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Abstract

In this work, macro porous silicon layers were fabricated by Laser Assisted Etching. The morphology, structure and lumines-
cence characteristics of the porous Si were examined as functions of the etching time using Field Emission-Scanning Electron
Microscopy (FE-SEM), Atomic Force Microscopy (AFM) and Photoluminescence (PL). FE-SEM pictures revealed that the
macro porous silicon surface layer has macro pores with a similar structure, also the thickness of this layer and the average pore
diameter have increased with the increase of etching time. The specific surface area was measured by BET method and it was
found in range of 152-213 m*/g. The AFM images manifested the high roughness and root mean square at low current density
which can affect the porous silicon for the gas sensing applications. The PL spectra gave the luminescence energy in the orange—
red region of the visible spectrum with the energy band gap of around (2.01 eV) for n-Si etched for 16 min. Two electrode
configurations have been investigated for the sensing performance toward the NH; gas; planar and sandwich, the former depicted
a gas response of 1.85, while the latter revealed an efficient and ultra-gas response of 3.5 with the fast response and recovery

times.
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1 Introduction

One of the main sources of contamination is the toxic ammo-
nia gas molecules generally emitted due to the decomposition
of the nitrogenous organic from animals and plant materials,
motor vehicles and the excesses of industries [1]. Moreover,
the significant chemicals manufacturing was used to produce
fertilizers, cleaning products, treatments, explosives, and arti-
ficial fibers. Nevertheless, the toxic gas ammonia is a harmful
matter and could cause swelling and burn in the air route, skin
and eye destruction, and lung impairment. Thus, the sensor for
ammonia gas molecules designed with a huge sensitivity, fast
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response, and extended constancy is critical and immediately
required. With the purpose of understanding the detection of
NHj; at the room temperature, researchers have conducted
many works and studied a variety of sensitive materials
[2-5]. Porous silicon (PS) offers great potential applications
as gas sensor devices working at the room temperature be-
cause of their amazing feature; high specific surface area.
Also, it has been reported that the presence of O,, NHj,
CO,, NO, gases and many other molecules can alter the con-
ductivity of PS layer [6-8]. It is observed that the macro po-
rous silicon with the pores of micron size could be exposed to
the surroundings [9], which elevates the diffusion of the gas
considerably. Nevertheless, the specific surface obviously de-
creased and then affected the gas sensor response, when com-
pared to the nano and meso sized PS of branchy pore chan-
nels. Consequently, the specific intermediate PS microstruc-
ture with the specific surface area is higher than the micron
sized of macro PS, and the gas diffusion channels are more
than meso-PS. Therefore, the advantages of meso PS and
macro PS can be combined by the intermediate PS [10]. The
fabrication of porous silicon by laser-assisted etching method
provides a uniform distribution of pores with a large diameter
and a high surface area [11]. Furthermore, the low cost,
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simplicity of set-up, and ease of controlling pore size by
changing the etching conditions made the laser-assisted etch-
ing method preferable and highly efficient [12]. Kayahan [13]
prepared porous silicon by electrochemical etching method
and found that the pores have a diameter of about 2-3 um.
However, a planar configuration for the gas detection charac-
teristics was used. Selvakumar and Sujatha [14] fabricated
macro porous silicon by electrochemical etching process
using 50 % of HF concentration and found that the macro
pores are in the range (0.95-5 um), also the thickness of the
pore is about 4 um. A planar contact configuration for the gas
sensing performance was utilized. Yan and et al. [15] synthe-
sized macro porous silicon by electrochemical etching process
at a constant current density ofl 00 mA/cm?. It was found that
the porous silicon has a diameter of about 1.5 um. After that, a
platinum electrode was deposited on the top of the sample for
the chemical sensing application. Most of the recent works
have focused on the electrochemical etching process for the
porous silicon fabrication, and a lot of them deposited the
electrode on the top surface of the sample only. This paper
is related to the investigation of the sensing performance to
NH; target gas based on a different electrode configurations.
Moreover, this work seeks to reach the high surface area of
porous network and large pore diameter which will improve
the adsorption rate and hence obtain an effective sensor de-
vice. This study aims to fabricate macro porous silicon by
laser-assisted etching process depending on the high laser
wavelength and the constant current density. Later, the param-
eters of the porous silicon layer, such as porosity, thickness,
specific surface area, and the enhanced morphology and to-
pography, which are optimized to test the different configura-
tions of the NH; gas sensing, are experimentally investigated
and demonstrated the best way of electrode connection for
ultra-gas response.

2 Experimental Part

The n-type silicon wafer with the characteristics of 10 Q.cm of
resistivity and (100) direction of the orientation was used to
fabricate the macro porous silicon layer by exploiting the
laser-assisted etching technique for this purpose. A simple
process of removing the oxide layer from the silicon wafer
was done before the etching procedure [16], this process was
successfully conducted by dipping the silicon samples after
cutting them into 2 x 2 cm? for each sample in a solution of
Hydrofluoric acid (10 % concentration) for 7 min. The opti-
mum conditions for the fabrication of macro porous silicon
layer were obtained with the best duty by utilizing the etching
solution with a concentration of (1:1) (40 % of Hydrofluoric
acid: Ethanol absolute of 99.999 purity). The etching process
was carried out under the circumstance of a current density
fixed at the value of (12 mA/cm?) supplied for the samples for

@ Springer

diverse etching durations (4, 8, 12, and 16 min) under a laser
illumination of intensity 30 mW/cm? and 642 nm wavelength.
Subsequently, the porous silicon was rinsed in deionized fine
H,0, and then the samples were exposed toward the ambient
air for 2 min. Figure 1 illustrates the experimental setup of the
laser-assisted etching process.

3 Methodology

As revealed in Fig. 1, the system of laser-assisted etching
consists of Teflon cell, aluminum electrode, electrolyte solu-
tion, platinum electrode (provide electrons to electrical cir-
cuit), power supply, ammeter, and laser source. After the
cleaning process of silicon wafer was completed, the wafer
was put on the aluminum substrate inside the Teflon cell with-
in the electrolyte solution. Afterward, the laser source was
positioned in a straight direction to the silicon wafer at a dis-
tance of 25 ¢cm, which covered 1.5 ¢cm? of the sample. At the
moment that the samples are put within the solution, the Si-H
bonds are established. Next, the power supply was turned on
and let the charge carriers to move in the electrical circuit, with
the presence of a large amount of holes that came from the
induced electron-hole pair generation by laser beam, and the
fluoride ion will attack the Si-H bond on the surface of the
sample. From this process, a hydrogen atom will release.
Later, another fluoride ion will attack the same Si-H bond,
resulting in liberating H, molecule which can be observed as
bubbles in the solution. After this process, the Si-F bond first
formed and then was attacked by another fluoride ion leading

b
g Platinum
electrode

o |/

Q

=

0

=3

o

=

D.C.

""""""""""""""""""""""" _—— Power
,,,,,,,,,,,,,,,,,,,,,,,,,,,, Supply

Teflon

+
HF + Ethanol Silicon

Wafer

Ammeter

—

Aluminum electrode

Fig. 1 Schematic diagram of etching system with illumination source
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to eliminate of the silicon atom from the surface. The laser
source in this route will provide a lot of holes to be reacted
with the fluoride ions and hence increasing the snatched sili-
con atoms. Also, the laser source with a certain wavelength
will help use the low current density and the short etching
time, this will lead not to reach the electropolishing state.

4 Characterization

The surface morphology of the films was investigated by
field emission scanning electron microscopy (INSPECT-
550) and atomic force microscope (CSP model AA3000
AFM supplied by Angstrom Company) for the topography
of surface, while the photoluminescence spectra were ob-
tained at the room temperature with a Hitachi 3100 spec-
trophotometer. The sensing route characteristics were suc-
cessfully completed in a system, including a chamber made
of glass, a digital multimeter, and a computer for gaining
the data. Two types of electrodes’ configurations were de-
posited on the sample; planar and sandwich, as illustrated
in Fig. 2. In planar configuration, the aluminum (Al) elec-
trodes were deposited on the film surface with the dimen-
sions of 2 mm width, 4 mm length, and 25 nm thickness,
while in a sandwich configuration, the Al electrodes were
deposited on both the top and bottom (50 nm thickness)
film surface. The aluminum electrode was deposited by
Chemical Vapor Deposition (CVD). When the target gas
(ammonia) presents into the chamber, the digital
multimeter records the variation in the resistance value
for both planar and sandwich configurations continuously.
The gas concentrations were well controlled by diluting the
standard gas. The response time and the recovery time
were determined utilizing the time required to reach 90 %
of the total resistance variation. The sensing of the ammo-
nia gas molecules was measured at the room temperature

Fig. 2 Schematic of (a) planar

and (b) sandwich electrodes Al electrodes

(26°C) with a relative humidity of (32 %) at a fixed bias
voltage of (5 V).

5 Results and Discussion

The controlling parameters of the porous silicon samples layer
are based mainly on the layer thickness (d) and the porosity
(P%). The values of these two parameters were estimated by
the gravimetric method according to the following formulas
[17, 18]:

P = (Mass 1 — Mass 2)/(Mass 1 — Mass 3) (1)

d = (Mass 1 —Mass 3)/(p x A) (2)

Where, Mass 1 and Mass 2 are the mass of the macro
porous silicon sample before and after the etching process,
respectively. Mass 3 is the mass measured after eliminating
the porous layer, p is the density of Si (g/cm?), and A is the
area of the macro porous silicon layer (cm?). Mass 2 and Mass
3 were determined for the dried samples in vacuum system.
The porosity as a function of etching time and the layer thick-
ness versus the etching time are demonstrated in Fig. 3. It is
clear from Fig. 3a that the porosity is raising semi-linearly
with the increasing of etching time, and the highest value is
76 % at 16 min of etching duration. The thickness of the po-
rous layer was observed to be growing with the increasing of
etching time, as evinced in Fig. 3b, and the highest value for
the layer thickness is (4.52 pm) at the etching time of 16 min.
The amounts of layer thickness and porosity were estimated
with the error bars of about (+5 %).

The macro porous silicon having a thick layer makes the
sensor more suitable and very active for the adsorption of gas
molecules [19]. The porosity and thickness of porous silicon

Al electrodes
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Fig. 3 a Porosity versus etching time and b Thickness versus etching time

are the most important factors that could affect the gas
sensing performance. The porosity increases linearly with
the increasing of etching time; this is because of the reg-
ular generation of pores along the etching duration and
the regular distribution of pores along the silicon matrix.
The porous silicon thickness increases exponentially with
the increasing of etching time which is related to the large
amount of branched pores that contribute to increasing the
thickness of porous silicon [20], also it is related to the
path of the current inside the pore, and hence depending
on the carrier concentration inside the pore. The porous
layer thickness is related to the absorption coefficient and
its value of about the reciprocal to the absorption coeffi-
cient. The absorption coefficient of porous layer de-
creased with the decreasing of the silicon nanocrystallite
sizes due to the increase of the energy gap of the porous
silicon layer.

BET method was used to find the specific surface area and
diameter of the pore. Furthermore, from this technique, one
can obtain the type of the pore shape, whether it is
nanoporous, mesoporous, or macroporous. Figure 4 reveals
the specific area and diameter of the pore measured by BET
method based on the adsorption and desorption rates of the N,
gas molecules by porous silicon layer. The hysteresis loop is
clear in Fig. 4 which is attributed to the partial condensation
process that happened inside the macropores. As known that
the adsorption process is opposite to the desorption process,
however, the evaporation from the macro pores occurs usually
at a lower pressure than that of capillary condensation results
in the hysteresis loop [21]. In the hysteresis case, the desorp-
tion rate is lower than the adsorption rate. The condensation of
the gas molecules inside the pores is related to the reduction of
the thermal conductivity of porous silicon, and hence increas-
ing the pressure of the molecules inside the pores. The type of
hysteresis loop that manifested in Fig. 4 is H3 which is related
to the large distribution of pores along the porous matrix, as
classified by the International Union of Pure and Applied
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Chemistry (IUPAC) [22]. This figure depicts that the specific
surface area of PS samples increased from (152 mz/g) to (213
mz/g) with the increase of etching time from (4 min) to
(16 min), respectively. Moreover, the inset figures determine
the pore diameter of PS samples, and it is found that the peaks
of the pore diameter are (1.5, 1.6, 2.05, and 2.4 pum) corre-
sponding to different etching times (4, 8, 12, and 16 min),
respectively. The increase in the values of surface area leads
to an enhancement of the surface to adsorb more target gas
molecules; this is due to the augmentation in pore diameter
which confirms the macro porous type.

The surface morphology characteristics of the porous silicon
layer, such as pore-like structure, width of the pores, and wall
thickness between the nearby pores are intensely dependent on
the etching process factors, specifically the illumination wave-
length and the etching period. These characteristics of macro
porous silicon have been inspected by direct imaging of the
surface morphology structure utilizing FE-SEM. Figure 5 man-
ifests the morphological images for the surface layer of the
macro porous silicon samples prepared by laser-assisted etch-
ing at (40 mW/cm?) laser intensity and four etching times (4, 8,
12, and 16) min. The surface morphology of porous silicon in
Fig. 5a depicts that the surface structure has a rectangular and
irregular pores shape; this is because of the overlapping of the
adjacent pores, and the randomly distributed pores on the sur-
face of crystalline silicon. The reason behind the pores overlap-
ping is attributed to the extreme etching process at a high in-
tensity of laser illumination [23]. The pore diameters of the
macro porous silicon increase with the increasing of etching
time, since the pore sizes have a range of about (0.14-2.52)
pum at an etching time of 4 min, (0.18-3.4) um for etching time
8 min, (0.35-4.45) um at etching time of 12 min, and about
(0.58-5.65) um at an etching time of 16 min, as elucidated in
Fig. 5b-d. The sizes of the pores demonstrated that the macro
porous silicon layer was fabricated. This distribution was al-
most asymmetrical due to Gaussian distribution for the laser
beam, where the laser intensity at the center is larger than at
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Fig. 4 BET analysis of the adsorbed volume versus relative pressure, and the inset figures are the pore volume versus pore diameter for porous silicon
synthesized with different etching times: (a) 4 min, (b) 8 min, (¢) 12 min, and (d) 16 min

the edge [24]. The cross-sectional images display the increase
in the depth of pores as the etching time is increased.

AFM images of PS organized on the n-type silicon wafer
and etched with different etching times and (12 mA/cm?) cur-
rent density give the formation of uniform PS structures on the
Si wafer. The average roughness and the root mean square have
been estimated and listed in Table 1. Figure 6 views the 2D and
3D AFM images for n-PS. The surface topography of the n-PS
layer fabricated by the AFM analyses is shown homogeneous
and without any crack. The high values of RMS and roughness
are at 16 min; these values will increase and improve the ad-
sorption rate between the porous layer and the gas molecules.

All the samples of porous silicon evince visible PL at the
room temperature. Figure 7 demonstrates the PL spectra at the
room temperature for the n-type samples with different forma-
tion times: 4, 8, 12, and 16 min. The excitation was induced by
the wave of 325 nm. It is clear from the figure that there is a
blue shift, which means that as the etching time increases, the
energy band gap increases and hence the silicon nano size
decreases, this can be attributed to the increasing of pores
diameter, Lin et al. [25] and Behzad et al. found the same

behavior [26]. Table 2 lists the energy band gap and the silicon
nano size (L), the energy band gap is related to the silicon
nano size according to this equation [27]:

Eqps) = Eg(s) + 88.34/L' (3)

Where, Ey(ps; is the energy band gap of the porous silicon,
Egs) is the energy band gap of the bulk silicon, and L is the
silicon nano size.

Two different configurations for gas sensing are discussed
here; the first one is the planar configuration (Al/PS/n-Si), in
which the electrodes deposited only on the surface of the film.
A variation in the resistance of PS sensors with the time for
different concentrations of gas was verified, as illustrated in
Fig. 8a-d at the room temperature. All the curves in this figure
reveal that as the time increases, the resistance of thick film
decreases rapidly with the time as the sample is exposed to the
ammonia gas molecules. Later, the resistance comes to be
saturated, but when the pipe of the chamber is opened, it will
give the chance for the ammonia gas molecules to exit, the
measured resistance raised and reached to its initial value. The
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Fig. 5 FE-SEM images with the cross-sectional images of porous silicon for different etching times: a 4 min., b 8 min., ¢ 12 min. and d 16 min

resistance of porous silicon displays a reduction from the ma-
jor value to the minor value, and the statistical value of

Table 1 Root mean square and roughness

Sample Root mean square (nm) Roughness (nm)
4 min. 16.5 13.3

8 min. 17.1 14.3

12 min. 32 27.4

16 min. 36.9 31.7

@ Springer

resistance is changed conforming to the etching duration
of n-type silicon. Also, from this figure, it can be noted
that the gas response increased when its concentrations
are increased. Table 3 depicts the response time, recov-
ery time, and the gas response toward NH; gas based
on porous silicon at 150 ppm concentration. From this
table, it can be seen that as the etching time is growing,
the gas response gets boosted and reached to an excel-
lent value of (1.85) at the room temperature. The re-
sponse time and recovery time reduced with the increas-
ing of etching duration. These values evidenced the best
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Fig. 6 2D and 3D AFM images of PS for different etching times: a 4 min, b 8 min, ¢ 12 min, and d 16 min

sensor device to the ammonia gas molecules at the
room temperature. The sensitivity at the lowest gas con-
centration of 50 ppm is 1.41 for the planar configura-
tion tested at the room temperature which is a good
value for detecting the NH; gas at the humid air of
32 %. In this case, the flowing of current depends on

the channels between the pores of the surface of PS

layer. The gas response for this type of configuration
was determined by [28]:

Rq
Gas response = — 4)
R,
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Where, R, is the measured resistance in the presence of
NH; gas, and R, is the resistance that measured in the absence
of NH; gas.

On the other hand, the second configuration for test-
ing the gas sensor is the sandwich structure (Al/PS/n-Si/
Al). The resistance as a function of time for porous
silicon sensors is elucidated in Fig. 9a-d, from this fig-
ure; it can be observed that the resistance is decreasing
with the increasing of gas concentrations.

The response time, recovery time, and the gas re-
sponse are listed in Table 4 for the sandwich configu-
ration, from this table, it can be noticed that the higher
gas response is 3.5 with the fast response and recovery
times. Moreover, the sensitivity of sandwich configura-
tion at low concentration of 50 ppm NH; gas is 1.85
which is very high compared to the planar configura-
tion. Because of the best values that obtained from this
configuration, hence, this is the optimum sensitive de-
vice towards the NHj target gas at 32 % relative humid-
ity. Therefore, this device could be more effective and
reactive to the gas molecules at lower concentration,
which can be used in the electronic devices based gas
sensor to protect the human from its toxicity and dam-
aging the respiratory system. The reason behind the
large value of gas response could be attributed to the
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Fig. 8 Resistance-time variation of porous silicon etched for different
times: a 4 min, b 8 min, ¢ 12 min, and d 16 min

high surface roughness, the optimized morphology of
porous silicon, and the high amount of porosity; these
make the adsorption rate between the porous layer and
the NH; gas molecules more effective. In this configu-
ration, the current flow depends on the thickness of
pores and the amount of the large diameter pores.
Mingda Li et al. [29] found that the response to the
NH; gas based on porous silicon is 4.5, by utilizing
125 mA/cm?® current density and 20 min etching time.
In another work conducted by Suwan Zhu et al. [30], it
was observed that the gas response to the ammonia gas
molecules is 1, and the response and recovery times are
found less than 25 s and 10 s, respectively. Qin et al.
[31] used a porous silicon nanowire array for the gas

Table 2 Energy gap and nano

size of PS Etching time (min) Wavelength Energy gap (eV) Silicon nanosize (nm)
(nm)
638 1.94 30.44
8 629 1.97 29.65
12 621 1.99 29.15
16 616 2.01 28.67
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Table3  Response time, recovery time, and gas response to 150 ppm of
NHj; gas at the room temperature (planar configuration)

Table 4 Response time, recovery time, and sensitivity to 150 ppm of
NHj; gas at the room temperature (sandwich configuration)

Sample Response time (s) Recovery time (s) Gas response (Ro/R,) Sample Response time (s) Recovery time (s) Gas response (R./R,)
4 min 33 40 1.2 4 min 30 20 1.25

8 min 27 36 1.36 8 min 24 17 1.4

12 min 15 31 1.6 12 min 16 15 1.62

16 min 10 27 1.85 16 min 8 12 35

sensing fabrication and employed p-type silicon to cre-
ate a porous silicon nanowire by metal-assisted chemical
etching for 90 min, and it was found that the gas re-
sponse towards 100 ppm ammonia gas is around 1 at
the room temperature. In comparison with this work, the
current density is 12 mA/cm? during 16 min for the
porous silicon conditions, and it can be noted that the
response and recovery times and the gas response re-
corded excellent values. The huge value of gas response
is also related to the high surface area of the porous
silicon layer [32]. However, the porous structure sup-
plies a huge site for the adsorption target gas molecules
[33, 34]. Additionally, the gas response increases with
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Fig. 9 Resistance as a function of time of PS at different etching times: a
4 min, b 8 min, ¢ 12 min, and d 16 min

the increase of gas concentration, proposing that this
sensor has the ability to detect the diverse concentra-
tions of target gas. Finally, it should be mentioned that
all the samples were checked three times to ensure the
value of gas response. Table 5 summarizes a compari-
son with the previous researches based on the porous
silicon ammonia gas sensor.

The sensing mechanism towards the NH; gas mole-
cules depends on the morphology, wavelength of laser
source, specific surface area of porous network, diame-
ter, and thickness of the pores [43]. When the macroPS
exposed to the air, the molecules of oxygen will adsorb
the surface of PS resulting in trapping the electrons of
conduction band and leading to the decreasing of con-
ductivity, hence increasing the resistance value by
transforming the oxygen molecules into chemisorbed
oxygen (O, ). After the sample exposure to NH;3 gas,
the macroPS will adsorb the target gas on the surface
and react with the chemisorbed oxygen giving rise to
liberate the trapped electrons; this is due to the fact that
the NH; gas is a reducing gas. This process will de-
crease the resistivity, and a high variation will occur in
the resistance value, hence a large value of sensitivity
will be obtained. The reason behind the highest sensi-
tivity towards the target gas is related to the macroPS
that has a large pore diameter and an optimum pore
thickness obtained by controlling the etching time and
specific laser wavelength. Also, the laser source (specif-
ic wavelength) will make an increment in the pore di-
ameter, leading to adsorb more gas molecules into
pores. Furthermore, the configuration of electrode is a
very important factor that specifies the current flow and
therefore specifies the value of sensitivity. Because of
obtaining the high pore diameter, and the optimum col-
umn thickness, the sensitivity to the target gas improved
in the sandwich configuration of electrode which de-
pends on the pore size and pore thickness.

6 Conclusion

In this work, an efficient porous silicon layer was suc-
cessfully fabricated by laser-assisted etching. The used
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5 L . .
- = i photon source with a high wavelength and intensity
Q v . . g
— - T % =S5 28| 3 gives a chance for more holes in the silicon structure
F = g . . .
& S o a3 3L To g to react with the fluoride ions. Therefore, a large
z 8 amount of silicon atoms was eliminated resulting in a
= O _’g wide pore diameter and a high thickness. Moreover, the
2 . . .
5 2 2 R I35 RS 2 utilization of a laser source in this work renders this
] S o — &~ o 5] . .
B B B E procedure operating at a low current density and short
kS % e % e % F:,) etching time, which made the work low cost, effective,
g P R L e "io o I~ and saving effort. The average pore diameter appears in
o = ® © )] o0 ] S .
= > B A SEIER g a good agreement with what expected for a macro po-
= “E rous layer. From FE-SEM microscopy, it can be ob-
%’ % ~ = served that the increased etching time leads to increase
§.§ , , L = O g the pore size, but it has almost no effect on the pore
o shape. The AFM manifested a homogenous surface with
£ £ p & )
& g a high average roughness. Photoluminescence exhibited
S g g g g
] g the orange-red region of visible spectrum. The energy
» s oy . . . .
< 2 R band gap of porous silicon is 2.01 eV and it is higher
s g 2 gap or p
g g £ than the energy band gap of bulk silicon which is
2 §n§ 5 1.12 eV, this behavior is due to quantum confinement.
2 & § - § There are two configurations for the gas sensing perfor-
& = R 2 mance; in the planar configuration, the current passing
= through the surface of porous silicon layer is related to
o i the channels of the pores, while in the sandwich con-
g & figuration, the current that penetrates the silicon wafer
— =
Qg £ depends on the thickness of pores. The performance of
~ o S .
e8| E B B8 BE28EE S the NH; gas sensor evinced that the gas response of
- 8 films with the sandwich electrodes is two times higher
g 5 .
g 2z than those films with the planar electrodes, and hence
~ < . . .
g E the sandwich electrodes are the optimum configuration
5 § g for gas sensing. Further works will wide-open a unique
£l 8 g 2z scene in the field of applied nano sciences.
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