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Catalytic Consequences of Composition in Polyoxometalate Clusters

with Keggin Structure**

Josef Macht, Michael J. Janik, Matthew Neurock, and Enrique Iglesia*

Reliable correlations among structure, composition, and
function in heterogeneous catalysis require well-defined
atomic connectivity within active structures and the assess-
ment of the specific elementary steps and reaction inter-
mediates responsible for the relevant catalytic function. The
non-uniform nature of typical active structures creates
significant challenges because probes of structure and func-
tion average such heterogeneity in complex ways. Polyoxo-
metalate (POM) clusters with stable Keggin structures and
well-defined atomic connectivity provide the compositional
diversity required for a rigorous assessment of the conse-
quences of composition on catalytic reactivity.

We describe herein the effects of the central atom X (P, Si,
Al, and Co) in Keggin-type POM clusters (Hs_,X"*W,04;
H;_,XW) on acid strength based on calculated deprotonation
enthalpies, which reflect intrinsic acid strength, and reactivity,
based on a rigorous analysis of elementary rate constants,
using 2-butanol dehydration as a probe reaction. Previous
studies have not reported intrinsic acid properties for these
materials and treated reactivity merely in terms of measured
rates without the mechanistic interpretations required for
meaningful composition—function relations.!!

The ubiquitous aggregation and incomplete and environ-
ment-dependent accessibility™®! of POM clusters was mini-
mized by dispersing them onto SiO, supports. The number of
accessible protons, required for rigorous measurements of
turnover rates, was determined by titration with pyridine
during catalysis. We conclude that C—O bond breaking in
chemisorbed butanol monomers is the kinetically relevant
step, while butanol dimers that form by solvation of adsorbed
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butanol with another butanol molecule are unreactive
spectators. Measured turnover rates depend on the rate
constant for C—O cleavage and on the equilibrium constant
for dimer formation; their values were obtained from the
measured effects of 2-butanol pressure on dehydration rates.
Both constants increased with increasing valence of the
central atom, as the deprotonation enthalpy—a measure of
the relative stability of the conjugate base—decreased.
Supported POM clusters catalyze 2-butanol dehydration
at low temperatures (333-373 K) without detectable deacti-
vation or structural changes. Reaction rates decreased sharply
with increasing 2-butanol pressure (Figure 1) on all POM
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Figure 1. 2-Butanol dehydration rate r (in 107> molecules 2-butanol
POM™'s™") as a function of 2-butanol pressure for 0.04 H;PW/Si (e),
0.04 H,SiW/Si (m), 0.04 HAIW/Si (a) ,and 0.04H,CoW/Si ¥) (343 K,
0.04 POM nm™?, conversion <10%).

catalysts, as reported also for ethanol dehydration on bulk
crystalline H;PW,,.! This behavior reflects solvation of
reactive C,H;OH," intermediates to form less-reactive
(C,H;OH),H" dimers. ®'C NMR and infrared spectra, and
ethanol uptakes confirmed these conclusions.** The mea-
sured kinetic response for 2-butanol dehydration also reflects
the formation of unreactive co-adsorbed 2-butanol dimers.
Theoretical estimates of the enthalpy of formation of butanol
dimers by interactions of butanol with a monomer
(—88.1 kJmol™" for H;PW) confirmed the stable and unreac-
tive nature of such dimers.

The identity of the central atom influenced 2-butanol
dehydration rates on SiO,-supported POM clusters
(0.04 Hg_,XW/Si; 0.04 POMnm? surface density; Figure 1).
At 2-butanol pressures below 0.1 kPa, dehydration rates
decreased in the sequence: H;PW >H,SiW > H;AIW >
HyCoW, whereas these trends were essentially reversed at
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higher pressures (HsAIW > H,SiW > H¢CoW > H;PW). Thus,
composition—function relations and the underlying effects of
acid strength cannot be discerned by mere inspection of these
rates, without their rigorous interpretation in terms of rate
and equilibrium constants for elementary steps.

A plausible sequence of elementary steps includes 2-
butanol adsorption on Brgnsted acid sites, its irreversible
decomposition through E1 or E2 elimination pathways, the
reversible desorption of butene isomers, and the formation of
unreactive protonated dimers (Scheme 1). At low conver-
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Scheme 1. Proposed sequence of elementary steps for 2-butanol dehy-
dration on POM clusters with Keggin structure.

sions, water coadsorption does not influence measured rates
because of the large excess of 2-butanol and the lower
adsorption energies calculated for H,O (—67 kJmol ™) rela-
tive to 2-butanol monomers (—77 kJmol ™).

Elimination can occur through E1 or E2 pathways.*” E2
routes involve concerted cleavage of C—O and C—H bonds in
butanol monomers using acid-base pairs and form one butene
molecule, one OH group, and adsorbed water which is
subsequently desorbed. E1 pathways cleave C—O bonds to
form water molecules and adsorbed butoxides; the latter
undergo H-abstraction and desorb as butene isomers. On
0.04 H;PW/Si, the cis/trans ratios in 2-butenes formed by 2-
butanol dehydration and through 1-butene (double-bond
isomerization; extrapolated to zero conversion) are similar
(0.95 vs. 0.97) and much larger than the thermodynamic value
(0.40). These similar stereoselectivities reflect a common sec-
butyl alkoxide intermediate as the source of butenes in these
two reactions, and indicate the prevalence of E1 routes that
involve them. 1-Butene isomerization rates were much larger
(0.8 (POMs)™") than 2-butanol dehydration rates (0.02-
0.09 (POMs)™") at 343K on 0.04 H,PW/Si, indicating that
H-elimination from butoxide intermediates, required also in
double-bond isomerization turnovers, occurs much faster
than butene formation by 2-butanol dehydration. Thus, the
step that forms these butoxide intermediates (C—O cleavage
in E1 pathways) must be the kinetically relevant step in
dehydration catalysis. DFT calculations also indicate that C—
O cleavage is kinetically relevant and that reactions occur
through carbenium ion transition states stabilized by inter-
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actions with the anionic Keggin structure (Figure 2). The
calculated activation energy for C—O bond breaking is
132 kImol™' (H;PW), whereas the 2-butene desorption acti-
vation energy is significantly lower (88 kJ mol™). The level of

Figure 2. DFT-calculated transition state for 2-butanol dehydration on
H;PW to a sec-butyl alkoxide and a weakly bound water molecule.

substitution at the carbon atom bearing the OH group,
increased by using 1-butanol, 2-butanol, and fert-butanol as
reactants, markedly increased the dehydration rates (kjua.
not K butanol Kierebutanot = 1:2000:1 x 10° (343 K)), consistent with
the kinetic relevance of C—O bond cleavage and with the ionic
character of the E1 elimination transition state.

The elementary steps in Scheme 1 lead, with the assump-
tions of a quasi-equilibrated step 4 and adsorbed 2-butanol
(step1) and 2-butanol dimers (step4) as most abundant
surface species, to Equation (1) for rates measured at low
conversions (see Supporting Information for derivation).

k,[H*
R, o “>

The k, and K, terms represent the 2-butanol decomposi-
tion rate constant and the equilibrium constant for dimer
formation, respectively (Scheme 1), and [H"] is the number of
accessible proton sites. Equation (1) accurately describes the
pressure dependence of measured rates, as shown by the
linear dependence of inverse rates on 2-butanol pressure
(Figure 39. At low 2-butanol pressures (< 0.1 kPa), the value
of k,[H'] determines dehydration rates; at higher 2-butanol
pressures, rates depend on (k,[H'])/K,. As a result, the
ranking of catalysts and the role of central atom and of acid
strength are substantially different at high and low reactant
pressures.

A regression analysis of the pressure dependence of
dehydration rates (per POM) gave accurate estimates for
k,[H'] and K,. [H"] values were determined by titration with
pyridine during the catalytic reaction, because accessibility
constraints within secondary POM structures can depend
sensitively on the size and polarity of reactants and prod-
ucts.>3) The number of accessible protons sites [H*] was
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Figure 3. Inverse 2-butanol dehydration rate r, (in 10° POM s (mole-
cules 2-butanol)™") as a function of 2-butanol pressure for 0.04 H;PW/
Si (®), 0.04 H,SiW/Si (m), 0.04 HAIW/Si (a), and 0.04 H;CoW/Si (V)
(343 K, 0.04 POM nm™?, conversion < 10%).

similar to that expected from stoichiometry in all samples (e.g.
0.04H;PW,,/Si, 2.9[H"] measured; Table 1), consistent with
intact clusters and with weak interactions between protons
and silanols on silica surfaces.

Table 1: Proton site density [H], alkoxy formation rate constant k,, and
the 2-butanol dimer formation equilibrium constant K, (see Scheme 1)
for 2-butanol dehydration on 0.04 Hy_ X""W/Si.l!

[H] ka K,
(per POM)®! 1073 (sHH) M [kPa~"Jd
0.04 H,PW/Si 2.9 60.3 21
0.04 H,SiW/Si 3.8 28.7 6
0.04 H;AIW/Si 5 16.0 2
0.04 HCoW/Si 6 6.0 2

[a] X=P**, Si*", APT, and Co®"; 0.04 POM nm~? surface density; 343 K,
101 kPa He, 0.05-0.6 kPa 2-butanol. [b] Determined by titration with
pyridine during 2-butanol dehydration reaction (343 K, 0.5 kPa 2-butanol,
0.9 Pa pyridine). [c] Determined by fitting Eq. (1) to the experimental
data.

Both k, and K, decreased in parallel with decreasing
oxidation state of X in Hg ,XW, clusters (P > Si> Al > Co,
Table 1) and as the number of charge-balancing protons
increased. Activation barriers calculated for C—O cleavage in
2-butanol and dimer formation energies from DFT follow
trends with central atom similar to those measured exper-
imentally. The observed trends in k, and K, values parallel the
effects of central atom on the enthalpy for removing the first
proton from Hg ,XW,, clusters (Figure 4, and Table 2). The
deprotonation enthalpy is defined as that for AH—A~ +H*
(AH is the neutral cluster; A~ is the deprotonated conjugate
base). Deprotonation enthalpies were calculated using den-
sity functional theory (DFT);®! they reflect the relative
stability of the conjugate base and the intrinsic acid strength
of the neutral cluster. These enthalpies increased
(1087 kJmol™' (H;PW), 1143 kImol™' (H,CoW)), and the
conjugate base became less stable, as the oxidation state of
the central atom X decreased and the number of protons per
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Figure 4. 2-Butanol decomposition rate constant k, (in 107* molecules
2-butanol (H")™'s™) (closed symbols) and dimer formation equilibri-
um constant K, (open symbols) as a function of deprotonation
enthalpy, defined as AH,,, of HA—A™ +H" (HA is the acid, and A™ is
the conjugate base) and calculated by DFT. (0.04 H;PW/Si (e),
0.04H,SiW/Si (m), 0.04 H;AI/Si (A), 0.04 H,CoW/Si (¥), and H-

BEA (). — denotes the deprotonation energy range reported for
different zeolite catalysts.""

Table 2: DFT-calculated deprotonation enthalpies DPE (AH,,, of HA—
A~ +H™), activation energies for the alkoxy formation step (E,; i), and
2-butanol dimer formation enthalpies (AH,.4) (see Scheme 1) for 2-
butanol dehydration on Hg_,X""W/Si.

DPE® sz cated AH caied”
HsPW 1087 132.4 83.7
H.SiW 1105 140.0 76.7
HsAIW 121 145.8 703

[a] HA is the acid, and A~ is the conjugate base; X=P*", Si*’, and AP**.
[b] In k) mol™".

cluster concurrently increased. Deprotonation enthalpies
rigorously rank solid Brgnsted acids in terms of their acid
strength. The values estimated by DFT suggest that Keggin-
type POM clusters (1087-1143 kImol™') are stronger acids
than H,SO, (1293 kJmol™!) and CF;SO;H (1248 kJmol ™)
and comparable to the CB;H,H carborane acid
(1084 kImol ™).

The values of k, and K, were similarly affected by POM
deprotonation enthalpy because butyl carbenium ion tran-
sition states and unreactive protonated 2-butanol dimers are
significantly ionic in character and benefit from the effective
delocalization of the concomitant negative charge by POM
clusters.’! In contrast, charge is highly localized on inorganic
insulators, such as the silicate framework in zeolites, and
deprotonation enthalpies are significantly higher for zeolites
(ranging from 1171 (zeolite Y) to 1200 kImol~! (ZSM-5)!"!
than for POM clusters. On H-BEA, the higher deprotonation
enthalpy led also to lower k, and K, values; these data fell on
the same correlation with deprotonation enthalpy as the
various Hg_,XW clusters (Figure 4). We note that the range of
deprotonation enthalpies among various zeolite structures (Y,
CHA, MOR, MFI) (1171-1200 kJ mol~; 29 kJ mol ! range )"
is smaller than for the various POM structures reported
herein (1087-1143 kJmol™'; 56 kI mol ' range). POM clusters
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therefore provide a greater range of acid strengths useful in
the practice of Brgnsted acid catalysis.

The central atom strongly influences the reactivity of
protons in Keggin-type POM clusters through the combined
effects on the rate constant of C—O bond breaking k, and the
equilibrium constant for the formation of unreactive 2-
butanol dimers K,. Both increased in parallel as the oxidation
state of the central atom X in Hg_,X"*W increased (Co < Al <
Si<P) and the deprotonation enthalpy concurrently
decreased, because of the ionic character of the transition
state in C—O cleavage and of the 2-butanol dimer. Reaction
rates reflect k, and K, values in a manner that leads to
compensating effects and to rates that benefit from stronger
acids at low butanol pressures but from weaker acids at higher
pressures. 2-Butanol dehydration rates (at 0.5 kPa 2-butanol
pressure) increased by a factor of 2.6 as deprotonation
enthalpies decreased by 34kImol™ (H;AIW—H,PW,
Figure 1).

Earlier, van Santen and Kramer proposed, based on
electronic structure calculations, a relation between the
stability of cationic species present as transition states and
the deprotonation energies of Brgnsted acids.'Yl Our study
provides experimental verification for this proposal for the
dehydration of 2-butanol on POM clusters in terms of a
rigorous analysis of turnover rates in terms of rate and
equilibrium constants for elementary steps. The relationship
between the stability of transition states and of intermediates
and the intrinsic acid strength is essential to design materials
with specific reactivity and selectivity in acid catalysis. Indeed,
activation barriers for steps involving ionic transition states
benefit from lower deprotonation enthalpies, but these steps
may not limit overall catalytic rates. Deprotonation enthal-
pies also influence the stability of ionic intermediates of
varying reactivity, leading to compensating effects that cause
rates that increase or decrease with increasing deprotonation
enthalpy depending on the relative concentrations of reactive
and unreactive intermediates.

Experimental Section
H,PW,,0, (Aldrich), H,SiW,,0, (Aldrich, 99.9%), H;AIW,0,,
(prepared as in Ref. [12]), and HCoW,,0,, clusters (prepared as in
Ref. [13,14]) were deposited onto SiO, (Cab-O-Sil, 304 m*g!, pore
volume 1.5 cm~*g~!; washed three times in 1M HNO; and dried in Air
(Praxair, extra-dry, 573K, 5h, 20cm’g™")) by incipient wetness
impregnation with 1.5 cm® of ethanol (Aldrich, anhydrous 99.5 % )—
H;PW_ H,SiW H;AIW, or H¢CoW solutions per gram of dry SiO,.
Impregnated samples were treated in flowing dry air (Praxair, extra-
dry) at 323 K for 24 h. H-BEA (Zeolyst) with Si/Al 12.5:1 was used.
Catalytic 2-butanol dehydration rates and selectivities were
measured at 343K in a quartz flow cell (1.0 cm inner diameter)
containing samples (1-100 mg of catalysts (125-180 pum) diluted with
acid-washed quartz (~ 50 mg, 125-180 um)) held on a porous quartz
disc. Temperatures were measured using K-type thermocouples and
set using a Watlow controller (Series 982) and a resistively-heated
furnace. Samples were treated in flowing He (80 cm*min', Praxair,
UHP (He), extra-dry (air)) at 343 K for 1 h before catalytic measure-
ments. Thermal treatments in He or air (80 cm®min~!, Praxair, UHP)
at 373-575 K did not influence measured rates. Transfer lines were
held at 393 K to prevent adsorption or condensation of reactants,
products, and titrants before chromatographic analysis. Butanol
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reactants (Sigma-Aldrich, 99.5% (2-butanol), 99.8% (1-butanol),
99.5% (tert-butanol, anhydrous)) were introduced as a liquid using a
syringe pump (Cole Parmer, 74900 series) and vaporized at 393 K by
injection into flowing He (Praxair, UHP). 1-Butene (Scott Specialty
Gases, 99 %) flow rates, liquid 2-butanol introduction rates and He
flow rates were adjusted to give desired reactant pressures and to
keep conversions low (< 10 % ) and relatively constant among various
catalyst samples. Reactant and product concentrations were mea-
sured by gas chromatography using flame ionization detection
(Agilent 6890N GC, 50 m HP-1 column). Only butene products of
dehydration reactions were detected (1-butene, cis-2-butene, and
trans-2-butene). Brgnsted acid sites were titrated by introducing
liquid mixtures of 2-butanol reactants (Sigma-Aldrich, 99.5%,
anhydrous) with pyridine (Aldrich, 99.9%) into flowing He to give
0.5 kPa 2-butanol and 0.9 Pa pyridine. The amount of titrant adsorbed
on the catalyst was measured from measurements of its concentration
in the effluent stream using the chromatographic protocols described
above for 2-butanol dehydration.

Calculations were carried out using a periodic plane wave density
functional theory code VASP.I'>!®! The generalized gradient approx-
imation of the Perdew-Wang form (PW91) was used to correct
exchange energies.””! A cut off energy of 396.0 eV defined the plane
wave basis set expansion and ultrasoft pseudopotentials™® were used
to model the electron—ion interactions. The Keggin structure was
placed in the center of a 20x20x20 A’ supercell to allow for a
sufficient vacuum region between neighboring Keggin structures. A
single I'-point was found to be sufficient to sample the first Brillouin
zone.® All reported structures were optimized to force values below
0.05 eV per atom. The climbing nudged elastic band method was used
to locate transition states."!

Received: March 23, 2007
Revised: July 25, 2007
Published online: September 7, 2007

Keywords: acid catalysis - alcohols - cluster compounds -
dehydration - polyoxometalates

[1] Hammet indicator methods (e.g. T. Okuhara, C. Hu, M.
Hashimoto, M. Misono, Bull. Chem. Soc. Jpn. 1994, 67, 1186)
and liquid phase acid dissociation values (e.g. I. V. Kozhevnikov,
Chem. Rev. 1998, 98, 171; T. Okuhara, N. Mizuno, M. Misono,
Adv. Catal. 1996, 41, 133; M. N. Timofeeva, Appl. Catal. A 2003,
256, 19, and references therein) are solvent dependent and thus
no measures of intrinsic acid strength. None of the work
summarized in the aforementioned review papers discusses the
effect of central atom on the catalytic function in terms of the
rates of specific elementary steps.

[2] N. Mizuno, M. Misono, Chem. Rev. 1998, 98, 199.

[3] M. Misono, N. Mizuno, K. Katamura, A. Kasai, K. Sakata, T.
Okuhara, Y. Yoneda, Bull. Chem. Soc. Jpn. 1982, 55, 400.

[4] K.Y. Lee, T. Arai, S. Nakata, S. Asoka, T. Okuhara, M. Misono,
J. Am. Chem. Soc. 1992, 114, 2836.

[5] The additional stability gained by the formation of [R1-O-H-O-
R2]" cationic hydrogen bonds is well known, see Molecular
Structure and Energetics, Vol. 4 (Eds.: J. F. Liebman, A. Green-
berg), VCH, Weinheim, 1987, pp.74-142, and references
therein. The well-known H;O," ion is another example.

[6] H. Noller, K. Thomke, J. Mol. Catal. 1979, 6, 375.

[7] S. Delsarte, P. Grange, Appl. Catal. A 2004, 259, 269.

[8] B. B. Bardin, S. V. Bordawekar, M. Neurock, R. J. Davis, J. Phys.
Chem. B 1998, 102, 10817; M. J. Janik, A. C. Kimberly, B. B.
Bardin, R. J. Davis, M. Neurock, Appl. Catal. A 2003, 256, 51.

[9] I. A. Koppel, P. Burk, I. Koppel, I. Leito, T. Sonoda, M. Mishima,
J. Am. Chem. Soc. 2000, 122, 5114.

[10] M. Bréndle, J. Sauer, J. Am. Chem. Soc. 1998, 116, 5428.

www.angewandte.org

Chemie

7867


http://dx.doi.org/10.1246/bcsj.67.1186
http://dx.doi.org/10.1021/cr960400y
http://dx.doi.org/10.1021/cr960401q
http://dx.doi.org/10.1246/bcsj.55.400
http://dx.doi.org/10.1021/ja00034a013
http://dx.doi.org/10.1021/jp982345y
http://dx.doi.org/10.1021/jp982345y
http://dx.doi.org/10.1021/ja0000753
http://www.angewandte.org

Communications

[11] R. A.van Santen, G. J. Kramer, Chem. Rev. 1995, 95, 637; A. M. [15] G. Kresse, J. Hafner, Phys. Rev. B 1993, 47, 558.

Rigby, G. J. Kramer, R. A. van Santen, J. Catal. 1997, 170, 1. [16] G. Kresse, J. Furthmiiller, Phys. Rev. B 1996, 54, 11169.
[12] J.J. Cowan, C.L. Hill, R.S. Reiner, I. A. Weinstock, Inorg. [17] J. P. Perdew, J. A. Chevary, S. H. Vosko, K. A. Jackson, M. R.

Synth. 2002, 33, 18. Pederson, D. J. Singh, C. Fiolhais, Phys. Rev. B 1992, 46, 6671.
[13] L. C. W. Baker, T. P. McCutcheon, J. Am. Chem. Soc. 1956, 78, [18] D. Vanderbilt, Phys. Rev. B 1990, 41, 7892.

4503. [19] G. Henkelman, B. P. Uberuaga, H. Jonsson, J. Chem. Phys. 2000,
[14] L. C. W. Baker, B. Love, T. P. McCutcheon, J. Am. Chem. Soc. 113, 9901.

1950, 72, 2374.

7868  www.angewandte.org © 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim Angew. Chem. Int. Ed. 2007, 46, 78647868


http://dx.doi.org/10.1021/cr00035a008
http://dx.doi.org/10.1006/jcat.1997.1574
http://dx.doi.org/10.1021/ja01599a001
http://dx.doi.org/10.1021/ja01599a001
http://dx.doi.org/10.1021/ja01162a007
http://dx.doi.org/10.1021/ja01162a007
http://dx.doi.org/10.1103/PhysRevB.47.558
http://dx.doi.org/10.1103/PhysRevB.54.11169
http://dx.doi.org/10.1103/PhysRevB.46.6671
http://dx.doi.org/10.1103/PhysRevB.41.7892
http://dx.doi.org/10.1063/1.1329672
http://dx.doi.org/10.1063/1.1329672
http://www.angewandte.org

