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ABSTRACT: Pseudoboehmite is a precursor for mesoporous-activated alumina and is widely employed in catalysis and adsorption
applications. The carbonation reaction is recognized as the most environmentally friendly and cost-effective production method.
However, its susceptibility to impurity formation poses challenges in practical applications. The control of the reaction end point pH
is crucial for ensuring purity. Currently, there is a lack of research on the influence of sodium aluminate solution concentration and
composition ratio (@;) on the reaction end point pH and its impact on the crystallization mechanism. This research extensively
explored the effects of the sodium aluminate solution concentration and @ on the carbonation process. Analysis of crystalline phases
under different conditions emphasized the critical influence of concentration and ¢ on the critical end point pH of pseudoboehmite
synthesis and its impact on the crystallization mechanism. The results revealed significant effects of the concentration and @ on the
pH change during the carbonation reaction. Increasing concentration raised both the maximum and minimum end point pH values,
while elevated o had the opposite effect. Increasing o, and concentration led to a narrowing of the pH range at the end point of the
carbonation reaction for preparing pseudoboehmite. The study revealed that pseudoboehmite and Bayerite crystals were generated
from two different sodium aluminate decomposition pathways, which challenges the conventional understanding of the crystalline
growth mechanism of aluminum hydroxide. Reducing the pH value of the reaction end point accelerated the nucleation of
pseudoboehmite and inhibition of Bayerite. Ultimately, successfully synthesizing mesoporous pseudoboehmite and activated
alumina, with a pore volume of 0.44 cm®/L, surface area of 242.76 m?/g, and average pore diameter of 7.3 nm, this study not only
supported precise reaction control and enhanced production efficiency but also offered insights for eco-friendly utilization of CO,,
thus contributing to a more sustainable and environmentally friendly production process.

1. INTRODUCTION an intermediate product of the production process of alumina
Pseudoboehmite (PB), as the precursor of mesoporous by bauxite, and the operating cost of flue gas containing carbon
activated alumina, is widely used as a catalyst or catalyst dioxide is low.>"*>™*” The sodium carbonate wastewater

support and binder in various processes, such as petroleum
reﬁning,1 alcohol dehydration,2 methanol steam reforming,3
and Fischer—Tropsch process* due to its inexpensiveness, high -
mechanical strength, and tunable pore size. The methods for Rec?wed: January 3, 2024
preparing pseudoboehmite include neutralization,”™ " alcohol Revised:  February 15, 2024
aluminum,'*™'® and carbonation reaction methods.'”™*° Accepted: March 11, 2024
Carbonation reaction of NaAlO, solution with CO, gas has

become one of the most economical techniques for the

commercial preparation of PB because the NaAlO, solution is

generated by the carbonation reaction can be recycled by
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smelting bauxite. Thus, research on the preparation of
aluminum hydroxide by carbonation reaction has not stopped
for nearly 3 decades.

The sodium aluminate solution is mainly derived from the
Bayer process or the alkaline process of smelting bauxite.
Additionally, with the increasing demands for environmental
protection and the development of resource recycling,
businesses not only smelt bauxite but also are now utilizing
aluminum-rich fly ash,****7° coal gangue,31 red mud,>"”
waste alumina,'”**** and nuclear-contaminated sludge13’3'5’3’6
to extract aluminum to produce sodium aluminate solution.
Due to variations in raw materials and processing techniques,
the concentration and component ratios of sodium aluminate
solution differ, thereby influencing the process and reaction
conditions of carbonate reaction to produce pseudoboehmite,
consequently affecting process control and the properties of
the products. Currently, there are no reported studies on the
influence of sodium aluminate solution concentration and
component ratios on the conditions of carbonate reaction for
preparation of pseudoboehmite. Therefore, studying the
impact of different sodium aluminate solutions on the
carbonation reaction for the preparation of pseudoboehmite
is of great significance for academic research and industrial
production.

The sodium aluminate solution contains free sodium
hydroxide (NaOH), sodium aluminate (NaAI(OH),), and
other trace substances. The presence of free sodium hydroxide
in the sodium aluminate solution is essential for maintaining
solution stability.””** The term @ is defined as the ratio of the
amount-of-substance concentration between sodium hydroxide
and aluminum hydroxide in sodium aluminate solution,
representing the content of sodium hydroxide in the sodium
aluminate solution. The concentrations of sodium hydroxide
and sodium aluminate influence the changes in pH in the
liquid phase of the carbonate reaction. Although pH variation
curves of sodium aluminate solution during the carbonate
reaction have been reported multiple times,”"*”*" the
complete recording of the entire process has been lacking.
The impacts of different sodium aluminate solution compo-
nents and concentrations on the carbonate reaction process
have not been investigated.

The carbonation reaction of sodium aluminate solution can
be described by the following equations

CO,(g) = CO,(aq) (1)

NaOH + CO, — NaHCO, @)

NaHCO; + NaOH — Na,CO, 3)
ks

NaAl(OH), _ Al(OH), + NaOH
(4)

Carbon dioxide gas enters the liquid phase. At the same
time, it reacts with sodium hydroxide to form sodium
bicarbonate and sodium carbonate, as shown in eq 2 and 3.
As the pH of the solution decreases, sodium aluminate
decomposes to form aluminum hydroxide solid, as shown in eq
4.

Some studies have reported the influence of a; on the
formation of bayerite (B) and gibbsite (G) in the carbonation
reaction. However, there is currently no relevant literature on
the impact of a; on the end point pH of the reaction in
preparing pseudoboehmite through the carbonate reaction.

Jiang et al.** and Xiaobin et al.*' found that sodium hydroxide

promotes the growth of gibbsite and trihydrate aluminum
hydroxide crystals. Marinos et al.”"** discovered that high
concentrations of sodium carbonate are conducive to the
formation of sodalite aluminum hydroxide, and temperatures
above 65 °C favor the direct precipitation of sodalite
aluminum hydroxide.

Several papers”®*”*>** suggest that the end point pH of the
carbonation reaction is a key determinant of the crystalline
phase of aluminum hydroxide generated in the carbonation
reaction. Lu et al.’s study”® indicates that a sodium aluminate
solution containing 40 g/L alumina produces pseudoboehmite
at carbonation reaction end point pH values of 11 and 10.5,
gibbsite at pH 11.5, and sodalite aluminum hydroxide at pH
9.5. Yang et al.*® reported the formation of pseudoboehmite at
neutralization reaction end point pH < 10. The study by Ren
et al.*’ highlighted the preparation of pseudoboehmite using
0.05 and 0.1 mol/L sodium aluminate solutions at carbonation
reaction end point pH values of 9.5 and 10.5, respectively.
Wang et al.** found that 10.5 was the maximum value of end
point pH for the preparation of pseudoboehmite through the
carbonation reaction using a 0.2 mol/L sodium aluminate
solution. Yang et al.* indicates the formation of pseudoboeh-
mite at the carbonation reaction end point pH = 10.5 and the
generation of Dawsonite(DA) at pH = 8.5, without specifying
the concentration of sodium aluminate solution. The reported
end point pH of the carbonation reaction for preparing
pseudoboehmite is different, and the maximum and minimum
values of the reaction end point pH have not been
systematically reported. Further, there are no relevant reports
on the influence of sodium aluminate solution concentration
and a; on the reaction end point pH for preparing
pseudoboehmite through the carbonation reaction. Although
the research on the preparation of pseudoboehmite through
the carbonation reaction has continued for 2 decades, it is still
a challenge to explain the mechanism by which the end point
pH of the carbonation reaction determines the crystalline
phase.

Therefore, this study first thoroughly investigates the impact
of the sodium aluminate solution concentration and a; on pH
changes during the carbonation reaction. Subsequently,
through a detailed analysis of aluminum hydroxide crystalline
phases, the study explores the carbonation reaction end point
pH range for preparing pseudoboehmite using different
sodium aluminate solution concentrations and examines the
influence of @ on the critical end point pH values. The study
clarifies the reaction control conditions for preparing
pseudoboehmite through the carbonation reaction with
different sodium aluminate solution concentrations and a;.
Furthermore, by analyzing pH changes of liquid phase and the
evolution of crystalline phases after the carbonation reaction,
the new nucleation mechanism of pseudoboehmite and
Bayerite crystals and the root cause of effect of the carbonation
reaction end point pH on aluminum hydroxide crystalline
phases was proposed. Lastly, the study investigates the
properties of pseudoboehmite prepared at different carbo-
nation reaction end point pH and successfully synthesizes and
characterizes mesoporous activated alumina. This research
provides an in-depth exploration of the critical end point pH
values and mechanisms essential for the precise control of the
carbonation method in producing pseudoboehmite. This not
only contributes to the precise control of the reaction process
and improves the control level of the production process,
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Figure 1. Experimental setup for carbonation reaction.

Gas storage tank

prevention of impurity generation, and enhancement of
production efficiency but also facilitates the efficient utilization
of carbon dioxide, avoiding excessive reactions and cost
reduction. It amplifies the green and environmentally friendly
advantages of the carbonation method in preparing pseudo-
boehmite.

2. EXPERIMENTAL SECTION

2.1. Material. Analytically pure aluminum hydroxide and
sodium hydroxide were purchased from Shanghai McLean
Biochemical Technology Co., Ltd. Deionized (DI) water used
in all experiments was prepared from an ultrapure water
system. The carbon dioxide gas and nitrogen used have a
purity of 99.9% and were purchased from Taiyuan Taineng
Gas Co., Ltd.

2.2. Procedures. 2.2.1. Preparation of Sodium Aluminate
Solution. Deionized water, solid sodium hydroxide, and
aluminum hydroxide were sequentially placed in a high-
pressure reactor (purchased from Xi'an Taikang Technology
Co., Ltd.) and stirred. The reaction temperature was set at 160
°C, and the reaction time was maintained for 4 h to prepare
sodium aluminate solutions with varying concentrations and
component ratios (o).

2.2.2. Carbonation Reaction between Sodium Aluminate
Solution and Carbon Dioxide Gas. The carbonation reaction
experimental device and the process for preparing pseudo-
boehmite and activated alumina are shown in Figures 1 and 2.

Sodium aluminate solution
Carbon dioxide gas

Carbonation reaction

Aging treating

Activated alumina

Pseudo-boehmite
Powder <_' Powder ‘—@

Figure 2. Process flowchart for preparing pseudoboehmite and
alumina.

The sodium aluminate solution was placed in a jacketed glass
reactor and continuously stirred; its temperature was
controlled by a constant temperature water bath, and then
0.8 L/min carbon dioxide gas was continuously introduced. At
the same time, a pH meter (INESA PHS-3C) was used to
measure and record the pH changes in the liquid during the
carbonation reaction in real time. The reacted material liquid
was aged and then washed and dried to prepare aged powder.
The aging treatment was to heat the material liquid to the
aging temperature of 90 °C and keep the temperature constant

for 3 h. Pseudoboehmite was calcined at 550 °C for 2.5 h to
prepare alumina powder.

2.3. Characterization. To identify the crystal form,
powder X-ray diffraction (XRD) patterns were recorded
using TTR with Cu KR (45 kV and 200 mA) between §
and 85° at a scan speed of 10°/min. The N, adsorption/
desorption isotherms for PB and MA were obtained by a
Quantachrome Autosorb-IQ using a static adsorption
procedure, and the samples were outgassed at 300 °C vacuums
below 107 Torr for S h prior to the measurements. The
Brunauer—Emmett—Teller surface area was calculated from
the adsorption data in the relative pressure range of 0.05—0.25,
the pore diameter was determined by applying the Barrett—
Joyner—Halenda (BJH) model to the isotherm adsorption
branches, and the total pore volume was determined from the
amount adsorbed at a relative pressure of 0.995. The
morphologies of particles and the membrane were observed
using scanning electron microscopy (SEM, JEM-6301F Japan).
Fourier transform infrared spectra were obtained on a
PerkinElmer Spectrum Two FT-IR Spectrometer.

3. RESULTS AND DISCUSSION

3.1. Effect of Sodium Aluminate Solution Concen-
tration and Component Ratios («,) on Preparation of
Pseudoboehmite with Carbonation Reaction. 3.1.1. Ef-
fect on pH Change of Sodium Aluminate Solution during
Carbonation Reaction. The pH change curves during the
carbonation process of sodium aluminate solutions with
different concentrations and component ratios (ap) are
depicted in Figure 3. The curve could be divided into three
stages: in the first stage, a rapid decrease in pH occurred until a
turning point was reached, at which point a substantial number
of solid precipitates was observed; in the second stage, the pH
decline rate stabilized, with continuous solid precipitation; in
the third stage, the pH decline rate accelerated again until the
carbonation reaction ceased and the pH remained constant.
The pH values at the turning points of 0.1—0.5 mol/L sodium
aluminate solutions (a; = 2.0) were around 11.04, 11.31,
11.47, 11.59, and 11.71, respectively, as shown in Figure 3A.
The corresponding oy values of these solutions at the turning
points were approximately 1.0110, 1.0102, 1.0098, 1.0097, and
1.0102. This indicated that in the first stage, the reaction
between carbon dioxide and free sodium hydroxide led to a
rapid decrease in pH and ;. As a; decreased to approximately
1.01, sodium aluminate became oversaturated, resulting in the
decomposition of sodium aluminate to generate precipitates
and hydroxide ions. Subsequently, in the second stage, the

https://doi.org/10.1021/acs.iecr.3c04662
Ind. Eng. Chem. Res. XXXX, XXX, XXX—XXX


https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.iecr.3c04662?fig=fig2&ref=pdf
pubs.acs.org/IECR?ref=pdf
https://doi.org/10.1021/acs.iecr.3c04662?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Industrial & Engineering Chemistry Research

pubs.acs.org/IECR

—*— c,yom),~ 0-1 mol/L

—*— Cayiom),~ 0-2 mol/L
Caom,= 0-3 mol/L
Caom),= 0-4 mol/L

Calom,~ 0.5 mol/L

—=— Caom,~ 0.1 mol/L(,=10)
—— Cyom,= 0.2 MOVL(¢,=5.0)
1l Carom,= 0.3 mol/L(=3.3)
Caom,= 0-4 mol/L(a,=2.5)
Canom,= 0.5 mol/L(a=2.0)

o 10r
101
9l
ok
8k
8l
T . . . . . . . . T
0 200 400 600 800 0 200 400 600 800
time (s) time (s)
C il #,=1.5(cxuon= 0.3 mol/L) D . —=— cyom),~ 0-05 mol/L(a=5.0)

0,=2.0(cnaon= 0.4 mol/L)
0,=2.5(cxaon= 0.5 mol/L)

1 —v— ,=3.0(Cnaon= 0.6 mol/L)
11+ —+— ,=3.5(Cnaon= 0.7 mol/L)
= 10 ,=5.0(cxy0n= 1.0 mol/L)
[*]8
8k
=

—*— Cayom,= 0-10 mol/L(e;= 3.0)
—*— cyom),= 0-20 mol/L(ey= 1.7)
Carom,= 040 mol/La;= 1.4)

13 %
a4\

11+

0 200 400 600 800
time (s)

0 200 400 600 800
time (s)

Figure 3. pH change curve during the carbonation reaction of different sodium aluminate solutions. (A) a; = 2.0. (B) cy,on = 1.0 mol/L. (C)
caiion), = 0.2 mol/L. (D) 0.2 mol/L the concentration of free sodium hydroxide was 0.2 mol/L.

lower concentration of hydroxide ions in the solution led to a
slower rate of carbonation reaction, causing deceleration in the
pH reduction. Finally, in the third stage, with extremely low
concentration of sodium aluminate, the bicarbonate ions
gradually saturated, and both the carbonation reaction and
decomposition of sodium aluminate ceased to occur.

As shown in Figure 3A, the a; of the sodium aluminate
solution remains unchanged at 2.0. With the aluminum
hydroxide concentration of the solution increased, that is,
the concentration of sodium aluminate increased, the initial pH
of the solution, the turning point pH of curve and the final
point pH of the reaction increased. As depicted in Figure 3B,
the total sodium hydroxide concentration was maintained at
1.0 mol/L. As the aluminum hydroxide concentration of the
solution increased and a; decreased, the initial pH decreased,
the turning point pH increased, the pH decreases rate in the
second stage, and the final point pH remained unchanged.
When the concentration of aluminum hydroxide was 0.2 mol/
L, with increasing sodium hydroxide concentration, that is,
increasing @, the turning point pH weak decreased, the initial
pH and final point pH increased, as illustrated in Figure 3C.
When the concentration of free sodium hydroxide was 0.2
mol/L, the increase in the concentration of aluminum
hydroxide, ie., the decrease in a, resulted in equal initial
pH, an increase in the turning point pH, and an increase in the
final reaction point pH, as illustrated in Figure 3D.

The research indicated that the concentration of free sodium
hydroxide in sodium aluminate solution determined the initial
pH of the solution and the reaction time of the first stage. With
an increase in the concentration of free sodium hydroxide, the
initial pH and reaction time also increased accordingly. The
concentration of sodium aluminate in the solution determined
the turning point pH and the reaction time of the second stage.
As the concentration of sodium aluminate increased, the
turning point pH and reaction time also increased. The total
concentration of sodium hydroxide in the solution determined

the final point pH of the reaction and the reaction rate of the
second stage. Therefore, reducing the concentration of free
sodium hydroxide, i.e. decreasing the solution’s a;, was
beneficial for enhancing the reaction rate of the second stage
and shortening the overall reaction time. The concentration
and a; of sodium aluminate solution affected the critical pH
and reaction process of the precipitation in the carbonation
reaction. Furthermore, the influence on the end point pH of
the carbonation reaction for the preparation of pseudoboeh-
mite was investigated.

3.1.2. Effect of Sodium Aluminate Concentration on the
Carbonation Reaction End Point pH Critical Value of
Preparing Pseudoboehmite. The influence of sodium
aluminate solution concentration on the critical end point
pH of the carbonation reaction for preparing pseudoboehmite
was investigated through experimental studies, and the results
are presented in Table 1. XRD analysis revealed the formation
of pseudoboehmite (JCPDS-no. 49-0133), bayerite (JCPDS:-
no. 20-0011), gibbsite (JCPDS-no. 33-0018), and Dawsonite
(JCPDS'no. 45-1359) for different concentrations of sodium
aluminate solutions, as detailed in Table 1. At the higher end
point pH values, the carbonation reaction produced bayerite
and gibbsite, as illustrated in Figure 4 and the records for
experiments 1—16 in Table 1. Specifically, when the end point
pH of the carbonation reaction was less than 10.3, the
precipitate obtained from a 0.1 mol/L sodium aluminate
solution was identified as pseudoboehmite. Correspondingly,
at end point pH values less than 10.6, 10.8, and 11.2, the
precipitates from 0.2, 0.3, and 0.5 mol/L sodium aluminate
solutions were pseudoboehmite. The study indicated that the
maximum end point pH values for the carbonation reaction of
pseudoboehmite preparation using 0.1, 0.2, 0.3, and 0.5 mol/L
sodium aluminate solutions were 10.3, 10.6, 10.8, and 11.2,
respectively. Infrared analysis confirmed the consistency with
XRD results, showing absorption peaks of bayerite at 3656,
3550 cm™' and gibbsite at 3620, 3528, 1456, 1036 cm™ in
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Table 1. Experimental Results Table of the Effect of Sodium
Aluminate Concentration on the End Point of the
Carbonation Reaction for the Preparation of
Pseudoboehmite”

numbers CNaalo,/ (mol/L) a, pHr crystalline phase

1 0.1 2 10.5 B

2 0.1 2 10.4 B

3 0.1 2 10.3 PB

4 0.1 2 10.0 PB

S 0.2 2 10.7 B+ G
6 0.2 2 10.6 PB

7 0.2 2 10.5 PB

8 0.2 2 10.4 PB

9 0.3 2 11.0 B+G
10 0.3 2 10.9 B

11 0.3 2 10.8 PB

12 0.3 2 10.7 PB

13 0.5 2 11.4 B+ G
14 0.5 2 113 B

15 0.5 2 11.2 PB

16 0.5 2 11.1 PB

17 0.1 2 8.2 PB

18 0.1 2 8.0 DA
19 0.2 2 8.5 PB

20 0.2 2 8.3 DA
21 0.3 2 9.0 PB

22 0.3 2 8.7 DA
23 0.5 2 9.5 PB

24 0.5 2 9.3 DA
25 0.2 1.5 11.0 B

26 0.2 1.5 10.8 PB

27 0.2 2.5 10.6 B

28 0.2 2.5 10.4 PB

29 0.2 1.5 8.2 PB

30 0.2 1.5 8.0 DA
31 0.2 2.5 8.7 PB

32 0.2 2.5 8.5 DA

“Reaction temperature Ty = 25 °C, the end point pHy, aging
temperature T, = 90 °C, aging time t, = 3 h, drying temperature T, =
80 °C, drying time tp = 6 h; PB: pseudoboehmite, B: bayerite, G:
gibbsite, DA: Dawsonite.

Figure 5. At lower end point pH values, the precipitate formed
in the carbonation reaction was identified as Dawsonite, as
detailed in Figure 6 and the records for experiments 17—24 in
Table 1. At the end point pH < 8.0, the precipitate obtained
from a 0.1 mol/L sodium aluminate solution was Dawsonite,
while at end point pH values < 8.7, 9.0, and 9.5, the
precipitates from 0.2 0.3, and 0.5 mol/L sodium aluminate
solutions were identified as Dawsonite. Somayeh et al.*’
reported that a large amount of sodium bicarbonate (pH less
than 10) led to the formation of Dawsonite. The study found
that the minimum end point pH values for the carbonation
reaction of pseudoboehmite preparation using 0.1, 0.2, 0.3, and
0.5 mol/L sodium aluminate solutions were 8.2, 8.5, 9.0, and
9.5, respectively. In summary, the experimental results indicate
that with an increase in sodium aluminate solution
concentration, both the maximum and minimum end point
pH values for the carbonation reaction in preparing
pseudoboehmite exhibit an upward trend. Figure 7 illustrates
the critical values curve and range of the reaction end point pH
for the carbonation reaction in preparing pseudoboehmite at

different concentrations of sodium aluminate solutions,
demonstrating a gradual reduction in pH range with increasing
concentration. These findings provide an explanation for the
previously reported differences in the reaction end point pH
values. Therefore, the preparation of pseudoboehmite using
the carbonation method not only requires precise control of
the end point pH but also demands meticulous adjustment of
the concentration of sodium aluminate solution to prevent
impurity formation.

3.1.3. Effect of ay of Sodium Aluminate Solution on the
Carbonation Reaction End Point pH Critical Value of
Preparing Pseudoboehmite. The influence of @ in sodium
aluminate solutions on the critical end point pH of the
carbonation reaction for preparing pseudoboehmite was
investigated, and the specific experimental results are presented
in Table 1, experiments 25—32. The XRD patterns of the
precipitates corresponding to different ¢ values are illustrated
in Figure 8. At oy = 2.5, bayerite was formed in the reaction
end point pH = 10.6, while at @, = 1.5, pseudoboehmite was
still generated in the reaction end point pH = 10.8. At o = 2.5,
Dawsonite was produced in the reaction end point pH = 8.5,
and at oy = 1.5, pseudoboehmite was formed in the reaction
end point pH = 8.2. Experiment indicated that the maximum
values of the carbonation reaction end point pH for preparing
pseudoboehmite with @ values of 1.5, 2.0, and 2.5 are 10.8,
10.6, and 10.4, respectively, while the corresponding minimum
values are 8.2, 8.5, and 8.7. The maximum end point pH for
preparing pseudoboehmite decreased with increasing a;, while
the minimum end point pH increased with a;. The results
demonstrated that the generation of sodium carbonate and
bicarbonate during the carbonation reaction inhibits the
decomposition reaction of sodium aluminate, thereby reducing
the maximum end point pH for pseudoboehmite formation.
This was reflected in the pH change curve of the carbonation
reaction, where the turning point pH decreased with increasing
ay. Sodium carbonate and bicarbonate facilitated the crystal
growth of Dawsonite, increased the maximum end point pH
for the carbonation reaction to produce Dawsonite, and raised
the minimum end point pH for pseudoboehmite formation.
This finding aligned with results from Marinos et al,”! who
reported that increasing the initial concentration of sodium
carbonate in sodium aluminate solutions promoted the
formation of Dawsonite. Furthermore, the critical curve and
range of the reaction end point pH for preparing
pseudoboehmite with different o values are plotted in Figure
9. As ay increases, the pH range for the carbonation reaction
end point to produce pseudoboehmite gradually narrowed,
indicating that an increase in o, was unfavorable for
pseudoboehmite preparation. This study elucidated the impact
of sodium aluminate solution on the end point pH of the
carbonation reaction for preparing pseudoboehmite. This not
only facilitated precise control of the reaction process,
enhancing production efficiency, but also contributed to the
efficient utilization of carbon dioxide, preventing overreaction
and improving reactant utilization. Bayerite and Dawsonite are
widely used powders, making this research highly relevant for
the carbonation method in the preparation of bayerite and
Dawsonite.

3.2. Nucleation Mechanism of Pseudoboehmite and
Bayerite Crystals and the Root Cause of Effect of the
Carbonation Reaction End Point pH on the Nucleation.
The study investigated the crystalline structure of the solid
generated by the carbonation reaction before aging treatment,
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Figure 5. Infrared spectra of precipitates produced by carbonation
reaction at 0.3 mol/L sodium aluminate solution.

with XRD spectra presented in Figure 10. None of the solid
samples before aging exhibited characteristic peaks of any
crystals. This indicated that the solid formed through the
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Under suitable carbonation reaction end point pH, pseudo-
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Figure 10. XRD pattern of the solid generated by the carbonation
reaction before aging treatment.

boehmite was generated by amorphous aluminum hydroxide
during the aging process. Conversely, at higher and lower
carbonation reaction end point pH, bayerite and Dawsonite
crystals were formed, respectively.

To explore the reasons behind these phenomena, the pH
change of aluminum sodium solution and crystalline phase
evolution after the carbonation reaction during settling were
examined, as shown in the pH change curve in Figure 11. The
steep curve on the far left was the pH curve of the carbonation
reaction. After the carbonation reaction, the pH of the sodium
aluminate solution increased significantly, indicating that the
solution continued to decompose into the precipitation of
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12.8
12.0
11.2
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1044"* pHR=10.7
96l pHR=10.0
pHg=9.0
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Figure 11. PH change of aluminum sodium solution after the
carbonation reaction during settling. pHy: the end point pH of
sodium aluminate solution;.

aluminum hydroxide and hydroxyl ions, which led to the
increase of pH value. When the carbonation reaction end point
pH exceeded 10, the pH curve exhibited a rapid increase
immediately after the carbonation reaction ceased. For
carbonation reaction end point pH values ranging from 10.9
to 11.5, after a period of settling, the pH experienced a second
significant increase. However, at pH values of 10.8, 10.7, and
10, the pH curve showed only one increase without a second
significant rise. At pH values of 9.0 and 8.5, there was no
pronounced change in the pH curve. XRD analysis of the
precipitation during settling, as depicted in Figure 12, revealed
that at the carbonation reaction end point pH of 11.5, the solid
formed after 0.2 h of settling did not exhibit any characteristic
peaks. In contrast, the solid formed after 1.5 h settling
displayed characteristic peaks of bayerite crystals. At the
carbonation reaction end point pH of 11.0, the solid formed
after 0.5 h settling did not show characteristic peaks, while the
solid formed after 3.5 h settling exhibited characteristic peaks
of bayerite crystal. When the carbonation reaction end point
pH was 10.8, the solid formed after 3.5 h settling did not show
any characteristic peaks. Lastly, at the carbonation reaction end
point pH of 8.5, the solid formed after 3.5 h settling displayed
characteristic peaks of Dawsonite.

The experimental results indicated the formation of the
bayerite nucleus during the second decomposition reaction.
Bayerite and pseudoboehmite nuclei were generated through
different decomposition reactions of sodium aluminate, with
the second decomposition reaction being the fundamental
cause for the formation of the bayerite nucleus. Contrary to the
long-standing belief that bayerite grows from amorphous
aluminum hydroxide and pseudoboehmite,” this study
challenged the crystal growth mechanism, suggesting that the
bayerite nucleus is not formed by the growth of amorphous
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aluminum hydroxide and pseudoboehmite. Reducing the end
point pH of the carbonation reaction accelerated the
decomposition reaction to produce pseudoboehmite and
inhibited the decomposition reaction to form bayerite. When
the end point pH of the carbonation reaction was relatively
high, the aging process provided time for the second
decomposition reaction of the sodium aluminate solution,
leading to the formation of bayerite crystals. This explanation
clarified the impact of the carbonation reaction end point on
crystal phases and the mechanism of aluminum hydroxide
crystal growth. Additionally, the two forms of aluminate ions
need to be further studied to investigate the reasons for the
two different decomposition processes in the sodium aluminate
solutions. Accurate control of the carbonation reaction end
point pH is essential for the preparation of pseudoboehmite.
This is not only to prevent the second decomposition reaction
of aluminum sodium during aging, resulting in the impurity of
bayerite, but also to prevent the growth of amorphous
aluminum hydroxide into Dawsonite crystals.

3.3. Textural Properties of Pseudoboehmite and
Activated Alumina Prepared by the Carbonation
Reaction. In the investigation of sodium aluminate solutions
with concentrations of 0.1, 0.2, 0.3, and 0.5 mol/L, the
carbonation reaction end point pH for the preparation of
pseudoboehmite in a 0.4 mol/L sodium aluminate solution (o
= 2.0) was predicted to reach a maximum value of 11.0. The
resulting precipitate was analyzed, and the XRD spectrum,
presented in Figure 13, displayed characteristic peaks of
pseudoboehmite. This confirmation reinforced the accuracy of
the critical curve for the carbonation reaction end point pH
during pseudoboehmite preparation. Subsequently, the pre-
pared pseudoboehmite underwent calcination at 550 °C for 2.5

Cxaato,=0-4mol/L-pHy=11.0

Pseudo-boehmite
Activated alumina

Intensity

1 1

60 80

40
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Figure 13. XRD pattern of pseudoboehmite and activated alumina.

h to yield alumina, a transformation verified through crystalline
phase analysis, as depicted in Figure 13. Notably, the
characteristic peaks of the sample closely matched those of
activated alumina (JCPDS-no. 49-0134). The structural
properties of the prepared pseudoboehmite and activated
alumina were investigated. Figure 14A depicts the N,
adsorption—desorption isotherms for both samples, providing
measurements of the specific surface area and pore volume.
Pore size distribution, determined using the BJH method, was
illustrated in Figure 14B, with a summary of textural features in
Table 2. Clear from Figure 14A is the classic Type IV shape
with hysteresis loops in all isotherms, signifying the
mesoporous nature of the materials. Both pseudoboehmite
and alumina samples exhibited H2-type hysteresis loops,
indicating ink-bottle-shaped pores. Interestingly, the hysteresis
loop of activated alumina shifted to a region of relatively higher
pressure compared to that of pseudoboehmite, indicating an
increase in mesopore size, as evident in the PSD curve in
Figure 14. Pore volumes for pseudoboehmite and activated
alumina were measured at 0.41 and 0.44 cm®/g, with specific
surface areas of 440.72 and 242.76 m?/ g, and average pore
diameters of 3.7 and 7.3 nm, respectively. The structural
properties of pseudo”boehmite and activated alumina prepared
using this method aligned with those obtained through
alternative approaches. SEM revealed a block-like structure
for pseudoboehmite and a porous structure for activated
alumina, as shown in Figure 15.

4. CONCLUSIONS

The reaction end point pH served as the most critical control
parameter in the carbonation reaction for the preparation of
pseudoboehmite. This study investigated the influence of
sodium aluminate solution concentration and composition
ratio (a;) on pH change during the carbonation reaction,
examining the impact of concentration and o on the reaction
end point pH critical values of pseudoboehmite preparation.
Further, the fundamental reasons for the influence of
carbonation reaction end point pH on crystal structure were
explored, along with the growth mechanisms of pseudoboeh-
mite and bayerite crystals during the preparation process. The
research revealed that concentration and a; significantly
affected the pH change during the carbonation reaction. The
end point pH range and influence pattern of sodium aluminate
solutions with different component structures on the
carbonation reaction for pseudoboehmite preparation were
clarified and explained, avoiding overreaction. Notably, with
the increase in concentration, both the maximum and
minimum values of the end point pH for pseudoboehmite
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Figure 14. N, adsorption—desorption isotherms and BJH pore size distribution for pseudoboehmite and activated alumina prepared the

carbonation reaction.

Table 2. Textual Properties of Pseudoboehmite and
Activated Alumina

surface pore pore
sample area/(m’/g) volume/(m?/g) diameter/nm
pseudoboehmite 440.72 0.41 3.7
activated alumina 242.76 0.44 7.3

Figure 15. SEM images of pseudoboehmite (A) and activated
alumina (B).

preparation increased. As a; increased, the maximum value of
the end point pH for preparing pseudoboehmite decreased,
while the minimum value increased. More importantly,
increasing concentration and a; both narrowed the end
point pH range for pseudoboehmite preparation. A ground-
breaking revelation challenges the conventional understanding
of the crystal growth mechanism of aluminum hydroxide.
Nucleation of pseudoboehmite and bayerite crystals originated
from two distinct pathways of sodium aluminate decom-
position. By reducing the carbonation reaction end point pH,
the decomposition reaction for preparation of pseudoboehmite
was accelerated, simultaneously suppressing the decomposition
reaction for bayerite. Ultimately, under the predicted
carbonation reaction end point pH, mesoporous pseudoboeh-
mite and active alumina were successfully prepared, with the
pore volume of 0.44 cm®/ g, the specific surface area of 242.76
m?*/g, and the average pore diameter of 7.3 nm. This study not
only addressed the challenge of impurity formation in the
carbonation reaction, leading to bayerite, but also achieved
precise control of crystal nucleation, enhancing production
efficiency. Additionally, it facilitated the efficient utilization of
carbon dioxide and promoted a more environmentally friendly
and economically viable production process.
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