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ABSTRACT

Needleless electrospinning is an effective approach to fabricate the nanofibers at
high throughput. However, the uniform distribution of nanofibers with finer
diameter still needs improvement. In this study, optimization of needleless
electrospun polyacrylonitrile (PAN) nanofibers was carried out using an effec-
tively designed toothed wheel spinneret, which improved the nanofiber uni-
form distribution with finer diameter. Finite element method showed that the
electric field norms were highly concentrated at toothed wheel edges. Opti-
mized beadles PAN nanofibers with narrow diameter distribution were
obtained at 6 w/v% polymer concentration, 50 kV applied voltage, and 23 cm
collecting distance. Highest tensile strength of 100 cN at 7 w/v% concentration
showed that the resultant membrane had good mechanical properties. The air
permeability of 15 mm/s was obtained at 6 w/v% indicating good insulating
behavior of the PAN nanofiber membrane. This study proved that the toothed
wheel spinneret has the potential to improve the electrospinning process for the
development of uniform nanofibrous membrane at a high production rate.
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diameter in the range of few micrometers to
nanometers [15]. Nanofiber production rate and

Introduction

Nanomaterials are the unique and versatile materials
which possess exceptional characteristics and find a
wide range of application in the field of medical,
technical textile, energy storage devices, etc. [1-14].
Electrospinning is a simple and distinguished tech-
nique used for the synthesis of polymer fiber with the

diameter distribution are highly affected by the
solution, and process parameters such as concentra-
tion applied potential difference and collecting dis-
tance [16-19]. Electrospun nanofibers have attracted
considerable attention due to its high specific surface
area, excellent dimension stability, high porous
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structure, and good mechanical strength [20, 21].
These exceptional attributes lead the electrospun
nanofiber to very effective in the biomedical, energy
storage, sensors, filtration, actuators, cosmetics, and
protective textile [22-29].

Needle electrospinning has great potential to form
nanofiber with unique characteristics, but it has a
limitation of low productivity, which is less than
0.3 g/h. A simple and effective way to enhance the
production rate is to use a large number of needles
instead of a single one. This system is known as
“Multi-needle electrospinning” [30]. However, this
method is not very effective as the multi-needles
create strong repulsive forces [31] among the adjacent
jets, so it requires large working space to overcome
this effect. The clogging of the polymer solution in
the needles needs a cleaning system to remove the
solution and for the smooth electrospinning process.
Horizontal [32] and verticals tube electrospinning
[33] with pores was reported as an alternative solu-
tion for multi-needle electrospinning. The pores
provided the sites for the fiber generation. The tech-
nique was easily operated and needed less space
compared to the older. However, high productivity
and effective control of jet interference were still an
issue.

In recent times, needleless electrospinning has
gained great attention due to its higher productivity
with eliminating the issue of large space and electric
interference disturbance [34]. Magnetic assistance
needleless electrospinning was introduced by Yarin
and Zussman [35] to form the nanofiber. Liu and He
[36] reported the bubble electrospinning to form the
nanofibers. Thoppey et al. [37] fabricated the nanofi-
ber by using the plate edge as a jet formation site.
Jirsak et al. [38] reported the needleless electrospin-
ning of nanofiber by using a metal roller spinneret.

Other spinnerets such as dual wire, bowl edge,
conical wire coil, sprocket wheel, metal disk, wire
electrode, roller, slot, needle disk, stepped pyramids,
and hallow cone were also used to enhance the pro-
ductivity of electrospinning process [39—43]. The
productivity of these spinnerets was much higher
compared to needle electrospinning. However, these
spinnerets still have limitations such as the wider
distribution of nanofiber diameter, uneven mass
distribution of nanoweb, non-uniform distribution of
electric field intensity, lower production rate as
required for commercial scale, and required high
voltage to initiate the electrospinning process.
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The above-discussed issues are resolved through a
new approach of needleless electrospinning contain-
ing a toothed wheel as a spinneret. The electric field
distribution on the surface of the spinneret was
optimized with the help of simulation software,
which plays a key role in the production of electro-
static force. Moreover, fiber morphology and pro-
ductivity were also studied at different polymer
concentration and process parameters. These
parameters were statistically evaluated to measure
the significance of the individual parameter. The
developed PAN nanofiber membranes were
mechanically tested for practical application. Also,
the air flow resistance of these membranes was
investigated at different levels. This study specifies
that the toothed wheel spinneret has the potential to
improve the electrospinning process for the devel-
opment of uniform nanofibrous membrane at a high
production rate and could be used in valuable
applications in the field of medical, energy devices,
etc.

Experimental procedure
Materials

Polyacrylonitrile (PAN) (Mw = 150,000 g/mol, den-
sity = 1.184 g/cc) and  N,N-dimethylformamide
(DMF) were purchased from Sigma-Aldrich. Multiple
PAN-DMF homogenous solutions ranging from 4 to
12 w/v% of concentration were prepared by mag-
netic stirring the mixture for 24h at 50°C
continuously.

Synthesis of nanofiber

Fabrication of PAN nanofiber was carried out using a
needleless electrospinning setup. It comprises of
rotating spinneret, a rotating metal cylinder as a
grounded collector, a Teflon solution bath and 100 kV
Gamma high-voltage DC power supply. A toothed
wheel was used as a spinneret, and the dimensions of
spinneret are as thickness = 5 mm, exterior diame-
ter = 60 mm, number of teeth = 14, pitch = 13.45
mm, and teeth size = 3 mm. The applied voltage and
collecting distance were varied from 40 to 60 kV and
from 19 to 24 cm, respectively. The spinneret and
collecting cylinder were driven through a 12 V DC
motor with opposite rotation to each other.
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A series of experiments were conducted to inves-
tigate the effect of electrospinning parameters on the
physical and mechanical characteristics of PAN
nanofibers. The electrospinning time was kept 90
mints to prepare each sample for accurate compar-
ison of parameters.

Characterization

PAN nanofibers morphology was examined through
a scanning electron microscope (SEM) from Quanta
250 FEI at different magnification levels at 5-15 kV. A
thin layer of gold was developed on the sample
through sputter coating. The SEM images were taken
from different positions of nanoweb. Image ] soft-
ware was used to measure the PAN nanofiber
diameter based on SEM images. Total of 100 readings
were taken and calculated the average diameter for
each sample.

Initially, the samples were kept at 200 °C for
30 min for evaporation of the solvent. The tensile
strength of the electrospun mat was calculated with
single fiber strength tester (Tensiometric 2.5). Each
sample was cut to dimensions of 5 mm width and
10 mm length. The tensile strength tests were per-
formed at 10 mm/min speed and 10 mm gauge
length by using a 50 N load cell at a constant rate of
0.1 mm/s. The air permeability of PAN nanofiber
was evaluated through Air permeability Tester
MO21A. The test was performed according to testing
standard ASTM D737. Total 5 readings of each sam-
ple were taken, and the average value was recorded.

Results and discussion

Electrospinning process and electric field
profile

Figure 1 shows the schematic diagram of the
needleless electrospinning process. In this needleless
electrospinning process, the PAN polymer solution
was kept in a Teflon bath. The toothed wheel spin-
neret was dipped into the polymer solution and
continuously rotated by using a 12 DC voltage sup-
ply. The teeth of the wheel carried the polymer
solution at the spinning site during its continuous
rotation. The strong electric electrostatic forces were
applied to the polymer solution due to the applied
high voltage. When these forces overcame the surface
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tension of the PAN solution, the polymer jets were
raised from the boundaries of the teeth and acceler-
ated toward the collector.

Finite element method was used for the optimiza-
tion of needleless electrospinning process using
toothed wheel spinneret. Electric field analysis was
done through the COMSOL Multiphysics 5.0 com-
mercial software. The geometry of the toothed wheel
was sketched in COMSOL solid work frame with the
dimensions of diameter = 60 mm, the number of
teeth = 14, the thickness of wheel = 5 mm, and dis-
tance between adjacent teeth = 10 mm. The electric
field intensity was calculated at different collecting
distances and the applied voltages. The electric field
can be defined as the negative gradient of potential
difference as given in the equation

E=-VV

here, E is the electric field, and V is the potential
difference.

The geometry of the spinneret plays a vital role in
the generation of a high electric field during the
electrospinning process. The geometry with sharp
edges is more effective for the electrospinning pro-
cess as the sharp edges generate strong electric field
intensity at a constant applied potential. This is
because of the reason that electric field intensity is
more concentrated and sharp at the teeth of the wheel
spinneret in contrast to the rest of the body. This
enables the spinneret to produce polymer jets at a
lower applied voltage with narrow fiber diameter
distribution. Figure 2a—d shows the electric field
intensity profile along the axis direction, spinning
direction, and spinneret rotation, respectively.

Figure 3a—d shows the distribution of electric field
intensity at various applied voltages along with the
electric field norm scale. The color variance of electric
field intensity on varying the voltage from 40 to
70 kV predicts the stronger electric field concentra-
tion at higher applied voltage. The increase in electric
intensity enhances the attenuation of charged jet and
hence results in finer nanofiber diameter. Moreover,
the wider distribution of the electric field at the
toothed surface initiates several charged jets and
increases the production rate. Figure 3e, f shows the
relation of electric field intensity along the axis
direction with the applied voltage and collecting
distance, respectively. The highest electric field
norms are 7554 kV/m calculated at 70 kV and 13 cm
collecting distance.
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Figure 1 Needleless
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Figure 2 Electric field norm cut line profile a in axis direction, b in spinning direction, ¢ in the spinneret rotation direction, and d 3D
view of electric norm distribution in axis, spinning and rotation direction.

Fiber morphology and productivity

The effect of PAN concentration on fiber morphology
is investigated at different polymer concentrations
with a constant applied voltage of 50 kV and col-
lecting distance of 23 cm. Figure 4 shows the SEM
images of PAN nanofiber transformation (from bea-
ded to helix shaped micro ribbon) at the different
PAN concentrations.

The beaded nanofibers are formed at low concen-
tration of 4 and shift to coarser fiber diameter with
increasing concentration to 12. Bead formation at low
concentration is due to the low viscosity and surface
tension of the solution. The surfaces tension of the
solution overcomes the columbic repulsive forces at
low viscosity and lead to droplet formation.

The average fiber diameter and production rate
are plotted as the function of polymer concentration

in Fig. 5a. The maximum diameter difference

147 nm is noted by increasing the concentration
from 5 to 7 w/v% with nanofiber diameter
232 + 40 nm and 379 £ 64 nm, respectively. The
higher polymer concentration increases the solution
viscosity and results in more chain entanglement
due to stronger cohesive forces between PAN
chains. This hinders the polymer jet formation and
fiber drawing during its flight toward the collector
and consequently increases the fiber diameter. The
production rate of nanofibers increases from 1.00 to
2.36 g/h by increasing the concentration from 5 to 7
w/v%, respectively. The higher concentration
increases the number of polymer jets from the
spinneret surface and hence increases the produc-
tivity of the electrospinning process. The equation
D=—-1333+7250 PC (where D = diameter;
PC = polymer concentration) having high R* = 98.68
and positive Pearson correlation = 0.993 depicts the
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Figure 4 SEM images of PAN nanofiber transformation (from beaded to helix shaped micro ribbon) at different PAN concentrations.

strong positive relation between concentration and
fiber diameter.

The impact of applied voltage on fiber morphology
is investigated with 6 w/v% PAN/DMEF solution at
23 cm collecting distance. Electrospinning process

@ Springer

starts at 30 kV for the toothed wheel spinneret, and
random jets form up to 35 kV. Further increase in
voltage leads to the smooth nanofiber formation and
improves the process stability. The influence of
applied voltage on resultant average diameter and
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Figure 5 Plot of nanofiber diameter distribution and productivity
as a function of a polymer concentration 5-7 (applied voltage
50 kV, collecting distance 23 cm), b applied voltage 40-60 kV

productivity is shown in Fig. 5b. The average fiber
diameter  decreases from 324 £ 59 nm to
238 + 40 nm by increasing the applied voltage from
40 to 60 kV. The equation D = 499.7 — 4.3 PD (where
D = diameter; PD = potential difference) with
R* = 97.92 and Pearson correlation = — 0.993 shows
the strong inverse relation. The uniform strong elec-
tric field is generated at higher voltage, therefore
creating stronger electrostatic forces which promote
the polymer jet stretching. The higher fiber elonga-
tion leads to a decrease in fiber diameter and uniform
diameter distribution. Also, the productivity of
nanofibers increases from 1.20 to 2.30 g/h by
increasing voltage from 40 to 60 kV.

The influence of increasing collecting distance
between the spinneret and collector was reported in
two ways. The nanofiber diameter reduces at longer
collecting distance. This is due to the increase in PAN
jets stretching due to the increase in flight time at
longer collecting distance. The second effect is that
the electrostatic forces decrease at longer collecting

(polymer concentration 6, collecting distance 23 c¢m), ¢ collecting
distance 17-23 cm (polymer concentration 6, applied voltage
50 kV).

distance, which results in the thicker nanofiber. The
effect of collecting distance on fiber diameter and
productivity is shown in Fig. 5c. The collecting dis-
tance varies from 17 to 23 cm at a constant 6 polymer
concentration, and 50 kV applied voltage. This
resulted in PAN nanofibers diameter ranging from
365 £ 66 to 292 + 47 nm.

The equation D = 572.7 — 12.1 CD (where D = di-
ameter; CD = collecting distance) with high R* = 99.8
and Pearson correlation = — 0.999 show the inverse
linear relation of collecting distance and diameter.
Finer fibers with uniform diameter distribution are
produced at a longer distance. However, the decrease
in diameter is not much significant as the reduction in
electrostatic force and higher fiber elongation bal-
anced the impact on fiber diameter. The productivity
of the electrospun nanofiber reduces from 2.20 to
1.70 g/h at collecting distance of 17 and 23 cm,
respectively. The production rate decreases due to
lower electric field intensity with increase in collect-
ing distance, and hence, fewer polymer jets rise from
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spinneret surface. Figure 6 shows the SEM images of
nanofiber and histogram of diameter distribution at
different polymer concentrations, applied voltages,
and collecting distances.

It can be noted that nanofiber diameter distribution
is varied at different polymer concentrations and
applied voltages. Beadles uniform nanofiber with
narrow diameter distribution is obtained at opti-
mized conditioned, which is 6% polymer concentra-
tion, 50 kV applied voltage and 23 cm collecting
distance.

Regression model of electrospinning
parameters and fiber diameter relation

Figure 7 shows the graphs of actual fiber diameter and
predicted fiber diameter through the regression
equation. The superposition of both plots proves the
validation of the regression model. The collective
impact of polymer concentration, voltage, and col-
lecting distance on the fiber diameter can be concluded
through the regression equation as given below

D= 32.11(PC)2 —316.8PC — 5.022PD — 9.81CD

The high R* value of 97.18 and P value less than
0.001 of the regression model is the confirmation of
the strong relation of input parameters with the fiber
diameter. The high coefficient value of polymer
concentration given in above equation depicts the
major contribution of 58.17% to influence the fiber
diameter. It can be concluded that the effect of
polymer concentration is significant than applied
voltage and collecting distance. These findings are
consistent with the results of previous studies and
indicate that polymer solution plays the most
important role in determining the fiber diameter
[44, 45].

Physical characteristics of electrospun
membrane

Electrospun membranes of different thicknesses are
obtained for different input variables. Figure 8a—c
indicates the influence of polymer concentration,
potential difference, and collecting distance on the
thickness of nanoweb, respectively.

The thickness of the nanoweb membrane increases
from 2.60 to 3.74 mm with increasing concentration
from 5 to 7 w/v%. It can be noted that an increase in
polymer concentration leads to a higher production
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rate, which results in thicker nanoweb. The thickness
of the membrane increases from 2.65 to 3.23 mm from
40 to 60 kV applied voltage and 2.83 to 3.06 mm from
17 to 23 cm distance.

Tensile strength

The tensile strength of PAN nanofiber web is plotted
as a function of polymer concentration, applied
voltage, and collecting distance, respectively, in
Fig. 9a—c. It is noted that tensile strength is
improved from 55.33 to 97.41 cN by increasing in
PAN concentration from 5 to 6 and from 65.78 to
97.41 cN with an increase in concentration from 6 to
7 at 50 kV applied voltage and 23 cm collecting
distance. The increase in tensile strength is attrib-
uted to the increase in nanoweb thickness, hence
providing more number of nanofibers in cross sec-
tion. The bead formation and defects are also
reduced with increase in polymer concentration. The
equation TS =53.3 4+ 21.04 PC (where TS = Tensile
strength) with R*=99.36 and Pearson correla-
tion = 0.964 show a positive co-relation of polymer
concentration and tensile strength. The tensile
strength is increased from 62.05 to 65.78 cN by
increasing 40 to 50 kV applied voltage, and for
50 kV to 60 kV, tensile strength is increased from
65.78 to 70.57 cN. The equation TS =44.83 4 0.43
PD having R*=99.49 and Pearson correla-
tion = 0.997 represent the positive relation of
applied voltage and tensile strength. The small
coefficient of applied voltage shows little impact on
tensile strength. The influence of collecting distance
on mechanical properties is noted by varies collect-
ing distance 17 to 23 cm at 6 PAN concentrations
and 50 kV applied voltage.

The tensile strength id decreased from 71.26 to
68.89 cN with increase in collecting distance 17 to
20 cm, and for 20 to 23 cm, tensile strength is reduced
from 68.89 to 65.68 cN. The equation TS = 86.91 —
0.913 CD having R* =99.36 and Pearson correla-
tion = — 0.997 indicates the inverse relation of col-
lecting distance and tensile strength. However, the
impact of collecting distance is not much significant.

Regression model of electrospinning
parameters and tensile strength relation

The relation of tensile strength and electrospinning
parameters can be given by equation as given below
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«Figure 6 SEM image of nanofibers under the influence of
polymer concentration 5-7 at applied voltage 50 kV and
collecting distance 23 cm (a—c), applied voltage 40-60 kV at
polymer concentration 6 and collecting distance 23 cm (d-f),
collecting distance 17-23 cm at polymer concentration 6, applied
voltage 50 kV (g—i) an histogram of diameter distribution polymer
concentration 5-7 (a’-c’), applied voltage 40-60 kV (d'-f'),
collecting distance 17-23 cm (g'-i').
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Figure 7 The plot of actual versus predicted nanofiber fiber
diameters.

Figure 8 Comparison of
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The high R* value of 85.63 indicates the validation
of the linear relation. The coefficient of polymer
concentration in the regression model is high com-
pared to the coefficient of applied voltage and col-
lecting distance. This depicts that the influence of
polymer concentration is much significant than the
applied voltage and collecting distance. Figure 10
shows the comparison of actual and predicted tensile
strength.

Air permeability

The influence of electrospinning parameters polymer
concentration, applied voltage, and spinning distance
on the air permeability of nanoweb is shown in Fig. 11.
The air permeability of nanomembrane depends
highly on the thickness of nanoweb and fiber distri-
bution. In Fig. 11a air permeability shows the irregular
trend at different levels of polymer concentration. The
air permeability value is 25.30 mm/s at 5 polymer
concentration. It is noted that at low concentration, a
thin nanoweb containing a smaller number of nanofi-
bers in cross section is developed due to less produc-

nanoweb thickness as a
function of a polymer

o
]
X

concentration, b potential
difference, ¢ collecting
distance.

L

Thickness (mm)
w
o

N
2]

—s—Thickness —s—Thickness

(b)4.0

bl
)
N

-/.
—

Thickness (mm)
w
o

g
12
N

2.0 T T T 2.0 T v v v v
5 6 7 40 45 50 55 60
Potential Concentration (w/v%) Potential Difference (kV)
4.0 -
(©) —s—Thickness
E 3.5
E
Z 30 —
§ T
2
Z 25-
20 v T v
17 20 23

@ Springer

Collecting Distance (cm)



] Mater Sci (2019) 54:13834-13847 13843
Figure 9 Comparison of (a) —s— Tensile strength (b) —=— Tensile strength
tensile strength as a function of 6 T -]
a polymer concentration, Z N Z
b applied potential, = =
¢ collecting distance. Eﬁ 80 . E" 807
£ 2 }/-
& T @ -—
o 80 +/1 o 604 {
K £
= 40{R2=99.36% &= 401R2=99.49%
TS=-53.4+21.04PC TS=44.83+0.43PD
5 6 7 40 50 60
Polymer Concentration (w/v%) Potential Difference (kV)
(c) —a— Tensile strength
~ 100
7.
N
=
T 801 ¢
£ T -
2 — .
) 1
< 6o . 1
E
£
9
&= 40{R?=99.36%
TS=86.91-0.91CD
17 20 23

120
—— Actual Strength
- —— Predicted Strength
z .
) 100
=
Bo
£ 80
=
»
=
Z 604
<
<
40 -

0o 1. 2 3 4 5 6 7 8 9 10
Experiments (#)

Figure 10 Comparison of actual versus predicted nanoweb
tensile strength.

tion rate. Moreover, the formation of the bead at low
concentration creates voids between the nanofibers.
Hence, both parameters reduce air resistance and
provide an easy path to air flow. Similarly, the air
permeability is noted at 32.76 mm/s at 7 polymer
concentration. At high concentration, coarser fibers are
produced and create wide spaces between the fibers.
This improves the air current through nanowebs.
Although the thicker membrane is obtained by
increasing the polymer concentration, the impact of

Collecting Distance (cm)

voids is prominent. Abuzade et al. also studied the air
permeability of electrospun nanowebs and concluded
that higher polymer concentration at constant value of
applied voltage and spinning distance can result in
higher porosity and thereby higher air permeability
per unit weight of nanoweb [46]. Contrarily, the air
permeability value is lowered 17.95 mm/s at 6 con-
centration compared to 5 and 7. Fine nanofibers of
uniform diameter distribution are formed at 6, which
minimize the free spaces between the nanofibers and
reduce the air flow through nanoweb. The equation
AP =3.0 4+ 3.73 PC (where AP = air permeability)
having R* value of 25.37 and Pearson correlation of
0.504 cannot predict the relation of air permeability
and polymer concentration.

The air permeability and applied voltage have a
linear inverse relation. The air permeability reduces
from 21.33 to 14.97 mm/s by increasing the applied
voltage from 40 to 60 kV. High production rate and
finer nanofibers with uniform diameter distribution
at high applied voltage make the nanoweb less per-
meable. The equation AP = 34.006 + 31.83 PD with
99.89 R* value and — 0.999 Pearson correlation show
the inverse linear relation of air permeability and
applied voltage.
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Figure 11 Comparison of air 40 40
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Figure 11c shows an increase of 1.47 mm/s air
current by increasing collecting distance from 17 to
23 cm. The equation AP = 12.47 + 0.2444 CD having
92.31 R? value and 0.961 Pearson correlation show the
relation of air permeability and collecting distance.
The small coefficient of collecting distance indicates
that effect of collecting distance on the air perme-
ability of PAN nanoweb is not much significant.

Regression model air permeability
and electrospinning parameters

The relation of electrospinning parameter and air
permeability can be derived as

AP(mm/s) = 3.73PC — 0.318PD + 0.848CD — 4.9

The R value of the regression model is very low at
29.85. Moreover, the coefficient value of the input
variable is very small. This indicates that the regres-
sion model has little significance and cannot explain
the true relation of input and output variables. Fig-
ure 12 shows the comparison of actual and predicted
values of air permeability. The lack of fitting of both
lines also proves the unreliability of the regression
model. This is due to that beaded nanofibers are
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obtained at low concentration, and coarser fibers are
formed at high concentration. Beaded and coarser
nanofiber both increase the air permeability through
the nanoweb as discussed above. However, both are
not in proportion simultaneously at different poly-
mer concentrations, hence reducing the fitting of both
curves lines in the graph.
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Figure 12 Plot of actual versus predicted nanoweb air

permeability.
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Conclusion

In this study, a novel toothed wheel spinneret was
developed to improve the needleless electrospinning
process with uniform and concentrated electric field
norm at the spinneret surface. The uniform electric
field improved the nanofibers production rate, uni-
form diameter distribution in nanoweb, and reduced
the threshold voltage. The finite element method was
used to evaluate the electric field norm around
toothed wheel spinneret. The simulation results pre-
dicted that strong uniform electric field intensity was
developed at the surface of the toothed wheel spin-
neret, which lowered the threshold voltage to initiate
the electrospinning process. The impact of the poly-
mer concentration and process variables on the fiber
morphology and productivity was evaluated. It was
found that the influence of polymer concentration
was significant than potential difference and collect-
ing distance. The physical properties, such as tensile
strength and air permeability of the nanofibrous
membranes, were also investigated. The tensile
properties of the nanomembrane enhanced with the
increase in membrane thickness at high concentration
and applied voltage. Air permeability trend for the
concentration was not linear, and the lowest air per-
meability was observed at 6% due to fine nanofiber
and uniform diameter distribution. This effectively
designed novel toothed wheel spinneret has the
potential to improve the electrospinning process with
the development of uniform nanofibrous membrane
and high productivity.
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