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Super Paramagnetic, MCM-41-Supported, Recyclable
Copper-Complexed Dendrimer: A Novel Nanostructured
Catalyst for Propargylamine Synthesis Under Solvent-Free

Conditions

Najmeh Gharibpour,” Mohammad Abdollahi-Alibeik,*® and Ali Moaddeli® "’

A super paramagnetic MCM-41 with dendrites copper complex
is prepared and characterized using FT-IR, BET, AAS, TEM, CV,
TGA, X-ray and VSM. The catalyst was used in C—H activation
reaction for the synthesis of propargylamines by the reaction of

1. Introduction

Propargylamine is an important moiety in diverse biologically
active natural materials, and can be utilized as a key
intermediate for the synthesis of several bioactive com-
pounds.!" Propargylamine derivatives have also been used as
starting materials for the synthesis of heterocycles such as
pyrroles,” quinolones,”” phenanthrolines,” pyrrolidines,” indo-
lizines,® and oxazolidinones."”

Three important methodologies have been introduced for
the preparation of propargylamines: 1) Nucleophilic addition of
metal acetylides to enamines and imines,® 2) amination of
propargylic electrophiles (such as halides, propargylic phos-
phates and propargylic triflates)® and 3) three-component
coupling reaction via C-H activation (Mannich condensation).
Due to furnish complex molecules from simple commercially
available starting materials, three-component condensation of
terminal alkynes, amines and aldehydes is certainly the most
popular and efficient method among the synthetic method-
ologies. Additionally, this type of reaction is performed in an
atom economical approach and environmentally friendly path-
way through a catalytic process. Various catalytic systems such
as copper,"? gold,” indium"? and iron"¥ based catalysts, have
been introduced in this methodology. Some of these methods
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aldehydes, amines and phenylacetylene under solvent-free
conditions. Finally the catalyst was separated using an external
magnet and reused many times.

suffer from various limitations, such as application of toxic
solvents and expensive non-reusable catalyst.

In recent years, heterogeneous catalysts because of their
particular advantages, such as ease of separation and reus-
ability have gained a lot of attention".

Nano catalysts have a large surface to volume ratio respect
to bulky materials and offer an attractive alternative to conven-
tional catalysts."™™ In spite of several advantages of nano
catalysts over conventional catalyst systems, isolation and
recovery of these very tiny species from the reaction mixture is
not easy."® Conventional techniques such as filtration are not
efficient because of the nano size of the catalyst particles. To
overcome this issue, the use of magnetic nanoparticles has
emerged as a viable solution. The insoluble and paramagnetic
nature of these nanoparticles provide an opportunity for easy
and efficient separation of the catalysts from the reaction
mixture using an external magnet."”

MCM-41 is a members of mesoporous silica,"® which has
been applied as both heterogeneous catalyst and catalyst
support in many organic transformations."? This compound
possesses uniform tubular channels with two dimensional
hexagonal structure, regular pore diameters and high surface
area (more than 1000 m%g)."*¥ These features allow the
channels to act as nanoreactor for the desired reaction. Due to
the weak catalytic activity, surface modification of MCM-41 is a
useful way to promote its catalytic activity. Among the
modified MCM-41 catalysts, transition metal modified MCM-41
such as V,%” Fe,”" Cu,”? Mn,” Co,*” Ni® and Mo™® have been
known as powerful heterogeneous catalysts in organic reac-
tions.

Carbon-Carbon bond coupling reactions are one of the
most significant processes in organic chemistry, in order to
building complex molecules from simple ones. Transition metal
catalyzed C—C bond formation via C—H bond activation has
attracted great interest by organic chemists in recent years.””
C—H activation has been carried out by various homogeneous
or heterogeneous catalysts including transition metal such as
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zinc,™ silver,” gold,®™ nickel,®" copper(l),*? copper(ll),** iron
oxide,®¥ bismuth,® iridium,®® cobalt®” and indium.=®

Copper is a cheap, efficient, and non-toxic component and
used in a wide range of heterogeneous and homogeneous
catalytic systems for the synthesis of various organic molecules,
particularly through C—H bond activation and subsequent C—C
bond formation.®® Heterogeneous copper catalysts with differ-
ent supports such as copper(ll)pybox complex under high-
vibration ball-milling,*” copper nanoparticles supported on
starch micro particles,”"” oxidized copper nanoparticles on
titania,*? impregnated copper on magnetite,”) Cu-nanopar-
ticles stabilized on modified montmorillonite,*” mesoporous
copper-aluminum based nanocomposites,*’ lanthanum loaded
CuO nanoparticles,* a sulfonate-based Cu' metal-organic
framework,””’ magnetic CuO nanoparticles supported on gra-
phene oxide,*® Cu/C nanoparticles® and copper modified
MCM-41 nano particles®™ are reported for preparation of
propargylamines

In this research, Cu" complex of dendrimer ligands on the
modified MCM-41 (Scheme 1) is synthesized and reported as a

[41]
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Scheme 1. Schematic illustration of reaction sequences for the preparation
of FMNC and its possible structure.

new magnetically recoverable catalyst (FMNC) for the synthesis
of propargylamines by one-pot three component reaction of
phenylacetylene, amines and aldehydes (Scheme 1). To the
extent of our knowledge, this is the first report for the
application of this type of the catalyst in the C—H bond
activation.
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Scheme 2. Synthesis of propargylamines using FMNC catalyst.
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2. Result and discussion
2.1. Catalyst

The catalyst was prepared by consecutive functionalization
reaction on the Fe;0,@MCM-41. Dendrimer core (Fe;0,@MCM-
41-NH,) was prepared by the reaction of Fe;0,@MCM-41 with
3-aminopropyltrimethoxysilane (APTMS). Dendrimer ligand was
obtained by subsequent reaction of Fe;0,@MCM-41-NH, with
ethyl acrylate and ethylenediamine, respectively. The dendrite
complex (Fe;0,@MCM-41-NE,-EDA—Cu) was prepared by the
reaction of ligand with copper(ll) acetate (Scheme 3).
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Scheme 3. Catalyst preparation.

2.2. The catalyst characterization

The FT-IR spectra of various steps of catalyst synthesis are
shown in Figure 1. Fe;0,@MCM-41 shows characteristic peaks
at 1240, 1082 and 806 cm™' corresponding to stretching
Si—O-Si and the peak at 461 cm™' linked to bending Si—O-Si. In
this spectrum the bands at 585 and 630 cm™' linked to the
Fe—O bonds are also observed (Figure 1a). In the spectrum of
Fe;0,@MCM-41-NH, apart from the main peaks of Fe;0,@MCM-
41, the peaks at 1495 and 1560 cm™' linked to bending
aliphatic CH and NH, confirm that Fe;0,@MCM-41 surface is
modified by APTMS (Figure 1b). Fe;0,@ MCM-41-NE, spectrum
shows carbonyl peak of ester at 1738 cm™' (Figure 1c). The
carbonyl peak of amide appeared at 1654cm™' in Fe,0,@
MCM-41-NE,-EDA spectrum (Figure 1d). After copper complex
formation in FMNC, the carbonyl peak of amide shifts to
1647 cm™ (Figure 1e).

The low angle XRD patterns of MCM-41, Fe;0,@MCM-41
and FMNC are shown in Figure 2. MCM-41 shows a strong peak
at 20=2.4° linked to the characteristic of ordered hexagonal
and two other characteristic peaks of MCM-41 at 20 =4.0° and
4.6°, assigned to reflections at (100), (110) and (200), respec-
tively (Figure 2a), which match well with those reported in the
literature for hexagonal mesoporous silica materials (JCPDS no.
00-049-1711). In the low angle XRD pattern of Fe;0,@MCM-41
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Figure 1. FT-IR spectra of a) Fe;0,@ MCM-41, b) Fe;0,@ MCM-41-NH,, c) Fe;
0,@ MCM-41-NE,, d) Fe;0,@ MCM-41-NE,-EDA, e) FMNC.
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Figure 2. Low angle XRD pattern of a) MCM-41, b) Fe;0,@MCM-41 and c)
FMNC.
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the decrease in the main peak intensity, and the increase in its
width indicate the decrease of order of hexagonal mesostruc-
tures due to incorporation of Fe;0, into the network of MCM-
41 (Figure 2b).

Due to the incorporation of Fe;O, an increase in the d-
spacing (a decrease in 20 according to the Bragg’s equation)
and unit-cell parameters are also observed (Table 1). The former

Table 1. d-spacing calculation of MCM-41, Fe;0,@MCM-41 and FMNC

Entry Sample 20 (°) d-spacing (nm)"
1 MCM-41 24 38
2 Fe,0,@0MCM-41 1.72 5.1
3 FMNC 1.9 47

*d,00=nA/2sin0, (n=1, Fix A (Cu ka)=1.54 A)

result is probably due to the partial replacement of the Si by
the Fe ion, resulting in collapse of the ordered hexagonal
structure of MCM-41. The increase in unit-cell parameters after
Fe;0, incorporation is probably related to the larger size of Fe
compared to Si.

Occupation of hexagonal mesoporous cavities by den-
drimer/copper complex has led to a decrease in intensity of the
main peak and shift to the higher angle (26=1.9°) in the low
angle XRD pattern of FMNC. Moreover, the cavity occupation
causes an increase in the d-spacing compared to Fe;0,@MCM-
41 that often is seen in mesoporous silica compounds.

The high angle XRD pattern of FMNC in Figure 3d displays
weak peaks at 20=30, 36, 43, 57, 63 and 74° assigned to

Intensity

10 20 30 40 50 60 70

Figure 3. High angle XRD pattern of a) Fe;0,, b) MCM-41, c) Fe;0,@MCM-41,
d) FMNC.

reflections at (220), (311), (400), (422), (511), (440), which match
well with those reported in the literature for Fe;0, (JCPDS no.
72-2303). These results are compatible to the observed peaks
of Fe;0,@MCM-41 (Figure 3c) and the pure Fe;O, (Figure 3a).
The low intensity of main peaks of Fe;0, is because of the low
molar ratio of Fe;0, in the support (Si/Fe =119/1).

Studying the mesostructure of the fresh FMNC by TEM
(Figure 4) shows a clear porosity (Figure 4a) and ordered
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Figure 4. TEM image of FMNC.

mesostructured channels (Figure 4b). Partial disorder of meso-
porous system is related to the dispersion of Fe;O, into the
MCM-41 framework (Figure 4c) that is confirmed by XRD data.
The mesostructure of the recovered sample after last reaction
was also studied by TEM (Figure 5). As shown in Figure 5,

Figure 5. TEM image of recovered FMNC after last reaction cycle.

mesostructure of the catalyst is still intact and there is no
agglomeration of nanoparticles.

To survey the magnetic property of Fe;0,@MCM-41 and
FMNC, magnetic measurements were accomplished using a
room temperature VSM in an applied magnetic field. Typical
super paramagnetic nature at 300 k is confirmed by not
observing any hysteresis loops and also zero coercivity value
for the both samples (Figure 6). The saturation magnetization
value of Fe;0,@MCM-41 and FMNC are 4.05 emu/g and 2.50
emu/g (Figure 6a and 6b), respectively. The observed decrease
in magnetization saturation value after Fe;0,@MCM-41 mod-
ification is attributed to the organic matter and the relative low
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Figure 6. Magnetization curves of a) Fe;0,@MCM-41, b) FMNC.

mass ratio of Fe;0, in the latter sample. In addition, The FMNC
can be manipulated by using external magnet for magnetic
separation (Figure 7).

Figure 7. Magnetic separation ability of FMNC.

The textural characteristics of FMNC were investigated by
N, adsorption-desorption isotherm. Unto the obtained results
the surface area (Sge), pore diameter (D,.) and pore volume
(Voore) Of Fe30,@MCM-41 are 783.24 m*/g, 7.4 nm and 1.00 cm®/
g, respectively. In this isotherms, the mesoporous deflection is
apperceived at the medium p/p° partial pressure region (p/
p°=0.2-04), due to the N, capillary condensation in the
mesopores. A sharper hysteresis is apperceived at higher p/p°

© 2017 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim
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(p/p° > 0.8). The hysteresis in this region is due to the N,
condensation within the voids formed by nanoparticles (Fig-
ure 8a). The absence of mesoporous inflection at the medium
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Figure 8. N, adsorption-desorption isotherms of a) Fe;0,@MCM-41, b)
FMNC.

p/p° partial pressure region (p/p°=0.2-0.4) in N, adsorption—-
desorption isotherms of the FMNC catalyst (Figure 8b), confirms
the grafted organic maters on the inner surface of the Fe;
0,@MCM-41. In addition, the decrease in amount of Sgerand V,
and also increase in amount of d, confirm the cavities filling,
that are gathered in Table 2.

Table 2. Textural properties of the FMNC and Fe;0,@MCM-41

Entry Sample Seer” (M?/Q) d, BJH® (nm) VS (cm*/g)
1 Fe;0,@MCM-41 783.2 1.97 1.00
2 FMNC 175.7 2.06 0.49

°BET Surface Area "Pore diameter according to the maximum of the BJH
desorption pore size distribution “Single point adsorption total pore
volume

Stability of the FMNC was evaluated using thermogravimet-
ric analysis (TGA) by heating the sample in the range of room
temperature to 800°C (Figure 9). In the thermogravimetric
curve, there are two weight loss steps between room temper-
ature to 280°C and 280-700. The first weight loss step could be
attributed to desorption of the physically adsorbed moisture
and residual organic solvents. The second weight loss step is
attributed to the removal of the organometallic dendrimer on
the surface of Fe;0,@MCM-41. According to the Figure 9a, the
total weight loss percent of thermogravimetric analysis is
244% (11.47 mg weight loss in- the 47 mg total sample
weight), showing the thermal stability of organometallic
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Figure 9. a) Thermogravimetric analysis of FMNC, b) magnification of FMNC
thermogravimetric analysis.

dendrimer modified on the surface of Fe;0,@MCM-41 up to
280°C.

In order to identify oxidation state of Cu in the catalyst, the
electrochemical properties of the copper complex in fresh and
reused catalyst after cycle 2 have been studied by cyclic
voltammetry (CV) in DMSO. The cyclic voltammogram is shown
in Figure 10. The voltammogram of the copper(ll) complex in
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Figure 10. Cyclic voltammograms of (a) fresh FMNC, (b) reused FMNC after

cycle 2.
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Table 3. Optimization of reaction conditions for Propargylamines synthesis
= J
FMNC
Temperature Solvent O
1 mmol 1.4 mmol Cl
Entry Ligand:Cu(OAc), mass ratio (mg) FMNC (mg) Solvent Phenylacetylene (mmol) Temp (°C) Time (min) Yield (%)?
1 100:10 20 - 1.2 100 60 63
2 100:15 20 - 1.2 100 30 92
3 100:20 20 - 1.2 100 30 69
4 100:15 10 - 1.2 100 75 76
5 100:15 30 - 1.2 100 30 61
6 100:15 20 - 1.1 100 40 74
7 100:15 20 - 1.3 100 30 64
8 100:15 20 H,0° 1.2 Reflux 180 40¢
9 100:15 20 EtOH® 1.2 Reflux 120 40°
10 100:15 20 CH3CNb 1.2 Reflux 120 30¢
" 100:15 20 DMF® 1.2 Reflux 120 50¢
12 100:15 20 THF® 1.2 Reflux 120 20°¢
13 100:15 20 - 1.2 20 20 68
14 100:15 20 - 1.2 110 30 90
15 - - - 1.2 100 120 50¢
16 0:1.8 - - 1.2 100 120 69
17 0:0.6 - - 1.2 100 30 23

“Isolated yield 1.0 mL “Reaction progress monitored by TLC

fresh and reused FMNC show only an oxidation peak (Cu/Cu?")
at —0.1 V during the anodic potential scan (Figure 10, peak A).
During the return catodic potential scan, only a single
reduction peak (Cu®*/Cu) is observed at —0.6V (Figure 10,
peak B).”Y Results from electrochemical properties show that
oxidation state of copper in the catalyst is (ll) and this state
remained unchanged in the recovered catalyst.

2.3. Catalytic activity

Synthesis of propargylamines by a three component reaction
of aldehyde, phenylacetylene and amines is selected as the
applicatory reaction for the study of FMNC catalytic activity.

To optimize the reaction conditions, the reaction of 4-
chlorobenzaldehyde, phenylacetylene and pyrrolidine was
studied as model reaction, by testing various parameters such
as catalyst loading, catalyst amount, phenylacetylene amount,
solvent and temperature. The effect of loading mass ratios on
the catalytic activity of FMNC was studied in the model reaction
at 100 °C and solvent-free condition. Results show that in terms
of reaction time and yield of the product, the catalyst with
loading mass ratios of ligand:Cu(OAc),=100:15 has the best
activity (Table 3, entries 1-3).

In spite of progress of reaction without catalyst (Table 3,
entry 15), the effect of the catalyst amount on the catalytic
activity was investigated by using the catalyst with loading
mass ratios of ligand:Cu(OAc),=100:15 in the model reaction
(Table 3, entries 2 and 4-5). Based on the results, the use of
20 mg catalyst in solvent free condition at 100 °C has the best
activity. The effect of phenylacetylene amount on the catalytic
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activity was studied using 20 mg catalyst with loading mass
ratios of ligand:Cu(OAc),=100:15 in the model reaction with
different phenylacetylene amounts (Table 3, entries 2, 6 and 7),
and results show that the use of 1.2 mmol phenylacetylene in
solvent-free condition at 100 °C has the best result. The effect
of solvent on the catalytic activity was studied by using 20 mg
catalyst with loading mass ratios of ligand:Cu(OAc),=100:15 in
the model reaction with various solvents (Table 3, entries 2 and
8-12). Considering the yield of product and reaction time, it is
concluded that solvent-free condition at 100 °C has the best
result. The effect of reaction temperature on the catalytic
activity was studied by using 20 mg catalyst with loading mass
ratios of ligand:Cu(OAc),=100:15 in the model reaction at
solvent-free condition (Table 3, entries 2, 13 and 14). The best
result was obtained at 100 °C. Increasing the reaction temper-
ature up to 110 °C causes a decrease in the yield of product
and increasing of the amount of by-products.

To investigate efficiency of support on the catalytic activity
of Cu®", the model reaction was carried out in the presence of
0.9 mol% copper (equal to the total Cu mol% in 20 mg of fresh
FMNC catalyst) using 1.8 mg Cu(OAc),. The reaction was
completed after 120 min and yield of the product was found to
be 69% (Table 3, entry 16) while, the model reaction in the
presence of 20 mg FMNC at similar condition was completed
after 30 min and yield of the product was obtained 92%,
without byproduct.

In order to investigate the nature of the catalyst (homoge-
neous or heterogeneous), and check whether the leached Cu
during catalytic process can catalyzed reaction homogeneously
or not, the model reaction was carried out in the presence of

© 2017 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim
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Table 4. Propargylamines synthesis by three-component coupling of aldehydes, alkynes and secondary amines catalyzed by FMNC

H

N FMNC x/\ _ Ph
RCHO + +Ph—— N =

X 100 °C, Solvent-free

-

R
(a) (b) (c) (d)
X=Bond, CHy, O
Entry Aldehyde Amine Product Time (min)® Yield (%)°
9
O CL Z
1 N 30 92
: 0
Cl
Cl
' @
o Oq =7
2 [ j 70 92
N
H
[ ®
Cl
)
O ON =z
3 30 90
N
H J
Cl
Cl
CHO O
) e
4 N 35 85
: ®
Br
Br
CHO O
() Gy”
5 N 15 97
: J
1
¢
J
® O\~
6 N 40 92
OCH, H O
OCHg
CHO O
O @N z
7 25 91
N
OCH H O
OCHj
CHO O
[ O\~
8 N 35 94
HaCO OCH; H O
HsCO OCH,4
CHO O
) o
9 N 130 93
HaCO OCH;4 H O
HaCO OCHs
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Table 4. continued

~
Iz o

H
N FMNC x/\ P
RCHO + +Ph K/ N =
X 100 °C, Solvent-free
R
(a) (b) (©) (d)
X=Bond, CH,, O
Entry Aldehyde Amine Product Time (min)® Yield (%)°
cHo O
O CL =
10 N 60 84
H
OCHg O
OCHj
CHO O
[ ) CL Z
11 N 45 92
” ®
NO,
CHO o o O
Q=
12 105 89
N, N O
NO,
9
O G« =z
13 N 30 91
“ J
H
H
CcHO o O
o
[ j 120 88

IO

“Reaction completion monitored by TLC Plsolated yield ‘General procedure for the synthesis of products: aldehyde (1 mmol), pyrrolidine (1.4 mmol),
phenylacetylene (1.2 mmol), FMNC (20 mg, 0.9 mol% copper) as catalyst in the solvent free condition at 100 °C.

Table 5. Reusability of FMNC as a catalyst in propargylamine synthesis

1 % CL Z
FMNC _FMNC (20mg)

100 "C Solvent-free l

1mmol 1.4 mmol 1.2 mmol cl
Entry Catalyst Cu mol% be- Yield  Time Cu mol% after
amount (mg) fore reaction (%)* (min)®  reaction
1 20 0.9 92 30 0.56
2 20 0.56 89 50 0.36
3 20 0.36 87 70 0.31

General procedure for reusability study: 4-Clorobenzaldehyde (1 mmol),
pyrrolidine (1.4 mmol), phenylacetylene (1.2 mmol), FMNC (20 mg,

0.9 mol%) as catalyst in the solvent free condition at 100 °C.

“Isolated yield. PReaction completion monitored by TLC.
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0.34 mol% copper (equal to the total Cu mol% leached in
20 mg fresh FMNC catalyst after first run) using 0.6 mg Cu
(OAC),. After 30 min, reaction was worked up and only 23% of
product was separated and 54 % of 4-chlorobenzaldehyde was
recovered. However, leached Cu®" in the presence of heteroge-
neous catalyst may have a smaller role (even less than 23%
yield) in the progress of the reaction due to higher rate of the
reaction in the presence of heterogeneous catalyst.

The optimized condition was applied for the preparation of
many propargylamine derivatives by the reaction of various
types of aldehydes with both electron-donating and electron-
withdrawing substituents, phenylacetylene and various amines
(Table 4). Halides substituents have a significant effect on the
activity of benzaldehyde (F > Cl > Br), and pyrolidine has the
most activity among the other used amines such as piperidine
and morpholine.

© 2017 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim



Chemist
SETECIV

%> ChemPubSoc
x Europe Full Papers

Table 6. The comparative study of the activity of fresh FMNC and recycled catalyst
Entry Catalyst Temp (°C) Solvent Cu (mol%) Time (h) Yield (%)* Yield (%)° Ref.
1 FMNC 100 - 0.9 0.5 92 87 This work
2 MNP@PILAu 60 H,0 1.0 12 97 91 52
3 Cu-MCM-41 100 - 29 2 85 77 B0
4 Ag-G 40 CH,Cl, 0.1 24 82 - 531
5 CuNPs@MS 60 THF 0.3 20 96 95 B4
®Isolated yield °Isolated yield for the various model reactions in the presence of recycled catalyst

Acknowledgement

In order to investigate the reusability of the catalyst, the
separated catalyst by an external magnet, washed by CHCI; (3
x 3 mL) and dried at 60 °C for 1 h, then reused in the model
reaction at same reaction (Table 5). Considering the time and
yield of the reaction, a moderate deactivation of the catalyst
can be observed because of copper leaching from the catalyst.
To investigate this issue, the Cu loading of the recovered
catalyst from second cycle was determined by atomic absorp-
tion spectroscopy (Table 5, entry 3). The percentage of loaded
copper on the catalyst (0.31 mol%) confirms the leaching and
consequently deactivation of the catalyst (65% of Cu leaching)
(Table 5, the difference between entries 1 and 3).

We report a comparative study of the activity of FMNC with
other reported heterogeneous metal containing catalysts for
the preparation of propargylamine derivatives through A®
coupling reaction of aldehyde, amine, and phenylacetylene
using metal-based catalysts (Table 6). With an overview of
Table 6, the comparative study shows that presented catalyst is
comparable to other catalytic systems in term of reaction time
and yield of the product. In addition, moderate reaction
temperature, lack of usage of an inert atmosphere, and solvent-
free condition are other advantages of our method. The
catalytic activity of recycled FMNC catalysts was also compared
with other heterogeneous catalysts of Table 6. The decline in
the isolated yield of product after third run of FMNC is
comparable with the same results for other catalysts (Table 6).

3. Conclusion

Finally, we have presented a new magnetically recyclable
catalyst with magnetite core and dendrimer copper complex
(Fe;0,@MCM-41-NE,-EDA—Cu (FMNC), Si:Fe;0,=40:1, loading
mass ratio of ligand:Cu(OAc),=100:15). The catalyst is efficient
in the synthesis of propargylamine synthesis by three-compo-
nent reaction of aldehyde, phenylacetylene and secondary
amine. The catalyst was recycled several times with mild
decrease in activity and without decease in magnetic proper-
ties. High products yields, very simple workup and easy
recovery catalyst are some advantages of this catalyst.

Supporting Information

Experimental procedure for the preparation of FMNC catalyst
and propargylamines and also the FT-IR, "H/"*CNMR spectra of
the products can be found in the supporting information.
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