Park, Catalysis Letters 2007, 115, 87-98. 
[15] G. Somorjai, F. Tao and J. Y. Park, Topics in Catalysis 2007, in press. 
[16] Y. R. Shen, Annual Review of Physical Chemistry 1989, 40, 327-350. 
[17] Y. R. Shen, Nature 1989, 337, 519-525. 
[18] P. S. Cremer, X. C. Su, Y. R. Shen and G. A. Somorjai, Journal of the American 
Chemical Society 1996, 118, 2942-2949. 
[19] K. M. Bratlie, L. D. Flores and G. A. Somorjai, Surface Science 2005, 599, 93-106. 
[20] M. Montano, M. Salmeron and G. A. Somorjai, Surface Science 2006, 600, 1809-
1816. 
[21] M. Montano, K. Bratlie, M. Salmeron and G. A. Somorjai, Journal of the American 
Chemical Society 2006, 128, 13229-13234. 
[22] M. Montano, D. C. Tang and G. A. Somorjai, Catalysis Letters 2006, 107, 131-141. 
[23] B. J. McIntyre, M. Salmeron and G. A. Somorjai, Journal of Vacuum Science & 
Technology a-Vacuum Surfaces and Films 1993, 11, 1964-1968. 
[24] H. Song, F. Kim, S. Connor, G. A. Somorjai and P. D. Yang, Journal of Physical 
Chemistry B 2005, 109, 188-193. 
[25] R. M. Rioux, H. Song, J. D. Hoefelmeyer, P. Yang and G. A. Somorjai, Journal of 
Physical Chemistry B 2005, 109, 2192-2202. 
[26] H. Song, R. M. Rioux, J. D. Hoefelmeyer, R. Komor, K. Niesz, M. Grass, P. D. 
Yang and G. A. Somorjai, Journal of the American Chemical Society 2006, 128, 3027-
3037. 
[27] A. Boffa, C. Lin, A. T. Bell and G. A. Somorjai, Journal of Catalysis 1994, 149, 
149-158. 



[28] K. Hayek, M. Fuchs, B. Klotzer, W. Reichl and G. Rupprechter, Topics in Catalysis 
2000, 13, 55-66. 
[29] X. Z. Ji, A. Zuppero, J. M. Gidwani and G. A. Somorjai, Journal of the American 
Chemical Society 2005, 127, 5792-5793. 
[30] J. Y. Park, J. R. Renzas, A. M. Contreras and G. A. Somorjai, Topics in Catalysis 
2007, 46, 217. 
[31] J. Y. Park, J. R. Renzas, B. B. Hsu and G. A. Somorjai, Journal of Physical 
Chemistry C 2007, 111, 15331-15336. 
[32] J. Y. Park and G. A. Somorjai, Chemphyschem 2006, 7, 1409-1413. 
[33] H. Nienhaus, Surface Science Reports 2002, 45, 3-78. 
[34] H. Nienhaus, H. S. Bergh, B. Gergen, A. Majumdar, W. H. Weinberg and E. W. 
McFarland, Physical Review Letters 1999, 82, 446-449. 
[35] G. M. Schwab, Angewandte Chemie-International Edition 1967, 6, 375-&. 
[36] G. A. Somorjai, Catalysis Letters 2005, 101, 1-3. 
[37] W. Min, B. P. English, G. B. Luo, B. J. Cherayil, S. C. Kou and X. S. Xie, Accounts 
of Chemical Research 2005, 38, 923-931. 
 
 



Figure Captions 

 

Figure 1 a)  Layers of catalysis, from technologies to molecular science; 

b)  The molecular core of catalysis science 

 

Figure 2 a)  The Cytochrome C molecule 

b) Titanium-based single site homogeneous polymerization catalyst  

c) Platinum nanoparticle monodispersed catalysts of 1-8 nm size 

and well-controlled cubic or cuboctahedra shapes 

 

Figure 3 Reaction intermediates detected by sum frequency generation (SFG) 

vibrational spectroscopy during ethylene hydrogenation and 

cyclohexene hydrogenation/dehydrogenation under catalytic reaction 

conditions on the Pt(111) surface. 

 

Figure 4 STM pictures during cyclohexene hydrogenation/dehydrogenation 

exhibiting adsorbate mobility that is faster than the scanning speed 

of the STM tip.  When the catalytic reaction is poisoned the STM 

image is ordered indicating lack of mobility. 

 

Figure 5 Scanning tunneling microscopy (STM) pictures of the reconstructed 

(110) crystal face of platinum when exposed to hydrogen, oxygen or 

carbon monoxide at high pressures. 



Figure 6 Transition from catalytic studies on model surfaces of metal single 

crystals to metal nanoparticles that are deposited as two-dimensional 

films or dispersed on three-dimensional mezoporous supports. 

 

Figure 7 a)  Deposition of two-dimensional nanoparticle films by the 

                                       Langmuir-Blodgett technique. 

b) Nanoparticles encapsulated by mezoporous silica (SBA-15) 

support that grows around the platinum nanoparticles in solution. 

 

Figure 8 Benzene hydrogenation over cubic and hexagonal shaped platinum 

nanoparticles and (100) and (111) crystal faces of platinum.  Both 

the nanoparticles and the crystal faces form two products 

(cyclohexene and cyclohexane) over the hexagonal faces and only 

one product (cyclohexane) over cubic faces. 

 

Figure 9 Platinum nanoparticle size dependence of selectivity of cyclohexene 

hydrogenation/dehydrogenation. 

 

Figure 10 Platinum nanoparticle size dependence of selectivity of 

crotonaldehyde hydrogenation. 

 



Figure 11 Hot electron charge transport at oxide-metal interfaces by 

simultaneous detection of turnover rate and electron current during 

carbon monoxide oxidation using a Pt/TiO2 catalytic nanodiode. 
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Figure 1b 
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Figure 7 a and 7 b 
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