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ABSTRACT: In this work, we have studied the catalytic activity of different
silicates (MFI, MCM-41, and Beta) containing Lewis acid sites (including Sn, Ti,
Zr, and Hf) for the tandem N-alkylation reaction of aniline with benzyl alcohol.
The Hf- and Zr-Beta were the most active catalysts for this transformation,
showing in both cases selectivities toward the corresponding N-benzylaniline
higher than 97%. FTIR and DFT analyses confirm that the active sites in the Hf-
Beta catalyst for this process are the open sites where one of the four Hf−O bonds
is hydrolyzed. Moreover, the amount of these active species could be notoriously
increased with previous thermal treatment of the Lewis acid zeolite with benzyl
alcohol. Isotopically labeled experiments and theoretical mechanistic studies reveal
that the N-alkylation reaction occurs through a hydrogen borrowing pathway, in which in situ Hf-hydride species were generated.
Finally, the Hf-Beta zeolite was reused several times in the N-alkylation reaction without any appreciable deactivation detected. This
catalytic system could be expanded to a variety of amines, including aliphatic and biomass-derived amines.
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1. INTRODUCTION

Transition-metal hydrides have been recognized for many
years as intermediates or catalysts in industrially relevant
processes, such as hydroformylation, olefin isomerization, or
hydrogen exchange in alkanes, among others.1 Since 1955,
when the first organometallic transition-metal hydride was
discovered ((Cp)2ReH),

2 the discipline of organometallic
chemistry has exponentially grown. A common strategy to in
situ generate reactive transition-metal hydrides is via a
borrowing hydrogen (BH) approach from a donor molecule.3

The borrowing hydrogen methodology, also called hydrogen
autotransfer, is a powerful strategy that combines transfer
hydrogenation with one or more intermediate reactions,
avoiding the direct use of molecular hydrogen. The key of
this concept is that the hydrogen from a donor molecule is
stored by a catalytic metal site to be released in a final
hydrogenation step.3 This approach has been tentatively
applied in the tandem N-alkylation reaction of amines using
alcohols as hydrogen donors and either noble-metal-based (i.e.,
Ru, Pd, Ir, Rh, and Au)4−8 or, more recently, non-noble
transition metals (i.e., Mn, Co, Ni, and Fe)9−12 complexes as
catalysts. However, these homogeneous catalytic systems
present some important drawbacks, mainly related to the
recovery and reuse of expensive catalysts and/or the
indispensable use of bases to deprotonate the alcohol. The
principal heterogeneous catalysts that have been reported for
this transformation consist of transition-metal sites supported
on inorganic materials13−16 or metal nanoparticles.17 However,

these solids still present some key disadvantages, including
metal leaching and/or uncertain stability and recyclability.
Group 4 transition-metal-hydride-based heterogeneous

catalysts have attracted much less attention. Despite this,
homogeneous hafnium and zirconium complexes, bearing
cyclopentadienyl ligands (Cp)2M(H)R, have been extensively
studied and utilized in diverse chemical processes, such as N2

reduction, hydrogenolysis, and transmetalation reactions.18,19

These systems not only show limitations associated with
catalyst recyclability but also suffer from deactivation in open
atmospheres. Few studies on grafting isolated single Hf and Zr
sites on highly stable inorganic supports have been
reported.20−23 Based on the reaction of alkyl metal complexes
with dehydroxylated silica surfaces and the subsequent
hydrogen treatment, well-defined mono- and bishydrides
have been anchored on silica support.20 These Hf- and Zr-
hydrides are reactive under mild reaction conditions for
different alkane transformations.21−23 However, in all these
cases, inert atmospheres are necessary to prevent M−H
deactivation. Moreover, it is worth noting that, as far as we
know, the efficient N-alkylation of amines with alcohols has
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not been reported using isolated Zr and Hf sites, neither in
homogeneous nor heterogeneous catalysts.
Having this target in mind, we propose to study the potential

ability of the isolated Hf and Zr sites in high-silica zeolites to
generate in situ metal-hydride species. In this sense, isolated
sites of different transition metals (including Ti, Sn, Zr, and
Hf) have been incorporated in framework positions of different
silicate matrixes (Beta, MFI, and MCM-41). The diverse
metal-containing materials have been characterized using UV−
vis spectroscopy to demonstrate the full incorporation of the
Lewis acid sites in framework positions. The Lewis-acid-
containing zeolites have been found to be active for the N-
alkylation reaction of aniline using benzyl alcohol as a
hydrogen donor, where Hf- and Zr-Beta show the best
catalytic performance, giving the corresponding N-benzylani-
line product with high selectivity. Kinetic studies reveal an
induction period when using Hf-Beta as a catalyst that can be
suppressed if a previous activation with benzyl alcohol is
performed. DFT calculations and FTIR analysis indicate that
tetrahedral Hf sites in Beta zeolite must be in the open form,
that is, with one of the four Hf−O bonds hydrolyzed, to
catalyze the dehydrogenation of benzyl alcohol to benzalde-
hyde, being the amount of open sites considerably higher after
a continuous exposure of the Hf-Beta zeolite to the alcohol.
Moreover, theoretical and experimental mechanistic studies
reveal that the process occurs through hydrogen borrowing
from the methylene group present in benzyl alcohol. Finally,
Hf-Beta has demonstrated high stability in this transformation,
since it could be reused at least four times without appreciable
deactivation. The catalytic system can be extended to the use
of aliphatic and biomass-derived amines.

2. EXPERIMENTAL SECTION
2.1. Synthesis. 2.1.1. Synthesis of Zr-DeAl-Beta. Com-

mercially available Al-Beta (1 g, CP814E) was dealuminated
with 25 mL of HNO3 (65%) at 80 °C for 16 h under magnetic
stirring. After filtration and washing with abundant water, the
resulting solid was dried at 170 °C overnight. Afterward,
zirconium was grafted as follows: ZrOCl2·8H2O (46.8 mg, 0.14
mmol) was dissolved in ethanol (80 mL). The resulting
ethanolic solution was added dropwise to the activated
dealuminated Beta. Then, the resulting mixture was refluxed
under magnetic stirring at 100 °C for 5 h. After washing with
ethanol, the white solid obtained was dried at 100 °C prior to
calcination at 550 °C in air for 6 h.
2.1.2. Synthesis of Zr-MFI. First, ZrCl4 (29.3 mg, 0.13

mmol) was dissolved in water (0.85 g). The resulting aqueous
solution was magnetically stirred, while TEOS (3.48 g) was
added dropwise. When homogeneous gel was obtained, a
solution of TPAOH (40 wt %, 2.96 g) in water (5.16) was
incorporated. After 1 h under stirring, water (2.80 g) was
added, resulting in the following molar composition gel: 1
SiO2/0.0075 ZrO2/0.35 TPAOH/35.2 H2O. The final gel was
left overnight under magnetic stirring. Then, ethanol formed
from the hydrolysis of TEOS was evaporated at room
temperature for 2 h. The gel was subjected to crystallization
in a Teflon-lined stainless-steel autoclave at 150 °C for 5 days.
The solid obtained was filtered and washed with water, dried at
100 °C, and calcined at 550 °C in air for 4 h.
2.1.3. Syntheses of M-Beta. M-Beta zeolites with Si/M

between 50 and 155 were synthesized as follows: first,
tetraethylammonium hydroxide solution (35 wt % in water)
was mixed with tetraethyl orthosilicate (TEOS) in a

polytetrafluoroethylene (PTFE) jar. This mixture was allowed
to stir at room temperature for 90 min. Then, an aqueous
solution of the corresponding metal salt was added, and the
mixture was left to stir until the ethanol formed upon
hydrolysis of TEOS was evaporated. Hydrofluoric acid was
added under vigorous stirring until a thick gel was formed.
Finally, 5 wt % (silica basis) of dealuminated Beta was added as
seed crystals. The final gel composition was 1 SiO2/x MO2/
0.56 TEAOH/0.56 HF/7.5 H2O. The gels were transferred to
Teflon-lined stainless-steel autoclaves and, then, placed in an
oven at 140 °C for the required time to crystallize the M-Beta
zeolites under static conditions. The resulting solids were
filtrated and extensively washed with water. The M-Beta
samples were dried at 100 °C and, finally, calcined at 550 °C in
air for 4 h.

2.1.4. Synthesis of Zr-MCM-41. In a typical synthesis,
C16TMABr (4.55 g) was dissolved in water (30.5 g) at 40 °C
until a clear solution was obtained. Then, the solution was
cooled down to room temperature and TMAOH solution (25
wt %, 7.88 g) and ZrOCl2·8H2O (2.67 g) were added, and the
resulting mixture was stirred for 5 min. Finally, SiO2 Aerosil (5
g) was added. The homogeneous mixture was stirred at room
temperature for 1 h and, subsequently, heated at 135 °C for 24
h in a Teflon-lined stainless-steel autoclave without rotation.
The as-prepared Zr-MCM-41 sample was recovered by
filtration and extensively washed with distilled water (2 L/g
solid), and then, the material was dried at 100 °C overnight.
The occluded surfactant was removed by heating the sample at
540 °C under a continuous flow of N2 for 1 h, followed by 6 h
in a flow of air at the same temperature.

2.2. Characterization Techniques. Powder X-ray dif-
fraction (PXRD) measurements were performed using a
Panalytical CubiX diffractometer operating at 40 kV and 35
mA and using Cu Kα radiation (λ = 0.1542 nm).
Chemical analyses were carried out in a Varian 715-ES ICP-

Optical Emission spectrometer, after solid dissolution in
HNO3/HCl/HF aqueous solution.
The morphology of the samples was studied by field

emission scanning electron microscopy (FESEM) using a
ZEISS Ultra-55 microscope.
The UV−vis spectra were collected using an Agilent Cary

7000 UV−vis−NIR spectrophotometer equipped with a
diffuse reflectance accessory.
Raman spectra were recorded with an inVia Renishaw

spectrometer equipped with an Olympus microscope. The
samples were excited by the 325 nm line of a He−Cd laser
(Kimmon) with a laser power of 20 mW.

2.3. Computational Details. All density functional theory
(DFT) calculations were carried out using the M062X
functional,24 the 6-31g(d,p) basis set for O, C, N, and H
atoms,25,26 and the LANL2DZ basis set and pseudopotential
for Hf,27,28 as implemented in the Gaussian09 software.29 The
active sites in Hf-Beta were simulated by cluster models cut out
from the periodic crystalline structure of Beta zeolite and
containing one framework Hf atom at the T9 position bonded
to four −O−Si units (closed site) or with one hydrolyzed Hf−
OH bond (open site). The dangling bonds that connected the
cluster with the rest of the solid were saturated with H atoms,
and during geometry optimizations, these terminal H atoms
were kept fixed to maintain the zeolite structure, while all other
atoms in the model were allowed to relax without restrictions.
All stationary points were characterized by frequency
calculations, which also provided the zero-point vibrational
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corrections to the energy (ZPE). Activation Eact and reaction
ΔE energies for each elementary step were calculated as

= −E E E(TS) (R)act

Δ = −E E E(P) (R)

Where E(R), E(TS), and E(P) are the total energies of the
reactant, transition state, and product structures, respectively.
Net atomic charges were obtained using the natural bond
order (NBO) analysis30 as implemented in Gaussian 09
software.
2.4. FTIR Analysis. IR spectra were recorded with a

Thermo is50 FTIR spectrometer using a DTGS detector and
acquired at 4 cm−1 resolution. A homemade quartz IR cell
allowing in situ treatments in controlled atmospheres and
temperatures from 25 to 525 °C has been connected to a
vacuum system with gas dosing facility.
For IR studies, the samples were pressed into self-supported

wafers and treated at 300 °C in vacuum (10−4 mbar) for 2 h.
After activation, the samples were cooled down to 100 °C
under dynamic vacuum conditions followed by benzyl alcohol
dosing at 0.5 mbar and subsequent evacuation. Then, the
temperature was increased under dynamic vacuum conditions
up to 150 °C, kept at that temperature for 2.5 h, and cooled
down to 100 °C, when benzyl alcohol was added for a second
time. IR spectra were recorded at each step. In the in situ
studies, at this step, aniline was coadsorbed at 1 mbar, followed
by evacuation and increasing the temperature to 100 °C,
keeping at the same temperature for 30 min.
For IR experiments of acetonitrile (CD3CN) titration, in the

case of the fresh sample, it has been activated at 300 °C in
vacuum for 2 h and then cooled down to 25 °C, followed by
CD3CN dosing at 2 mbar. In the case of the benzyl alcohol
treatment at 150 °C for 2 h, the sample was cooled down to
100 °C under dynamic vacuum followed by CD3CN dosing at
2 mbar.
2.5. Catalytic Tests. 2.5.1. N-Alkylation of Aniline with

Benzyl Alcohol Using Lewis-Acid-Containing Silicates as a
Catalyst. Reactions were performed in 2 mL glass-vessel
reactors equipped with a magnetic bar. A solution of aniline
(74.1 mg, 0.8 mmol), benzyl alcohol (86.9 mg, 0.8 mmol), and
dodecane (35.6 mg, 0.2 mmol), used as an internal standard, in
o-xylene (1.8 mL) was added to each reactor containing the
corresponding amount of catalyst (50:1 substrate:/metal molar
ratio). The mixtures were heated up at 150 °C and left to stir
for 4.5 h. Approximately 25 μL of aliquots was taken, diluted
with 1 mL of ethyl acetate, and filtered with a PTFE syringe
filter.
Gas chromatographic analyses were performed in an

instrument equipped with a 25 m capillary column of 5%
phenylmethylsilicone using dodecane as an internal standard
unless otherwise indicated. The method employed for the
analysis starts at 100 °C with a ramp of 20 °C/min until
achieving 280 °C, which is maintained for 2 additional
minutes. GC−MS analyses were performed on a spectrometer
equipped with the same column as the GC and operated under
the same conditions to identify the products.
2.5.2. N-Alkylation of Aniline with Benzyl Alcohol as a

Solvent. Reactions were performed in 2 mL glass-vessel
reactors equipped with a magnetic bar. A solution of aniline
(0.8 mmol) and dodecane (35.6 mg, 0.2 mmol) in benzyl
alcohol (1.8 mL) was added to the reactor containing 125 mg
of Hf-Beta (50:1 amine/Hf molar ratio). The mixture was

heated up at 150 °C and left to stir during the required time.
Approximately 25 μL of aliquots was taken, diluted with 1 mL
of ethyl acetate, and filtered with a PTFE syringe filter. Benzyl
alcohol activation was performed as follows: benzyl alcohol
(1.8 mL) was added to the reactor containing 125 mg of Hf-
Beta (50:1 amine/Hf molar ratio). The mixture was heated up
at 150 °C and left to stir during 4 h. After that period, aniline
and dodecane were injected, and the reaction was followed
with time.

2.5.3. General Procedure for the N-Alkylation of Amines
with Alcohols. Reactions were performed in 2 mL glass-vessel
reactors equipped with a magnetic bar. A solution of amine
(0.4 mmol) and dodecane (17.8 mg, 0.1 mmol) in the
corresponding alcohol (0.9 mL) was added to each reactor
containing 62.5 mg of Hf-Beta (50:1 amine/Hf molar ratio).
The mixtures were heated up at 150 °C and left to stir during
the corresponding time. Approximately 25 μL of aliquots was
taken, diluted with 1 mL of ethyl acetate, and filtered with
PTFE syringe filter.

2.5.4. Mechanistic Experiments. Reactions with isotopically
labeled benzyl alcohol in different positions were performed in
a 2 mL glass-vessel reactors equipped with a magnetic bar. A
solution of aniline (18.5 mg, 0.2 mmol) and benzyl alcohol
(0.2 mmol) in o-xylene (0.45 mL) was added to each reactor
containing 31 mg of Hf-Beta (50:1 substrate/Hf molar ratio).
The mixtures were heated up at 150 °C and left to stir for 4.5
h. The reaction mixtures were quenched with ice, filtered with
a PTFE syringe filter, and diluted with toluene-d8. Afterward,
the solutions were analyzed by 1H NMR spectroscopy.
Benzyl alcohol-OD was prepared following a previous report

in the literature.31 Benzyl alcohol was magnetically stirred with
an excess of deuterium oxide for 1 h, followed by extraction
with diethyl ether, drying with anhydrous magnesium sulfate,
and solvent evaporation.

1H NMR was recorded on a Bruker 300 spectrometer at a
spinning rate of 15 kHz with a 90° pulse length of 5 μs using
high-power proton decoupling (spinal64) μs with a 20 s
repetition time, and the chemical shifts are reported in ppm
relative to residual proton solvent signals.

2.5.5. Reuse Study. Following the alcohol activation
process, after a typical N-alkylation reaction between aniline
and benzyl alcohol, Hf-Beta was separated from the reaction
medium by centrifugation and, then, washed with ethyl acetate
and dichloromethane. After that, the solvent was evacuated
under vacuum at room temperature prior to the utilization in
the next run.

3. RESULTS AND DISCUSSION
3.1. Synthesis of M-Silicates and Their Catalytic

Evaluation for the N-Alkylation of Aniline with Benzyl
Alcohol. Group 4 transition metal sites can be incorporated in
high-silica zeolites in dilute amounts, generating MIV isolated
atoms with unique Lewis acid properties.32−36 In order to
study if these M-zeolites could act as adequate alternative
catalysts for the base-free N-alkylation reaction of amines with
alcohols, we have initially incorporated different transition
metals (including Ti, Sn, Zr, and Hf) in framework positions of
a large-pore Beta zeolite (see Experimental Section).
The PXRD patterns of each material show the characteristic

diffractogram of the crystalline Beta phase (see Figure S1). The
ICP analyses of the different metal-containing Beta zeolites, M-
Beta, synthesized in fluoride media, present Si/M molar ratios
of ∼130−150 (see Zr-, Hf-, and Sn-Beta in Table S1), except
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for Ti-Beta, which presents a lower Si/M molar ratio (Si/Ti ≈
50, see Ti-Beta in Table S1). UV−vis spectra of the calcined
M-Beta zeolites suggest in all cases the presence of
tetrahedrally coordinated isolated metallic species, as revealed
by the single signal centered between 190 and 230 nm (see
Figure S2a). Moreover, the UV Raman spectra of all Lewis-
acid-containing Beta zeolites show a band centered at ∼696
nm that is not present in the Si-Beta spectrum and that is
assigned to M atoms incorporated in the Beta framework (see
Figure S2b).37,38 The oxide phase is not observed in any M-
Beta zeolites’ Raman spectra (see Figure S2b), so taking into
account the detection limit of Raman spectroscopy, these
samples do not contain extra-framework MO2 species. Finally,
the average particle sizes of the different M-Beta zeolites are
1−3 μm (see FE-SEM images in Figure S3).
For comparison purposes, other Zr-containing silicates have

also been prepared, including a nanosized Zr-Beta zeolite, a
medium-pore Zr-MFI, and a mesoporous Zr-MCM-41 (see
Experimental Section for details).39−41 Despite these com-
parative materials presenting different Si/Zr molar ratios (see
Table S1), UV−vis spectra reveals that most of the Zr species
in these silicates have been incorporated as isolated species
(see Figure S2).
At this point, the above prepared Lewis-acid-containing

silicates have been tested as catalysts for the N-alkylation of
aniline 2 with benzyl alcohol 1 in equimolar conditions using
o-xylene as a solvent (see Scheme 1).
A blank experiment without a catalyst has been first

evaluated (Table 1, entry 1), where neither N-benzylaniline
3 nor the corresponding N-benzylideneaniline 4 are detected
by gas chromatography after 4.5 h. Among the different M-
silicates, Zr- and Hf-containing Beta zeolites show the highest
catalytic activity and selectivity toward formation of the
secondary amine 3 (Table 1, entries 2 and 3, respectively). In
both cases, only traces of the corresponding imine 4 have been
detected as a byproduct.

Other Lewis-acid-containing Beta zeolites, such as Sn- and
Ti-Beta, only give the desired product 3 in low yields and
selectivities, with appreciable amounts of imine 4 being
detected in both cases (Table 1, entries 4 and 5 respectively).
This dissimilar catalytic behavior offered by the different
metals could be first tentatively assigned to their Lewis acid
strength,42 which has been reported to follow the subsequent
order: Ti < Sn < Zr, in concordance with our experimental
observations for this reaction.
The influence of the pore size accessibility for the N-

alkylation reaction exposed above has been evaluated with the
Zr-silicates presenting different pore sizes (Zr-MFI and Zr-
MCM-41) and crystal sizes (Zr-DeAl-Beta). The medium-
pore-size Zr-MFI shows much lower catalytic activity than Zr-
Beta (Table 1, entries 6 and 2, respectively), suggesting that
the product formation would have steric impediments within
the smaller channels of the MFI structure compared to Beta
(5−5.5 and 6.5−7 Å, respectively). In contrast, Zr-MCM-41,
with a pore size of 2−3 nm, is not able to produce the desired
N-benzylaniline product after 4.5 h (Table 1, entry 7). In this
case, limited diffusion pathways cannot be claimed, but the
combination of a very hydrophilic surface and the absence of
tight molecular confinements within the mesoporous channels
could be two interconnected plausible reasons explaining the
poor catalytic activity offered by the Zr-MCM-41 catalyst. The
highly accessible Zr-DeAl-Beta shows a remarkably lower
conversion and selectivity toward 3 than regular Zr-Beta
(Table 1, entries 8 and 2, respectively), even when the
nanosized Beta sample shows a significant lower particle size
(30 nm and 1 μm for Zr-DeAl-Beta and Zr-Beta, respectively,
see Figure S3). This result also suggests that the high
hydrophilicity encountered when the particle size is reduced
to a few nanometers would be responsible for the low catalytic
activity observed when using Zr-DeAl-Beta as a catalyst.
Finally, a commercially available Beta zeolite containing
Brønsted acid sites (CP814E, Zeolyst) has also been evaluated,
but under the selected reaction conditions, only 12%
conversion with 43% selectivity toward N-benzylaniline was
observed (Table 1, entry 9). The results achieved with Al-Beta
indicate the limited ability of Brønsted acid sites to properly
catalyze the N-alkylation reaction between aniline and benzyl
alcohol.

3.2. Activation of Hf-Beta with Benzyl Alcohol:
Increasing Catalytically Active Lewis Open Sites. The
N-alkylation of aniline with benzyl alcohol using o-xylene as a
solvent was followed over time using Hf-Beta as a catalyst and
varying the ratio between benzyl alcohol and aniline. If an
excess of aniline is employed (4 equiv of aniline per benzyl
alcohol), the achieved conversion values are below 10% with
poor selectivities to N-benzylaniline after 4.5 h at 150 °C
(below 30%, see blue triangles in Figure S4). In contrast,
excellent yield to N-benzylaniline is observed after 4.5 h and
150 °C when using equimolar quantities of aniline and benzyl
alcohol (∼95%, see black squares in Figure S4-right), but the

Scheme 1. N-Alkylation of Aniline with Benzyl Alcohol Catalyzed by Different Metal-Containing Silicates

Table 1. N-Alkylation of Aniline with Benzyl Alcohol Using
Lewis-Acid-Containing Silicates as Catalysts at 150 °C for
4.5 h

entry catalyst X1 (%)
a X2 (%)

b S3 (%)
c S4 (%)

d

1 - 0 0 n.d. n.d.
2 Zr-Beta 96.1 95.5 97.7 1.6
3 Hf-Beta 95.7 95.4 97.2 2.3
4 Sn-Beta 6.3 7.1 46.6 22.3
5 Ti-Beta 3.2 3.7 25.2 34.0
6 Zr-MFI 3.5 3.8 55.5 53.3
7 Zr-MCM-41 4.9 4.1 n.d. 18.9
8 Zr-DeAl-Beta 17.5 16.1 67.1 8.4
9 Al-Beta 12.5 12.7 42.6 10.7

aBenzyl alcohol conversion. bAniline conversion. cN-Benzylaniline
selectivity. dN-Benzylideneaniline selectivity.
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kinetic curve clearly reveals the presence of an initial induction
period of ∼3 h (see black squares in Figure S4-left).
Interestingly, this initial induction period is considerably
softened when adding an excess of benzyl alcohol in the
reaction media (4 equiv of benzyl alcohol per aniline, see red
circles in Figure S4-left), achieving high N-benzylaniline yield
after 4.5 h (∼90%, see red circles in Figure S4-right). These
preliminary results suggest that benzyl alcohol would have an
important role in the N-alkylation reaction mechanism and/or
in the activation of the Hf-Beta active sites.
To better understand the effect of benzyl alcohol, additional

experiments have been carried out using Hf-Beta as a catalyst
and benzyl alcohol not only as an alkylation agent but also as
reaction solvent under the same reaction conditions as those
described above (see Experimental Section). The reaction has
been first studied using fresh Hf-Beta as a catalyst (see squares
in Figure 1). The conversion at 0.5 h shows a 2-fold increase
when using benzyl alcohol as a solvent (∼17%, see square at
0.5 h in Figure 1-left) compared to the previous experiment
using a few equivalents of benzyl alcohol in o-xylene (∼8%, see
red circle at 0.5 h in Figure S4-left). In terms of product yields,
imine 4 and N-benzylaniline 3 are detected in equimolar
quantities at low reaction times (∼8−9%, see red and blue
squares respectively at 0.5 h in Figure 1-right). Afterward,
imine 4 disappears with time, while the secondary amine shows
a continuous increase, finally obtaining the desired N-
benzylaniline product with high yields after 4 h (80%, see
blue square at 4 h in Figure 1-right).
Recently, it has been reported that a previous aging of a Hf-

Beta catalyst with methanol allows increasing the catalytic
performance of this material for the glucose isomerization
reaction.43 Despite there not being a definitive explanation for
this improvement, it would not be surprising that methanol
could modify the nature of the isolated Lewis acid active sites
(i.e., increasing the amount of Hf open sites). Thus, the
remarkable catalytic activity enhancement achieved here when
increasing the benzyl alcohol amount from equimolar contents
to a substantial excess in the reaction media would suggest that
the Hf-Beta active sites required to efficiently undergo the N-
alkylation reaction could be influenced by benzyl alcohol.

Thus, an additional experiment has been performed where
Hf-Beta has been activated with benzyl alcohol for 4 h at 150
°C, and after that period, the corresponding amount of aniline
has been injected in the mixture and the reaction allowed to
proceed. The catalytic activity has increased considerably after
the previous activation step (see black triangles in Figure 1-
left). Moreover, after 4 h, the conversion achieved is complete,
with a product yield toward 3 higher than 95% (see blue
triangle at 4 h in Figure 1-right). This experiment undoubtedly
confirms that benzyl alcohol allows activating Hf-Beta sites for
the N-alkylation reaction.
To shed light on the nature of the isolated Lewis acid sites

before and after benzyl alcohol activation, two in situ IR studies
have been designed. On the one hand, benzyl alcohol has been
directly added at 100 °C on the fresh Hf-Beta sample (see
Figure 2a), and on the other hand, Hf-Beta has been exposed
to the alcohol at 150 °C for a period of 2.5 h, followed by
evacuation and cooling down to 100 °C (Figure 2b) (see

Figure 1. Conversion (black lines) and yield of 3 (blue lines) and 4 (red lines) obtained for the N-alkylation of aniline with benzyl alcohol using
fresh Hf-Beta (squares) and Hf-beta activated previously with benzyl alcohol (triangles) as catalyst. Reaction conditions: aniline (0.8 mmol) in
benzyl alcohol (1.8 mL). The mixture was heated up at 150 °C and left to stir during the corresponding time. Dodecane was employed as an
internal standard. Hf-Beta (50:1 aniline/metal molar ratio).

Figure 2. IR spectra of 0.5 mbar of benzyl alcohol adsorbed at 100 °C
on (a) a fresh Hf-Beta sample and (b) after having been exposed at
150 °C to the alcohol for a period of 2.5 h followed by evacuation and
cooling down to 100 °C.
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Experimental Section for details). As observed, benzaldehyde is
formed in both cases characterized by a set of IR bands at
1691, 1650, 1598, and 1582 cm−1 (C=O, aromatic, and CH
vibration, respectively) of adsorbed species. The band at 1725
cm−1 might be related to Hf−H species, due to hydride
abstraction resulting in aldehyde formation, and the shoulder
at 1627 cm−1 is due to δ(O−H) of water forming according to
the mechanism described in the DFT studies. Aldehyde
formation increases markedly once the sample is pre-exposed
to benzyl alcohol at 150 °C with the detection of gas phase
aldehyde species (IR at 1708 cm−1).
Finally, an additional experiment using isotopically enriched

PhCD2OH was carried out in order to confirm the assignment
of the Hf−H bond by isotopic Hf−D substitution. As observed
in Figure S5, the IR band at 1725 cm−1, associated with Hf−H,
is not present when using deuterated alcohol at the same time
that the band associated with C=O vibration (1691 cm−1) is
shifted to lower frequencies due to the isotopic exchange
(1674 cm−1). Additional DFT calculations have been
performed, and values of 1770 and 1256 cm−1 have been
obtained for the ν(Hf−H) and ν(Hf−D) stretching
frequencies, respectively. According to these calculations, the
Hf−D stretching vibration is expected to appear around 1200
cm−1, the region where the detector is saturated due to (Si−
O−Si) vibrations. The rest of the bands remain in practically
the same position, while some of them present with lower
intensity (see Figure S5).
Previous work has shown that the closed sites in Sn-Beta

zeolite transform into open sites with one hydrolyzed bond
under ethanol dehydration reaction conditions.44 To confirm
whether the benzyl alcohol thermal treatment produces the
same transformation of active sites in Hf-Beta zeolite, the open
and closed sites in nonactivated and activated Hf-Beta samples
have been characterized by in situ IR spectroscopy using
deuterated acetonitrile CD3CN as a probe molecule. According
to previous assignments on Sn-Beta samples33,45 and present
DFT simulations, a larger shift in the ν(CN) IR band should
be expected for acetonitrile adsorbed on hydrolyzed or open
Hf sites (see Figure S6). Thus, the IR spectra of CD3CN
adsorbed on the fresh Hf-Beta (Figure 3a) and on a Hf-Beta
after being exposed in situ to benzyl alcohol at 150 °C for 2.5 h
(Figure 3b) show two bands at 2312 and 2306 cm−1,

corresponding to the open and closed sites, respectively.
Interestingly, the amount of open sites increases in the Hf-Beta
sample after being exposed to benzyl alcohol at 150 °C, as
indicated by the open/closed ratios, 0.13 in the fresh sample vs
0.41 in the sample treated with benzyl alcohol. The fact that
the aldehyde formation is enhanced in the treated sample
confirms that the open sites are the catalytically active sites for
this reaction and that they are generated under alcohol
exposure at 150 °C, explaining in this way the removal of the
induction period observed in the catalytic study.

3.3. N-Alkylation Reaction Mechanism: Theoretical
and Experimental Mechanistic Studies. Once the nature
of the active sites in Hf-Beta has been established by catalyst
testing and IR spectroscopy, the complete reaction mechanism
has been studied by means of DFT calculations on an open site
model, as described in the Computational Details section. This
model contains the Hf Lewis acid site and a basic hydroxyl
group able to accept a proton and produce water that remains
coordinated to Hf. The elementary steps considered and the
corresponding energy profiles are depicted in Figures 4 and 5,
respectively.
The optimized geometries of the structures involved in the

benzyl alcohol dehydrogenation to benzaldehyde (A→ C), the
competitive benzyl alcohol deprotonation to form an alkoxide
(D → E), the condensation of aniline with benzaldehyde (F→
G), the dehydration of the resulting intermediate (H→ I), and
the final hydrogenation of the imine to yield the N-
benzylaniline product (J → K) are shown in Figures S7 and
S8, and the most relevant transition states are depicted in
Figure 6.
There are two main modes of adsorption of benzyl alcohol

on the Hf Lewis acid sites. The most stable involves the
interaction of the hydroxyl group of the alcohol with the Hf
center (structure D, Figure 4). Deprotonation of D to produce
water and an alkoxide intermediate (structure E) is a reversible
process involving an activation energy barrier of only 11.1
kcal/mol (see Figure 5 and Table 2). However, a different
orientation of benzyl alcohol is necessary to achieve its
dehydrogenation to benzaldehyde. In structure A, the proton
of benzyl alcohol hydroxyl group (in red in Figure 4) is
stabilized by hydrogen bonding with the basic OH group
attached to Hf, leaving the Lewis acid Hf center free to interact

Figure 3. IR deconvoluted spectra of 2 mbar of CD3CN adsorbed at 25 °C on (a) a fresh Hf-Beta sample and (b) after having been exposed at 150
°C to benzyl alcohol for a period of 2.5 h. The IR bands at 2312 and 2306 cm−1 are associated with CD3CN coordinated to Hf sites, and the IR
bands at 2287, 2276, and 2264 cm−1 are associated with OH groups in the Beta zeolite.
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with one of the methylene hydrogen atoms (in blue in Figure
4) of benzyl alcohol.
In the transition state TS(AB), the two hydrogen atoms are

transferred simultaneously to the catalyst through a six-
membered ring (see Figure 6), with an activation energy of
32 kcal/mol (Figure 5 and Table 2). Then, the benzaldehyde
molecule obtained evolves from an H-bonded state (structure
B) to a more stable system with the carbonyl group clearly
interacting with the Lewis acid Hf center (structure C) (see
Figures 4 and S7). In this process, the proton of the benzyl
alcohol reactant is transferred to the basic hydroxyl group of
the open active site to form a neutral water molecule that
remains coordinated to Hf, while the methylene hydrogen
atom is transferred to Hf as a hydride, as indicated by the
Bader net atomic charges summarized in Table 3. So, both

basic and redox centers implied in the borrowing hydrogen
mechanism are present in the open site of Hf-Beta zeolites. In
contrast, the same process on a closed site is thermodynami-
cally unfavorable, because this center lacks the basic OH group
(see Figure S9a). On the other hand, while structure D leading
to the alkoxide intermediate E is 12 kcal/mol more stable than
structure A involved in the dehydrogenation to benzaldehyde,
the presence of a water molecule adsorbed on the Hf center
stabilizes preferentially the desired mode of adsorption of
benzyl alcohol, making both structures similarly stable (see
Figure S9b).
Next, aniline adsorbs close to benzaldehyde with the two

aromatic rings almost parallel and separated by ∼3.5 Å
(structure F in Figures 4 and S8). The simultaneous formation
of the new C−N bond and the proton transfer from N to O in

Figure 4. Structures involved in the mechanism of N-alkylation of aniline with benzyl alcohol on an open site model of Hf-Beta zeolite.
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transition state TS(FG) requires an activation energy of 23.1
kcal/mol and produces an intermediate structure (G in Figure
4) 5 kcal/mol more stable than separated reactants (see Table
2). Dehydration of this intermediate to yield the corresponding
imine cannot occur directly on the Hf-hydride site but requires
its desorption and migration to a different Hf-Beta open site
(structure H in Figures 4 and S8). Again, the basic hydroxyl
group attached to Hf accepts a proton from N forming water,
while the OH group of the organic moiety is transferred to the
Hf atom in a concerted way through a cyclic transition state
TS(HI) with an activation energy of only 12.6 kcal/mol.
Finally, the resulting imine is hydrogenated on the Hf-hydride
site through transition state TS(JK) (see Figure 6) with a low

barrier of 4.8 kcal/mol, yielding the highly stable N-
benzylaniline product. In this step, the hydride attacks the C
atom of the C=N bond, while the N atom abstracts a proton
from the water molecule coordinated to Hf, thus regenerating
the initial Hf-Beta open site.
At this point, additional in situ IR studies have been

performed on the previously described benzaldehyde-adsorbed
Hf-Beta sample, which was obtained after exposure to benzyl
alcohol at 150 °C for 2 h, evacuation, and cooling down to 100
°C (Figure S10a). After evacuation, aniline has been then
coadsorbed (IR bands at 3478, 3385, 1605, and 1500 cm−1),
resulting in a fast disappearance of the carbonyl IR band and
the formation of water (1622 cm−1) (Figure S10b). After 30

Figure 5. DFT-calculated energy profile corresponding to the N-alkylation of aniline with benzyl alcohol on an open site model of Hf-Beta zeolite.
DFT energies include ZPE corrections.

Figure 6. Optimized geometries of the most relevant transition states involved in the mechanism of N-alkylation of aniline with benzyl alcohol on
an open site model of Hf-Beta zeolite. Distances in Å. Framework Si and O atoms are depicted as yellow and red sticks. Hf, C, N, H, and O atoms
participating in the reaction are depicted as cyan, gray, blue, white, and red balls, respectively.

Table 2. Activation (Eact) and Reaction (ΔE) Energies in
kcal/mol for All Elementary Steps of the Mechanism of N-
Alkylation of Aniline with Benzyl Alcohol on an Open Site
Model of Hf-Beta Zeolitea

step labels
Eact

(kcal/mol)
ΔE

(kcal/mol)

alcohol dehydrogenation A → B → C 32.0 29.1b/21.9c

alcohol deprotonation D → E 11.1 1.4
condensation F → G 23.1 −5.0
dehydration H → I 12.6 3.2
imine hydrogenation J → K 4.8 −39.2
aDFT energies include a ZPE correction. bTo structure B. cTo
structure C.

Table 3. Net Atomic Charges on Selected Atoms of
Structures A, B, C, and TSAB Involved in the
Dehydrogenation of Benzyl Alcohol to Benzaldehyde on the
Hf-Beta Catalyst Model

atom A TSAB B C

Hf 2.309 2.0009 2.009 1.911
Oa −1.114 −1.011 −0.988 −0.956
Ha 0.533 0.546 0.546 0.542
Ob −0.783 −0.678 −0.606 −0.581
Hb 0.518 0.554 0.556 0.546
Hc 0.207 −0.273 −0.380 −0.367

aIn the Hf−OH group. bIn the benzyl alcohol OH group. cMethylene
hydrogen.
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min at 100 °C, the N−H vibration (IR band at 3426 cm−1) is
clearly observed in the IR spectra, with the corresponding
disappearance of NH2 vibration, inferring then the formation
of N-benzylaniline (Figure S10c).
To support the proposed borrowing hydrogen mechanism

(Scheme 2), different deuterium-labeling experiments have
been proposed.

First, the deuterium incorporation in N-benzylaniline has
been studied starting from isotopically enriched PhCD2OH
and aniline. The product distribution analysis by 1H NMR
spectroscopy shows the selective transformation of the starting
materials to fully incorporated deuterium in the methylene
position at N-benzylaniline 3-d2 (see c) in Figure 7). In
contrast, the reaction between benzyl alcohol-OD and aniline

gave deuterium-free 3 as the major product (see b) in Figure
7), clearly indicating that deuterium incorporation in the
methylene position of the N-benzylamine product does not
proceed from the hydroxyl group of benzyl alcohol.
An additional experiment with subproduct imine 4 as a

starting material and benzyl alcohol has also been conducted to
evaluate if the proposed borrowing hydrogen mechanism also
facilitates the imine hydrogenation with Hf-Beta. The imine
hydrogenation with isotopically enriched PhCD2OH also
displays the selective deuterated incorporation in the final
amine product. It is worth noting that some fully deuterium
incorporation in the methylene position of N-benzylaniline
product (see c) in Figure 8) would indicate the reversibility of
the imine formation. Finally, the imine hydrogenation with
PhCH2OD does not result in the deuterium incorporation
from the hydroxyl group in the final N-benzylaniline product
(see b) in Figure 8), corroborating that the imine hydro-
genation occurs through methylene hydrogens from benzyl
alcohol.

3.4. Catalyst Regeneration and Substrate Scope. The
stability and reusability of the Hf-Beta catalyst have been tested
under solvent-free conditions. The catalyst maintains, at least
after four consecutive cycles, conversion values above 95% and
N-benzylaniline selectivities over 90% (see Figure 9). After the
fourth evaluation, the catalyst has been recovered by the
filtration process and analyzed by powder X-ray diffraction.
The crystallographic structure of Hf-Beta is maintained after
reuse (see Figure S11).
Other amines and alcohols have been evaluated to expand

the substrate scope (Table S2). An aliphatic amine, such as

Scheme 2. Proposed Mechanism for the N-Alkylation of
Aniline with Alcohol Catalyzed by Hf-Beta

Figure 7. 1H NMR spectra of the N-alkylation reaction crude of aniline with (a) benzyl alcohol, (b) benzyl alcohol-OD, and (c) benzyl alcohol-
α,α-d2 recorded in toluene-d8. Asterisk represents a signal of starting aniline without reacting.
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Figure 8. 1H NMR spectra of the N-benzylideneaniline imine reaction crude recorded in toluene-d8 using (a) benzyl alcohol, (b) benzyl alcohol-
OD, and (c) benzyl alcohol-α,α-d2 as reducing agents.

Figure 9. Conversion and 3 selectivity after different recycles using Hf-Beta as a catalyst in the N-alkylation of aniline with benzyl alcohol.
Reactions have been run for 4 h after benzyl alcohol activation. Fresh solution was added for each subsequent run.
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butylamine, has been employed in the N-alkylation reaction
with benzyl alcohol. Excellent yields toward N-benzylbutyl-
amine can be achieved after 24 h (∼99%, see Table S2).
Biomass-derived amines, such as furfuryl amine, can also be
employed to undergo the N-alkylation reaction under similar
reaction conditions. Indeed, 95% of amine conversion and 83%
of selectivity toward N-benzyl-1-(furan-2-yl)methanamine is
obtained after 48 h (see Table S2). These results clearly
demonstrate that this catalytic system is efficient when using
very different amine structures. However, when n-butanol has
been employed instead of benzyl alcohol as a substrate, only
traces of the desired product have been detected after 72 h,
indicating that only alcohols with an aromatic ring in the β-
position can promote the N-alkylation reaction in these
conditions when using Lewis-acid-based zeolites as catalysts.

4. CONCLUSIONS
In this work, we have synthesized different Lewis-acid-
containing silicates for their application in the N-alkylation
tandem reaction of aniline with benzyl alcohol. The materials
have been characterized to demonstrate the full incorporation
of the Lewis acid sites in the tetrahedral position of the
corresponding silicates. The Hf- and Zr-Beta zeolites have
shown the highest catalytic activity and selectivity for this
transformation. Kinetic studies reveal an induction period
observed when using Hf-Beta as catalyst, which could be
suppressed by an initial activation with benzyl alcohol. DFT
and FTIR analysis indicate that the catalytically active centers
for this transformation in Hf-Beta zeolite are the open sites
with one hydrolyzed Hf−O bond and that the amount of this
type of sites increased considerably when the zeolite was
activated with the alcohol. Theoretical and deuterium-labeled
experimental studies reveal that the N-alkylation reaction
occurs via borrowing hydrogen from the methylene position of
the benzyl alcohol substrate, through Hf-hydride intermedi-
ates. Finally, Hf-Beta showed high stability after four
consecutive runs in this transformation and a diverse substrate
scope, including aliphatic and biomass-derived amines.
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