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Igor Bezverkhyy, d Irina L. Simakova, e Otto Långvik, a Ekaterina Kholkina,f

Tamara Schindler,a Annabelle Krauβ,a Karoliina Honkala, c

Dmitry Yu. Murzin f and Reko Leino a

Selective hydrogenation of unsaturated imines over heterogeneous catalysts is an ecologically feasible and

effective way to produce commercially valuable saturated imines and unsaturated amines under mild

conditions, avoiding the utilization of toxic halides. The liquid-phase hydrogenation of a model imine,

cinnamalaniline, over Ir, Ru, Pd and Au catalysts was studied in polar protic (methanol, 2-propanol), polar

aprotic (methyl tert-butyl ether) and non-polar aprotic (toluene) solvents at 40–80 °C under atmospheric

hydrogen pressure. Different metal oxides (Al2O3, ZrO2, SiO2) and carbon composites based on carbon

nitrides synthesized by pyrolysis of ethylenediamine or melamine modified by KOH, HNO3, NH4Cl or TEOS

(including template KIT-6), porous carbon (samples prepared by pyrolysis of sucrose, including template

KIT-6) and mesoporous carbon Sibunit were applied to study the effect of the support. Among the tested

metals, iridium exhibited the most promising catalytic performance in terms of hydrogenation activity and

chemoselectivity towards unsaturated amine. The use of Ir on carbon nitrides (C3N4–NH4Cl, CxNy-KIT-6)

and amphoteric metal oxides (ZrO2, Al2O3) in nonpolar aprotic toluene solvent provided the best selectivity

towards unsaturated amine by minimizing oligomerization. Computational studies indicate that the

selective hydrogenation of the CN group on Ir results from a favorable cinnamalaniline adsorption

geometry at high surface coverage. Comparable heterogeneously catalyzed highly chemoselective

hydrogenation of unsaturated imine into unsaturated amine under atmospheric hydrogen pressure and low

temperatures has not been reported previously.

Introduction

While several classical and homogeneously catalyzed
synthetic methods exist to form carbon nitrogen bonds to
produce alkyl or aryl substituted amines, the selective
heterogeneously catalyzed methods for unsaturated amine
synthesis are scarce. One of the most utilized classical
methods is the nucleophilic substitution reaction using alkyl

halides in combination with a suitable amine. Disadvantages
of this generally efficient and simple-to-operate method
include the use of toxic and/or expensive organic halides and
the discharge of corroding organic salt waste.1 A number of
undesired side reactions may also take place, resulting in the
formation of higher amines. Alternatives to nucleophilic
substitution include e.g. reductive amination,2

hydroamination3 and alcohol amination via hydrogen
borrowing.4 Mechanistically, the final step in the reductive
amination and alcohol amination via hydrogen borrowing
involves reduction of the imine or enamine moieties formed,
which in the presence of other unsaturated bonds may result
in lower selectivity. Unsaturated amines are important
building blocks for production of several valuable compound
classes.2c,5 In particular, unsaturated terpene amines, readily
prepared from terpenes and amines by reductive amination,
have been used as intermediates of potential drugs for
neurological diseases.6

Selective reduction of imines in the presence of olefins can
be achieved by stoichiometric amounts of a suitable hydride
source, such as sodium borohydride. While such hydride
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reducing agents are convenient at a smaller scale, they suffer
from limited shelf life and excessive waste formation during
work up and purification. Thus, selective heterogeneous
hydrogenation methods would simplify and limit the amount of
waste formed in scaling up of the corresponding reduction
reactions.1 Various homogeneously7,8 and heterogeneously9

catalyzed hydrogenation methods for imine reduction have
been developed recently, with particular focus on
enantioselectivity.10 Yet, only a few of the homogeneously
catalyzed imine hydrogenation11 and hydrosilylation12 methods
developed to date, tolerate olefinic moieties in the substrate.
Similarly, selective heterogeneous hydrogenation13 and
hydrosilylation14 methods are scarce. Earlier, a series of studies
on selective synthesis of unsaturated amines through one-pot
monoterpene amination and controlled hydrogenation of
competitive CC and CN groups in the presence of gold
catalysts at 100–180 °C have been reported.15

While homogeneously catalyzed selective imine
hydrogenation reactions are plentiful, the main objective of
the present work was to develop a heterogeneous catalyst
system for chemoselective hydrogenation of imine CN
bonds in the presence of allylic CC bonds, at temperatures
below 100 °C and at atmospheric hydrogen pressure.
Optimally, this would allow removal of the catalyst by
filtration followed by simple purification procedure,
decreasing both the time and costs associated with chemical
transformations. Cinnamalaniline (1) (Scheme 1) was selected
as a model compound, being readily prepared in significant
quantities by condensation of cinnamaldehyde and aniline in
the presence of acid catalyst. A variety of aniline and
cinnamaldehyde derivatives are also commercially available,
that could be easily utilized to synthesize different allylic
imines, similar to compound 1, followed by hydrogenation to
the corresponding derivatives of compound 2. These types of
compounds could be further used in the synthesis of various
biologically active compounds, such as herbicides or
fungicides,16 or precursors for compounds with antiviral
properties.17 Also, the reactivity of unsaturated bonds in
compound 1 can mimic benzodiazepine derivative
precursors.11e Hydrogenation of cinnamalaniline may
proceed either via initial CN bond hydrogenation to
provide the unsaturated amine 2 or by –CC– bond
hydrogenation to saturated imine 3, followed by further

hydrogenation to the fully saturated amine 4, as illustrated in
Scheme 1.

In this work, heterogeneous noble metal catalysts on
different support materials were investigated for selective
hydrogenation of an allylic imine. Based on the previous
reports on homogeneously and heterogeneously catalyzed
hydrogenation and hydrosilylation of imines,11–15

monometallic iridium, palladium, ruthenium and gold
catalysts were selected. Heterogeneous platinum catalysts
were excluded due to their earlier observed rapid deactivation
and poor recycling characteristics in the hydrogenation of
imines.18 Following the initial screening of the metal
catalysts, the influence of support and kinetics in
heterogeneously catalyzed hydrogenation of cinnamalaniline
was explored. Furthermore, DFT studies were utilized to
examine the hydrogenation mechanism and to explain the
experimentally observed regioselectivity towards unsaturated
amine 2 displayed by iridium-based heterogeneous catalysts.

Results and discussion
Catalyst characterization

The support structures were studied using XRD and the
results from XRD study of the phase composition of the
supports are presented in Fig. 1. All the synthesized carbon
nitride supports exhibit one main reflex (002) at 2θ ∼ 27.3–
27.6° (Fig. 1 left), which is characteristic of the interlayer
packaging of conjugated aromatic systems. These high-angle
reflexes correspond to an average interplanar distance d =
0.327–0.322 nm, similar to the (002) plane of graphitic
carbon nitride. The average crystallite sizes calculated from
the (002) broadening of the reflex by the Scherrer formula are
ca. 10 nm. Carbon supports C-KIT-6, CxNy-KIT-6 and C-micro
are X-ray amorphous due to their turbostratic structures,
which are characterized by a varying ordering degree of the
packing of graphite layers.

The resulting carbons have a spatially ordered
mesostructure corresponding to the initial mesoporous
molecular sieve (MMS). Thus, the XRD pattern (Fig. 1 right)
of the initial hard template KIT-6 is characterized by well-
separated hkl reflexes, which define a highly ordered cubic
structure with Ia3d symmetry type. Due to decrease of the
interplanar distances in carbon nitride obtained in KIT-6 (Cx-

Scheme 1 The reaction scheme of cinnamalaniline hydrogenation.
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Ny-KIT-6), the peaks in the diffraction pattern are shifted
towards larger angles, compared to the initial MMS. The
decrease in the intensity of the reflexes in the diffraction
pattern of CxNy-KIT-6 indicates thickening of the walls in the
product compared to the KIT-6. Therefore, the samples
obtained after removal of the hard template replicate to a
certain extent the corresponding MMS.

Impregnation of carbon nitrides, carbon supports, as well
as metal oxides with H2IrCl6 followed by reduction with
hydrogen led to the formation of iridium nanoparticles with
an average diameter within the range of 1.3–1.7 nm (Fig. 2).
On alumina support, the average iridium nanoparticle size
was ca. 1 nm. The obtained Ir nanoparticles are mainly
uniformly distributed on the support surface.

Fig. 1 X-ray diffraction patterns of the prepared supports: left: carbon nitride and microporous carbon; right: initial silica MMS KIT-6, CxNy-KIT-6
and C-KIT-6.

Fig. 2 TEM images of the prepared supported Ir catalysts: from left to right. Above: Ir/C3N4–HNO3, Ir/C3N4–NH4Cl, Ir/CxNy-KIT-6; below: 3% Ir/
ZrO2, 4% Ir/Al2O3 and histogram of 4% Ir/Al2O3.
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Nitrogen physisorption was used to determine the
microtextural characteristics of carbon nitride and carbon
supports. The surface areas and pore sizes of all
carbonaceous materials are presented in Table 1. Catalyst
supports C3N4–NH4Cl (84 m2 g−1), C-KIT-6 (1570 m2 g−1), Cx-
Ny-KIT-6 (585 m2 g−1), mesoporous C (Sibunit) (354 m2 g−1)
and sucrose-derived C-micro (744 m2 g−1) exhibit higher
specific surface area values compared to C3N4-bulk (10
m2 g−1) and C3N4–TEOS (28 m2 g−1). In case of the template
based samples, C-KIT-6 featured a three-fold higher specific
surface area compared to CxNy-KIT-6, with both KIT derived
samples displaying well-developed pore structures. Similar to
the KIT family, C3N4–NH4Cl material and mesoporous carbon
Sibunit exhibited a rather large mesopore volume with an
average pore diameter ranging from 11 to 20 nm, while
C-micro material contains only micropores with an average
diameter of 2 nm that could hamper the accessibility of the
metal active sites for bulky substrate molecules.

Details of the microtextural characteristics of both the fresh
and spent metal oxide supported iridium catalysts are given in
Table 2. Based on the measured pore volumes the materials
mainly exhibit mesoporous characteristics. Deposition of the
metal substantially influenced the surface area of the support,
which can be explained by blocking of micropores.

The basicity of carbon- and oxide-based supports was
measured using temperature-programmed desorption of CO2

(TPD CO2). In a typical TPD curve of carbon dioxide of the
synthesized C3N4 samples (Fig. 3), only one broad peak in the
TPD profiles can be found independent of the modification
type. The concentration of basic sites on similar materials
was reported to be ca. 40–60 μmol g−1.19 The peak
temperatures are all in the range of ca. 125–135 °C showing
that the base sites are of weak strength. The temperature

peak of carbon dioxide desorption at ca. 90–100 °C can be
attributed to CO2 physisorption.20 Data on the basicity of Ir/
ZrO2 and Ir/Al2O3 are provided in Table 3 illustrating that the
materials are mildly basic with the predominance of weak
basic sites.

Catalyst screening

Initially, alumina supported Ir, Pd, Au and Ru catalysts were
investigated for their catalytic activity and selectivity in the
cinnamalaniline (1) hydrogenation, followed by screening of
several support materials, such as different carbon and
carbon nitride materials, Al2O3, ZrO2, and SiO2. The initial
screening was performed at 40 °C and atmospheric hydrogen
pressure in methanol, which is a readily available, cheap and
often utilized solvent in hydrogenation reactions. The results
from catalyst screening are collected in Table 4.

According to GC analysis, and verification against
separately prepared compounds, the main products included:
the unsaturated amine, 1-aniline-3-phenyl-3-propene (2),
from CN bond hydrogenation; N-(3-phenylpropylidene)
benzamine (3), from CC bond hydrogenation; and N-(3-
phenylpropyl)aniline (4) from hydrogenation of both CC
and CN bonds. In addition, on the basis of the incomplete
mass balance of compounds 1–4, unknown high molecular
mass oligomerization products were formed, which could not
be detected by GC-FID and GC-MS methods.

Both alumina supported ruthenium and gold catalysts
exhibited poor conversion of compound 1 with barely
detectable amounts of the hydrogenation products 2–4
(Table 4). In contrast, the carbon supported ruthenium
catalyst reached a high conversion of 1, yielding mostly
unknown by-products and, consequently, was not

Table 1 Textural characteristics of carbon nitride and carbon supports (N2, 77 K)

Sample Vmicro, cm
3 g−1 Dmicro, nm Vmeso, cm

3 g−1 Dmeso, nm Smeso, m
2 g−1 SBET, m

2 g−1 Vsum, cm
3 g−1

C3N4-bulk 0 — 0.06 ∼50 10 10 0.06
C3N4–TEOS 0 — 0.14 30 ± 12 25 28 0.14
C3N4–NH4Cl 0 — 0.42 ∼20 82 84 0.42
C3N4–HNO3 0 — 0.10 ∼30 20 22 0.10
C3N4-KOH 0 — 0.12 ∼24 23 25 0.12
C-KIT-6 0.07 0.55 1.86 ∼11 1300 1570 1.93
CxNy-KIT-6 0.06 0.52 0.58 ∼14 440 585 0.7
C-micro 0.29 0.46 0 — 2 744 0.29

Table 2 Comparison of textural characteristics of metal oxide and carbon supported iridium catalysts (N2, 77 K)

Sample Vmeso, cm
3 g−1 Dmeso, nm St-plot, m

2 g−1 SBET, m
2 g−1 VΣ, cm

3 g−1

Ir/ZrO2 Fresh 0.18 14 22 44 (106)a 0.18
Spent 0.14 12 15 34 0.14

Ir/Al2O3 Fresh 0.14 13 27 54 (140)a 0.14
Spent 0.10 13 13 36 0.10

Ir/C Fresh 0.29 2–4 200 221 (350)a 0.29
Ir/SiO2 Fresh 0.49 10 203 242 (250)a 0.13

Spent 0.10 10 13 36 0.10

a In parenthesis surface area of the supports.
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investigated further. Palladium on alumina showed a high
conversion of compound 1 and was initially selective towards
olefin bond hydrogenation yielding compound 3, followed by
further hydrogenation to the saturated amine 4. Similar to
the palladium catalyst, the alumina supported iridium
catalyst exhibited high conversion of compound 1 with high
selectivity towards the imine bond hydrogenation. It was

found that, for alumina supported metals, conversion of
cinnamalaniline increases in the series: Ru ∼ Au ≪ Pd ∼ Ir,
whereas selectivity towards the unsaturated amine 2 adheres
to the following order: Ru ∼ Pd < Au ≪ Ir.

Preliminary metal screening showed that Ru, Pd and Au
catalysts were not effective for chemoselective hydrogenation
of the CN bond in compound 1 under the investigated
conditions, while Ir exhibited high catalytic hydrogenation
activity and chemoselectivity towards the unsaturated amine
2. Similar chemoselectivity has been observed for Ir catalysts
in the hydrogenation of multifunctional oxygenates, such as
citral21 and crotonaldehyde.22

Catalyst support screening – metal and silicon oxides

Next, the influence of support on the catalytic activity in the
chemoselective cinnamalaniline hydrogenation was
investigated for silica, zirconia and carbon-based Ir-catalysts
with the results summarized in Table 4. It was demonstrated
that all active Ir-catalysts are regioselective towards
compound 2, which can be explained by favorable adsorption
of the CN bond on pure iridium surface as shown by
computational studies below. Silica-supported iridium was
found to be completely inactive, while both alumina and
zirconia supported iridium catalysts exhibited high
conversions of cinnamalaniline to product 2 with overall
yields up to ∼50% based on GC-analysis. The small
differences in selectivity towards unsaturated amine 2
between alumina and zirconia supported catalysts can be
correlated with the metal oxide base strength, which in terms
of proton affinity was estimated to be similar for ZrO2 (900 kJ
mol−1) and Al2O3 (935 kJ mol−1).23 For iridium supported on
silica, alumina and zirconia, the conversion of
cinnamalaniline increases in the series: SiO2 ⋘ ZrO2 ∼
Al2O3, for the last two supports the yields of the unsaturated

Fig. 3 CO2-TPD profile of the prepared carbon nitride (C3N4-bulk).

Table 3 Concentration of basic sites on Ir/Al2O3 and Ir/ZrO2 catalyst

Catalyst

Concentration of basic sitesa μmol g−1

Weak Medium Strong Total

Ir/Al2O3 14.3 10.8 1.4 26.5
Ir/ZrO2 12.6 6.2 0.8 19.6

a The basic sites were divided into three groups – weak (<750 K),
medium (750–1050 K) and strong (>1050 K) based on the ability to
desorb the probe molecule (CO2) from the surface of active sites.

Table 4 Initial screening of Au, Pd, Ru and Ir catalysts in cinnamalaniline hydrogenation

Catalyst
Conversion
of 1 (%)

Selectivity
to 2a (%)

GC-based yield Mass
balance2 3 4

Pd/Al2O3 >99 0 — 32 50 82
Ru/Al2O3 15 0 — — — 75
Ru/C 97 0 — 6 5 14
Au/Al2O3 15 20 3 2 — 87
Ir/Al2O3 >99 44 44 — 16 60
Ir/ZrO2 >99 48 48 — 12 60
Ir/SiO2 0 — — — — —
Ir/C 88 13 11 2 — 25
Ir/C3N4-bulk 50 42 21 — 3 74
Ir/C3N4–TEOS 44 41 18 — 3 77
Ir/C3N4–HNO3 17 35 6 — 2 91
Ir/C3N4–KOH 39 41 16 — 4 81
Ir/C3N4–NH4Cl 88 51 45 4 10 70
Ir/C-KIT-6 94 30 28 5 5 44
Ir/CxNy-KIT-6 >99 39 39 — 18 57
Ir/C-micro 14 0 — — — 86

Compound 1 250 mg (1.21 mmol), methanol 59.5 mL, tetradecane 68 μL (0.26 mmol; introduced in 0.5 mL of toluene) and the corresponding
catalyst (1 mol%, for Ir and Au and 2 mol% for Ru and Pd) at 40 °C for 5 hours. a Selectivity (%) = [2]/([1]0 − [1]6h) × 100.
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amine 2 and undetectable side products were also
comparable.

Catalyst support screening – carbon based materials

Iridium supported on microporous carbon (Ir/C-micro)
displayed negligible activity, which is tentatively explained by
low accessibility of the bulky reagents to the active iridium
sites in the micropores. In comparison, the iridium on carbon
with a mesoporous support structure (Ir/C-KIT-6)
demonstrated 30% selectivity towards compound 2 and 5%
selectivity towards compound 3 at 94% conversion in 5 hours.
Depositing of the iridium particles on similarly prepared
carbon nitride-based supports resulted in improved selectivity
towards compound 2. For example, iridium supported on Cx-
Ny-KIT-6 achieved ca. 39% selectivity to compound 2 at full
conversion within the same reaction time. More prominent
nitrogen doping of the support further improved the selectivity
at the expense of activity, affording 42% selectivity towards
compound 2 at 50% conversion in the case of Ir/C3N4-bulk.
The highest catalytic activity for carbon nitride-based supports
was achieved with Ir/C3N4–NH4Cl, reaching up to 51%
selectivity to compound 2 with 88% conversion, comparable to
that of Ir/Al2O3 and Ir/ZrO2. The improvements in selectivity
can be attributed to the highly developed porous structure of
C3N4–NH4Cl compared to other C3N4 materials. Increase in
the catalytic activity of carbon nitride supported Ir catalysts (Ir/
C3N4–NH4Cl and Ir/CxNy-KIT-6), in comparison with Ir on
nitrogen-free carbon supports, results from their higher
basicity, as confirmed by CO2-TPD data (Fig. 3). Aside from the
textural and chemical properties, the role of different supports
in fine-tuning the selectivity to the compound 2 can be
attributed to the acid–base properties of the utilized support,
i.e., supports with mainly weak basic sites (Ir/C3N4–NH4Cl and
Ir/CxNy-KIT-6) can yield similar activity and selectivity as
amphoteric Ir/ZrO2 and Ir/Al2O3. At the same time, the overall
mass balance seems to be improved by limiting side reactions
due to narrow range of basic sites exhibited by the carbon
nitrides (Ir/C3N4–NH4Cl).

Effects of the support characteristics on hydrogenation
selectivity

Based on the relative hydrogenation selectivity, compound 2
is the predominant hydrogenation product independent of
the iridium catalyst utilized (Fig. 4, middle). By also
considering the undesired side reactions, it can be seen that
application of the Ir/C3N4–NH4Cl catalyst reaches the highest
selectivity towards 2 at a moderate conversion level of
compound 1 but with a loss of selectivity as the reaction
progresses. In comparison, Ir/CxNy-KIT-6 catalyst was less
selective, yet maintaining the same level of selectivity until
full conversion of cinnamalaniline was achieved. Ir/C3N4-bulk
catalyst seems to exhibit very high selectivity (approx. 90%)
towards 2 at a very low conversion of cinnamalaniline, which
can be attributed at least partially to the detection/integration
limits of the instrumentation used to estimate the yield.

Hydrogenation selectivity profiles obtained with iridium
on strong alkali or silicate modified carbon nitride supports,
(Fig. 4, Ir/C3N4–KOH and Ir/C3N4–TEOS respectively) were
comparable to each other, but significantly below the
selectivity obtained with Ir/C3N4–NH4Cl. This suggests that
strongly basic supports can hinder the adsorption of the
imine bond (CN) on the iridium surface, whereas
moderately basic supports provide better adsorption of the
imine bond on the iridium surface leading to increased
selectivity towards compound 2.

Interestingly, for all iridium catalysts on modified carbon
nitride supports, the hydrogenation selectivity towards
compound 2 decreases with conversion, especially in the case
of Ir/C3N4–HNO3. The use of acidic supports (e.g., C3N4–

HNO3) leads to a significant decrease of selectivity towards
the unsaturated amine, which can tentatively be associated
with the subsequent olefin oligomerization over acid sites of
the support. Moreover, in comparison to iridium on alumina
or zirconia, the hydrogenation selectivity towards compound
2 was further decreased by faster subsequent –CC– bond
hydrogenation to yield the fully saturated compound 4. It is
worth to point out that the cinnamalaniline hydrogenation in
methanol over iridium catalysts seems to take place

Fig. 4 Dependence of (left) selectivity and (middle) relative selectivity to the unsaturated amine 2 and (right) selectivity to the saturated imine 3 as
a function on cinnamalaniline 1 conversion. Reaction conditions: compound 1 250 mg (1.21 mmol), methanol 59.5 mL, tetradecane 68 μL (0.26
mmol; introduced in 0.5 mL of toluene), catalyst loading (1 mol%) at 40 °C.
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exclusively via compound 2, excluding Ir/C3N4–NH4Cl and Ir/
C-KIT-6 catalysts (Fig. 4).

Analysis of the basicity of C3N4 supports modified with
KOH, TEOS, HNO3 and NH4Cl by CO2-TPD (Fig. 3) did not
result in any quantitative correlations between the support
basicity and selectivity towards unsaturated amine 2.
Nevertheless, a clearly different catalytic behavior in terms of
selectivity towards compound 2 was observed for iridium on
nitrogen-free carbon supports C and C-KIT, in comparison to
that of Ir/C3N4–NH4Cl, Ir/CxNy-KIT-6, Ir/ZrO2 and Ir/Al2O3

(Fig. 4). This indicates that the chemical nature of the
support is probably less important than the availability of
basic sites with an optimal strength on these supports.

Influence of the solvent and temperature

The selectivity towards hydrogenation of polyunsaturated
compounds containing polar unsaturated bonds generally
depends on the solvent polarity.24 Thus, the influence of the
solvent on hydrogenation of the CN bond vs. CC in
cinnamalaniline was investigated with two polar protic
solvents, methanol and 2-propanol, polar aprotic methyl
tert-butyl ether (MTBE) and one aprotic solvent toluene. Both

Ir/ZrO2 and Ir/Al2O3 catalysts were selected for this study, as
they displayed high conversion of cinnamalaniline and very
good selectivity towards the desired product 2. The results
are presented in Table 5. In protic solvents, both catalysts
exhibited very similar selectivities and overall mass balance,
while the conversion of cinnamalaniline in methanol was
somewhat higher than in 2-propanol. Application of the polar
aprotic MTBE resulted in a significantly lower conversion of
cinnamalaniline albeit at higher mass balance indicating a
need of proticity for polar solvents in order to obtain high
conversion and selectivity towards 2. The use of toluene as a
solvent significantly improved the mass balance at a slight
expense of reactivity. The solvent choice significantly
influences the rate of cinnamalaniline hydrogenation to
compound 2, followed by hydrogenation to compound 4. In
toluene, the hydrogenation rate is substantially slower than
in alcohol, as illustrated in Fig. 5 and 6 for Ir/Al2O3, due to
probably competitive adsorption of toluene and the substrate.
Generally, the influence of solvent nature on conversion and
selectivity could be very complex, including hydrogen
solubility, competitive adsorption, solvation of the transition
state and donation of protons.25 A detailed investigation of
the solvent effect is beyond the scope of the current study.

Table 5 Effect of the solvent on the hydrogenation of cinnamalaniline

Catalyst Solvent
Conversion
of 1 (%)

GC-based yield Mass
balance2 3 4

Ir/ZrO2 Methanol >99 48 — 12 60
Toluene 81 48 4 13 84
2-Propanol 94 47 — 13 66
MTBE 44 19 2 3 81

Ir/Al2O3 Methanol >99 44 — 16 60
Toluene 76 47 4 17 92
2-Propanol 78 37 — 17 74
MTBE 24 7 — 1 85

Compound 1 250 mg (1.21 mmol), solvent 59.5 mL, tetradecane (68 μL, 0.26 mmol; introduced in 0.5 mL of toluene) and catalyst (1 mol%) at
40 °C for 5 h.

Fig. 5 Concentrations of compounds 1–4 vs. reaction time over 1 mol% Ir/Al2O3 catalyst in cinnamalaniline 1 hydrogenation using methanol (left)
and toluene (right) at 40 °C. Reaction conditions: compound 1 250 mg (1.21 mmol), corresponding solvent 59.5 mL, tetradecane (68 μL, 0.26
mmol; introduced in 0.5 mL of toluene) and the corresponding catalyst (1 mol%) at 40 °C for 5 h.
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Next, influence of the reaction temperature on the
hydrogenation of cinnamalaniline was investigated. Based on
solvent screening, toluene was selected as the solvent and the
performance of both Ir/Al2O3 and Ir/ZrO2 catalysts was
evaluated at three different reaction temperatures (40, 60 and
80 °C). The temperature elevation resulted in similar increase
in hydrogenation rates for both catalysts (Table 6). The
concentration profiles for Ir/Al2O3 and Ir/ZrO2 (see ESI†) at
different temperatures suggest that an increase in the
reaction temperature did not have a significant effect on the
selectivity towards 2 (Fig. 6 and 7). Notably, Ir/Al2O3

maintained a better overall mass balance than Ir/ZrO2 for
compounds 1–4 (Table 6). While the hydrogenation rate of
compound 2 is slightly higher at 80 °C compared to 40 and
60 °C, it appears that compound 4 is mainly formed by
hydrogenation of the imine bond of compound 3 (Fig. 7).
The activation energies for hydrogenation of cinnamalaniline
calculated from the data obtained from experiments at
different temperatures are 18.3 kJ mol−1 and 14.2 kJ mol−1 for
Ir/Al2O3 and Ir/Zr2O respectively, which are lower than the
values typically reported for hydrogenation reactions.26

On carbon composite supported catalysts, Ir/C3N4–NH4Cl
and Ir/CxNy-KIT-6, the hydrogenation of cinnamalaniline in
toluene at 60 °C resulted in similar improvements in the
selectivity and mass balance closure as observed for Ir/ZrO2 and

Ir/Al2O3 catalysts. While in methanol these carbon nitrides
supported catalysts exhibited somewhat better characteristics,
in toluene the amphoteric Ir/Al2O3 catalyst showed better
characteristics for selectivity and mass balance closure.
Comparison of the four selected catalysts is presented in
Table 7 with the concentration and selectivity profiles collected
into ESI.† The results of this work clearly demonstrate that
when searching for optimal cinnamalaniline hydrogenation
catalysts with high stability and selectivity, in addition to the
metal, the support and the solvent have a crucial role in fine-
tuning of the catalytic system.

Catalyst deactivation and side products

A brief investigation of deactivation of the catalyst and the
side reactions was carried out. Hot filtration of the catalyst
from the reaction mixture stopped the reaction (see ESI†).
This verifies that the hydrogenation proceeds on the
supported iridium particles which do not leach from the
support during the reaction. Recycling of the spent Ir/Al2O3

catalyst was also tested. While the cinnamalaniline
hydrogenation rate did not significantly decrease, selectivity
towards compound 2 was clearly influenced and the mass
balance of compounds 1–4 decreased significantly (see ESI†).
This may be due to deposition of oligomers into the pores of

Fig. 6 Selectivity towards compounds 2–4 vs. conversion of cinnamalaniline 1 over 1 mol% Ir/Al2O3 catalyst using methanol (left) and toluene
(right) at 40 °C. Reaction conditions: compound 1 250 mg (1.21 mmol), corresponding solvent 59.5 mL, tetradecane (68 μL, 0.26 mmol; introduced
in 0.5 mL of toluene) and the corresponding catalyst (1 mol%) at 40 °C for 5 h.

Table 6 Influence of the reaction temperature on the iridium catalyzed hydrogenation of cinnamalaniline in toluene over Ir/ZrO2 and Ir/Al2O3

Catalyst
Temperature
(°C)

Conversion
of 1 (%)

GC-based yield Mass
balance2 3 4

Ir/ZrO2 40 81 48 4 13 84
60 93 47 2 21 77
80 >99 53 — 27 80

Ir/Al2O3 40 76 47 4 17 92
60 92 56 3 27 91
80 >99 55 — 35 90

Compound 1 250 mg (1.21 mmol) was dissolved in toluene (60 mL containing tetradecane 68 μL, 0.26 mmol) and catalyst (1 mol%) at 40–80 °C
for 5 hours.
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the utilized catalysts in line with the decrease in the surface
area of the spent catalysts (Table 2). Most likely, the balance
between the acidic/basic sites and activity of iridium per se is
crucial to achieve high hydrogenation selectivity. This type of
behavior has also been previously reported in the case of
heterogeneous cinnamaldehyde hydrogenation.27 Based on
the 1H-NMR-analysis, exposing cinnamalaniline to the fresh
catalyst in the absence of hydrogen leads into barely
detectable isomerization/oligomerization under the utilized
reaction conditions. In addition, hydrogenation of compound
2 to 4 proceeds without any side reactions. It is likely that
compound 3 is the main intermediate for the formation of
oligomeric compounds via the aldol condensation-type
reactions, via e.g. transimination with either compound 2 or
4, as hydrocinnamaldehyde (hydrolysed from compound 3)
has been shown to dimerize in the presence of metal oxides
and primary and secondary amines.28 A possible role of
compound 2 (and 4) was verified by mixing cinnamalaniline,
hydrocinnamaldehyde and 10 mol% of compound 2 for 4
hours at 40 °C followed by HPLC-SEC and 1H-NMR analysis.
The results obtained from size-exclusion chromatography are
similar to those obtained in solvent screening experiments,
i.e. protic polar solvents resulting in faster oligomerization
than aprotic solvents (see ESI† for the HPLC-SEC
chromatograms). Based on 1H-NMR analysis, oligomeric
structures are mainly generated from hydrocinnamaldehyde,
while extended heating (at least for 16 hours) can

incorporate cinnamalaniline to the oligomeric/polymeric
structures.

Computational studies on the regioselective hydrogenation of
the conjugated imine on iridium

The experimental results indicate that regioselective
hydrogenation of 1 is dictated by the nature of metal and, to
a minor degree, also by the catalyst support and the solvent.
Given that iridium was identified as the most regioselective
among the studied metals, our goal is to understand the
origin of Ir′s regioselectivity. For this, we performed density
functional theoretical calculations to elucidate the
mechanistic details controlling the selective hydrogenation of
1 on the most abundant Ir(111) surface. To reduce the
computational burden, the phenyl substituents were replaced
by vinyls, the smallest conjugated moieties and this part of a
reactant is not considered amenable towards hydrogenation.

Gas-phase reaction thermodynamics

First, we considered the thermodynamics for the formation
of the two main products, 2 and 3 and computed the
corresponding gas-phase reaction energies, which are ΔEr

2 =
−58 kJ mol−1 and ΔEr

3 = −69 kJ mol−1, respectively. This
means that formation of product 3 is thermodynamically
more favorable and a selective catalyst is required to form
product 2.

Fig. 7 Right: Concentrations of compounds 1–4 vs. time in cinnamalaniline hydrogenation over Ir/Al2O3at 60 °C; and left: selectivity towards
compounds 2–4 vs. conversion of cinnamalaniline 1 at 60 °C. Reaction conditions: compound 1 250 mg (1.21 mmol), toluene (60 mL containing
tetradecane 68 μL, 0.26 mmol), catalyst loading (1 mol%), 5 h.

Table 7 Comparison of hydrogenation over the most active heterogeneous catalysts in toluene at 60 °C

Catalyst
Conversion
of 1 (%)

GC-based yield Mass
balance2 3 4

Ir/ZrO2 93 47 2 21 77
Ir/Al2O3 92 56 3 27 91
Ir/C3N4–NH4Cl 77 36 5 22 86
Ir/CxNy-KIT-6

a >99 50 — 29 79

Compound 1 250 mg (1.21 mmol), toluene (60 mL containing tetradecane 68 μL, 0.26 mmol) and catalyst (1 mol%) at 60 °C for 5 hours. a After
3 hours.

Catalysis Science & Technology Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

9 
D

ec
em

be
r 

20
20

. D
ow

nl
oa

de
d 

on
 3

/4
/2

02
1 

2:
15

:2
6 

PM
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d0cy01886d


1490 | Catal. Sci. Technol., 2021, 11, 1481–1496 This journal is © The Royal Society of Chemistry 2021

Adsorption energies

Initially, several adsorption geometries were studied for
reactant 1 and products 2 and 3 on Ir(111) and the most
stable optimized adsorption geometries together with the
corresponding adsorption energies are presented in Table 8.
To guarantee a sufficiently unbiased probing of the
adsorption geometries, a thorough semi-global structure
search was performed using the minima-hopping algorithm
as detailed in the Computational details section. The reactant
1 was found to bind equally strongly from the one CN
bond or simultaneously from both CN/CC bonds. The
most stable adsorption geometry of 2 is bound to Ir(111)
from both the now hydrogenated C–N and the conjugated
CC bonds lying flat on the surface; all geometries with the
C–N tail detached from the surface are highly unstable (over
50 kJ mol−1 less stable) compared to the flat-lying geometry.
The flat-lying geometry is prone to further hydrogenation,
which is expected to be even easier than the first
hydrogenation of the CN double bond as the once
hydrogenated molecule is less conjugated than 1. We note
that Ir can also catalyze full hydrogenation to 4 as shown in
Tables 5–7 but only minor amounts of the CC

hydrogenated 3 are observed. However, from the CC/CN
bound geometry one would expect the product distribution to
be a mixture of 2, 3, and 4 as hydrogenation of the CN and
CC bonds are kinetically and thermodynamically similar as
shown in Fig. 8. Therefore, we need to identify a pathway
leading preferentially to 2 and possibly 4 without forming 3
at any point.

It has been previously shown that surface coverages are
crucial for determining the selectivity of metal-catalyzed
hydrogenation of conjugated organic molecules.29 This
together with the fact that we are able to find strongly
exothermic adsorption geometries for reactant 1 indicates
that the Ir catalyst surface has relatively high concentration
of adsorbed species and therefore the surface coverage effects
are considered. Table 9 summarizes the adsorption energies
and structures for the reactant at higher surface coverage.
The results show that adsorption of the reactant 1 is
energetically highly favorable even in the presence of another
reactant in its vicinity. Crucially, the CN group is bound
much stronger than the CC group and in all the high
coverage geometries the one or the other end of 1
spontaneously lifts up from the surface during structure
optimization. This makes the initial high-coverage geometry

Table 8 Low coverage adsorption energies of the reactant 1 in different geometries and 2 in its most stable geometry. CC and CN refer to bonding
to the Ir(111) surface from the CC and CN double bonds, respectively. Dark grey: carbon, blue: nitrogen, light grey: iridium, and pale pink: hydrogen

Conformation

1 1 1 2

CC and CN CN CC C–N and CC

Side view

Eads (kJ mol−1) −150 −160 −60 −190

Fig. 8 Left: Potential energy profile for the hydrogenation starting from the CC/NC geometry using gas-phase hydrogen as the reference. In
NHC–CC the N is hydrogenated first and in NCH–CC the C is hydrogenated first with the CC bond being away from the surface leading to
product 2. In CHC–NC and CCH–NC geometries the CC double bond is hydrogenated in different order with CN being away from the surface
and the pathways lead to product 3. Ads denotes adsorbed reactant 1 and Des refers to desorbed, gas-phase products while 1st H (2nd H) stands
for the number of added hydrogen. The dotted and thin solid lines indicate thermodynamic changes and barriers, respectively. Right: Transition
state structures for first hydrogenation along the NHC–CC (top) and CHC–NC (bottom) pathways. The reactive N and C are circulated with colors
corresponding to the energy profiles; the pink oval marks the vinyl group acting as a proxy for benzyl.
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susceptible to selective hydrogenation either from the CC
or the CN group. However, the geometry where 1 is bound
exclusively via the CN-bond (1, 2CN geometry in Table 8)
is significantly more stable than mixed binding with both
CC and CN (1, CC/CN) or exclusively CC-bound (1,
2CC) geometries. This indicates that at high surface
coverage the CN-bound geometry is clearly the most
abundant adsorbed reactant conformation as shown in
Table 9 – a pathway starting from this adsorption geometry is
likely to lead to 2 and even 4 while formation of 3 is avoided.

Hydrogenation thermodynamics and barriers

After considering the adsorption characteristics of the
reactant 1, the elementary kinetics and thermodynamics of
forming either 2 or 3 at high surface coverage were
addressed. Fig. 8 presents the thermodynamic analysis and
reveals that cinnamalaniline is preferentially hydrogenated at
the CC double bond (CCH and CHC in Fig. 8) leading to
formation of 3. The CN hydrogenation is also
thermodynamically favorable but desorption of the product 2
is more endothermic than that of product 3. Hence,
formation of the minor product 3 is more thermodynamically
favored also on the Ir surface.

Given the complexity of the system, entropy effects were
only qualitatively addressed for the adsorption and
desorption steps as detailed in the Materials and methods
section. Including the decrease (increase) in rotational and
translational degree of freedom during adsorption
(desorption) makes the adsorption energies more
endothermic by ∼66 kJ mol−1 and decreases the
thermodynamic desorption barriers by ∼65 kJ mol−1. Hence,
the adsorption is still highly exergonic but accounting for the
major entropic contributions enhances desorption while the
overall thermodynamics remain rather unchanged. Entropy
changes in elementary steps taking place solely on the
surface are considered minor.

As the elementary thermodynamic analysis is unable in
explaining the regioselective formation of the experimentally
observed major product on Ir, it is necessary to address the
reaction kinetics. In the high-coverage adsorption geometry
leading to product 2 (green and orange color in Fig. 8), there

are no reactive carbon atoms close to the surface as shown in
Fig. 8 and Table 9. Our calculations indicate that the reactive
carbon atom can only approach the surface after N has been
hydrogenated. Therefore, the hydrogenation mechanism of
the complex imine 1 is different from the mechanism of
methylene imine (H2CNH) hydrogenation presented by
Pera-Titus and Sautet,30 where the C is hydrogenated before
N. For these reasons, we computed the first hydrogenation
barriers for N (NHC–CC in Fig. 8) and C (CHC–NC in Fig. 8),
which may determine product selectivity and lead to product
molecules 2 and 3, respectively. The barriers for these
competing hydrogenation steps are slightly different being
ΔE‡NHC–CC = 100 kJ mol−1 and ΔE‡CHC–NC = 85 kJ mol−1

indicating a slight kinetic preference towards forming the
minor product 3 over the major product 2 on an Ir catalyst
but suggesting that both hydrogenations are feasible under
reaction conditions. This in turn means that if the reactant
favors an adsorption geometry, where both CN and CC
double bonds are sufficiently close to the Ir catalyst surface,
the product distribution includes both 2 and 3 species and
very likely also fully hydrogenated imine in similar
proportions.

As the experiments clearly demonstrate selectivity towards
2, the regioselectivity must be controlled by the reactant
adsorption energy and conformation at high-surface
coverages as has been shown previously for other selective
metal-catalyzed hydrogenations.29 This is indeed the case
here because the concentration of the CC bound reactant
configurations, giving product 3 on Ir(111), is very low due to
the substantial binding energy difference between NC and
CC bound geometries. This leads to very different
abundances (see Table 9) of reactant adsorption geometries.
We therefore ascribe the experimentally observed
regioselective formation of 2 on Ir to the high surface
coverage of CN-bound reactant geometry despite the fact
that thermodynamically and kinetically the formation of 3 is
slightly more favorable.

Conclusions

Liquid-phase hydrogenation of cinnamalaniline in polar
(methanol, 2-propanol) and non-polar (toluene) solvents over

Table 9 Average adsorption energies per molecule and binding geometries of two reactant 1 molecules on Ir(111) at high coverage. In geometries
named 2CC and 2CN, both reactant molecules are bound either from two CC bonds or two CN bonds, respectively. In the CC/CN
configuration, one reactant molecule is bound from the CC bond and the other one from the CN bond. The surface abundance is computed as the
Boltzmann weight at 40 °C

Above, 1 CC/CN 1, 2CC 1, 2CN 1, CC/CN

Geometry

Eads (kJ mol−1) −80 −160 −120
Abundance 1 × 10−14 1 1 ×10−7
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monometallic iridium, ruthenium, palladium and gold
catalysts with different carbon-based and metal oxide
supports at 40–80 °C and atmospheric hydrogen pressure
was studied. In addition to zirconia, silica, alumina and
microporous carbon supports, templated (silica KIT-6)
mesoporous carbon, Sibunit supports and carbon nitride
supports were investigated. The carbon nitrides were
prepared both as bulk and chemically modified materials,
using different pretreatments and templates followed by
iridium impregnation.

It was found that for alumina supported metals iridium
proved superior in terms of selectivity towards CN bond
hydrogenation. Both carbon nitride (Ir/C3N4–NH4Cl, Ir/CxNy-
KIT-6) and amphoteric metal oxide (Ir/ZrO2, Ir/Al2O3) based
catalysts provided the best regioselectivities towards
hydrogenation of the CN group, leading to the formation
of the unsaturated amine. A non-polar aprotic solvent
significantly improved the mass balance closure at the
expense of reactivity, while an increase of the reaction
temperature did not affect selectivity to the unsaturated
amine. Based on DFT calculations, the regioselectivity of an
Ir catalyst is dictated by the reactant adsorption geometry
and substantially more favorable adsorption via the CN
bond leading to the experimentally observed product.

Experimental

General considerations. Commercial Ru/Al2O3 (5 wt%) and
Pd/Al2O3 (5 wt%) were purchased from Merck and
commercial 5% Ru/C with Ru cluster size of 2.5 nm and the
surface area 700 m2 g−1, were utilized after drying under
vacuum at 120 °C for 5 hours and then stored under argon.
Similar drying procedure was utilized for all catalysts. In case
of catalyst preparation reagent grade chemicals were utilized;
H2IrCl6 (Alfa Aesar, purity 99%), IrCl3 hydrate (TU 2625-067-
00196533-2002 OAO “V.N. Gulidov Krasnoyarsk factory of
nonferrous metals”, Krasnoyarsk), zirconia (Acros Organics,
SBET = 106 m2 g−1), γ-alumina (SBET = 146 m2 g−1),
mesoporous carbon support Sibunit (SBET = 358 m2 g−1) and
silica (SBET = 378 m2 g−1). Chemicals and solvents utilized in
catalyst preparations (melamine, tetraethylorthosilicate
(TEOS), potassium hydroxide, ammonium chloride,
ethylenediamine, carbon tetrachloride, HF, ethanol, ethylene
glycol, sucrose, nitric acid, sulfuric acid) were dried, degassed
and stored in a glovebox.

Chemicals (reagent grade) and solvents (HPLC-grade)
utilized in hydrogenation experiments were bought from
commercial sources and utilized as is. Argon (99.996%) and
hydrogen (99.999%) gases (Linde Gas-AGA) were utilized.
Cinnamalaniline was prepared according to a literature
procedure31 and verified by NMR spectra measured on an
500 MHz NMR spectrometer. The measured NMR spectra
were calibrated using residual solvent signal as internal
standard.32 The molar weight profile was determined by high
pressure size-exclusion chromatography (HP-SEC) using an
Agilent 1100 series HPLC instrument equipped with a

G1315B DAD-detector, 2× Jordi Gel DVB 500A (300 mm × 7.8
mm) columns and a 50 mm × 7.8 mm guard column. This
setup allows selective analyses of aromatic compounds. The
samples were analyzed in THF with one percent AcOH as
eluent at a flow rate of 0.8 mL min−1 with 35 min analysis
time/sample. The samples were dissolved in the eluent
solution to yield a concentration of 1 mg mL−1.

Catalyst preparation

Carbon nitride denoted as C3N4-bulk was prepared by bulk
pyrolysis of melamine. Melamine (5 g) was heated in air at 525
°C for 2 h to provide a yellow carbon nitride powder. For
synthesis of the C3N4–TEOS support, a mixture containing
melamine and the products of TEOS hydrolysis with the
melamine: TEOS molar ratio of 1.5 was subjected to thermal
treatment. To prepare this mixture, the desired amount of
melamine was dissolved in distilled water under heating,
followed by addition of the corresponding amount of TEOS,
stirring for 30 min and drying at 100 °C until complete
evaporation of the solvent. The C3N4–HNO3 material was
prepared from melamine precipitated from ethylene glycol
with 0.6 M nitric acid solution (HNO3 :melamine molar ratio =
6). For synthesis of C3N4–KOH, melamine treated with
potassium hydroxide was used. For this purpose, a solution of
melamine (1.6 g) and KOH (0.02 g) in distilled water (200 ml)
was stirred for 1 h at 90 °C and then dried at 100 °C until
complete evaporation of the solvent. The C3N4–NH4Cl material
was obtained by heat treatment of a mixture of melamine (1 g)
with ammonium chloride (6.37 g). All melamine derived
samples were heated under similar conditions (525 °C, 2 h).
The obtained materials were washed with distilled water, and
in the case of C3N4–TEOS, the silica component was removed
by treating the resulting powder with 15%HF solution.

To synthesize the C-KIT-6 support, a desired amount of
the initial silica mesoporous molecular sieve (MMS) KIT-6
(cubic symmetry) was mixed with an aqueous solution
containing sucrose and concentrated sulfuric acid (i.e., 1.25 g
and 0.14 g, respectively, per 1 g of MMS with the pore volume
of 1.3 cm3 g−1). The resulting suspension was first dried at
100 °C for 6 h, and then for additional 6 h at 160 °C. This
was followed by mixing again with an aqueous solution of
sucrose and sulfuric acid (0.8 g and 0.08 g, respectively, per 1
g of MMS with the same pore volume). After repeated
treatment under identical conditions (100 and 160 °C), the
obtained dark brown powder was heated (heating rate 5 °C
min−1) under argon to 900 °C and retained for 2.5 h. The
silica component was removed by treatment of the obtained
powder with 15% HF solution. The product was filtered,
washed with ethanol and dried at 100 °C.

For synthesis of CxNy-KIT-6, the initial silica KIT-6 (0.5 g)
was added to a mixture of 70% aqueous solution of
ethylenediamine (2 ml) and carbon tetrachloride (1.5 ml) and
heated at 90 °C for 6 h under reflux. The resulting dark
brown mass was dried at 60 °C for 12 h and mixed again with
a mixture of 70% ethylenediamine solution (2 ml) and carbon
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tetrachloride (1.5 ml). The mixture was reheated at 90 °C for
6 h under reflux and dried. The obtained powder was then
heated under inert (argon) atmosphere to 600 °C (heating
rate 3 °C min−1) and kept at that temperature for 5 h. The
silica hard template KIT-6 was removed by treatment in HF
solution, the obtained product was then washed several times
with distilled water and ethanol, and finally dried at 100 °C.

For synthesis of the C-micro support, sucrose was kept in
an argon flow at 900 °C for 2.5 h.

Zirconia and alumina were precalcined in air at 500 °C for
2 hours before catalyst preparation.

To prepare Ir catalysts over C-micro, C3N4 family, KIT-6,
CxNy-KIT-6 and C-KIT-6 with 3 wt% metal loading a weighted
amount of the support was mixed with 0.5 M H2IrCl6
aqueous solution, stirred at room temperature overnight,
dried at 100 °C followed by reduction in flowing hydrogen at
300 °C for 2 h.

Incipient wetness impregnation with an aqueous solution
of IrCl3 hydrate was used for preparation of 3 wt% Ir/ZrO2, 3
wt% Ir/SiO2, 3 wt% Ir/C and 4 wt% Ir/Al2O3 followed by
drying at 110 °C for 17 h and reduction by molecular
hydrogen from room temperature up to 400 °C with a ramp
rate of 3 °C min−1, thereafter holding in hydrogen
atmosphere for 3 h to fully reduce IrCl3.

Au/Al2O3 (1 wt%) was prepared by deposition–precipitation
on alumina prepared by a sol–gel method33 using urea as the
precipitation agent. First, 4 g of the prepared alumina
support were added to 400 ml of aqueous solution of HAuCl4
(4.2 × 10−3 M) and urea (0.42 M). The initial pH of solution
was ca. 2. After vigorous stirring at 80 °C for 4 h, the
suspension was filtered and washed with ammonium
hydroxide (25 M) for 30 min. The pH of the solution after
stirring with ammonium hydroxide was ca. 10. Finally, the
sample was washed in water until pH 7, filtered and dried at
room temperature for 24 h.

Catalyst characterization

The phase composition of the catalysts was analyzed using
X-ray diffractometer D8 Advance (Bruker AXS) with CuKα-
radiation.

The porous structure characterization of carbon nitride
and other carbon based supports was performed by N2

physical adsorption at 77 K using Sorptomatic 1990, after
outgassing the samples at 473 K under vacuum for 4 h. The
total surface area, SBET, was calculated by the BET equation.34

The mesopore size was determined using the Barrett–Joyner–
Halenda method from the desorption branch of the
isotherm.35 The micropore size was calculated according to
the Horvath–Kawazoe equation.36

Measurements of the surface area and pore volume of the
supported Ir catalysts were performed by nitrogen
physisorption using MicroActive 3FlexTM 3500
(Micromeritics®). BET (Brunauer–Emmett–Teller) method
was applied for determination of the specific surface area.
External surface area was achieved using t-plot method. The

mesopore volumes were obtained using the BJH (Barrett–
Joyner–Halenda) method. Micropore volume was evaluated by
Dubinin–Radushkevich method. Catalysts were pretreated
under vacuum (0.05 mbar) and heated to 180 °C for at least 7
h for moisture removal prior to measurements performed at
77 K. An exception was Ir/C, which pretreatment was done at
120 °C.

TEM images were obtained using the field emission TEM
JEM-2100F (JEOL) and JEM-2100 (JEOL) instruments with an
accelerating voltage of 200 kV. The samples were dispersed in
ethanol in an ultrasonic bath for 5 min, followed by
deposition of the suspension on a copper grid coated with a
carbon film.

Basicity of the supports was determined by temperature
programmed desorption of CO2 using a Micromeritics
Autochem 2910 equipment. Prior to adsorption of CO2, the
materials were heated to 400 °C (10 °C min−1) in a 10 ml
min−1 flow of helium and kept at this temperature for 60
min. Thereafter, the samples were cooled to ambient
temperature and CO2 was adsorbed for 30 min with a 50 ml
min−1 flow. After CO2 adsorption, the samples were flushed
with helium (20 ml min−1) for 30 min to remove physisorbed
CO2. The temperature programmed desorption was carried
out with a 10 °C min−1 heating rate until 600 °C recording
the TCD signal every second.

Hydrogenation experiments of cinnamalaniline

All catalysts employed were heated to 150 °C under H2

atmosphere for 1 h before hydrogenation experiments. A four
necked glass reactor was purged with argon followed by
addition of cinnamalaniline (250 mg, 1.21 mmol) and solvent
(toluene, 2-propanol or methanol; 60 mL, containing
tetradecane 68 μL, 0.26 mmol; in the case of methanol, the
solution contained 0.5 mL of toluene in order to solve
tetradecane). A gas bubbler was introduced into the reactor and
the solution was purged with hydrogen for ca. 10 minutes. To
minimize any possibilities of detonation due to static discharge
the hydrogen atmosphere was switched to argon prior the
addition of the catalyst. The mixtures were heated to either 40
°C, 60 °C or 80 °C and hydrogen bubbling was continued
maintaining the H2 pressure of ca. 1 bar. The reaction was
followed by gas chromatograph (GC) with flame ionization
detector (FID), equipped with HP-5 column (30 m × 320 μm ×
0.25 μm), and He as the carrier gas, using the following
temperature program: injector 220 °C, oven T initial = 50 °C (4
min), rate 20 °C min−1, T final = 300 °C, hold 5 min.

Selectivity towards compounds 2–4 was calculated by
dividing the GC-based yield of 2, 3 or 4 by converted
cinnamalaniline 1; while for calculation of relative selectivity:
the GC-based yield of 2 was divided by the combined GC-
based yields of the known products 2–4.

Oligomerization experiments

Into 3 mL vial with magnetic stirred was added
hydrocinnamaldehyde (34 mg, 0.25 mmol), cinnamalaniline
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(52 mg, 0.25 mmol), N-(3-phenyl-2-propen-1-yl)-benzenamine
(3 mg, 0.013 mmol) and solvent (3 mL). The mixture was
heated to 40 °C and stirred for 4 hours, followed by analysis
of the reaction mixture with HP-SEC.

Computational methods

All calculations were performed using the GPAW-1.5.1
software37 and ASE.37 The van der Waals corrected, surface-
specific BEEF-vdW functional38 was used. The grid spacing
was set to a standard value of 0.18 Å. The computed bulk
lattice constant is 3.91 Å which is in good agreement with
the experimental value of 3.84 Å. For the surface calculations
a 3 × 4 × 4 slab was used with the bottom two layers fixed
and a 3 × 2 × 1 k-point sampling was used. The geometry
optimizations were considered converged when the residual
force was below 0.05 eV Å−1. To simulate the liquid
environment, the SCMVD implicit solvent method39 with
water parameters was adopted to mimic the methanol
environment. To locate transition states the nudged-elastic
band40 with 5 intermediate images was utilized. For semi-
global optimization the minima hopping method41 was
applied. In this approach short molecular dynamics
simulations are run at a high temperature (1200 K) to escape
local minima. Subsequently local geometry optimization is
performed. With this approach at least 20 minima around
the geometries 1, 2, and 3 were studied resulting in a wide
search space for the conformers.

Given the complexity of the considered molecule the
entropic effects were not considered as this would require
extensive sampling of the vibrational and torsional modes as
well as 2D translation/rotational movement of the adsorbed
complexes for reliable results and is not within the scope of
the present study. The entropic effects would be most
significant for the adsorption and desorption. These
contributions can be approximated by removing/adding one
translational degree of freedom during adsorption/
desorption. For this, we computed the translational and
rotational energies and entropies within the 3D ideal gas
approximation for the solution phase molecules. For
adsorbed species, the 2D hindered rotor/translator
approximation with 50 kJ mol−1 barriers for both translation
and rotation were used to approximate energies and
entropies of the corresponding degrees of freedom. The
experimental temperature of 60 °C and 1 bar. With these
corrections, the adsorption free energies become weaker by
66 kJ mol−1 and the desorption more facile by 65 kJ mol−1.
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