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Abstract. Various plant extracts have currently been used in the bioproduction of

nanoparticles with enormous applications. In this study, Rauvol a tetraphylla ower
extracts were employed to obtain silver nanoparticles (Ag NPs) in bioproduction. The
biologically produced nanoparticles were characterized by XRD, FTIR, UV-Vis, BET,
SEM, EDXA, and TEM analyses. Phytochemical screening of the Rauvol a tetraphylla
ower extracts indicated presence of 9 di erent constituents. Bioreduction of Ag NPs by
phytochemicals was revealed by FTIR analysis. The elemental composition of Ag NPs
was reported by spectral EDXA. The Ag NPs exhibited anti-bacterial activity against
Pseudomonas aeruginosa, Staphylococcus aureus, Klebsiella aerogenes, and Escherichia coli;
anti-fungal activity against Penicillium citrinum and Aspergillus avus; and antimitotic
activity. The response of amines in formic acid in the presence of an Ag NPs catalyst
in dissolvable free condition provided high yielded convention for the N -formylation to
shape the comparing formamide derivatives. N -fromylation had the characteristics of incite
recyclability, clean strategy, environmental friendliness under milder response conditions,
and straightforward work-up with brilliant yield of the coveted items.
© 2020 Sharif University of Technology. All rights reserved.

1. Introduction
Nanotechnology is a new-found and quickly developing
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eld with myriad applications in science and innovation. Nanotechnology can be used to produce silver
nanoparticles with unique optical, electrical, and magnetic properties based on their sizes. Nanoparticles are
known for biological activities suitable for incorporation into various applications including biosensors, antimicrobials, cosmetic products, materials for cryogenic
superconductors, composite laments, and electronic
components [1]. Ag NPs are endowed with distinctive
properties, like chemical stability, conductivity, and
catalytic and antibacterial activities [2] in colloidal
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state. Silver in di erent forms nds various applications and as a nanoparticle, it has been used in dental
medicine, wound treatment, coating of stainless steel
materials, water puri cation, and sunscreen lotions [3].
Nano catalysis is the fastest growing eld which involves the use of nanoparticles as catalysts. Metal ions
and noble metals such as Pt, Au, and Ag can catalyze
the decomposition of H2 O2 to oxygen [4]. Exposure
of the luminol-H2 O2 system to colloidal Ag solution
causes chemiluminescence emission as an indication of
nano catalysis [5]. Silver nanoparticles have extensive
applications in integrated circuits [6]. Silver has long
been recognized as an antiseptic and anti-biotic due to
its inhibitory e ect on many microorganisms [7].
The use of plants in the synthesis of nanoparticles
has several advantages such as avoiding the complicated processes of maintaining cell cultures, easy scaleup for large-scale synthesis, and cost-e ectiveness. The
plant extracts may act as both reducing and stabilizing
agents during the bioproduction of nanoparticles [8].
The use of plant extracts for the bioproduction of
nanoparticles has drawn the attention of researchers,
because the method is rapid, economical, and ecofriendly and it provides a single-step technique for such
nano syntheses [9]. The chemical and physical methods
of producing nanoparticles require high pressure, energy, and temperature as well as toxic chemicals [10].
In recent years, the use of plants and their extracts
for bioproduction of nanoparticles has become popular
as the method is cost-e ective and environmentally
friendly [11].
Many researchers used a variety of plants for
the biological synthesis of silver nanoparticles. Also,
plants and their extracts have been used for bioprodction of nanoparticles. The plant extracts of
Syzygium cumini, Solanum tricobatum, Citrus sinensis,
and Centella asiatica [12]; Citrus sinensis, Solanum
tricobatum, Syzygium cumini, and Ocimum tenui orum [13]; hedysarum plant and the Acanthe phylum
bracteatum [14]; Azadirachta indica extracts [15]; Jasminum grandi orum and Cymbopogon citrullus [16];
Trianthema decandra [17]; Cressa cretica [18]; Jamun [19]; Strawberry [20]; Euphorbia hirta (Euphorbiaceae) [21]; Avacado [22]; and leaf powder from C.
asiatica, C. sinensis, S. tricobatum, and S. cumini [23]
are some instances.
Rauvol a tetraphylla (Figure 1), belonging to
Apocynaceae family, has many applications in traditional medicine. Its extracts are used to treat snake
poisoning and mental illness. Rauvol a tetraphylla
powder has also demonstrated antimicrobial properties [24].
In this study, the bioproduction of Ag NPs is
attempted with ower extracts of Rauvol a tetraphylla.
The silver nanoparticles obtained are characterized
and evaluated for their antimicrobial and antimitotic

Figure 1. Rauvol a tetraphylla plant material (inset:
ower).

activities. Formamides are critical intermediates in
manufactured natural science and in peptide blend,
they are utilized as securing bunch for amines [25].
They are likewise utilized for amalgamation of pharmaceutically signi cant isocyanides [26] as well as
nitrogen connected heterocylces [27]. Formamides
are the impetuses, discover its applications in the
hydrosilylation and allylation responses of carbonyl
mixes [28,29]. Presently, formamides are combined
from the accompanying techniques incorporates: acidic
formic anhydride, actuated formic esters, imidazole
in warm DMF have been utilized [30-32]. Numerous
other helpful formylation impetuses, for example, AgO,
silver metal and VB1 with formic corrosive have been
accounted for formic acid has been reported [33-35].

2. Experimental
2.1. Collection and preparation of ower
extracts

Rauvol a tetraphylla plant was collected from the forest
of Devarayanadurga in Tumakuru district, Karnataka,
India. The plant was authenticated by taxonomist Dr.
Y.N.. Seetharam, co-ordinator from the Department
of Botany at Tumkur University, Tumkur, Karnataka,
India. Flowers from the twigs of Rauvol a tetraphylla
were collected and washed with tap water for removing
the dirt and dust particles fallowed by double-distilled
water. Rauvol a tetraphylla owers (20 g) were put in
100 mL double-distilled water placed on a heating mantle at 60 C for 30 min with stirring. Afterwards, the
mixture was cooled to room temperature (30 C) and
ltered by Whatman lter paper no. 1. The resulting
pale yellow colored ower extract was used as reducing
and capping agent in bioproduction of Ag NPs.

2.2. Phytochemical analysis

The ower extracts of Rauvol a tetraphylla were assessed [37] for the existance of phytochemical com-
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Table 1. Phytochemical analysis of Rauvol a tetraphylla
( ower).

Serial no.
1
2
3
4
5
6
7
8
9
10
11

Phytochemicals

Flavonoids
Alkaloids
Phenols
Tannins
Cardiac glycosides
Saponins
Anthraquinones
Amino acids
Oxalate
Phlobatannins
Terpenoids

Result
+++
+++
++
+
+++
+++
{
++
{
+++
+++

Note: +++ = Appreciable amount; ++ = Medium presence;
+ = Presence in trace amount;
- = Negligible amount or completely absent

ponents such as tannin saponins, phenols, terpenoids,
tannins, avonoids, anthraquinones, amino acids, phlobatannins, oxalates, cardiac glycosides, and alkaloids
through the standard procedures. The obtained results
are shown in Table 1 [36,38].

2.3. Synthesis of silver nanoparticles

Rauvol a tetraphylla ower extract (10 mL) was added
to AgNO3 (90 mL) solution in a conical ask and mixed
thoroughly at 30 C; then, the solution was placed on
a magnetic stirrer for 10 min. The mixture was set
aside for 24 h for complete bio-reduction to produce
nanoparticles [39].

2.4. Characterization of silver nanoparticles

The synthesized Ag nanoparticles were characterized
by XRD, UV-Vis, FT-IR, BET, SEM, EDXA, and
TEM analyses [40].

2.5. Antimicrobial activity of Ag NPs

The antibacterial activity of biologically synthesized
Ag NPs was determined by the disc di usion technique.
The bacterial strains such as Pseudomonas aeruginosa,
Staphylococcus aureus, Klebsiella aerogenes and E-coli,
were cultured in NB media for 24 hours at 37 C [41,42].
One mL of each bacterial broth culture was poured
over the sterile NA media. Five-mm lter paper
discs impregnated with silver nanoparticles suspension
(10 g/mL) were placed on nutrient agar medium.
The lter paper discs dipped in double-distilled water
served as negativ0065 control. The positive control
discs contained Taxim (1 g/mL) [43]. The test discs
were also prepared by dipping in ower crude extracts
(20%). The ler paper discs were placed over the
surface of agar plates inoculated with test organism
and incubated for 24 h at 37 C. The zones of inhibitions
were measured in a measuring scale [44,45].
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2.6. Antifungal activity of silver nanoparticles

Antifungal activity of Ag NPs was evaluated against selected plant pathogenic fungi, viz. Penicillium citrinum
and Aspergillus avus, by Kirby-Bauer disc di usion
method [46,47]. Ag NPs with the concentration of
20 g/disc was impregnated on paper discs. Noroxacin was maintained as a positive control at the
concentration of 20 g/disc and double-distilled water
was used as negative control [48]. Fungal spore suspension was poured on Potato Dextrose Agar (PDA)
plates and paper discs were placed on the medium. The
plates, containing paper discs, were incubated at 28 C
for 48-72 h. The inhibition zone was measured in the
measuring scale.

2.7. Antimitotic assay

Antimitotic activity was determined using Alium cepa
(onion) bulbs. Alium cepa was used to assess the
disturbances in the mitotic cycle and chromosomal
aberrations. Alium cepa has advantages over other
short-term tests. Among the endpoints of A. cepa root
chromosomal aberrations, detection of chromosomal
aberration has been the most commonly applied technique to detect genotoxicity/antigenotoxicity for years.
The mitotic index and chromosomal abnormalities
were used to evaluate genotoxicity and micro nucleus
analysis was used to verify mutagenicity of di erent
chemicals. The e ect of the Ag NPs synthesized by
Rauvol a tetraphylla ower extracts on cells showing
di erent stages of mitosis, i.e., interphase, metaphase,
telophase, and anaphase, was considered. The antimitotic index was calculated by the following formula [49]:
Number of dividing cells
 100:
Mitotic index =
Total number of cells
(1)

2.8. Synthesis of formamide derivatives of
aromatic amines

Adopting the follow-up procedure, amine (1 mmol)
was added to 98% formic acid (3 mmol) and Ag NPs
(2 mol%) mixture. This reaction mixture was heated
to 70 C with constant stirring. The reaction progress
was observed by TLC. After the end of the reaction,
EtOAc was added to the reaction mixture and the Ag
NPs catalyst was removed through ltration process.
The obtained organic solvent was clearly washed with
deionised water and saturated brine solution. Then, it
was dried over anhydrous Na2 SO4 . After the removal
of the solvent, a pure product was obtained and no
further puri cation process was needed.

3. Results and Discussion
3.1. Biosynthesis of Ag NPs using Rauvol a
tetraphylla ower extracts

About 10 mL Rauvol a tetraphylla ower extract was
added to 90 mL AgNO3 solution at room temperature.
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The mixture was stirred continuously for 10 min. The
pale yellow color of the mixture changed to dark brown
after 24 h, which indicated the biosynthesis of silver
nanoparticles (Figure 2). Silver nanoparticles were
puri ed by repeated centrifugation at 8,000 rpm for
15 minutes using cooling centrifuge (Remi C-24). The
Ag NPs obtained was dried and stored.

3.2. X-ray di raction studies

The XRD peaks at 2 = 38 , 44 , 64 , and 77 were
indexed with the planes (111), (200), (220), and (311)
for the face centred cubic lattice of the attained Ag
(silver) as per the JCPDS (Joint Committee on Powder
Di raction Standards). Card no. 04-0783 matched
the database for Ag NPs synthesized by Rauvol a
tetraphylla ower extracts [50]. The calculated D
(average size) value of synthesized silver nanoparticles
was found to be 29.2 nm as calculated by the DebyeScherer formula (Figure 3) [51].

1597 cm 1 Cyclic alkene C=C, 1387 cm 1 Alkane C-H,
and 1062 cm 1 Primary alcohol C-O; and the low band
at 536 cm 1 corresponded to the halogen compound CBr stretch (Figure 4).

3.4. BET studies

Pore size distributions of the synthesized Ag NPs
were studied by N2 absorption-desorption isotherms
measured using static volumetric absorption analyzer.
The results are presented in Figure 5. Perforated
surface area of Ag NPs showed superior surface for catalytic properties as it enabled adsorption/desorption
of reactant molecules [52]. The pore size distribution
curves and speci c surface area of the synthesized Ag
NPs were obtained by BET gas sorption instrument. In
Figure 5, it is obvious that the Ag NPs has mesoporous

3.3. FT-IR analysis

Strong infrared bands were observed at 3289, 2916,
1597, 1387, 1062, and 536 cm 1 . The strong broad
band, which appeared at 3289 cm 1 alcohol O-H
stretch; the bands at 2916 cm 1 Amine N-H stretch,

Figure 2. Bioproduction of Ag NPs from Rauvol a

Figure 4. FT-IR spectrum of Ag NPs from Rauvol a

Figure 3. XRD pattern of Ag NPs from Rauvol a

Figure 5. N2 adsorption/desorption isotherms (inset:

tetraphylla ower extracts.

tetraphylla ower extracts.

tetraphylla ower extracts.

pore size distribution curves of Ag NPs).
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nature at low pressure regions (P=P0 < 0:7) with the
typical IV adsorption type of H3 hysteresis loop [53].
After increase in the pressure beyond 0:7 (P=P0 ),
the isotherm rises suddenly and forms a large loop.
Figure 5 shows the pore size distribution curves of the
Ag NPs, in which it can be seen that the pore size
probability for Ag NPs is about 20 nm with the surface
area of 26.31 m2 /g. With reduction in the size of Ag,
surface area increases, which enhances the catalytic
properties of Ag NPs.

3.5. UV-Vis-spectroscopy analysis

UV-vis spectrum of silver nanoparticles biosynthesized
by Rauvol a tetraphylla ower extracts was 460 nm,
which was peak broadening with an increase in absorbance due to increase in the number of Ag NPs
formed as a result of reduction in Ag+ ions present
in the aqueous AgNO3 solution (Figure 6) [54].

3.6. Scanning electron microscopy analysis

Scanning Electron Microscope (SEM) images of Ag
NPs biosynthesized by the ower extracts Rauvol a
tetraphylla (Figure 7) showed separate as well as
agglomerate silver nanoparticles [44]. The shape of
the particles was spherical in morphology and particles
were distributed uniformly.

Figure 7. SEM micrograph of Ag NPs from Rauvol a
tetraphylla ower extracts.

3.7. Energy-dispersive spectroscopy analysis

Energy-Dispersive X-ray Analysis (EDXA) describes
the elemental analysis of the mentioned silver nanoparticles. The spectrum of Ag NPs was measured at
the energy of 3 keV for silver and some weaker peaks
belonging to carbon, sodium, nitrogen, and oxygen
were found (Figure 8) [55].

Figure 8. EDXA analysis of Ag NPs from Rauvol a
tetraphylla ower extracts.

3.8. Transmission electron microscopy
analysis

Figure 9(a) shows the Transmission Electron Microscopy (TEM) image of the synthesized Ag NPs.
It is clear that the synthesized materials are in the
nano range with the spherical shaped structures. These
particles have high surface area and prepare the site
for the reaction on the surface of the catalyst. Figure 9(b) shows the particle size distribution of Ag NPs.
It clearly reveals that the synthesized materials are
maximum in the range of 20 to 25 nm size. This
nano-size Ag NPs is proper to give good yield in lower
time [55,56].

3.9. Antibacterial assay

Figure 6. UV-vis spectrum of Ag NPs from Rauvol a

tetraphylla ower extracts.

The synthesized Ag NPs from ower extracts of Rauvol a tetraphylla had signi cant antibacterial activity
against E-coli, Pseudomonas aeruginosa, Staphylococ-
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Figure 9. (a) TEM image and (b) graph of particle size distribution of Ag NPs.

Serial no.
1
2
3
4

Table 2. Antibacterial zone formation.
Zone of inhibition (mm)
Strain
Controla Ag NPsb Standardc Flower extractsd

E-coli
Pseudomonas aeruginosa
Klebsiella aerogenes
Staphylococcus aureus

|
|
|
|

6.1
6.3
5.6
5.4

8.3
8.2
7.9
7.6

a Control: Double-distilled water; b Ag NPs: Silver nanoparticles; c Standard: Taxim;
d Flower extracts: Rauvol a tetraphylla.

|
|
|
|

Figure 11. Antifungal activity of (a) A. avus and (b) P.
citrinum in the presence of Ag NPs.

Rauvol a tetraphylla ower extracts had a broader zone
of inhibition than the standard Nor oxacin antibiotic
against Penicillium citrinum and Aspergillus avus
(Figure 11, Table 3) [57].

Figure 10. Zone of inhibition against (a) E. coli, (b) P.
aeruginosa, (c) K. aerogenes, and (d) S. aureus in the
presence of Ag NPs.

cus aureus, and Klebsiella aerogenes (Figure 10, Table 2) [51].

3.10. Antifungal activity

Antifungal study indicated that the Ag NPs from

3.11. Antimitotic activity of Ag NPs at
Allium cepa root tips

Antimitotic activity assessment was carried out using Allium cepa with control grown in tap water and Quercetin used as standard drug (Table 4,
Figures 12(a), 12(b), and 12(c)) [58].

3.12. Formylation of aromatic amines in the
presence of Ag NPs catalyst

Ag NPs is a vital nano metal oxide with an extensive
variety of uses. A blend of HCO2 H and Ag NPs was
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Serial no.
1
2

3359

Table 3. Antifungal zone formation.
Zone of Inhibition (mm)
Pathogenic fungi Controla Ag NPsb Standardc Flower extractsd

Aspergillus avus
Penicillium citrinum

|
|

3.8
3.9

5.4
5.7

a Control: Double-distilled water; b Ag NPs: Silver nanoparticles; c Standard: Nor oxacin;
d Flower extracts: Rauvol a tetraphylla.

Serial no.
1
2
3
4

|
|

Table 4. Antimitotic activity of Ag NPs.
Sample
Concentration Mitotic index

Control
Ag NPs
Ag NPs
Quercetin (standard)

|
10 mg/mL
5 mg/mL
1mg/mL

93.7
21.5
28.1
14.9

(6) were set up from the subsidiaries of fragrant amines.
Then, the reaction blend was weakened by ethyl acetic
acid derivation and Ag NPs was evacuated by ltration.
The natural dissolvable was then washed with water
and soaked arrangement of saline solution and dried
over anhydrous Na2 SO4 . The solvent was evacuated
with lower weight and the pure item was obtained (Table 5). It was additionally cleansed by recrystallization
utilizing the reasonable solvent, diethyl ether. The
integrated mixes were armed by 13 C NMR and 1 H
NMR studies [59].

Figure 12a. Graphical representation of antimitotic
activity of Ag NPs.

added to an amine and then, the reaction blend was
re uxed at 70 C until fruition of the reaction (the
advance of the response was judged by TLC). The
reaction blend was brought to ambient temperature
after culmination. By this system, a few formamides

Mechanism of reaction on the surface of
catalyst:

The possible mechanism for the activation of formic
acid on the surface of Ag NPs catalyst during the
formation of N -formamides is depicted in Schemes 1
and 2 [59].

Spectral data of the synthesized compounds
1. N -(3-chlorophenyl) formamide (1): 1 H NMR

Figure 12b. Normal mitotic phases of Allium cepa: (A) interphase, (B) metaphase, (C) anaphase, and (D) telophase.
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Figure 12c. Mitotic abnormalities of Allium cepa: (A) mega cells and cell shrinkage, (B) chromosomal clumping and cell
shrinkage at metaphase, (C) vagrant chromosome at metaphase, and (D) chromosomal clumping at telophase.

Table 5. N -formylation of amines with formic acid using Ag NPs under solvent-free condition.
R-NH2
R-NHCHO
Serial no.
Yield (%) Time (min)
1
2
3
4
5
6

3-chlorobenzenamine
Aniline
4-bromobenzenamine
3-aminophenol
3-nitrobenzenamine
4-aminobenzoic acid

N -(3-chlorophenyl)formamide
N -phenylformamide
N -(4-bromophenyl)formamide
N -(3-hydroxyphenyl)formamide
N -(3-nitrophenyl)formamide
N -formamidobenzoic acid

(250 MHz, CDCl3 )  8.95 (br, 1H), 8.57 (d, 1H,
J = 11:17 Hz), 8.23 (s, 1H), 8.01 (br, 1H),
7.02-7.55 (m, 4H); 13 C NMR (62.9 MHz, CDCl3 )
 118.7-132.3, 161.1, 164.1 ppm. HRMS: Calcd
for C7 H6 ClNNaO m/z: 178.00 [M+Na]+ , found
178.04;
2. N -phenyl formamide (2): 1 H NMR (250 MHz,
CDCl3 )  9.32 (brs, 1H), 8.7 (brs, 1H), 8.63
(d, 1H, J = 11:26 Hz), 8.11 (s, 1H), 6.97-7.57
(m, 5H); 13 C NMR (62.9 MHz, CDCl3 )  117.3131.0, 137.0, 161.8, 164.7 ppm. HRMS: Calcd for
C7 H7 NNaO m/z: 144.04 [M+Na]+ , found 144.07;
3. N -(4-bromophenyl) formamide (3): 1 H NMR (250
MHz, CDCl3 )  9.23 (brs, 1H, trans), 8.44 (d,
1H, J=11.33 Hz), 8.23 (s, 1H), 8.13 (brs, 1H),
7.37-7.43 (m, 2H), 6.91-6.95 (m, 2H); 13 C NMR
(62.9 MHz, CDCl3 )  115.3, 115.7, 116.1, 116.4,
120.7, 121.0, 132.5, 158.2, 163.1 ppm. HRMS:

89
93
88
85
87
85

28
13
19
57
60
55

Scheme 2. Graphical representation of the formation of
formamide bond.

Calcd for C7 H6 BrNNaO m/z: 221.95 [M+Na]+ ,
found 221.98;
4. N -(3-hydroxyphenyl) formamide (4): 1 H NMR
(250 MHz, DMSO)  10.01 (brs, 1H, trans), 9.95 (s,

Scheme 1. Plausible mechanism for the N -formylation of amines on Ag NPs surface.
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1H), 9.47 (s, 1H), 8.65 (d, 1H, J = 12:0 Hz), 8.15
(s, 1H), 6.01-7.14 (m, 4H); 13 C NMR (62.9 MHz,
CDCl3 )  104.6, 108.2, 110.7, 129.4, 138.5, 159.5,
162.3 ppm. HRMS: Calcd for C7 H7 NNaO2 m/z:
160.04 [M+Na]+ , found 160.08;
5. N -(3-nitrophenyl) formamide (5): 1 H NMR
(250 MHz, DMSO)  10.65 (s, 2H,), 8.91 (d, 1H,
J = 8:5 Hz), 8.55 (s, 1H), 8.33 (s, 1H), 7.557.91 (m, 3H); 13 C NMR (62.7 MHz, DMSO) 
111.5, 113.5, 122.0, 124.7, 130.2, 136.1, 147.6, 160.0,
162.4 ppm. HRMS: Calcd for C7 H6 N2 NaO2 m/z:
189.03 [M+Na]+ , found 189.06;
6. N -formamidobenzoic acid (6): 1 H NMR (250 MHz,
DMSO)  12.75 (brs, 1H), 10.63(s, 1H), 8.32 (s,
1H), 7.83 (d, 2H, J = 6:21 Hz), 7.68 (d, 2H,
J = 8:63 Hz); 13 CNMR (62.5 MHz, CDCl3 )
 116.5, 118.92, 126.06, 130.08, 142.52, 160.50,
167.22 ppm. HRMS: Calcd for C8 H7 NNaO3 m/z:
188.03 [M+Na]+ , found 188.08.
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The reusability of Ag NPs used as a catalyst was tested
under identical reaction circumstances. The Ag NPs
catalyst was e ectively recovered from the reaction
mixture by hot ltration. The obtained product was
carefully washed by deionized water followed by ethyl

acetate. Then, it was dried for 2 to 3 h under
the vacuum condition. During each reaction, the Ag
NPs catalyst was recovered from the reaction mixture,
indicating a loss of around 13% after 5 times being
reused. This loss seemed reasonable, as a result of
washing and ltering of the heterogeneous catalyst,
and was in coordination with the obtained yield after
5 cycles. On the other hand, the loss of catalyst is
itself a reason for getting lower yield after 5 cycles
(Figure 14) [61].
Catalytic properties of Ag derivatives synthesized
by the green method were compared with those by the
chemical methods. Only a nite number of publications
are available on the Ag NPs catalyzed by organic
reactions. To the best of our knowledge and based
on the literature survey, this is the rst manuscript
reporting green synthesized Ag NPs as a catalyst for
the formamide reaction. However, some other NPs
like MgO and ZnO have been used for the formamide
reactions. Therefore, we compared our results with
di erent organic reactions catalyzed by Ag derivatives.
Javid Safari et al. synthesized AgI NPs with
spherical shape and the size of around 10 to 20 nm
by precipitation method. The NPs were used as
catalyst for the A3 coupling of benzofuran reactions.
The time required for completion of the reaction was
4.5 h with the yield of around 52%, which seems
very low eciency in comparison with the present
method [62]. Yuqing Zhou et al. synthesized Ag2 O
NPs with spherical shape and the size of 18-20 nm by
re ux method. The method was employed for the A3
coupling reactions with the expense of 12 h and the
yield of 29% [63].
Kushal D Bhatte et al. synthesized Ag NPs with
the obtained size of 40 nm and spherical shape by chemical reduction method. Enamiones and enaminoesters
were synthesized with 70% yield in 12 hours [64]. In
the same way, Bharat A Makwana et al. synthesized

Figure 13. Recyclability of the Ag NPs catalyst by hot

Figure 14. Recovery of Ag NPs catalyst after each

3.13. Hot ltration method

Hot ltration is generally used for the recovery of
catalyst in hot conditions. In this method, the catalyst
is heated and washed with solvent to remove the
impurities. In a nal set of experiments, we further
assessed the stability and reusability of the Ag NPs
catalyst in the formylation reaction. It was crucial to
con rm activity of the catalyst for recycling of Ag NPs.
Figure 13 shows that there is no considerably lower
yield in each cycle by reusing the catalyst. We observed
nearly 10% loss of yield in 5 cycles of reaction [60].

3.14. Recyclability of the catalyst

ltration method.

reaction.
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Table 6. Comparison of catalytic properties of Ag derivatives synthesized by di erent methods for di erent organic
reactions.

Serial no.

Method of
synthesis for
Ag derivatives

Size and
shape of
Ag NPs

Name of
the reaction
carried out

Time for Obtained
completion
yield
of reaction
(%)

Reference

1

Precipitation
method
(SDS surfactant)

Spherical shape,
particle size
of 10-20 nm

A3 -coupling
reaction

4.5 h

52%

[61]

2

Re ux method

Spherical shape,
particle size
of 18-20 nm

A3 -coupling
reaction

12 h

29%

[62]

3

Chemical
reduction
method

Spherical shape,
particle size
of 40 nm

Synthesis of
enaminones and
enamino esters
using silver
nanoparticles

6h

70%

[63]

4

Chemical
reduction
method

Spherical shape,
particle size
of 3-7 nm

Synthetic route
of octamethoxy
resorcinarene
tetrahydrazide

16 h

92%

[64]

5

Green synthesis
method using
Rauvol a
tetraphylla

Spherical shape,
particle size
of 20-25 nm

Formylation
reaction

13 min

93%

[Present work]

Ag NPs with spherical shape and the size of 3 to
7 nm by chemical reduction method. They used Ag
NPs as a catalyst in the octamethoxy resorcin arene
tetrahydrazide reaction and obtained a yield of around
92% in 16 h [65]. In comparison with all the abovementioned reactions, the present method dominates
their time and yield, as tabulated in Table 6.

4. Conclusion
Silver nanoparticles were synthesized by the Rauvol a tetraphylla ower extracts at room temperature.
The Ag NPs have good antimicrobial activity against
Klebsiella aerogenes, Staphylococcus aureus, E-coli,
and Pseudomonas aeruginosa and antifungal activity
against Penicillium citrinum and Aspergillus avus.
Also, the synthesized particles had consistent results
in antimitotic assays. In the presence of Ag nano
catalyst, incredible yield of formamide derivatives was
achieved. It can be concluded that Ag NPs may nd
large applications to catalytic activity; drug delivery

process; and anticancer, antibacterial, and antifungal
practices in the medical eld.

Acknowledgment
The authors thank Shridevi Institute of Engineering
and Technology and Siddaganga Institute of Technology for providing the lab facilities. Dr. Nagaraju
thanks DST nanomission (SR/NM/NS-1262/2013) for
the nancial support. Udayabhanu thanks CSIR,
New Delhi, for the senior research fellowship. Dr.
Vinay SP thanks to Raghavendra M and Uma K (SIT,
Tumakuru) for their encouragement and guidance.

References
1. Albrecht, M.A., Evans, C.W., and Raston, C.L.
\Green chemistry and the health implications of
nanoparticles", Green Chem., 8, pp. 417-432 (2006).
2. Frattini, A., Pellegri, N., Nicastro, D., and De Sanctis,
O. \E ect of amine groups in the synthesis of Ag

S.P. Vinay et al./Scientia Iranica, Transactions F: Nanotechnology 27 (2020) 3353{3366

3.

4.
5.

6.

7.

8.
9.

10.

11.

12.

13.

14.
15.

nanoparticles using aminosilanes", Mat. Chem. Phys.,
94, pp. 148-152 (2005).
Duran, N., Marcato, P.D., De Souza, G.I., et al.
\Antibacterial e ect of silver nanoparticles produced
by fungal process on textile fabrics and their euent
treatment", J. Biomed. Nanotechnol., 3, pp. 203-208
(2007).
Merga, G., Wilson, R., Lynn, G., et al. \Redox catalysis on naked silver nanoparticles", J. Phys. Chem. C.,
111, pp. 12220-12226 (2007).
Guo, J.Z., Cui, H., Zhou, W., et al. \Ag nanoparticlecatalyzed chemiluminescent reaction between luminol
and hydrogen peroxide", J. Photochem. Photobiol A
Chem., 193, pp. 89-96 (2008).
Kotthaus, S., Gunther, B., Hang, R., et al. \Study
of isotropically conductive bondings lled with aggregates of nanosited Ag-particles", IEEE Trans Comp
Pack Manuf Technol A., 20, pp. 15-20 (1997).
Jiang, H., Manolache, S., Wong, A.C.L., et al.
\Plasma-enhanced deposition of silver nanoparticles
onto polymer and metal surfaces for the generation
of antimicrobial characteristics", Journal of Applied
Polymer Science, 93(3), pp. 1411-1422 (2004).
Kumar, V. and Yadav, S.K. \Plant mediated synthesis
of silver and gold nanoparticles and their applications",
J. Chem. Technol. Biotechnol., 84, pp. 151-157 (2009).
Huang, J., Li, Q., Sun, D., et al. \Biosynthesis
of silver and gold nanoparticles by novel sundried
Cinnamomum camphora leaf", Nanotechnology, 18,
pp. 105-115 (2007).
Udayabhanu, Nagaraju, G., Nagabhushana, H., et al.
\Green, nonchemical route for the synthesis of ZnO
superstructures, evaluation of its applications toward
photocatalysis, photoluminescence, and biosensing",
Crystal Growth & Design, 16(12), pp. 6828-6840
(2016).
Casida, J.E. and Quistad, G.B. \Insecticide targets:
learning to keep up with resistance and changing concepts of safety", Agricultural Chemistry and Biotechnology, 43, pp. 185-191 (2005).
Logeswari, P., Silambarasan, S., and Abraham, J.
\Ecofriendly synthesis of silver nanoparticles from
commercially available plant powders and their antibacterial properties", Scientia Iranica, F., 20(3), pp.
1049-1054 (2013).
Logeswari, P., Silambarasan, S., and Abraham, J.
\Synthesis of silver nanoparticles using plants extract
and analysis of their antimicrobial property", Journal
of Saudi Chemical Society, 19, pp. 311-317 (2015).
Forough, M. and Farhadi, K. \Biological and green
synthesis of silver nanoparticles", Turkish J. Eng. Env.
Sci., 34, pp. 281-287 (2010).
Agrawal, P., Mehta, K., Vashisth, P., et al. \Green
synthesis of silver nanoparticles and their application
in dental lling material", International Journal of
Innovative Research in Science and Engineering Technology, 3(6), pp. 13038-13052 (2014).

3363

16. Dwivedi, R. \Silver nanoparticles ecofriendly green
synthesis by using two medicinal plant extract", International Journal of Bio-Technology and Research,
3(4), pp. 61-68 (2013).
17. Geethalakshmi, R. and Sarada, D.V.L. \Synthesis of
plant-mediated silver nanoparticles using Trianthema
decandra extract and evaluation of their anti microbial activities", International Journal of Engineering
Science and Technology, 2(5), pp. 970-975 (2010).
18. Balasubramanian, S., Jeyapaul, U., John Bosco, A.,
et al. \Green synthesis of silver nanoparticles using
Cressa Cretica leaf extract and its antibacterial efcacy", International Journal of Advanced Chemical
Science and Applications, 3(1), pp. 65-71 (2015).
19. Shikha Behera and Nayak, P.L. \In vitro antibacterial
activity of green synthesized silver nanoparticles using
Jamun extract against multiple drug resistant bacteria", World Journal of Nano Science & Technology,
2(1), pp. 62-65 (2013).
20. Srinivas Naik, L., Paul Marx, K., Sree vennela, P., et
al. \Green synthesis of silver nanoparticles using strawberry leaf extract (Arbutus unedo) and evaluation of its
antimicrobial activity - a novel study", International
Journal of Nanomaterials and Biostructures, 3(3), pp.
47-50 (2013).
21. Durga Devi, G., Murugan, K., and Panneer Selvam,
C. \Green synthesis of silver nanoparticles using Euphorbia hirta (Euphorbiaceae) leaf extract against
crop pest of cotton bollworm, Helicoverpa armigera
(Lepidoptera: Noctuidae)", J. Biopest., 7, pp. 54-66
(2014).
22. Vinay, S.P., Chandrashekar, N., and Chandrappa, C.P.
\Silver nanoparticles: Synthesized by leaves extract of
avocado and their antibacterial activity", International
Journal of Engineering Development and Research,
5(2), pp. 1608-1613 (2017).
23. Logeswari, P., Silambarasan, S., and Abraham, J.
\Ecofriendly synthesis of silver nanoparticles from
commercially available plant powders and their antibacterial properties", Scientia Iranica, F, 20(3), pp.
1049-1054 (2013).
24. Lingaraju, K., Raja Naika, H., Manjunath, K., et al.
\Rauvol a serpentina-mediated green synthesis of CuO
nanoparticles and its multidisciplinary studies", Acta
Metall. Sin. (Engl. Lett.), 28(9), pp. 1134-1140 (2015).
25. Martinez, J. and Laur, J. \Active esters of formic
acid as useful formaylating agents: Improvements
in the synthesis of formyl-amino acid esters, N -formyl-Met-Leu-Phe-OH and Formyl-Met-Lys-ProArg, a phagocytosis stimulating peptide", Synthesis,
11, pp. 979-981 (1982).
26. Han, Y. and Cai, L. \An ecient and convenient
synthesis of formamidines", Tetrahedron Lett., 38(31),
pp. 5423-5426 (1997).
27. Akikazu, K., Suketaka, L., Shigetoshi., H., et al.
\Preparation of new nitrogen-bridged heterocycles.

3364

28.

29.

30.
31.
32.

33.

34.
35.

36.

37.

38.

39.

40.

S.P. Vinay et al./Scientia Iranica, Transactions F: Nanotechnology 27 (2020) 3353{3366

Part 40. Synthesis of 1,4-dihydropyrido[2,3-b]indolizin4-one derivatives", Bull Chem Soc Jpn., 68, pp. 35733580 (1995).
Kobayashi, S. and Nishio, K. \Facile and highly
stereoselective synthesis of homoallylic alcohols using
organosilicon intermediates", J. Org. Chem., 59(22),
pp. 6620-6628 (1994).
Shu, K., Masaru, Y., and Iwao, H. \Trichlorosilanedimethylformamide (Cl3 SiH-DMF) as an ecient reducing rgent. Reduction of aldehydes and imines and
reductive amination of aldehydes under mild conditions using hypervalent hydridosilicates", Chem. Lett.,
25(5), pp. 407-408 (1996).
Kisfaludy, L. and Laszlo, O. \Rapid and selective
formylation with penta uorophenyl format", Synthesis, 5, pp. 510 (1987).
Strazzolini, P., Giumanini, A.G., and Cauci, S. \Acetic
formic anhydride a review", Tetrahedron, 46(4), pp.
1081-1118 (1990).
Suchy, M., Elmehriki, A.A.H., and Hudson, R.H.E.
\A remarkably simple protocol for the N -formylation
of amino acid esters and primary amines", Org. Lett.,
13(15), pp. 3952-3955 (2011).
Lei, M., Ma, L., and Hu, L. \A convenient one-pot
synthesis of formamide derivatives using thiamine hydrochloride as a novel catalyst", Tetrahedron Letters,
51(32), pp. 4186-4188 (2010).
Kim, J.G. and Jang, D.O. \Solvent-free zinc-catalyzed
amine N -formylation", Bull. Korean Chem. Soc.,
31(10), pp. 2989-2991 (2010).
Hosseini-Sarvari, M. and Sharghi, H. \ZnO as a new
catalyst for N -formylation of amines under solventfree conditions", J. Org. Chem., 71(17), pp. 6652-3354
(2006).
Amjad Ali M Iqbal, Firoz A Kalam Khan, and Mohib Khan \Ethno-phyto-pharmacological overview on
Rauwol a tetraphylla L", Int. J. Pharm. Phytopharmacol. Res., 2(4), pp. 247-251 (2013).
Nair, V.D., Panneerselvam, R., and Gopi, R. \Studies on methanolic extract of Rauvol a species from
Southern Western Ghats of India - In vitro antioxidant
properties, characterisation of nutrients and phytochemicals", Industrial Crops and Products, 39, pp. 1725 (2012).
Nandhini, V.S. and Vijistella Bai, G. \Screening of
phyto-chemical constituents, trace metal concentrations and antimicrobial eciency of Rauvol a Tetraphylla", IJPCBS, 4(1), pp. 47-52 (2014).
Vinay, S.P. and Chandrasekhar, N. \Eco-friendly approach for the green synthesis of silver nanoparticles
using ower extracts of Sphagneticola trilobata and
study of antibacterial activity", IJPBS, 7(2), pp. 145152 (2017).
Vinay, S.P. and Chandrasekhar, N. \One-step green
synthesis of silver nanoparticles using ower extract of
Tabebuia argentea Bur. & K. Sch. and their antibacterial activity", Research Journal of Pharmaceutical, Biological and Chemical Sciences, 8, pp. 527-534 (2017).

41. Vinay, S.P. and Chandrasekhar, N. \Evaluation
of antibacterial assay and characterization of silver
nanoparticles produced by green synthesis method
using Hylocereus undatus fruit extract", IJMDRR,
1(29), pp. 65-70 (2017).
42. Vinay, S.P. and Chandrasekhar, N. \Biological synthesis of silver nanoparticles using Callistemon viminalis
(bottle brush) blooms concentrate and study of their
antibacterial activity", IJMDRR, 1(29), pp. 109-114
(2017).
43. Govindappa, M., Hemashekhar, B., Arthikala, M.K.,
et al. \Characterization, antibacterial, antioxidant,
antidiabetic, anti- in ammatory and antityrosinase
activity of green synthesized silver nanoparticles using
Calophyllum tomentosum leaves extract", Results in
Physics, 9, pp. 400-408 (2018).
44. Chandrasekhar, N. and Vinay, S.P. \Yellow colored
blooms of Argemone mexicana and Turnera ulmifolia
mediated synthesis of silver nanoparticles and study of
their antibacterial and antioxidant activity", Applied
Nanoscience, 7, pp. 851-861 (2017).
45. Vinay, S.P. and Chandrasekhar, N. \Characterization and green synthesis of silver nanoparticles from
plumeria leaves extracts: Study of their antibacterial
activity", IOSR-JAC, 10, pp. 57-63 (2017).
46. Bauer, A.W., Kirby, W.M., Sherris, J.C., et al. \Antibiotic susceptibility testing by a standardized single
disk method", American Journal of Clinical Pathology,
45, pp. 493-496 (1966).
47. Birla, S.S., Tiwari, V.V., Gade, A.K., et al. \Fabrication of silver nanoparticles by Phoma glomerate and
Staphylococcus aureus", Letters in Applied Microbiology, 48, pp. 173-179 (2009).
48. Krishnamurthy, N.B., Nagaraj, B., Malakar, B., et al.
\Green synthesis of gold nanoparticles using Tagetes
erecta L. (Mari gold) ower extract and evaluation of
their antimicrobial activities", IJPBS., 3, pp. 212-221
(2012).
49. Channabasava and Govindappa, M. \First report of
anticancer agent, lapachol producing endophyte, Aspergillus niger of Tabebuia argentea and its in vitro
cytotoxicity assays", Bangladesh J. Pharmacol., 9, pp.
129-139 (2014).
50. Karimi, M.A., Mozaheb, M.A., Hate -Mehrjardi, A., et
al. \Green synthesis of silver nanoparticles using pollen
extract of rose ower and their antibacterial activity",
Scientia Iranica F., 22(6), pp. 2736-2744 (2015).
51. Vinay, S.P. and Chandrasekhar, N. \Synthesis and
characterization of silver nanoparticles using Ricinuscommunis plant and study of their biological activity",
International Journal of Science, Engineering and
Management, 1(8), pp. 63-68 (2016).

S.P. Vinay et al./Scientia Iranica, Transactions F: Nanotechnology 27 (2020) 3353{3366

52. Zhou, M., Wei, Z., Qiao, H., et al. \Particle size and
pore structure characterization of silver nanoparticles
prepared by con ned arc plasma", Journal of Nanomaterials, 2009, pp. 1-5 (2009).
53. Anupama, C., Kaphle, A., Udayabhanu., et al. \Aegle marmelos assisted facile combustion synthesis of
multifunctional ZnO nanoparticles: study of their
photoluminescence, photo catalytic and antimicrobial
activities", J. of Materials Science: Materials in Electronics, 29(5) pp. 4238-4249 (2018).
54. Mahdieha, M., Zolanvari, A., Azimee, A.S., et al.
\Green biosynthesis of silver nanoparticles by Spirulina
platensis", Scientia Iranica F., 19(3) pp. 926-929
(2012).
55. Agnihotri, S., Mukherji, S., and Mukherji, S. \Sizecontrolled silver nanoparticles synthesized over the
range 5-100 nm using the same protocol and their
antibacterial ecacy", RSC Adv., 4, pp. 3974-3983
(2014).
56. Parang, Z., Keshavarz, A., Farahi, S., et al. \Fluorescence emission spectra of silver and silver/cobalt
nanoparticles", Scientia Iranica, F., 19(3), pp. 943947 (2012).
57. Supaporn, B., Atiweena, K., Nutthaphon, P., et al.
\Antifungal activity of water-stable copper-containing
metal-organic frameworks", R. Soc. Open Sci., 4(10),
p. 170654 (2017). DOI: 10.1098/rsos.170654
58. Hemashekhar, B., Govindappa, M., Nagaraju, G., et
al. \Green alloy of silver nanoparticles from endophytic
extracts of Withania somnifera and studies of antibacterial and antimitotic activity", Asian J Pharm Clin
Res., 10(11), pp. 300-303 (2017).
59. Raghavendra, M., Lalithamba, H.S., Sharathb, B.S., et
al. \Synthesis of N -protected formamides from amino
acids using MgO nano catalyst: Study of molecular
docking and antibacterial activity", Scientia Iranica
C., 24(6), pp. 3002-3013 (2017).
60. Madhusudana Reddy, M.B., Ashoka, S., Chandrappa,
G.T., et al. \Nano-MgO: An ecient catalyst for the
synthesis of formamides from amines and formic acid
under MWI", Catal. Lett., 138, pp. 82-87 (2010).
61. Yu, B., Xie, J.N., Zhong, C.L., et al. \Copper (I)@carbon-catalyzed carboxylation of terminal
alkynes with CO2 at atmospheric pressure", ACS
Catal., 5, pp. 3940-3944 (2015).
62. Safaei-Ghomi, J. and Ghasemzadeh, M.A. \Silver
iodide nanoparticle as an ecient and reusable catalyst
for the one-pot synthesis of benzofurans under aqueous
conditions", J. Chem. Sci., 125(5), pp. 1003-1008
(2013).
63. Zhou, Y., He, T., and Wang, Z. \Nanoparticles
of silver oxide immobilized on di erent templates:
Highly ecient catalysts for three-component coupling
of aldehydeamine-alkyne", ARKIVOC, 8, pp. 80-90
(2008).
64. Bhatte, K.D., Tambade, P.J., KDhake., K.P., et al.
\Silver nanoparticles as an ecient, heterogeneous

3365

and recyclable catalyst for synthesis of -enaminones",
Catalysis Communications, 11, pp. 1233-1237 (2010).
65. Makwana, B.A., Vyas, D.J., Bhatt, K.D., et al. \Novel
uorescent silver nanoparticles: sensitive and selective
turn o sensor for cadmium ions", Appl. Nanosci.,
6(4), pp. 555-566 (2015).

Biographies
Sadashivappa Panchaksharappa Vinay was born

in India in 1992. He received his BSc in Chemistry,
Zoology, Microbiology followed by an MSc in Analytical Chemistry from Davangere University, Davangere,
India, in 2012 and 2014, respectively. Then, he joined
the Shridevi Institute of Engineering and Technology
aliated to Visvesvaraya Technological University as
a research scholar. His current research is in the
elds of green synthesis and characterization of pure
and doped metals, metal oxides, and metal sulphides
with reduced graphene oxide hybrid nanomaterials for
photocatalytic dye degradation; photoluminescence;
anticancer studies; and biological applications. Vinay
has published 25 research papers in reputed international journals.

Udayabhanu was born in India in 1990. He received

his BSc in Chemistry, Botany, Zoology followed by an
MSc in Chemistry from Tumkur University, Tumakuru,
India, in 2012 and 2014, respectively. Then, he
joined the Siddaganga Institute of Technology aliated
to Visvesvaraya Technological University as a junior
research fellow. Presently, he is a CSIR-SRF (Council
of Scienti c & Industrial Research-Senior Research
Fellow), Goverment of India, New Delhi. His current
research interests are green synthesis and characterization of pure and doped metals, metal oxides, and
metal sulphides with reduced graphene oxide hybrid
nanomaterials for lithium ion batteries; photocatalytic
hydrogen generation; photocatalytic dye degradation;
and biological applications. Udayabhanu has published
22 research papers in reputed international journals
including American Chemical Society (ACS), Royal
Society of Chemistry (RSC), Elsevier, Springer, etc.

Ganganagappa Nagaraju was born in India in

1977. He received his BSc and MSc degrees in
Chemistry, Physics, Maths, and Physical Chemistry
from the Bangalore University, Bangalore, India, in
1998 and 2000, respectively. His PhD project was
on \Synthesis and characterization of hydrothermally
derived nano/micromaterials" at Bangalore University,
which was completed in 2008. Then, he joined the
Indian Institute of Science (IISc), Bangalore, India, as
a postdoc researcher and received the second postdoc
from UFRGS, Porto Alegre, Brazil. He is currently
working as an Assistant Professor in the Department

3366

S.P. Vinay et al./Scientia Iranica, Transactions F: Nanotechnology 27 (2020) 3353{3366

of Chemistry, Siddaganga Institute of Technology,
Tumakuru, India. His research interests include green
synthesis and characterization of pure and doped metals, metal oxides, and metal sulphides with reduced
graphene oxide hybrid nanomaterials for lithium ion
batteries; photocatalytic hydrogen generation; photocatalytic dye degradation; and biological applications.
He has successfully run 5 projects with the cost of
Rs. of 2.16 crores sanctioned from various funding
agencies including DST, ISRO, BARC, and VGST. He
has published more than 90 research papers in reputed
international journals includeing American Chemical
Society (ACS), Royal Society of Chemistry (RSC),
Elsevier, Springer, etc.

Haraluru Shankaraiah Lalithamba

was born
in India in 1973. She received her BSc and MSc
degrees in Chemistry and Organic Chemistry from
Bangalore University, Bangalore, India, in 1994 and
1996, respectively, and her PhD in peptides and
peptidomimetics from the same university in 2012.
She is currently Associate Professor in the Department of Chemistry, Tumakuru, India. Her research

interests include synthesis of biologically active peptides and peptidomimetics, biological activity, molecular docking, and nano metal oxides. She actively
participates in research projects on the synthesis of
bioactive peptides and peptidomimetics funded by
VGST, Goverment of Karnataka. She has published
more than 33 scienti c research papers in reputed
journals.

Narayanappa Chandrasekhar was born in India

in 1972. He received his BSc and MSc degrees in
Chemistry and General Chemistry from Bangalore
University, Bangalore, India, in 1996 and 1998. respectively. He received his PhD on \Bioremediation
of Polycyclic Aromatic Hydrocarbons" from Bangalore
University in 2010. He is currently working as a
Professor in the Department of Chemistry, Shridevi
Institute of Engineering and Technology, Tumakuru,
India. His research interests include green synthesis
and characterization of pure metals and metal oxides,
photocatalytic dye degradation, and biological applications. He has published more than 50 scienti c research
papers in reputed journals.

