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ABSTRACT: We evaluated if different measurement methods influence the
surface area results from a polyurethane sponge used as support media in biofilm
reactors. The surface area values are normally used to characterize and present
advantages from supported medias. However, the methodology to determine it is
barely discussed. We compared two specific surface area methodologies:
Brunauer—Emmett—Teller (BET) and analysis of images obtained by a scanning
electron microscope (SEM). Specific surface area by BET was 93769.1 m* m™
(average); for SEM methodology, 10586.6 m* m™>. The BET value was higher
than expected in reality, and the SEM method result was more suitable and used

as data input in a mathematical modeling.

Bl INTRODUCTION

A support media is frequently used in the reactors so that they
can form a biofilm on a surface or adsorb contaminants. In
biofilm formation process, it provides the accumulation of
active cells, attached to the support material through the
production of extracellular polymeric substances (EPS)."

As an advantage, the support media increases the sludge
retention time and the resistance to physical forces, preventing
the cells from being easily washed out of the system before its
doubling time. In addition, biofilm has greater protection
against toxic substances and greater activity with a consequent
increase in the rate of substrate removal since attached cells are
continuously exposed to new substrates.”’ Thus, the support
medium can enhance removal efficiency from many com-
pounds.”

Since the support media is a structure that will be the basis
for the development of the biofilm, it is important to choose
the material carefully.’

Polyurethane sponge has been widely used as a support
media in the treatment of effluents,® '° because of its favorable
physical and chemical characteristics, such as high porosity,
lightness, and resistance.'’ In addition, the sponge has a high
surface area for the development of biofilm and low internal
diffusion of oxygen, which contributes to the coexistence of
aerobic and anoxic/anaerobic zones and favors the metabolic
diversity in the system, which is necessary to remove nutrients,
for example.”'?

Because it has a high percentage of empty spaces (about
90%), the development of biofilm occurs in almost all surface
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area of the sponge; thus, the determination of this parameter is
essential to know the potential area for biofilm development'
in order to optimize its application in reactors that treat
effluents.

High specific surface area is normally used to characterize
and present advantage from each material used as supported
media.'*”"” However, the applied methodology to determine it
is barely discussed and cited.”"*™" It can also provide
important information when elaborating mathematical mod-
els 2223

Moon et al.'" calculated the sponge-specific surface area by
extracting information from microscopic images of its
structure. In addition, this parameter can also be determined
using the method developed by Brunauer, Emmett, and Teller,
known as BET, which is based on the adsorption—desorption
of an inert gas (normally nitro§en) on the internal and external
surfaces of a porous material.”* The last has been used in many
studies to quantifgf the specific surface area from different
support media.'”>> 7>

In this study, we have evaluated if these different
methodologies influence in the surface area results from the
support media (mini-BioBob polyurethane sponge) that was
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used in a lab-scale experiment (Anammox-Trickling Filter).”’

In addition, residual humidity (RH) tests and the volumetric

accommodation index of mini-BioBobs were also carried out.

All data are important to describe the involved process in the

reactors, the biofilm formation, and 2provide information when
. . 22,23

elaborating mathematical models.

B MATERIALS AND METHODS

We evaluated the sponge media (mini-BioBob), which was
filling a lab-scale Anammox-trickel filter (A-TF) (Menezes,
2019). The A-TF was operated to remove nitrogen from a
synthetic effluent (Figure 1a). The polyurethane sponge (mini-
BioBob from Bioproj Tecnologia Ambiental Ltd) is inside a
polypropylene ring.*” Its size is 15 mm per 25 mm (Figure 1b).

Figure 1. (a) Trickling filter filled with the support material before
inoculation; (b) support media mini-BioBobs and their size in detail.

Residual Humidity. Initially, 30 porcelain capsules were
oven-dried at 103—105 °C (until weight stabilization), and
their weights were registered. In each of them, a mini-BioBob
was inserted, and the sets were weighed one by one. The
capsules together with the mini-BioBobs were oven-dried at
103—105 °C (until weight stabilization), and their weights
together were recorded again. The wet (wM) and dry (dM)
masses of the support media were obtained by discounting the
capsule mass.”'

Residual humidity (RH %) was obtained by the ratio of the
water mass to the dry material mass using eq 1. This test was
carried out to verify whether the RH inherent in the mini-
BioBob could interfere in its mass. In addition, the objective
was to verify whether, when oven-dried in stove at 103—105
°C, as necessary in some environmental analyses, the mini-
BioBob would be damaged.

RH (%) watermass wM — deIOO
o) = =
drymaterialmass dM (1)

Volumetric Accommodation Index. This experiment
was performed using a 1000-mL glass cylinder due to its
diameter similar to that of the lab-scale TF reactor
(approximately 6.4 cm). A hundred mini-BioBobs were
randomly inserted (simulating a reactor compartment), and
the volume they occupied was measured (without accom-
modation—Vwa). Subsequently, sudden movements were
made with the cylinder so that the material was accommodated
as much as possible, and then the new volume was measured
(Va). Aiming at a greater representativeness of the data, three
repetitions were executed during this experiment.

The volumetric accommodation index was obtained by the
ratio between the difference of the volume without and with
accommodation (volume of the difference) and the volume
without accommodation (eq 2). This test was carried out in
order to verify the mini-BioBobs capacity to better
accommodate themselves inside the reactor. This calculation
may support the reactor design, which can be smaller as much
as the sponges are accommodated.

Vwa-V.
Volumetric accommodation index (%) = % X 100

wa
()

Specific Surface Area. It is important to note that the
following tests were carried out only for the polyurethane
sponge without the polypropylene ring.

Brunauer—Emmett—Teller (BET). Two tests were per-
formed using this method. The first was based on the results
of the certificated test provided by the “Materials Character-
ization and Development Center” (Centro de Caracterizagio e
Desenvolvimento de Materiais — CCDM). The test was carried
out through nitrogen gas molecule adsorption on the material
surface, using the equipment Micromeritics Flow Sorb II 2300.

The test request was originally made to determine the
specific surface area of BioBob, which is the standard support
material used in real-scale reactors constructed by the company
(Bioproj Tecnologia Ambiental Ltd.) that supplied the mini-
BioBobs for this research. As the only difference between the
two materials is the size, so the sponge is the same, we could
consider this result as valid for this research.

However, a second test was carried out by the Biomass
Characterization, Analytical and Calibration Resources Labo-
ratory (LRAC) from the University of Campinas (UNICAMP)
with the mini-BioBobs which was used in the laboratory-scale
TF reactor. The analysis methodology was similar to that
described above; yet, it was performed on the Micromeritics
ASAP (Accelerated Surface Area and Porosimetry System
2010) equipment.

Microscopic Analysis. The calculation was based on the
methodology proposed by Moon et al. (2010) in which the
authors adopted the following considerations: a polyurethane
sponge is a three-dimensional rectangular structure composed
of many cells; the fibers that form the sponge are straight and
cylindrical; and the diameter and length of the fiber between
two crossing points are uniform. After these considerations, we
have analyzed the images that were obtained by a scanning
electron microscope (SEM), and we have calculated the results
with the equations described in the previous studies.''
Through this methodology, it was also possible to obtain the
total volume of the fibers, the void fraction, and the pore size.
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B RESULTS AND DISCUSSION

Although the BET and ASAP values were closer, they were
much higher than expected for this material surface area. On
the other hand, SEM methodology result was more suitable,
and this methodology seems more appropriate to describe this
parameter and to be used as input data in mathematical
models.”>*

Residual Humidity. The average value found was close to
zero. Therefore, RH was considered insignificant in the mini-
Biobobs, and the humidity cannot interfere in the media mass.
In addition, the material was not damaged when it was oven-
dried at 103—105 °C. Hence, when performing total solids
analysis, it is not necessary to remove the biomass from the
support material, which can facilitate the analysis process.

Volumetric Accommodation Index. Table 1 shows the
results obtained in the volumetric accommodation test for each
repetition as well as the average value.

Table 1. Results from the Volumetric Accommodation Test

accommodation results

repetition (mL/L) (%)

1 120 12.0

2 132 132

3 122 12.2
average 125 + 6 12.5 +£ 0.6

After the material accommodation, we could verify that 12.5
+ 0.6% of the volume occupied at first was free. Thus,
considering the possible accommodation, the number of mini-
BioBobs used in the reactor may be greater, providing a larger
area for the development of biofilm. We can also infer, as a
second alternative, that when designing a reactor, its volume
may be smaller, proportionally to the accommodation of the
support media.

Specific Surface Area. In the test provided by the
Materials Characterization and Development Center
(CCDM), BioBob was analyzed by Brunauer—Emmett—Teller
(BET). Its unit mass was 2.905S + 0.0001 g, and in 1 m® of
BioBob, there could be 5500 units of the product. Thus, the
specific surface area of BioBob equals to 5.883 m” g”', and the
specific surface area per unit volume approximately equals to
94011.5 m* m™.

This result obtained from the real scale media is similar to
the one achieved when using the mini-BioBob at the Biomass
Characterization, Analytical and Calibration Resources Labo-
ratory (LRAC - UNICAMP) via ASAP (also using BET
analysis). The surface area resulted in 2.2317 m* g™, As a unit
average mass is 0.185 g, in 1 m?, there can be 226,360 units of
the product. Thus, the specific surface area per unit of volume
was approximately 93486.7 m> m ™.

When analyzing the images provided by the SEM (Figure 2),
we obtained 0.06 mm as fiber diameter average value and 52.23
fibers in a length of 1 cm of sponge. Applying the calculations
described in Moon et al,,'! it was possible to obtain a specific
surface area equals to 10586.6 m* m™>. Other results are shown
in Table 2.

If we compare both methodologies to determine the specific
surface area (BET and with calculation from SEM images), we
notice that they resulted in very different values from each
other, and using the BET method, the value found was about 9

Figure 2. Polyurethane sponge image obtained by SEM.

Table 2. Results from Analyzed Samples Using the Method
Described by Moon et al.'’

parameters values
length of a fiber connecting two crossing points (mm) 0.128
surface area of a short fiber segment (mm?) 0.024
total of short fibers 435,630
total surface area (mm?) 10586.652
specific sponge surface area (m*> m™3) 10586.652
volume of a long fiber (mm?®) 0.028
volume of a short fiber (mm?®) 0.000364

total of big fibers 2728

total of small fibers 293,148
total volume of fibers (mm?) 183.953
void fraction (%) 81

pore size (mm) 0.129

times greater than that one using the images methodology
from SEM.

The BET methodology has been extensively employed in
research,'*°7*® as it is considered a good method for
determining the specific surface area. However, it can
introduce inaccuracies in the analysis of polyurethane sponges.
This material possesses micropores, and when subjected to
pressure, additional pores can be induced within its structure.
Consequently, the areas where nitrogen can adhere may yield
surface area values higher than what is genuinely anticipated
for this material.

Concerning the analysis method for SEM images, several
factors require consideration. In this approach, numerous
approximations are needed, including the quantification of
fiber counts and diameter measurements. Hence, it is crucial
that a single individual conduct the analysis. Additionally, it
was assumed that all constituent fibers of the sponge were
cylindrical and that all pores possessed a cubic shape.

Therefore, we can deduce that distinct methodologies yield
varying determinations of the specific surface area of the
sponge.

The different values can also be confirmed if we compare the
results shown in studies that used a polyurethane sponge as
support media.

In Table 3, we verify that the reported specific surface area
range is from 193 to 20,000 m* m™>. Moreover, only the study
from de Oliveira Netto and Zaiat'’ mentioned BET as the
methodology they used to determine this parameter.
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Table 3. Specific Surface Area Reported in Studies that Used
Polyurethane Sponge as Support Media

specific surface

ref reactor area (or similar) unit
17 combined anaerobic—aerobic 43.8 m? g™’
packed-bed reactor
15 cyclic-activated sludge system 5000 m® m™?
14 three different reactors” 0.195 m?
(surface area)

19 trickling filter 20,000 m* m™?
31 moving bed biofilm reactor 15,470 m? m™?
18  moving bed biofilm reactor 900 m? m™3

8 trickling filter 400 m? m™

9 trickling filter 193-326 m’ m™?

“Sponge biofilter (SBF), sponge batch reactor (SBR), sponge-
submerged membrane bioreactor (SSMBR).

As we have pointed out previously, although specific surface
area is considered as an advantage to apply sponge as support
media, the nonuniformity in methodology and unit makes it
difficult to analyze the studies and compare with other
material.

It also interferes in first data input in mathematical
modeling®** which could help to describe and predict the
reactor’s performance trends. Thus, the determination of this
parameter is essential to know the potential area for biofilm
development in order to optimize its application in reactors
that treat effluents.

Therefore, the stark contrast in the outcomes from these two
techniques underscores the importance of selecting the
appropriate methodology for the material under investigation.
The choice between BET and SEM image-based calculations
should be guided by the specific characteristics of the material
and the level of precision required. These discrepancies
emphasize the need for researchers to critically assess the
underlying assumptions and potential sources of error in their
chosen analysis methods, ultimately recognizing that different
approaches may yield varying determinations of the specific
surface area, as observed in our study.

B CONCLUSIONS

We have determined that the two methods for assessing the
specific surface area (BET and calculation from SEM images)
yield significantly different values. The BET method produced
a value approximately nine times greater than the one obtained
through SEM image analysis.

While the BET and ASAP values were somewhat similar,
they were considerably higher than what was anticipated for
this material’s surface area. Conversely, the SEM methodology
provided a more fitting result, and it appears to be a more
suitable approach for describing this parameter and utilization
as input data in mathematical models.
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