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A urea-modified tryptophan based in situ reducing
and stabilizing agent for the fabrication of gold

nanoparticles as a Suzuki—Miyaura cross-coupling
catalyst in watert
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Urea-modified tryptophan has been used as an in situ reducing and stabilizing agent for the fabrication of

gold nanoparticles in water. The tryptophan side chain NH has been used for the reduction of gold ions in

HAuCl, to metallic gold and carboxylic acid functionality helps to stabilize the gold nanoparticles. This was

confirmed by a controlled reaction with urea-modified leucine which failed to form any gold nanoparticles.

The resultant gold nanoparticles have been characterized by various spectroscopic techniques such

as UV-visible spectroscopy, FT-IR spectroscopy and microscopic techniques such as FE-SEM and TEM.
Moreover, we have shown that the urea-modified tryptophan stabilized gold nanoparticles catalyze

the Suzuki—Miyaura cross-coupling reaction. The gold nanoparticle catalyzed Suzuki—Miyaura cross-
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coupling reaction between 4-bromobenzoic acid and phenylboronic acid in water provides 92% yield in

40 minutes. The high efficiency exhibited by the gold nanoparticle catalyst was effectively translated to
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1. Introduction

The fabrication of gold nanoparticles of diverse shape, and size,
and stabilization of their colloidal suspension is very important
due to their potential application as sensors,'® medicines*® and
catalysts.”® Gold nanoparticles also exhibit significant opto-
electronic properties.® Hence they are promising optical probes
because of their colour change upon variation of shape and size.
Gold nanoparticles are also useful for biological applications.
Most of the reported gold nanoparticles have been prepared by
reduction of HAuCl, using borohydride/citrate and stabilization
with efficient ligands." But in this method, there is always
a possibility of nanoparticle aggregation.'* Hence an in situ
reduction and stabilization technique is required to avoid
nanoparticle aggregation. Recently, there have been few reports
for the fabrication of gold nanoparticles with amine function-
alities as a reducing agent at higher temperatures.””™* In this
regard use of tryptophan or tyrosine is very important. It has
been reported that tryptophan® or tyrosine can activate electron
or hydrogen transfer in biochemical processes by radical
formation.’? We have utilized this concept for transporting
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a large number of Suzuki—Miyaura reactions between halides with phenylboronic acid. The results may
inspire further research on gold nanoparticles catalysis in water.

electrons to gold ions in HAuCl, to form metallic gold and
finally the gold nanoparticles.

Cross-coupling reactions are very important in synthetic
organic chemistry for carbon-carbon bond formation.**
Among various reported cross-coupling reactions, Suzuki-
Miyaura cross-coupling for C-C bond formation has great
significance for biphenyl derivative syntheses.”® Suzuki-
Miyaura coupling reactions generally occur under homoge-
neous conditions in the presence of a phosphine ligand and
a palladium catalyst. These reaction conditions exhibit high
activity as well as good selectivity.?® But, the costly reagents, long
reaction time and high temperature are key issues for industrial
applications.

Saikia and co-workers have developed a low-cost method for
Suzuki-Miyaura cross-coupling between aryl halides and aryl
boronic acids in an isopropanol-water mixture at room
temperature. They have used a mixture of Pd(OAc), and urea as
a catalyst for the reaction which shows high conversion even at
low catalytic loads.** Guo and co-workers have reported the
facile fabrication of very stable gold nanoparticles and used
them as an efficient catalyst for Suzuki-Miyaura cross-coupling
in an aqueous medium.** With this background, we have fused
urea and tryptophan to serve as an in situ reducing agent for
HAuCl,; and Suzuki-Miyaura cross-coupling catalyst prepara-
tion. In a recent review, Echavarren and co-workers have raised
a question whether gold can act as a catalyst for various cross-
coupling reactions as a substitute of palladium.** Combining

This journal is © The Royal Society of Chemistry 2019
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Fig. 1 Schematic representation of synthesis of urea-modified
tryptophan.
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all previous information, we have planned to develop stable
gold nanoparticles for the catalysis of cross-coupling reactions
under aerobic conditions. Herein, we have designed a new urea-
modified tryptophan (Fig. 1) and used this compound to
fabricate gold nanoparticles from the respective gold salts at
room temperature in water. The synthesis of the gold nano-
particles was investigated by using various spectroscopic
methods like UV-visible spectroscopy and FT-IR spectroscopy
and microscopic techniques such as FE-SEM and TEM. The gold
nanoparticles act as excellent catalysts for Suzuki-Miyaura
cross-coupling between 4-bromobenzoic acid and phenyl-
boronic acid at 45 °C in water.

2. Materials and methods

2.1. Materials and reagents

All amino acids and chemicals were purchased from Sigma-
Aldrich chemicals.

Synthesis of urea-modified tryptophan 1. 1-Tryptophan (200
mg, 1 mmol) was dissolved in hot H,O. Then it was cooled to 5
°C and KCNO (500 mg, 6 mmol) was added to it slowly. After
complete addition, it was stirred for another 4 hours at room
temperature. Then it was cooled to 5 °C and acidified to pH = 1.
A white precipitation was observed. The precipitate was filtered
and dried in a vacuum desiccator. A light pink solid was ob-
tained, 0.220 g, yield = 90%.

'HNMR (400 MHz, DMSO-ds, 6 in ppm): 10.84 (s, 1H,
-ArNH), 7.49 (d, 1H, -ArNH, J = 7.63), 7.32 (d, 1H, -ArH, J =
8.39), 7.09 (d, 2H, -ArH, J = 7.59), 6.95 (d, 1H, -ArH, ] = 7.63),
6.09 (d, 1H, -NH, J = 8.39), 5.59 (s, 2H, -NH,), 4.36 (m, 1H,
-CH), 3.07 (m, 2H, -CH,); "*CNMR (100 MHz, DMSO-d,, é in
ppm): 174.29, 163.27, 136.07, 127.60, 124.20, 123.71, 120.97,
118.3327, 111.32, 109.58, 106.55, 53.0876, 27.73. FT-IR (KBr):
3430, 3388, 3221, 1709, 1651, 1540, 1241 and 740 cm™*. ESI-MS:
mlz 1751202 [M + H]'; Meaeq: 175.1224, 213.0808 [M + K|';
Meaiea: 213.1002, 349.2479 [2 M + H]'; Meaiea: 349.2411.

Synthesis of urea-modified leucine 2. 1-Leucine (130 mg,
1 mmol) was dissolved in hot H,O. Then it was cooled to 5 °C
and KCNO (500 mg, 6 mmol) was added to it slowly. After
complete addition, it was stirred for another 4 hours. Then it was
cooled to 5 °C and acidified to pH = 1. A white precipitate was
observed. The precipitate was filtered and dried in a vacuum
desiccator. A white solid was obtained, 0.166 g, yield = 95%.

'HNMR (400 MHz, DMSO-dg, 6 in ppm): 6.19 (d, 1H, -NH, ] =
6.8), 5.54 (s, 2H, -NH,), 4.05 (t, 1H, -CaH, J = 4.04), 1.44-1.4 (m,
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2H, -CH,), 0.87 (m, 6H, -CH,); ">*CNMR (100 MHz, DMSO-d,
6 in ppm): 172.46, 162.77, 47.93, 38.17, 21.39, 19.93, 18.69.
FT-IR (KBr): 3460, 3293, 2959, 1691, 1640, 1571, 1311,1017 and
719 ecm™ ', ESI-MS: m/z 247.527 [M]"; Mcajeq: 247.4987.

Suzuki-Miyaura cross-coupling reaction. 0.2 g (1 mmol) of 4-
bromobenzoic acid, 0.14 g (1.2 mmol) of phenylboronic acid
and 0.7 g (5 mmol) of K,CO; were taken in 15 mL water. To this
mixture, compound 1-gold nanoparticles was added and heated
at 45 °C for 45 minutes. The clear solution was acidified with 2 N
HCI. The white precipitate was filtered, washed with water and
dried under vacuum. A white solid was obtained, 198 mg, yield
= 98.37%.

'H NMR (400 MHz, DMSO-dg. 6 ppm, 298 K): 12.93 [s, 1H,
-CO,H], 8.02 [d, 2H, J = 8.54, -Ar'H], 7.79 [d, 2H, J = 7.93,
-Ar'H], 7.72 [d, 2H, J = 7.93, -Ar’H], 7.49 [d, 2H, J = 7.32,
-Ar’H), 7.41 [t, 1H, J = 7.32, -Ar’H]; "*C NMR (100 MHz, DMSO-
de. 6 ppm, 298 K): 144.33, 139.05, 130.01, 129.67, 129.32, 126.99,
126.85; FT-IR (KBr): 2984, 2840, 2667, 2552, 1682, 1608, 1423,
1292, 936, 863, 752, 698 cm™'; ESI-MS: m/z 236.86 [M + K[';
Meajeq: 198.22.

2.2. NMR experiments

All NMR experiments were performed on a Jeol 400 MHz spec-
trometer at 278 K. Compound concentrations were in the range
of 1-10 mM in DMSO-d.

2.3. FT-IR spectroscopy

Solid-state FT-IR spectra following the KBr disk technique
were measured using a Perkin Elmer Spectrum RX1
spectrophotometer.

2.4. Mass spectrometry

Mass spectra of the compounds were recorded on a Q-Tof Micro
YA263 high-resolution (Waters Corporation) mass spectrometer
by positive-mode electrospray ionization.

2.5. Single crystal X-ray diffraction study

Single crystal X-ray analysis of compound 2 was performed on
a Bruker high-resolution X-ray diffractometer instrument with
MoKa radiation. Data were processed using the Bruker SAINT
package and the structure solution and refinement procedures
were performed using SHELX97. CCDC 1871263 contains the
supplementary crystallographic data for compound 2.

2.6. UV/vis spectroscopy

The absorption spectra of the samples were recorded on a Per-
kin Elmer UV-vis spectrophotometer.

2.7. Field emission scanning electron microscopy

The morphologies of the reported compound 1-gold nano-
particle conjugate were investigated using field emission-scan-
ning electron microscopy (FE-SEM). For FE-SEM, a small
amount of suspension of the conjugate was drop cast on a clean
glass coverslip and dried by slow evaporation at room temper-
ature. Finally, the sample was dried under reduced pressure for
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two days at 30 °C. The samples were gold-coated, and the
micrographs were captured using a Jeol Scanning Microscope-
JSM-6700F.

2.8. Transmission electron microscopy

The TEM experiments were performed using a small amount of
the aqueous solution of the gold nanoparticles on a carbon-
coated copper grid (300 mesh) by slow evaporation and allowed
to dry under vacuum at 30 °C for 24 h. Images were taken in
both the transmission mode and diffraction mode. TEM was
done by using a JEOL JEM 2010 electron microscope.

3. Results and discussion

The synthesis of the urea-modified tryptophan 1 was a relatively
simple one pot reaction. .-Tryptophan was allowed to react with
KCNO in an aqueous medium to produce the urea-modified
tryptophan (Fig. 1). The logic behind the design of the
compound was to study the effect of urea substitution in
L-tryptophan NH, and to study its properties. The urea will
dictate the intermolecular hydrogen bonding and the tryptophan
moiety will act as a reducing agent. We have also developed
a negative control as urea-modified leucine 2, using the same
synthetic strategy. The synthesized compounds were purified by
column chromatography and characterized by "H-NMR (nuclear
magnetic resonance), "*C-NMR, Fourier-transform infrared
(FT-IR) analysis (see the ESIT) and mass spectrometry.

The urea-modified leucine 2 was also characterized by
single crystal X-ray diffraction analysis. Colourless crystals of
compound 2 suitable for X-ray crystallography were obtained
from aqueous solutions by slow evaporation. The asymmetric
unit contains one molecule of compound 2. The ORTEP
diagram of compound 2 with the atomic numbering scheme
is depicted in Fig. 2a. The packing diagram shows that each
compound 2 molecule is interacting with six molecules
through N-H---O and O-H:--O hydrogen bonds and thus
forms a hexagonal structure along crystallographic a and
b directions. The hydrogen bonding parameters are listed in
ESI Table 1.1

Previous reports showed that in situ gold nanoparticle
synthesis can be achieved using tryptophan or tyrosine-con-
taining proteins or peptides due to their significant electron-
donating functionality. Tryptophan or tyrosine residues have
been used to reduce Au™ ions into gold atoms.>® So, by modi-
fying the redox active tryptophan residue with urea, we wish to
develop a method for in situ gold nanoparticle synthesis. The
following protocol has been used for the fabrication of gold
nanoparticles with compound 1. 1 mg of urea-modified tryp-
tophan 1 was dissolved in 5 mL water and 0.5 mL HAuCl,
solution (20 mg in 2 mL water) was added and was stirred to
produce a homogeneous solution. The yellow colour solution
became colourless [Au™ to Au']. Finally, a violet coloured solu-
tion was formed within a couple of minutes which indicates the
formation and presence of gold nanoparticles in solution [Au°]
(ESI Fig. S17). The gold nanoparticles have been formed due to
the reduction of Au™ ions in HAuCl, to gold atoms via the
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Fig. 2 (a) ORTEP diagram of urea-modified leucine 2. (b) The packing
diagram of urea-modified leucine 2. Hydrogen bonds are shown as
dotted lines.

oxidation of the indole NH of tryptophan residue (ESI Fig. S27).
As per our assumption, the urea-modified leucine 2 has failed to
form gold nanoparticles under the same conditions. This
confirms that the urea NH is not acting as an in situ reducing
agent.

The formation of gold nanoparticles using compound 1 was
characterized by UV-visible spectroscopy of the solution. Fig. 3a
exhibits the UV-visible spectrum of the compound-1-gold
nanoparticle solution. From absorption spectra, the band at 545
nm is characteristic of colloidal gold nanoparticles having a size
range of 15 nm for compound 1 : HAuCl, 10 :1.”” The gold
nanoparticles are stable at room temperature for around three
months showing no deposition. However, different sizes of gold
nanoparticles are formed by varying the ratio of HAuCl, and
compound 1 which is confirmed by UV-visible spectra (Fig. 3a).
Thus, for compound 1 : HAuCl, 1 : 10 the absorption band blue
shifts 40 nm and appeared at 505 nm (ESI Fig. S31). The change
of sizes of gold nanoparticles with the variation of concentra-
tions is depicted in Fig. 3b. This phenomenon of variation of
gold nanoparticle sizes at a different ratio of compound 1 and
HAuCl, can be visualized by the naked eye (Fig. 3c).

The presence of the urea-modified tryptophan 1 on the gold
nanoparticle surface has been studied by FT-IR spectroscopy.
The FT-IR spectrum of only urea-modified tryptophan 1 exhibits
amide I and amide II bands at 1644 and 1547 cm™ ' respectively

This journal is © The Royal Society of Chemistry 2019
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Fig. 3 (a) Absorption spectra of compound 1 stabilized gold nano-
particles at different ratios of compound 1 and HAUCl,. (b) Plot of Anax
for gold nanoparticle sizes with variation of concentrations of
compound 1 and HAuUCl,. (c) Naked eye visualization of gold nano-
particles in water with variation of concentrations of compound 1 and
HAUCl,.

(Fig. 4a). The band attributed to acid carbonyl vibration
appeared at 1700 cm '. Fig. 4b presents the spectrum of
compound-1-gold nanoparticles. The spectrum exhibits bands
at 1644 and at 1584 cm™ " attributed to amides I and II of
compound 1. But the band attribute to acid function becomes
broad, which indicates that the gold nanoparticles have been
stabilized by the acid functional groups. So, the existence of the
corresponding bands in FT-IR establishes the stabilization of
gold nanoparticles by compound 1.

Intensity

\
1644

4000 3000 1600 800

Wavenumber (cm'1)

Fig. 4 The FT-IR spectra (solid state) of (a) compound 1 and (b)
compound 1 stabilized gold nanoparticles.
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Furthermore, to characterize the gold nanoparticles, field-
emission scanning electron microscopy (FE-SEM) has been
used. For FE-SEM, a drop of gold nanoparticle violet solution
(compound 1:HAuCl, 10:1) in water was drop cast on
a microscopic glass cover slip and was dried under reduced
pressure for two days at room temperature. Fig. 5a and b depict
the images of spherical gold nanoparticles. The average diam-
eters of the nanoparticles are in the range of 30 nm to 45 nm.
Fig. 5c and d show the EDX pattern of gold nanoparticles and
weight% of elements from EDX.

The nanocomposite was also characterized by transmission
electron microscopy (TEM). A freshly prepared violet suspen-
sion of gold nanoparticles (compound 1:HAuCl, 10:1) in
water was drop cast on a carbon coated copper grid for TEM.
The grid was dried under vacuum at 30 °C for three days. The
transmission electron microscopy (TEM) images (Fig. 6a and b)
of the compound 1 stabilized gold nanoparticles confirm the
spherical shape of the nanoparticles. The average diameters of
the compound 1 gold nanoparticles were calculated to be
between 30 and 45 nm. These results exhibit that nanoparticles
of nearly the same size have been obtained in a particular
reagent ratio.

Recently, the catalytic behavior of gold nanoparticles in
various organic syntheses has attracted significant atten-
tion.>*** But, to the best of our knowledge, the use of gold

Elem... Weight% Atomic%

CK 21.68 50.52
NK 15.34 30.65
o 6.15 10.76
AuM 56.83 8.08

10 15

Fig.5 (a)and (b) FE-SEM images showing the spherical morphology of
gold nanoparticles. (c) EDX shows the presence of gold. (d) Weight% of
elements from EDX.

Fig. 6 (a) TEM images showing the spherical morphology of gold
nanoparticles. (b) TEM image of gold nanoparticles at high magnification.

Nanoscale Adv., 2019, 1, 1380-1386 | 1383
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nanoparticles as a catalyst for Suzuki-Miyaura cross-coupling in
water is relatively rare.**** Herein, we show that gold nano-
particles are very good catalysts for Suzuki-Miyaura cross-
coupling between aryl halides and aryl-boronic acids in water at
comparatively low temperature. To investigate the catalytic
activity of urea-modified tryptophan stabilized gold nano-
particles and to determine the optimal conditions for C-C bond
formation, 4-bromobenzoic acid and phenylboronic acid were
chosen as model substrates. Water was chosen as the reaction
medium due to the low cost as well as the green-chemistry
approach.***° 0.2 g (1 mmol) of 4-bromobenzoic acid, 0.14 g (1.2
mmol) of phenylboronic acid and 0.7 g (5 mmol) of K,CO; were
taken in 15 mL water (Fig. 7). To this solution, urea-modified
tryptophan stabilized gold nanoparticles were added and the
solution was heated at 45 °C for 45 minutes. Finally, the clear
solution was centrifuged and decanted off and acidified with 2
N HCI. A white precipitate of the product biphenyl carboxylic
acid appeared (Fig. 7). A proposed mechanism for gold nano-
particle catalyzed Suzuki-Miyaura reactions is depicted in ESI
Fig. S4.177

The kinetics of the gold nanoparticle catalyzed Suzuki-
Miyaura C-C bond formation were studied by UV-visible spec-
troscopy by placing the reaction mixture directly in a 1.0 cm
path length quartz cuvette. The spectrum in Fig. 7a shows the
appearance of a new band at 220 nm. Finally, the intensity of
this band increases with increasing time (Fig. 8a). The plot of
kinetics shows that initially the Suzuki-Miyaura cross-coupling
reaction rate increases and after 40 minutes it becomes satu-
rated (Fig. 8b). The product was filtered, washed with water and
dried under vacuum (92% yield in 45 minutes). The product was
characterized by 'H-NMR, "*C-NMR and FT-IR spectroscopic
analysis (see the ESIt). Repeating this experiment confirmed the

0. _OH

Br
HO.B,OH
3
Fig. 7 Schematic presentation of Suzuki—Miyaura cross-coupling of
p-bromobenzoic acid and phenylboronic acid in water.

gold nanoparticles
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Fig. 8 (a) UV-visible kinetic study of the Suzuki—Miyaura cross-
coupling reaction catalyzed by compound 1-gold nanoparticles. (b)
Plot of intensity with increasing time.
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reproducibility of the results. Moreover, when the gold nano-
particle catalysts were used after ageing for three months,
almost the same yield was obtained. Moreover, with these
optimized reaction conditions, we have explored the scope of
gold nanoparticle catalyzed Suzuki-Miyaura C-C bond forma-
tion reactions (Table 1). The high efficiency exhibited by the
gold nanoparticle catalyst in the model Suzuki-Miyaura C-C

Table 1 Suzuki—Miyaura reaction of aryl halides with phenylboronic

acid
Reaction Reaction Yield®
Reactant Product temp. (°C) time (min) (%)
o o
=<, OO
' oH OO oH 40 45 98.37
2a 3a
o o
cl <:> QOH OH 40 50 78
2b 3b
CI—Q—OH HQ
OH .
e 40 45 89.64
3¢
o o
AL OO
e G “ .
2d 3d
Cl CHO
H
O~ v w ow
o
2e 3e
o— o—
N=( N=(
o=\ N ©_<\ Nos0 50 97
N N
2f P 3P
o— o~
c N=< N“ "N
—\ N \ﬂ\© 60 45 95
N—( N
0
0’
N=<
C|_<\ N N=
N—< @—(\ N 80 50 94
2f /0 N
3h
27
40 45 75
2g 3i
O,N Br O,N
50 50 81
CHO )
oh oHC 3
Br HO
{o)
® <
HOL AN O =N 50 45 78
o o o
2i *

“ Isolated yield.
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bond formation reaction was effectively translated to a large
number of aryl halides with phenylboronic acid. 4-Chloro ben-
zoic acid and 4-chloro benzaldehyde provided 78% and 88%
yield, respectively, whereas 2-chloro benzaldehyde provided
76% yield. 2-Chlorobenzaldehyde affords a lower yield in
Suzuki-Miyaura coupling due to steric effects. Due to the steric
and electronic effects of the substituent on the aromatic cycle of
aryl halides, 4-chlorobenzoic acid and 4-chlorobenzaldehyde
provided higher yields than 2-chlorobenzaldehyde. The reac-
tions of 1-chloro-4-vinylbenzene with phenylboronic acid were
sluggish, and the products were obtained in 75% yield after 45
minutes.

To reuse the catalyst we have collected the gold nanoparticles
by centrifugation. Simple drying is enough for the reuse of the
gold nanoparticles. We checked the reusability; the Suzuki-
Miyaura cross coupling between 4-bromobenzoic acid and
phenylboronic acid was determined for five consecutive cycles
with the recovered gold nanoparticles (Fig. 9).

To characterize the recovered catalyst and compare with the
fresh catalyst and to determine whether there have been any

100-
804 Z /; Z
S 60 / / /
o
[0}
2 40
p /
20- /
04 _l/ Z_
- ~N [+2] < n
g 2 % 3 3
3 3 o) 3 3

Fig. 9 The reproducible nature of the catalyst up to 5 cycle with 90%
yield.
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Fig. 10 The XRD patterns of the as-synthesized gold nanoparticles
and recovered gold nanoparticles after the Suzuki—Miyaura C—-C bond
formation reaction.
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Elem... Weight% Atomic%’

CK 2352 5068
NK 1487 2748
OK 925 14.96
AuM 52.36 6.88

Totals 100.00

Fig. 11 (a) FE-SEM image showing the spherical morphology of the
recovered gold nanoparticles from the Suzuki—Miyaura C-C bond
formation reaction. (b) EDX showing the presence of gold nano-
particles (inset: weight% of elements from EDX). (c) TEM image
showing the spherical morphology of the recovered gold nano-
particles from the Suzuki—Miyaura C-C bond formation reaction. (d)
The electron diffraction pattern of the recovered gold nanoparticles.

changes of the crystalline structure of gold nanoparticles, XRD
analysis has been performed. Fig. 10 shows that there is no
change of the crystalline structure of gold nanoparticles after
the Suzuki-Miyaura C-C bond formation reaction.

Moreover, we have used SEM and TEM to characterize the
recovered catalyst form the Suzuki-Miyaura C-C bond formation
reaction and compared with the fresh catalyst to determine
whether there have been any changes of the morphology and
aggregations of gold nanoparticles. The FESEM image (Fig. 11a)
depicts the spherical shape of the recovered gold nanoparticles.
Fig. 11b shows the EDX pattern of the gold nanoparticles and
weight% of elements from EDX. There is no significant change with
reference to those before the Suzuki-Miyaura C-C bond formation
reaction. The TEM image (Fig. 11c) shows the spherical shape of
the recovered gold nanoparticles from the Suzuki-Miyaura C-C
bond formation reaction. The average diameters of the nano-
particles are in the range of 30 nm to 45 nm. Fig. 11d exhibits the
electron diffraction pattern of the recovered gold nanoparticles
from the Suzuki-Miyaura C-C bond formation reaction.

4. Conclusions

In conclusion, we have successfully synthesized urea-modified
tryptophan and leucine. Furthermore, we have used the urea-
modified tryptophan as an in situ reducing agent as well as
a stabilizing agent for the fabrication of gold nanoparticles from
HAuCl, at room temperature in water. The urea-modified tryp-
tophan gives an electron to a gold ion and forms an interme-
diate tryptophan radical. The tryptophan radical finally converts
to either native tryptophan or ditryptophan. Moreover, the gold
nanoparticles act as excellent catalysts for the Suzuki-Miyaura
cross-coupling reaction between phenylboronic acid and
p-bromobenzoic acid at 45 °C in water. The high efficiency
exhibited by the gold nanoparticle catalyst in the model Suzuki-
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Miyaura C-C bond formation reaction was effectively translated
to a large number of aryl halides with phenylboronic acid. The
results presented in this study may foster research on gold
nanoparticle catalyzed C-C bond formation.

Conflicts of interest

The authors declare no conflict of interest.

Acknowledgements

This work was financed by IISER-Kolkata. S. Sasmal acknowl-
edges IISER Kolkata, India for providing a senior research
fellowship. M. Debnath and S. K. Nandi thank CSIR, India for
research fellowship.

References

1 K. Saha, S. S. Agasti, C. Kim, X. Li and V. M. Rotello, Chem.
Rev., 2012, 112, 2739-2779.

2 K. Saha, S. S. Agasti, C. Kim, X. Li and M. Rotello, Chem. Rev.,
2012, 112, 2739-2779.

3 E. Priyadarshini and N. Pradhan, Sens. Actuators, B, 2017,
238, 888-902.

4 J.]. Storhoff, R. Elghanian, R. C. Mucic, C. A. Mirkinand and
R. L. Letsinger, J. Am. Chem. Soc., 1998, 120, 1959-1964.

5 L. Dykman and N. Khlebtsov, Chem. Soc. Rev., 2012, 41, 2256-
2282.

6 S. G. Penn, L. He and M. J. Natan, Curr. Opin. Chem. Biol.,
2003, 7, 609-615.

7 B. L. V. Prasad, S. I. Savka, C. M. Sorensen, V. Zaikovaski
and K. J. Klabunde, J. Am. Chem. Soc., 2003, 125, 10488-
10489.

8 R. Narayanan and M. A. El-Sayed, J. Phys. Chem., 2005, 109,
12663-12676.

9 U. Kreibig and M. Vollmer, Optical Properties of Metal
Clusters, Springer-Verlag, Berlin, 1995.

10 Y. C. Yeh, B. Creran and V. M. Rotello, Nanoscale, 2012, 4,
1871-1880.

11 M. A. Hayat, Colloidal Gold: Principles, Methods,
Applications, Academic Press, San Diego, CA, 1991.

12 J. D. S. Newman and G. J. Blanchard, Langmuir, 2006, 22,
5882-5887.

13 S. Siand T. K. Mandal, Chem.-Eur. J., 2007, 13, 3160-3168.

14 P. Jana, S. Maity and D. Haldar, CrystEngComm, 2011, 13,
973-978.

15 M. Focsan, P. Baldeck and S. Astilean, J. Nanopart. Res., 2010,
12, 2843-2849.

16 M. Sivaraja, D. B. Goodin, M. Smith and B. M. Hoffman,
Science, 1989, 245, 738-740.

and

1386 | Nanoscale Adv., 2019, 1, 1380-1386

View Article Online

Paper

17 R. Ghanem, Y. Xu, J. Pan, T. Hoffmann, J. Andersson,
T. Polivka, T. Pascher, S. Styring, L. Sun and V. Sundstrom,
Inorg. Chem., 2002, 41, 6258-6266.

18 F. Lendzian, M. Sahlin, F. MacMillan, R. Bittl, R. Fiege,
S. Potsch, B.-M. Sjoberg, A. Graslund, W. Lubitz and
G. Lassmann, J. Am. Chem. Soc., 1996, 118, 8111-8120.

19 D. A. Svistunenko, M. T. Wilson and C. E. Cooper, Biochim.
Biophys. Acta, Bioenerg., 2004, 1655, 372-380.

20 P. Faller, R. J. Debus, K. Brettel, M. Sugiura, A. W. Rutherford
and A. Boussac, Proc. Natl. Acad. Sci. U. S. A., 2001, 98, 14368—
14373.

21 Y. Zhou, W. Chen, H. Itoh, K. Naka, Q. Ni, H. Yamane and
Y. Chujo, Chem. Commun., 2001, 2518-2519.

22 D. A. Svistunenko and G. A. Jones, Phys. Chem. Chem. Phys.,
2009, 11, 6600-6613.

23 R. R. Bhattacharjee, A. K. Das, D. Haldar, S. Si, A. Banerjee and
T. K. Mandal, J. Nanosci. Nanotechnol., 2005, 5, 1141-1147.

24 J. M. Slocik, R. R. Naik, M. O. Stone and D. W. Wright,
J. Mater. Chem., 2005, 15, 749-753.

25 K. Tamaoand and N. Miyaura, Top. Curr. Chem., 2002, 219, 1.

26 N. Miyaura and A. Suzuki, Chem. Rev., 1995, 95, 2457-2483.

27 ]J. Hassan, M. Sevignon, C. Gozzi, E. Schulz and M. Lemaire,
Chem. Rev., 2002, 102, 1359-1470.

28 R. Martinand and S. L. Buchwald, Acc. Chem. Res., 2008, 41,
1461-1473.

29 M. B. Thathagar, J. Beckers and G. Rothenberg, J. Am. Chem.
Soc., 2002, 124, 11858-11859.

30 B. Saikia, P. R. Boruah, A. A. Ali and D. Sarma, Tetrahedron
Lett., 2015, 56, 633-635.

31 J. Han, Y. Liu and R. Guo, J. Am. Chem. Soc., 2009, 131, 2060-
2061.

32 M. Livendahl, P. Espinet and A. M. Echavarren, Platinum
Met. Rev., 2011, 55(3), 212-214.

33 P. Fakhri, M. Nasrollahzadeh and B. Jaleh, RSC Adv., 2014, 4,
48691-48697.

34 G. Li and R. Jin, Nanotechnol. Rev., 2013, 2, 529-545.

35 J. Garcia-Calvo, V. Garcia-Calvo, S. Vallejos, F. C. Garcia,
M. Avella, J. M. Garcia and T. Torroba, ACS Appl. Mater.
Interfaces, 2016, 8, 24999-25004.

36 N. Thielecke, M. Aytemir and U. Drusse, Catal. Today, 2007,
121, 115.

37 A. Abad, P. Concepcion, A. Corma and H. Garcia, Angew.
Chem., Int. Ed., 2005, 44, 4066-40609.

38 D. P. Stankus, S. E. Lohse, J. E. Hutchison and J. A. Nason,
Environ. Sci. Technol., 2011, 45, 3238-3244.

39 K. W. Anderson and S. L. Buchwald, Angew. Chem., Int. Ed.,
2005, 44, 6173-6177.

40 G. Brahmachari, K. Nurjamal, I. Karmakar, S. Begum,
N. Nayak and B. Mandal, ACS Sustainable Chem. Eng., 2017,
5, 9494-9505.

This journal is © The Royal Society of Chemistry 2019


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8na00273h

	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...

	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...
	A urea-modified tryptophan based in situ reducing and stabilizing agent for the fabrication of gold nanoparticles as a Suzukitnqh_x2013Miyaura...


