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Abstract

In this study, a comparison of a variety of existing acid treatment methods for
zeolite based on their abilities to modify physical properties of the particles is
performed. Evaluation of the effects that four different acids have on numer-
ous properties of the zeolites including surface area, pore size, pore volume,
thermal stability, IR spectra, crystallinity, and morphology is conducted and
compared with the reference untreated zeolite. Furthermore, all five zeolite
particles are evaluated for their adsorption properties in column mode expe-
riments. The importance of the examined features is discussed. The results
obtained in this work are compared to similar studies to examine which con-
ditions greatly influence the zeolite modifications.
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1. Introduction

Zeolite, both naturally occurring and synthetically produced contains many
unique properties. A majority of the naturally occurring material is formed
through a combination of oceanic and volcanic processes over long periods of
time. Zeolite forms a tetrahedral structure composed of alumina, silica, and oth-
er various metal cations [1]. Most of the zeolite composition is dominated by
alumina and silica; the metal cations are found in much smaller quantities as
they are predominantly found on the zeolite surface. These tetrahedral structures
then arrange themselves into a greater network of channels and pores [2]. Sever-
al variations of these arrangements give rise to specified zeolite cage types that
include; fujaste, sodalite, and type A.

Zeolites versatility as an adsorbent and molecular sieve provide industry with
a powerful and environmentally friendly material. Since it contains acid sites and

a large network of pores, it is extremely useful as a catalyst, for ion exchange,
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and the purification of water [3] [4] [5]. Most of the zeolite activity occurs at the
cation sites on the surface, and for the greater interest of the water industry, is
the location of cation exchange. While naturally occurring, the material provides
a cost friendly alternative to the synthetically produced ones; there are many de-
fects and imperfections found in the natural material. For this reason, under-
standing the characteristics of the surface in addition to the development of me-
thods that further improve these features is crucial. Adsorbent porosity is an ex-
tremely important factor in wastewater treatment, because a more porous ma-
terial indicates that there is greater volume and surface area for toxic pollutants
to be adsorbed onto [3].

One successful method for modification involves the use of acid [6] [7] [8].
The impact of sulfuric acid treatments among many others has been examined
in the past; however further research into additional variants of acid treatment
needs to be explored to fully understand the potential of this modification me-
thod. Other acids researchers have investigated for zeolite treatment include:
hydrochloric acid, nitric acid, acetic acid, just to name a few [9] [10]. Combina-
tion of multiple acids such as phosphoric acid with citric acid has also been stu-
died [11]. One challenge was that not many studies that directly compared the
impact of different acids and their influence on particle modification. The target
of the acid treatment is to remove the aluminum from a natural zeolites alumi-
nosilicate framework in order to create more void spaces (pores) within the ma-
terial [12].

From what has already been found, the overall process of acid treating zeolite
to enhance specific features has a great deal of complexity [8]. While not much
has been reported on the comparison of zeolite type (e.g. clinoptilolite), one
could not simply examine results from one type and draw the same conclusions
for all other types. Another issue is that one could not explicitly conclude trends
based on acid category without extensive testing on a wide range of acids. The
process in which the zeolite is treated by acid plays a critical role as well includ-
ing acid concentration, temperature, and treatment duration [13]. The intent for
this paper is not to explain everything about the acid treatment process, but
much rather to elucidate a small portion of a bigger picture. This paper seeks to
identify acid treatments that substantially modify clinoptilolite in terms of sur-
face area, pore size, and thermal stability. These targeted attributes are empha-
sized in the interest of developing a material that may be beneficial for applica-

tions in water industry.

2. Materials and Methods

The natural Australian clinoptilolite zeolite (diameter: 0.7 - 1 mm, chemical
composition: 68.26% SiO,, 12.99% ALO,, 4.11% K,0, 2.09% CaO, 1.37% Fe,0,,
0.83% MgO, 0.64% Na,O, 0.23% TiO,) provided by Zeolite Australia PTY Li-
mited first treated with ultrasonication (Fisherbrand FB11201) and microwaving

with a series of subsequent rinses using deionized (DI) water.
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After the material was cleaned by the removal of loose debris, it was dried in
an oven at 100°C for 24 hours.

All acid treatments discussed in this paper refer to the modification of the
dried, sonicated, and microwaved material (clean zeolite). Four different acids
were used in this study including: sulfuric (KMG 96% Sulfuric acid), hydroch-
loric (Hach concentrated ACS grade), nitric (Veritas 69% redistilled), and acetic
(Fisher Chemical 99.7% HPLC Grade) acids. 20 g of clean zeolite was refluxed in
a three-neck boiling flask with 115 mL of DI water and 10 mL of concentrated
acid for 12 hours at approximately 90°C. The concentrations for hydrochloric,
sulfuric, nitric, and acetic acids are 0.97 M, 1.43 M, 1.25 M, and 1.39 M respec-
tively. The apparatus was closed off by a Vigreux column, a thermometer, and
aluminum foil to help prevent excessive evaporation of water. After the material
was treated for 12 hours it was rinsed with absolute ethanol (Fisher Chemical
denatured) and then thoroughly with DI water. Once the rinsing was completed,
the material was dried in an oven at 100°C for 24 hours.

Samples for FTIR analysis were ground into a fine powder before measure-
ments were collected using a Shimadzu IR Tracer 100 with an ATR table. For all
other measurements the samples were not ground into a powder. Surface area,
pore volume and pore diameter were measured using a Quantachrome Autosorb
IQ2 gas sorption analyzer. Samples were degassed at a final temperature of
350°C for approximately 17 hours and analyzed with nitrogen adsorptive at 77 K.
Thermal stability was examined via Differential Thermal Thermogravimetric
(DTG) analyzer with a Shimadzu DTG-60 model using dry grade air flow in
alumina pans up to a temperature of 600°C. Samples for X-ray diffraction (XRD)
analysis were carried out in a Bruker AXS D8 for 30 minutes from 26 = 10° to
80° at 40 kV using a Cu tube (1.5418 A). The morphology and composition of
the zeolite particles were characterized using a Hitachi S-4800 field emission
scanning electron microscope (FESEM). Samples were mounted on SEM stubs
which were coated with 5 nm of iridium and viewed at an accelerating voltage of
10 kV.

Evaluation of the adsorption properties of the zeolite particles were performed
in column mode experiments with a weakly cationic model compound Disperse
Blue 26 (DB 26) (Crescent Chemical, ASC12972019). A column setup was uti-
lized and were conducted in glass columns (length = 21 cm and internal diame-
ter = 2 cm). A piece of gauze was placed at the bottom of the column and the
zeolite was added to the column to a height of 13 cm. A peristaltic chemical me-
tering pump was connected to the column and used to rinse media with 1 L DI
water. 1 ml of 40 mg/L DB 26 solution was used for testing the removal efficien-
cy of absorbents. The pH of the zeolites was adjusted to 7 with 0.1 M NaOH

prior to the experiment using a flow rate of 5 ml/min.

3. Results and Discussion

Gas sorption analysis was used to determine the extent in which the physical

surficial features of the clean zeolite were modified by various acid treatments.

DOI: 10.4236/msce.2019.72003

28 Journal of Materials Science and Chemical Engineering


https://doi.org/10.4236/msce.2019.72003

M. Silva et al.

As shown in Figure 1, the surface areas, pore volumes, and pore diameters of the
materials provide the most useful insight into the features desired for the surface
of the material. The hydrochloric acid treated sample showed the highest surface
area at 276.5 m*g™' followed by nitric, sulfuric, and acetic acid treated samples
respectively. The acetic acid sample shows an even lower surface area than the
untreated material, showing that nothing really changed in terms of ace area. All
the acid treatments slightly reduce the pore volume, which nitric acid had the
greatest impact although sulfuric acid made almost no impact to the pore vo-
lume. Pore sizes for hydrochloric, nitric, and sulfuric acid treatments were mod-
erately reduced by approximately 10 - 13 A, however acetic acid shows a dra-
matic increase with 92.464 A.

These results show similar trends to other findings [14] [15]. The surface area
of untreated clinoptilolite in one study was identical to the surface area of our
untreated clinoptilolite [16]. The adsorption isotherms also show typical curves
associated with these types of materials [17].

In the same study the effects of acid treatment with hydrochloric acid was
examined yielding a significantly lower surface area. This is most likely attri-
buted to variation in the method itself or the concentration of acid and would
suggest that refluxing the zeolite in the acid is a crucial factor in the modification
of the surface. Higher surface areas are found in ultra-stable Y type zeolites in
both the untreated sample and their phosphoric/citric acid treated samples,
however not much difference was observed between the two in this case in terms
of surface area [11]. The results of this study compare to the results observed in
the treatment with glacial acetic acid. The results for acetic acid would suggest
that it had essentially no impact on modification of the zeolite. It would appear
as though treatment with the acetic acid blocks more of the smaller pores, leav-
ing only the larger pores available for adsorption. In a similar study where the
impacts of hydrochloric and citric acids were observed on a synthetic ZSM-5
zeolite show that acid treatment at 363 K had very little impact on the surface
area and pore volumes of the material [18]. The acid concentrations and tem-
perature were very similar; the only notable differences are in the zeolite type
and treatment times. This would suggest that this treatment method is selective
to zeolite type in the interest of increasing surface area.

Data obtained from FTIR shown in Figure 2 is very similar to spectra ob-
tained for clinoptilolite in other studies [19] [20]. The peak around 1050 cm™
corresponds to Si-O stretching where the hydrochloric acid treated material
has the highest intensity after the clean zeolite. Another peak appears around
795 cm™' and is indicative of SiO, and AlO, also showing an increased intensity
for hydrochloric acid treated samples [21]. The increasing intensity for the Si-O
band should be expected for a dealumination process and would suggest that the
Si/Al ratio has been increased. Further investigation would be necessary to con-
firm Si/Al ratio; however, it appears that this would have been achieved in the

case of hydrochloric acid treatment. An increased Si/Al ratio would be greatly
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Figure 1. The data for the sample (A) surface area, (B) pore
volume, and (C) pore diameter. Hydrochloric acid made the
most significant modification to the physical features of the
zeolite.
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Figure 2. FTIR spectra of the untreated and acid treated samples between 500 cm™ and

1300 cm™. The Si-O peak is more intensified than the untreated material for all the strong
acids.

desirable as it is associated with higher polarity and hydrophobicity, which in
turn provides enhanced adsorption capabilities [2].

DTG was examined to determine the thermal stability of the samples after
treatment with acid. The most stable samples within the temperature range ex-
amined were the clean zeolite and the acetic acid treated sample as shown in
Figure 3. Out of the samples that made a significant impact on the zeolites sur-
face area, the hydrochloric acid treated sample showed slightly higher stability at
600°C losing only 9.9% of its mass. However, there is essentially no significant
change in the thermal stability of the acid treated zeolites and the untreated zeo-
lite. The percentage of mass lost is mostly attributed to the loss of water from the
pores at lower temperatures. These results are in close agreement with other
findings in both the mass lost and the DTG curves [22] [23] [24] showing that
the material retains its thermal stability after acid treatment.

XRD data was obtained to gain more insight to the structure of the zeolite.
The data in Figure 4 show a slight shift at approximately 26 = 26.5° towards
smaller values for the acid treated samples and is characteristic for quartz and
peaks at 22.3° and 30°, which is characteristic of clinoptilolite [25]. Results
showed that characteristic peak intensities of the clinoptilolite were almost same
compared to the untreated zeolite after acetic acid treatment, indicating that
crystal structure of zeolite remained stable. On the other hand, hydrochloric ac-
id, sulfuric acid and nitric acid had higher impact on the crystallinity of the zeo-
lites, from higher impact to lower impact, respectively. It is well known that ad-
sorption is related to surface area and surface chemistry. It is expected that
higher crystallinity lowers the porosity and surface area, leading to a surface
with less defects, less energetic sites and lower adsorption properties. The peak

intensity decreases at 22.5° likely attributed to lamellar distortion causing partial
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Figure 3. Results from DTG showing the percentage of the mass lost as the treated mate-
rials reach 600°C. There is essentially no change in the thermal stability of the acid treated

zeolite and the untreated zeolite.
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Figure 4. XRD patterns of zeolites. Clinoptilolites peaks at 22.3° and 30°; quartz peak at

26.6°.

decomposition of the structure while the shifting is associated with a decrease in

the interlayer region due to metals removed after acid leaching [26]. On the oth-

er hand, a significant change was observed in the quartz, mostly for hydrochloric
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acid, but also for sulfuric and nitric acid. This is expected as certain acids, like
hydrochloric acid, which is widely known by its purification properties of
quartz.

Images acquired from SEM in Figure 5 provide information about the surface
morphology of the particles. Figure 5(A) and Figure 5(B) show non-treated
zeolite particles at slightly different magnifications. The typical elongated fea-
tures of zeolite can be observed as well as some of the smaller, hexagonal crys-
tals. Acetic acid treated particles in Figure 5(C) have similar morphology of the
untreated particles. While particles treated with nitric acid (Figure 5(D)), hy-
drochloric acid (Figure 5(E)), sulfuric acid (Figure 5(F)) also have elongated
features, they appear to differ on the predominant morphology of the smaller
particles. Hydrochloric acid treated particles appear to have more predominant
random-shaped smaller particles, while both sulfuric and nitric acid treated par-
ticles appear to have predominantly hexagonal crystals.

The results indicate that there was no significant modification to the clean
zeolite using the glacial acetic acid, however sulfuric, nitric, and hydrochloric
acids show substantial surface modification. All the samples were able to retain
most of their thermal stability with minimal reduction of mass loss at higher
temperatures around 600°C. Other studies as previously mentioned also show
that other weak acids have a minimal effect on the material as well [14]. The
mechanism for dealumination of zeolite using a strong acid has been studied and
explained to be primarily due to electrostatic interactions, but also include dis-
persion forces throughout the reaction [8]. The negligible impact of the weak
acids may indicate a preferable acid type for zeolite tailoring. However, it is not
within the capability of this study to explain the influence of acid strength on
zeolite modification based solely on five acids. In order to make any assumptions
about this, not only would all the strong acids need to be tested, but a substantial
number of weak acids over a greater range of pKa values.

Further investigation into other weak acids would need to be performed in
order to confirm this assumption as well as additional investigation into the
mechanisms for which weak acids make any notable modifications. Examining
other various types of zeolite to correlate any preference of this acid treatment to
a specific type would also provide useful information.

The shape of the breakthrough curves evolved systematically over the period
that the DB26 pack was diffusing. Both untreated zeolite and acetic treated par-
ticle became more peaked at pore volume (PV) 5, whereas hydrochloric, sulfuric
and nitric acid treated particles became more peaked at PV 4 and had fewer tail-
ing effects as the dye pack thinned (Figure 6(A)). Removal efficiency experi-
ments (Figure 6(B)) indicated that the sulfuric acid treated sample achieved the
best removal of DB 26 (57.27%), nearly three times higher than the untreated
zeolite (19.06%). On the other hand, acetic acid treated sample yielded the low-
est removal (17.76%). The nitric acid treated zeolite and hydrochloric acid
treated zeolite show little improvementin adsorption capacity when compared
with the clean zeolite (19.46% and 22.48%, respectively). Even though hydrochloric
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Figure 5. Surface morphology of the clinoptilolite zeolite particles using SEM of (A) un-
treated zeolite at 2000x and (B) 2500x magnifications; (C) acetic acid treated zeolite at
2000x, (C) hydrochloric acid treated zeolite at 2500x; (D) nitric acid treated zeolite at
2200x; (E) sulfuric acid treated zeolite at 2500x magnifications.
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Figure 6. (A) Breakthrough curve for sorption of DB26 in column mode experiment (B) Removal efficiency of the zeolite particles
when column experiments are spiked with 1 ml of 40 mg/L DB 26 solution.

acid treated particles have higher surface area, they also have higher crystallinity
which could explain reduced adsorption properties when compared to sulfuric
acid treated particles. This however only explains adsorption characteristics of
the particles for weakly cationic model compound DB26 at neutral pH values. In
order to fully understand the materials adsorption capabilities, further testing

would need to be done adjusting some of these parameters.

4., Conclusion

Our data indicate that hydrochloric acid has the greatest impact on the modifi-
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cation of the material in terms of surface area, pore size, and chemical surface
composition. Both nitric and sulfuric acids also made a significant contribution
to the zeolite’s modification; however glacial acetic acid made practically no
change to the samples’ surface, further confirmed by XRD and SEM. On the
other hand, the adsorption behavior of sulfuric acid treated particles is superior
when compared to the other particles for removal of a model compound DB26
in a column-based experiment, reaching nearly three times higher removal than
the untreated zeolite, as well as the other acid treated particles. Comparing our
results with what others have found in previous studies it suggests that experi-
mental conditions such as temperature, acid concentration, and length of zeolite
treatment play an important role to the extent in which the material is modified.
The data from FTIR suggest that the hydrochloric acid treatment was able to in-
crease the Si/Al ratio which is associated with higher hydrophobicity and polari-
ty. Further evaluation would be needed to confirm increased hydrophobicity and
polarity of the zeolite, which in this case is desirable because of its association
with higher adsorption. The ability of tailoring natural zeolites via acid treat-
ments to acquire specific adsorption properties facilitates the adaptability of
these particles for broader applications in fields like industrial air or water filtra-

tion and catalysis.
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