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Acid rock discharge (ARD) or acid mine drainage (AMD) formed through the oxidation of
sulfide minerals (usually pyrite) is a major source of water contamination and impairment in both
coal and hard rock mining regions throughout the worldwide. Aluminum, as an environmentally
toxic contaminant, is found in some acid rock discharge (ARD) and acid mine drainage (AMD)
locations. The composition of ARD/AMD is complex leading to variable effluent Al
concentrations that are site specific.

The purpose of this research is to understand the interactions of suspended and soluble
aluminum with sulfate and silicates during the active treatment of acid mine drainage (AMD) or
acid rock drainage (ARD). Active treatment consists of a multi-basin system with NaOH
neutralization followed by settling of formed precipitates before discharge to surface waters.
Measured supernatant compositions were compared with calculated values from MINEQL+
computerized equilibrium model.

NaOH neutralization of aqueous aluminum with minimal levels of sulfates and silicates
resulted in amorphous AI(OH);, and not crystalline gibbsite (crystalline Al(OH);). Results
showed that sulfates from AMD/ARD reduce the soluble supernatant aluminum, with the
concomitant formation of new colloidal sized particles which were mainly basaluminite with
some amorphous Al(OH)s;.Total aluminum levels (soluble + particulate) in the supernatant can
exceed numerical discharge standards for aluminum if there is insufficient settling time in the
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settling basins, as may occur during wet weather events. Similar observations were made with
the presence of silicates. Silicates can also reduce soluble Al concentration immediately after pH
adjustment due to the formation of Al-silicate precipitates with the concomitant increase in small
aluminum-silicate bound particles. This can also increase the total level of aluminum discharged
from an active treatment system for AMD/ARD.

Particle size analysis revealed that sulfate and/or silicates reduced the mean suspended
particle size from that which would have existed from the sole formation of amorphous Al(OH)s.
Suspended aluminum levels will lead to an increase in the total Al that would be in a settling
tank discharge.

Temperature affects the equilibrium constant for all formed species of aluminum
precipitates. Calculations with the MINEQL+ model show the significant increase of soluble
aluminum that will exist during warm summer temperatures at all pH values. Minimum effluent
total aluminum levels on the order of 0.5 mg/L can exist at discharge pH values in pH range of
6.0 to 7.0, however these aluminum levels are exceeded during warm summer months at pH
values greater than 7 when the soluble Al contribution to the total aluminum discharge will
increase. This suggests that for field operations, close control of pH is necessary especially
during warm weather and during wet weather events if elevated discharge levels of aluminum are
to be avoided.

Key words: acid mine drainage (AMD); acid rock drainage (ARD); aluminum; basaluminite;

sulfate; silicate; active treatment; particle size distributions; temperature
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1.0 INTRODUCTION

Acid Rock discharge (ARD) and/or Acid mine drainage (AMD) is a major source of water
contamination in both coal and hard rock mining regions throughout the worldwide (Sasowsky et
al., 2000; Bunce et al., 2001). ARD and/or AMD result from the oxidation of substances that
contain an abundance of sulfide minerals (often pyrite, which is iron-sulfide). ARD/AMD can
have net acidity ranging from zero to several thousand mg/L (as CaCOs) and can be strongly

acidic with a pH ranging from 2 to 6 or more (Rose and Cravotta, 1998, Cravotta et al., 1999;

Nordstrom and Alpers, 1999). ARD/AMD usually contains high concentrations of dissolved

sulfate (SO4%), ferrous iron (Fe*"), and ferric iron (Fe’) (Cravotta et al., 1999; Nordstrom and

Alpers, 1999).
Aluminum can enter surface or ground waters by the dissolution of alumino-silicates

(Essington, 2004) or by ion-exchange processes (Vazquez et al. 2010a and 2010b; Tan, 2000) if

the pH of the water becomes low enough (acidic). ARD/AMD often contains high levels of
aluminum if the surface soils contain a high level of alumino-silicate materials (smectite and
kaolinite clays). A number of papers have reported that the high concentrations of aluminum

have occurred in the ARD or AMD. For example, Cravotta (2008) reported that over 50% of

140 abandoned coal mines in Pennsylvania had an aluminum concentration in its discharge

ranging from 1 mg/L to 100 mg/L with pH between 2.5 to 7.3.



Aluminum is recognized as being highly cytotoxic to plant and animal life (Chadwick

and Whelan, 1992; Birchall et al., 1989; Golub and Domingo, 1996). Starting in 1980s the

toxicity of aluminum was realized to be a major factor influencing the aquatic organisms and

communities in acidic habitats (Cronan and Schofield, 1979; Drablos and Tollan, 1980; Muniz

and Leivstad, 1980). Research on the biological effects of acidification have supported the
conclusion that Al is a major factor responsible for the demise of biotic communities (Dillon et

al., 1984; Campbell and Stokes, 1985; Schindler et al., 1985; Charles, 1991; Scheuhammer, 1987

and 1991; Chadwick and Whelan, 1992; Birchall et al., 1989; Golub and Domingo, 1996).

Aluminum is considered to be toxic for algae when its concentration is higher than 0.46 mg/L
(Peterson et al., 1974; Gostomski, 1990; Marsh, 1999). Aluminum is also harmful to adult fish,

causing iono-regulatory, respiratory failures, or a mixture of both (Muniz and Leivstad, 1980;

Howells et al., 1983; Poston, 1991; Handy, 1993; Rosseland and Staurnes, 1994; Exley et al.,

1991). It is considered that 0.46mg/L Al would be toxic for aquatic fish (Spry and Wiener, 1991;

Rosseland et al., 1990 and 1992; Rosseland and Staurnes, 1994). Some researchers reported that

Al in water could lead to Al accumulation in fish organs like kidneys, the skeleton and gills

(Rodushkin et al., 1995) and would accumulate in the brain and heart of the rainbow trout due at

chronic exposure levels (Exley, 1996).

1.1  ARD/AMD TREATMENT

ARD/AMD treatment encompasses two broad categories, active and passive treatment. Active
treatment involves the addition of the neutralizing chemicals to the source of the ARD/AMD, to

a treatment system for ARD/AMD, or directly to the stream that has been influenced. Passive



treatment encompasses a variety of techniques to raise the pH and reduce metal ions
concentration through a constructed treatment or containment project without active chemical
injection. In general, the primary passive technologies include aerobic and anaerobic wetlands,
anoxic limestone drains (ALD), vertical flow ponds, alkalinity producing systems (APS),
limestone ponds, and open limestone channels (OLC).

In all ARD/AMD treatments, two goals should be achieved: the neutralization of acidity
and the removal of metal ions. Metal ions in ARD can be removed by gravity separation of metal

precipitates produced in the acid neutralization processes (Skousen et al., 1998 and 2000; Maree

and Plessis, 1994). Thus, the efficiency of the metal removal depends on the pH control and the
sedimentation of the precipitates in the ARD neutralization system. Actual settling rates of the
precipitates depend on the chemistry of ARD/AMD, as well as the size and density of the
primary particles, solution pH and ionic strength, and the surface chemistry of solids.

For Al-bearing ARD/AMD, it is considered that during neutralization, most aluminum
ions can be removed by precipitation due to the formation of insoluble hydroxide compounds or
other precipitates, such as Al-sulfate or Al-silicate precipitates. pH neutralization for ARD/AMD
is the useful way to remove aluminum from an aqueous discharge. In general, it is considered
that the aluminum concentration in water is controlled by the solubility of aluminum hydroxide.
However, the reactions of aluminum precipitation from ARD/AMD in actual conditions are more
complex and predictions of total discharged aluminum are difficult. ARD/AMD often contains
high concentration of sulfate and sometimes silicate, which influence both the character of
precipitates and the species of Al-complexes and aluminum precipitates. The possible aluminum
precipitates formed during pH increasing of ARD/AMD are not only aluminum hydroxides, but

also aluminum hydroxysulfate and aluminum-silicate, since aluminum has a demonstrated



affinity for both sulfate and silicate (Taylor et al., 1997; Bigham and Nordstrom, 2000). Bigham

and Nordstrom (2000) observed the basaluminite and alunite in field. Also, according to pure

solution solubility constants, the solubility of some aluminum sulfate compounds (such as

basaluminite (Al4(OH);¢SO4)) is less than aluminum hydroxide.

1.2 PROJECT BACKGROUND AND PROBLEM STATEMENT

Al-bearing ARD has been an environmental problem since 1960s at Jonathan Run, an aluminum-
containing acid rock discharge site located in Centre County, Pennsylvania (Hedin

Environmental, 2003). Water quality changes in Jonathan Run initially occurred in the 1960’s

during the construction of Interstate 80 near Snow Shoe, Pa. Previous research determined that
the primary source of contamination originated from an acidic sandstone fill that was used to
construct the embankment of I-80. The stream flows through a culvert under this embankment

and visible Al precipitates were found downstream of this culvert (Neufeld et al., 2007).

In May, 2003, two pilot-scale flush box treatment pilot systems that contained rock limestone
were installed by Hedin Environmental in north of I-80 near Jonathan Run to experimentally

treat the Al-bearing acidic discharge. In 2003 and 2006, Hedin Environmental (2008) monitored

the operation of flush boxes in Jonathan Run. In 2003, soluble Al concentration in the effluent
from flush boxes ranged from 0.4 to 18.1 mg/L in pH range of 4.5 to 5.9 for Box 1, and 0.2 to
0.7 mg/L in pH range of 4.7 to 6.2 for Box 3 (Weaver et al., 2004). The soluble Al
concentrations in effluent from flush boxes in Jonathan Run were less than the theoretical

solubility of amorphous AI(OH); (as modeled with Mineql+), and higher than the theoretical



solubility of gibbsite (Figure 1.1). Analysis of the aged sludge collected from the field showed
that gibbsite was not formed in flush boxes (Pu et al., 2010). These results indicated that some
reactions of Al-sulfate compounds might be occurring in flush boxes to form the Al-precipitates

other than Al(OH)s;, which also caused the reduction of soluble Al concentrations in that

discharge.
- Solubility of Al(OH)3(am)
loE+02 Solubility of gibbsite
- & Effluent soluble Al from Box 1
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Figure 1.1 Effluent soluble Al concentrations from flush boxes located in Jonathan Run.
(Theoretical curves of solubility of Al compounds (amorphous Al(OH); and gibbsite) was calculated by
using Mineql+ model; 0 and m: effluent soluble Al concentrations from flush boxes located in Jonathan Run

(Weaver et al. 2004)).

Other researchers (Adams and Rawajfih, 1977; Nordstrom et al., 1984; Herrmann and

Baumgartner, 1992; and Kim and Kim, 2003a and 2003b) also reported that the actual aluminum

precipitates found in the acid mine drainage were aluminum hydroxysulfate if the sulfate
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concentration was relative high and the aluminum solubility was higher than the theoretical
concentration. Therefore, it is reasonable to suppose that the presence of other ions, such as
sulfate and silicate, could influence the mechanism of aluminum removal, since the species of
aluminum precipitates may not be gibbsite (crystalline aluminum hydroxide), thus the suitable
pH for aluminum removal should be different from the theoretical value that is based on the
reported solubility of gibbsite. In other words, in actual conditions, the minimum soluble level of
aluminum may occur at a different pH that for gibbsite, and the actual soluble aluminum
concentration may be higher than the theoretical concentration predicted from considering only
gibbsite. This is current basis for aluminum regulation from AMD and ARD discharges in many
locals. Furthermore, there is not enough information about the aluminum concentration as
influenced by sulfate, silicate and temperature (winter and summer conditions) at various pH
values. Therefore, this dissertation explores and defines the combined influence of pH for
aluminum removal in ARD treatment when the other ions (such as sulfate and silicate) are
present during winter and summer conditions, and makes suggestions as to what reasonably can
be done in the field.

This fundamental information may be useful to regulatory agencies, and to the
Pennsylvania Department of Transportation (PennDOT) who 1is responsible for remediating an
acid rock discharge along 1-80 in Centre County, Pennsylvania. This research may have a
practical application in the support of applied research and associated design activities being
done by others in the remediation of Jonathan Run.

Numerous reports have focused on the soluble product of aluminum compounds in dilute

and equilibrium conditions (Shah Singh and Brydon, 1969; May et al., 1979; Xiao et al., 1998).

However, the actual chemistry of ARD is complex and the water is likely in a non-equilibrium



condition. Many researchers have reported that the amorphous Al(OH); was the primary species

of Al-precipitates (Nordstrom et al., 1984; Nordstrom and Ball, 1986; Lee et al., 2002; Pu et al.,
2010), although the theoretical long-term equilibrium species of Al-precipitates is crystalline
AI(OH); (gibbsite) and/or one or more forms of Al-sulfate and hydroxyaluminosilicate. Other
researchers have reported that Al-sulfate precipitates were detected in the field (Taylor et al.,

1997; Bigham and Nordstrom, 2000; Kim and Kim, 2003a and 2003b; Pu et al., 2010). The

effluent from an active NaOH treatment system includes both suspended and soluble Al phases.
It is important to have an understanding of the total effluent aluminum concentration that is
likely to be achieved. While there are many reports of aluminum containing precipitates, few
report the nature and speciation of the associated aqueous dissolved aluminum. Therefore, the
goal was achieved by accomplishing the following objectives:

1. Determine the effects of sulfate and silicate on aluminum concentration during the
active neutralization/treatment and subsequent settling of Al-bearing ARD with NaOH;

2. Investigate aluminum precipitation behavior in the active treatment and subsequent
settling of Al-bearing ARD/AMD with NaOH;

3. Evaluate the interactions between sulfate and silicate on suspended Al solids in active
treatment and subsequent settling of Al-bearing ARD/AMD with NaOH.

4. Evaluate the possible effluent Al concentration from active treatment of Al-bearing
ARD in Jonathan Run with NaOH and the effect of water temperature (winter and summer
conditions) on effluent Al concentration.

In order to achieve these goals, two groups of experiments were conducted with
calibrated sulfate and silicate concentrations. The experiments without silicate examined the

influence of sulfate and pH only on the soluble and suspended Al concentration, as well as the



species of Al-precipitates formed in neutralization of Al-bearing ARD/AMD with NaOH. The
experiments containing silicate focused on the effect of silicate and pH only on aluminum
concentration. The suspended aluminum concentration with settling time was measured and
suspended particulate size distribution were determined to investigate the influence of sulfate and
silicate separately and together on the settling of “fine” particulate aluminum solids at different
pH values and water chemistries. The sludge (particles) formed in experiments was also
measured with different methods to determine the possible species of Al-precipitates formed in

the neutralization process.

1.3  SCOPE AND ORGANIZATION OF DISSERTATION

Following Chapter 1 with overall introduction of the dissertation, Chapter 2 is the literature
review. Chapter 3 introduces the experimental materials and methods, which include the
experimental procedures and the methods of water samples and sludge analysis; Chapter 4
provides the results of the effect of sulfate on Al concentration, which include the effect of
sulfate on both total and soluble Al concentration at different pH values after different settling
time, as well as the effect of sulfate on the suspended particles size distribution in the
supernatant. Furthermore, the sludge analysis provides the information of the chemical
characteristics of Al-precipitates with settling time at different pH. Chapter 5 provides results
regarding the effect of silicate on Al concentration and suspended particles size distribution at
different pH. The interaction of sulfate and silicate on the suspended particle distribution will
also be discussed in this chapter. Chapter 6 provides the results of laboratory experiments with

field ARD collected from Jonathan Run in Centre County, PA. These analyses are compared to



experimental results with calculations provided by the Mineql+ computerized equilibrium model.
Furthermore, the effect of temperature on effluent Al concentrations is discussed in this chapter.
This dissertation in concluded with Chapter 7 that contains conclusions and chapter 8 that is

recommendations for future research.



20 LITERATURE REVIEW

2.1  AI-BEARING ARD/AMD

ARD and/or AMD are formed by the oxidation of sulfide minerals (often pyrite, which is iron-
sulfide). The mechanisms of pyrite oxidation have been investigated since 1970s (Singer and

Stumm, 1970; Moses et al., 1987; Nicholson et al., 1989a and 1989b; Brown and Jurinak, 1989;

Moses and Herman, 1991). The oxidation of pyrite by atmospheric O, produces H', SO4* and

Fe" (Singer and Stumm 1970):

FeS,(s) + 7/2 0(g) + H,0 — Fe*'(aq) + 28047 (aq) + 2H (aq) 2.1)
Fe*" (ferrous) can be oxidized by O, into Fe*" (ferric), which in turn hydrolyzes and releases

additional amounts of acid (Nordstrom, 1982a):

2Fe’'+ 1% 0,+2H' — 2 Fe’'+ H,0 (2.2)
Therefore, ARD/AMD usually contains high concentrations of dissolved sulfate (SO4>),

ferrous iron (Fe*"), and ferric iron (Fe’") and can be strongly acidic (Rose and Cravotta, 1998;

Cravotta et al., 1999; Nordstrom and Alpers, 1999).

If the oxidation of pyrite occurs in a location that contains a high presence of alumino-
silicate materials (smectite and kaolinite clays) and the pH of the water becomes low enough
(acidic), the aluminum could enter surface or ground waters by the dissolution of alumino-

silicates (Essington, 2004) or by ion-exchange processes (Vazquez et al., 2010a and 2010b; Tan,
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2000). For example, kaolinite (Al,Si,0s(OH)4) can dissolve in acid water by the following

reaction (Krauskopf and Bird, 1995) (where K is the equilibrium constant and log K= -7.43):

AlLSi,05(OH), + 6H <> 2AI*" + 28i0,(aq) + SH,0 (2.3)
In addition, aluminum ions, AI’", attracted to the negative charged surfaces of clay

minerals can be released by exchange with other positive ions (Tan, 2000):

3M" + Al-clay < Ms-clay +AI*" (2.4)
In equation 2.4 M represents the metal ions. For example, Fe**, Fe*", or Mg®" can wholly
or partly replace the AI’" ions in the octahedral layers of clay minerals. These processes could
increase the concentration of AI’" in surface water. The elevated aluminum levels in natural
surface waters and aquifers caused by ARD/AMD have been a worldwide contamination (Gray,
1998). A number of papers have reported that the high concentration of aluminum occurred in

ARD/AMD. Dubikova et al. (2001) reported the aluminum concentration of an AMD discharge

from a mine site was up to 1100 mg/L of aluminum at Sobove, Slovakia. Cravotta (2008)

reported that over 50% of 140 abandoned coal mines in Pennsylvania showed that the aluminum
concentration of the discharge was from 1 mg/L to 100 mg/L at pH between 2.5 to 7.3. Cravotta
considered that aluminosilicate in shale associated with coal deposits could be sources of

dissolved Al in the low-pH coal mine discharge samples (Cravotta, 1994; Cravotta et al., 1994).

Rose and Ghazi (1998) reported that aluminum was the most mobile metals at low pH and the

aluminum concentration could be as high as about 1000 mg/L. They assumed that the release of
sulfate (200-500 mg/L) resulted in the formation of aqueous aluminum-sulfate complexes that

serve to further soluble aluminum.
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2.2  AQUATIC ALUMINUM SPECIES

2.2.1 Background

Aluminum is relatively insoluble at neutral pH values (6~6.5), but its solubility increases under
more acidic and more alkaline conditions. The amount of Al in solution from normal weathering
on the earth is a small proportion of the total Al in the environment, but perturbations of normal

weathering can substantially increase Al mobility (Hendershot et al., 1996). Aqueous aluminum

species are complex. First, aqueous Al is comprised of inorganic Al-hydroxyl species (AI*",
AIOH™, Al(OH),", Al(OH)gO, and Al(OH)s), and the proportion of which varies with pH.
Because of the high positive charge of the trivalent aluminum ion, the aluminum ions can form a

tight bond with water molecules to form a hydration shell (Nordstrom and May, 1996). The AI**

hydrolyzes readily in aqueous conditions and forms a series of hydrolysis species as summarized
in Table 2.1. The concentration of Al-OH complex is pH dependent. At low pH values, aqueous
Al is almost entirely present as AI’". As pH increase, Al undergoes hydrolysis, resulting in a

series of OH™ complexes (AI(OH)*" and AI(OH),") and decrease in solubility (Nordstrom and

May, 1996).

Second, aqueous Al also forms inorganic complexes with either F~ (Bi, 2001; Bi et al.,

2001) or SO427 (Akit et al., 1985; Driscoll and Postek, 1996; Nordstrom and May, 1996)

depending on pH (the formation of which also varies with pH), the concentration of the inorganic
ligands, ionic strength, and water temperature.

Third, aluminum forms both weak and strong complexes with organic materials such as
humic and fulvic acids that tend to keep Al in solution and make it less toxic to organisms. It has

been well established that Al forms strong complexes with OH", and SO42' (Roberson and Hem,
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1967). There are some reports of aluminum-silicate complexes too (Browne and Driscoll, 1992;

Luciuk and Huang, 1975).

Finally, there is an exchangeable fraction of Al with soils, sediments, and precipitated

organic material (Driscoll and Postek, 1996). In assessments of the environmental chemistry of

aluminum, it is useful to distinguish among species of aqueous aluminum hydroxyl complexes.

Table 2.1 Aluminum complexation reactions and equilibrium data

Complexes Log K Ref.
Al-hydroxyl complexes
AIOH> + H" &> A’ + H,0 5.0 May et al., 1979
Al(OH)*" +2H" & Al + 2H,0 10.1 May et al., 1979
Al(OH);’ + 3H <> AI’" + 3H,0 16.8 May et al., 1979
Al(OH)y +4H" & AP + 4H,0 22.7 Nordstrom and May, 1996
AL(OH)," + 2H™ <> 2AI’" + 2H,0 7.69 Lindsay, 1979

Al-sulfate complexes

A" + 80,2 < AISO," 3.5 Nordstrom and May, 1996

AP+ 28047 ©AI(SO4)° 5.0 Nordstrom and May, 1996

Al-phosphate complexes

A" + H,PO, <>AIH,PO, 3.1 Nordstrom and May, 1996

ALY + HPO,> <>AIHPO," 7.4 Nordstrom and May, 1996
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As mentioned above, aluminum in ARD may come from the dissolution and/or ion
exchange of clay minerals. It is reasonable to suppose that there is high fraction of Al-silicate
soluble complexes or fine clay colloids in the “soluble fraction”. Thus it is valuable to study the
effect of silicate on the total dissolved aluminum in ARD during a treatment processes. Even
though aluminosilicate is a typical component of many inorganic minerals, the extent of
dissolved aluminosilicate formation in surface waters is only recently being investigated. Perhaps
because the chemical structure and thermodynamic properties of such aluminosilicate complexes

were at one time virtually unknown (Driscoll and Schecher, 1990), their extent and importance in

nature were largely a matter of conjecture. However, both laboratory (Chappell and Birchall,

1988;_Exley and Birchall, 1993) and field studies (Browne and Driscoll, 1992) described the

formation of dissolved aluminosilicate in acidic waters. Chappell and Birchall (1988) suggested

that aluminosilicate could be amorphous protoimogolite (hydroxyl-aluminum silicate) precursors
with variable stoichiometry (Si:Al ratio from 0.3 to 0.6) that form preferentially at pH from 5.5

to 6.0. Exley and Birchall (1993) further described the formation mechanisms of this complex

whereby aluminum hydroxide nucleation is inhibited. In contrast, Browne and Driscoll (1992)

proposed the existence of several discrete aluminosilicate complexes for which they derived
thermodynamic properties and specific stoichiometry (Al:Si = 1:1, 2:1, and 2:2). It should be

noted that Browne and Driscoll (1992)’s observations have been difficult to repeat at the

relatively low Si (< 1mg/L) concentrations found in most surface waters (LaZerte et al., 1997).
The existence of dissolved aluminosilicate, if confirmed in nature, would be very

important not only to the accurate interpretation of dissolved Al and Si chemical speciation, but

also to the interpretation of effects on organisms in the presence of aluminosilicate (especially

algae). Many studies (Chappell and Birchall, 1988; Browne and Driscoll, 1992; Exley and

14



Birchall, 1993) suggest that aluminosilicate formation may only be significant in waters
containing relatively high concentrations of dissolved Si. Aluminosilicate formation in these
studies was restricted to Si concentrations above 2800 to 14000 mg/L, although some evidence
suggests aluminosilicate may form at concentrations as low as 1000 mg/L (Birchall et al., 1989).
Therefore, this complex may only be significant in waters with relatively high dissolved Si
concentrations (e.g., streams or waters with low pH), and be of less importance in acidic lakes,

which tend to be relatively low in Si (Driscoll and Newton, 1985; Findlay and Kasian, 1986). In

their review, Cooke et al. (1993) also mentioned that silicates, if concentrated enough (Si:Al>4
Al=0.2mg/L), may help control residual Al toxicity from alum treatments. However, little

empirical evidence exists to support this hypothesis.

2.2.2 Polynuclear aluminum species

For systems of low Al concentration and low pH, mononuclear Al species (Al3+, AlOH2+, etc.)
seem adequate to explain Al hydrolysis. However, in studies for which base, such as NaOH, is
added to the system or at high Al concentrations, evidence suggests the existence of polynuclear
Al species. Polynuclear Al species include Alz(OH){H, Al3(OH)g+, Alg(OH)2(H20) 162+, the

tridecameric Al;; polynuclear species and A113O4(OH)24(H20)172+ (Bertsch and Parker, 1996). It

is easy to envision the formation of crystalline gibbsite from the combination of these species
and through aging of many hexameric rings of polynuclear Alg(OH);»(H,0)16>". There is little
direct experimental evidence for many of these polynuclear structures, but 27NMR spectroscopy
has yielded good evidence for the existence of the tridecameric A113O4(OH)24(H20))172+ species

(Bertsch and Parker, 1996). In contrast, Jardine and Zelanzny (1996) believe that polynuclear
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species are transient intermediates in the formation of crystalline Al(OH)s, and a solution will

consist only of mononuclear Al and the stable solid phase at true equilibrium.

2.3  ALUMINUM PRECIPITATION FROM ARD

2.3.1 Species of Al-precipitates formed in neutralization of ARD/AMD

Aluminum has only one oxidation state in aqueous systems, Al”. In general, the primary
reaction of aluminum removal in ARD/AMD treatment processes is considered as the formation

of aluminum hydroxide (Hem, 1985; Nordstrom and Ball, 1986):

Al + OH « Al(OH):d (2.5)

At pH between 6.0 and 7.0, the theoretical solubility of Al(OH); in distilled water at 25°C
is less than 0.01 mg/L, with the minimum solubility occurring at pH ~ 6.5. Aluminum hydroxide
is amphoteric and the solubility of aluminum hydroxide increases with increasing or decreasing
pH from that pH.

There are two kinds of aluminum hydroxide: gibbsite and amorphous aluminum
hydroxide. Gibbsite, which is the crystal construction aluminum hydroxide, shows a lower
aqueous solubility than amorphous Al(OH);. Therefore, the theoretical precipitates of aluminum
hydroxide formed in ARD/AMD treatment should be gibbsite if the solution is in an equilibrium
condition. Some researchers reported that the precipitation from ARD neutralization included

gibbsite (Guesek and Wildeman, 2002), whereas others report that the formed aluminum

hydroxides are amorphous (Nordstrom et al., 1984; Nordstrom and Ball, 1986; Lee et al., 2002).

For example, Lee et al. (2002) have studied aluminum precipitation from acid mine drainage by
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titration with NaOH and found the precipitates were amorphous by X-ray analysis. The similar

results also had been reported by other investigators (Nordstrom et al., 1984; Nordstrom and Ball,

1986). Since the solubility of gibbsite is about 100 times less than amorphous aluminum
hydroxide, the predicted effluent Al concentration from a treatment system of ARD/AMD is
much different when different species of aluminum hydroxide appear as aluminum precipitates
and colloidal particles.

Precipitation of aluminum from ARD/AMD in actual field conditions is more complex.
ARD/AMD often contains high concentration of sulfate and depending on location silicate, both
influence the character of precipitates. The possible aluminum precipitates formed during the
neutralization of acidic ARD/AMD are not only aluminum hydroxides, but also aluminum

hydroxysulfate and aluminum-silicate, especially since aluminum has a demonstrated affinity for

both sulfate and silicate (Taylor et al., 1997; Bigham and Nordstrom, 2000). Some researchers

(Nordstrom et al., 1984, Herrmann and Baumgartner, 1992; Kim and Kim, 2003a and 2003b)

have reported that other species of aluminum precipitates formed in the presence of other anions.

Al-sulfate precipitates are often observed in field at AMD/ARD discharge sites. For
example, Kim and Kim (2003b) reported that Al-sulfate precipitates, which were like
basaluminite, were observed down-stream of a coal mine field in Taebaeg, Korea. Sanchez

Espana (2005, 2006, and 2008) also observed that amorphous to poorly crystalline Al-

oxyhydroxysulfate formed in Odiel river watershed when they investigated 64 AMD discharges
from 25 different mines in Huelva, SW Spain. These results agree with the published work of

Adams and Rawajfih (1977), who identified basaluminite and alunite precipitating in acid soils,

as well as with the published works by Chapman et al. (1983) and Berger et al. (2000), who

interpreted the natural Al precipitates formed in AMD from Australia, New Mexico, as
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amorphous to poorly crystalline basaluminite and/or hydrobasaluminite, respectively. Totsche et
al. (2003), who studied the Al precipitates formed by neutralization of acidic waters from pit
lakes in Lusatia, Germany, also obtained a mixture of several Al hydroxysulfate with variable

stoichiometry. In addition, Nordstrom and Alpers (1999) and Bigham and Nordstrom (2000)

concluded that a poorly ordered hydrobasaluminite is the most probable forms of Al precipitates
from acid sulfate solutions.

Soluble silicate influences the precipitation of aluminum in water. “Soluble silicate” is
defined as silicate that is monomeric, containing only one silicon atom and formulated as
Si(OH)s. The reported solubility of silicate varies from report to report. The concentration of
silicate (as SiO,) in surface waters reported by investigators is typically in the range of 1-

150mg/L (Alexander et al., 1954; Stoeber, 1967; Brace and Matijevic, 1977; and Clesceri et al.,

1989). Some researchers (Exley and Birchall, 1992; Farmer and Lumsdon, 1994) have reported
the formation of hydroxyaluminosilicate (HAS) species or co-precipitates in the conditions of

diluted solutions with silicate. Exley and Birchall (1992) have studied the interaction between

silicate acid and aluminum at low aluminum concentrations. They found that HAS can be formed
in such solutions, depending on silicate acid concentration and pH values. At higher aluminum
concentrations (10 M), Birchall (1990) found that the interaction between aluminum and
silicate acid gives higher aluminum solubility at around neutral pH value. However, other
researcher’s results (Reiber et al., 1995) are not entirely consistent with these conclusions.

Research reports (Sullivan and Cosby, 1998, Gustafsson et al., 1998, Neal and Williams, 1988)

are not conclusive and suggest that when silicate is present, the predominant mineral phases
acting on Al solubility control could be aluminum in equilibrium with (1) gibbsite (crystalline

AI(OH);) (Sullivan and Cosby, 1998); (2) a mixed phase of amorphous Al(OH); and
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aluminosilicate (Gustafsson et al., 1998); (3) a metastable aluminosilicate phase (Neal and

Williams, 1988).

2.3.2 The possible Al concentration from a NaOH active ARD/AMD treatment system

In general, the likely soluble Al concentration in an effluent from an ARD/AMD treatment
system used in calculation and design is the solubility of aluminum hydroxide (gibbsite or
amorphous aluminum hydroxide). However, those assumptions are not true and, as mentioned
above, the possible species of Al-precipitates formed in an ARD/AMD treatment system, which
control the soluble Al concentration, are not only aluminum hydroxide, but also Al-sulfate and
Al-silicate. In prediction of soluble Al concentrations, the solubility constants of the possible Al-
precipitates are used to determine the final soluble Al concentrations. Since the solubility
constant is measured in pure diluted waters, and at equilibrium conditions, the actual soluble Al
concentrations in an ARD/AMD treatment system might deviate from the theoretical Al

solubility due to the non-equilibrium conditions existing in effluent.

Cravotta (2008) investigated the Al concentrations of 140 coal mine drainages in

Pennsylvania with a data summary shown in Figure 2.1. In Figure 2.1, it is shown that the total

dissolved aluminum concentration varied to a large extent (more than two orders) for the same
pH value. This phenomenon implied that pH is not the only factor that controls the dissolved
aluminum. As mentioned above, aluminum ions can form complexes with the other anions, such
as silicate, sulfate etc. Therefore, it is reasonable to conclude that the aluminum concentration in
the ARD sites as sampled is influenced by some other ions that can form complexes with Al.
Cravotta (2008) also reported that the actual dissolved AI’" concentration could be controlled by

jurbanite (AISO4(OH)-5H,0) at pH<5 and amorphous Al(OH); at pH>5. As mentioned above,
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amorphous Al hydroxysulfate precipitates have been reported for a variety of AMD sites

(Nordstrom and Ball, 1986; Alpers et al., 1994; Robbins et al., 1996 and 1999; Williams and

Smith, 2000; Williams et al., 2002; Thomas and Romanek, 2002). Some researchers have
reported that Al solubility was controlled by jurbanite in AMD settings (Filipek et al., 1987;

Cravotta, 1994; Perry, 2001). Nevertheless, Nordstrom et al. (2006) argue against solubility

control of Al at pH < 4.5 by jurbanite or any other mineral. Bigham and Nordstrom (2000)

explained that if jurbanite or another phase with similar stoichiometry limited the concentration
of dissolved Al in AMD, an inverse correlation between Al and SO4 would be expected for low-

pH samples instead of the observed positive correlation.

Al(OH)3 amorph
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Jurbanite

Alunite

Allophane

Kaolinite
° _~ 7 __ _02mgL _ — — Al 3+ AI(OH)3 am

-log [Ak, aap+ (Mol/L)]
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Al 3+ Gibbsite
Al 3+ Jurbanite
Al 3+ Alunite

Al 3+ Allophane
Al 3+ Kaolinite
AMD {Al 3+}
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Figure 2.1 Total dissolved Al of 140 AMD samples in Pennsylvania and the theoretical Al

hydroxide/hydroxysulfate solubility (After Cravotta, C.A., 2008)
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The data in Figure 2.1 show actual values of both soluble and total aluminum in AMD for
the actual 140 sites in Pennsylvania (Cravotta, 2008). In Figure 2.1, it can be seen that the
suspended Al solids were about 1-2 fold higher than soluble Al concentration, which indicated
that the suspended Al concentration control is an important factor in total effluent Al
concentration from an ARD/AMD treatment system. Therefore, the settling characteristic of Al-
precipitates species is different, and influences the final effluent aluminum concentration after
the treatment processes. Unfortunately, there is not enough information about the settling

characteristics of the Al-sulfate and Al-silicate precipitates.

2.3.3 Settling of suspended Al particles

The ability of particulate and colloidal aluminum to settle influences the total effluent-discharged
aluminum concentration. This is an important issue for regulatory purposes. Since aluminum
precipitates can be present in the form of small diameter suspended solids, complexes or colloids,
the formation and settling of precipitates will cause the total aluminum in the discharge to be
higher than that calculated from equilibrium information and influence the actual removal

efficiency of the treatment system (Luciuk and Huang, 1974). Researchers reported that the

amorphous aluminum precipitates might be formed when the pH of ARD increased (Nordstrom

et al., 1984; Nordstrom and Ball, 1986; Bigham and Nordstrom, 2000; Lee et al., 2002). The

study of the formation and fate of aluminum-bound particulates is important for purposes of this

dissertation.
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24  STUDY OBJECTIVES

The main objective of this study was to determine the total and dissolved aluminum
concentrations originating from ground and surface waters in the effluent after the active
treatment of Al-bearing ARD/AMD with NaOH. Based on the simulation with the Mineql+
equilibrium model and the preliminary experiments, the most significant factors on dissolved and
total aluminum are the presence of silicate, sulfate, water temperature, and pH at different
settling times. The following are the specific objectives of this research:

1 To determine the effect of sulfate and silicate on aluminum concentration during Al-bearing

ARD treatment with NaOH. In this task, there are several subtask included:

1.1 To evaluate the effect of sulfate on soluble and total Al concentration in NaOH treatment
processes under different pH conditions. These experiments included a series of synthetic
ARD water experiments and comparing the experimental results with the MINEQL+
model.

1.2 To evaluate the effect of silicate on soluble and total Al concentration in Al-bearing ARD
treatment with NaOH. These experiments included a series of synthetic ARD water
experiment with different silicate and sulfate concentrations. These experimental results
were compared with Mineql+ model to discuss the equilibrium state of solution.

2 To discuss the sedimentation characteristics of aluminum precipitates produced in the
treatment processes. The subtasks in this research include:

2.1 To evaluate the sedimentation characteristics (the particle size distribution during the
sedimentation) associated with aluminum removal in the NaOH neutralization/treatment
processes.

2.2 To evaluate the effect sulfate and silicate on suspended particle size distribution.
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3 To simulate the Al-bearing ARD treatment with NaOH in laboratory with temperature to
illustrate the influence of cold and warm water temperatures (simulating winter and summer

conditions) on the sensitivity of pH to discharged aluminum.
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3.0 METHODS AND MATERIALS

3.1 INTRODUCTION

This chapter describes the methods and materials used in this research. It is divided into four
sections: materials, the batch experiments, common analytical techniques, and the introduction of
Mineql+ model, which is the software used to simulate the aqueous state. The materials section
includes the synthetic ARD and reagents used in the study. The batch experiments describe
experimental procedures of ARD neutralization with NaOH to determine the effects of sulfate
and silicate on the aluminum removal during the ARD treatment processes. Analytical
techniques include water chemistry analysis and sludge analysis. These techniques of sludge
analysis include scanning electron microscope (SEM), energy-dispersive X-ray spectrometer
(EDS), X-ray diffraction (XRD), and thermogravimetry analysis (TGA). The Mineql+

computerized chemical equilibrium model is used to help in the understanding of aqueous states.
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3.2 MATERIALS

3.2.1 Synthetic ARD

Synthetic ARD was used to obtain the fundamental information of the aluminum species and
concentration resulting from NaOH neutralization of Al-bearing ARD/AMD. In this research, the
components of synthetic ARD were prepared based on the measured constituents of the acidic
discharge in Jonathan Run located at Snow Shoe, PA. The main components of the synthetic
ARD are presented in Table 3.1. The initial aluminum concentration of synthetic ARD was about
50 mg/L. The initial sulfate concentration of synthetic ARD was selected as an independent
variable, and was 0, 190, and 889 mg/L, which made the molar ratios of Al:SO,4 equal to 1:0, 1:1,
and 1:5, respectively. NaCl was added to the synthetic ARD at levels of ~860 and 1080 mg/L
when the molar ratios of Al:SO4 are 1:1 and 1:0 respectively to keep the ionic strength of

solution constant. The water acidity (hot acidity (APHA, 2005)) was around 100 mg/L. The hot

acidity was selected for analysis of acidity due to the samples containing high hydrolysable ions
such as aluminum, iron, and manganese.

Each reagent was prepared as stock solution. Different volumes of stock solutions were
mixed and diluted to a working volume of 15 L in the experiments according to the designed

concentrations.

Table 3.1The constituents of synthetic ARD water in the experiments of the effect of sulfate on the

aluminum removal (mg/L)

pH

Al

Mn

Ca

Mg

SO4

3.5

50

7.4

10

12

0-~889
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The main components of the synthetic ARD used in the experiments for the effect of
silicate on aluminum removal are presented in Table 3.2. The initial Al concentration of
synthetic ARD used in the experiments for the effect of silicate on Al removal was about 25
mg/L. The initial sulfate concentration of synthetic ARD was changed between 0 and 450 mg/L
and the initial silicate concentration (as Si) for the synthetic ARD was 25 and 65 mg/L (as
silicon) to make the molar ratio of Al:Si=1:1 and 1:2.5, respectively. Three different molar ratios

of Al:Si:SO, of synthetic ARD were used as 1:1:0, 1:1:5 and 1:2.5:5.

Table 3.2 The constituents of synthetic ARD water in the simulation experiments of the effect of silicate on

the aluminum removal (mg/L)

pH Al Mn Ca Mg Silicate SO,

3.5 25 7.4 10 12 25~65 0~450

3.2.2 Reagents

Chemicals used in this study were: sodium hydroxide (USP, Fisher), sodium chloride (trace
99.7%, Fisher), calcium chloride (99.7%, Fisher), sodium sulfate (USP, Fisher), aluminum
chloride (ACS 99.7%, Fisher), manganese chloride (USP, Fisher), magnesium chloride (USP.
Fisher), ferric chloride (USP. Fisher), and nitric acid (ACS. 99.7%, Fisher).

All stock solutions were prepared with DI water. The stock solutions and/or reagent grade
salts were used to prepare solutions along with a predetermined dose of IM HNO; or 1M NaOH

to obtain the targeted pH for reactions. The pH was maintained within = 0.1 units of the

26



designated value through the further addition of HNO; and/or NaOH. Aqueous silicate solutions
were prepared with the method after Davis et al. (2001). All lab glass ware was cleaned
according to the following protocol: (1) soaking 2 hours in 2 % laboratory detergent, (2) rinsing
with 10% nitric acid, (3) washing and rinsing at least three times with DI water; and drying

before use.

3.3 BATCHEXPERIMENTAL METHODS

3.3.1 Experimental procedure

The batch neutralization and settling experiments were done in a 20 liter glass jar with a diameter
of ~30cm. In these experiments, 5 % NaOH (wt%) solution was added into 15 liters of synthetic
ARD and stirred for 5 minutes to let the solution mixed completely, then stirring was stopped
and the precipitates were allowed to settle. During the experiments, the position of the sludge—
supernatant interface was recorded with time and the water samples were collected at the point
that is 10cm under water surface at times of 30 min, 60 min, 120 min, 240 min, 480 min, 1 day,
and 2 days. After the water samples (~150-200 ml each time) were collected, half of samples
were immediately filtered with a 0.45pum Millipore filter. Both filtered and unfiltered samples
immediately received 1 drop of HNO; (1+1) and were stored at 4°C for later analysis. The
filtered samples were used to measure the soluble concentration, whereas the unfiltered samples
were used to measure the total concentration. The solution headspace was open to the
atmosphere during these experiments as would occur in the field. The pH value of solution was

measured by a Fisher Accumet 25 benchtop pH electrode meter with Fisher Scientific Accumet
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pH electrode. All experiments were conducted at room temperature (20°C = 2°C). The sketch of

experimental procedure was shown in Figure 3.1.

NaOH 5%

| w

Water samples

I >
Stirred for 5 minutes
before settling

Settled
precipitates

Sludge samples

Figure 3.1 Schematic of the batch experimental procedure

During the experiments, the sludge was collected after 30 minutes and 48 hours of
settling and separated from water by centrifuging at 8500G for 15 minutes in a Fisher Scientific
AccuSpin Model 400 benchtop centrifuge and washed by DI water three times. The separated
precipitates were dried at room temperature. The dried precipitates were used for XRD, TGA,
and SEM analysis. The samples for SEM analysis were dried in oven at 80-90°C for two hours to

remove the sorbed H,O (Shah Singh and Brydon, 1969).
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3.3.2 Experiments to determine the influence of sulfate

A set of experiments were conducted at room temperature 20 + 2 °C to evaluate the effects of
sulfate (molar ratio of Al:SO4 =1:0, 1:1, and 1:5 respectively) and pH (~5.5 to 8.5) on aluminum
removal, and to study the reactions that control the soluble aluminum concentration and the
characteristics of Al-precipitates formed in the experiments. Al concentration was fixed at about
50 mg/L, which is an average Al concentration of Al-bearing ARD in Jonathan Run (Neufeld et
al., 2007). The experiments were done based on the procedure as described above.

Both filtered and unfiltered samples were immediately acidified and stored at 37°F until
analysis. Samples were analyzed for the total and soluble metal ions (Ca, Mn, Mg, and Al) and
the anion (SO4”). Precipitates were collected at 30 minutes and 48hrs of settling. Precipitates
were separated with centrifuge and dried at room temperature as described above. The reactor
was open to atmosphere and pH values of the solutions were measured at the end of experiment,
which was used as the pH value of the experiment, although the pH value have slightly

decreased from the beginning to the end.

3.3.3 Experiments to determine the influence of silicate

A set of experiments were conducted to evaluate the effects of silicate (molar ratios of Al:
silicate: sulfate =1:1:0, 1:1:5, and 1:2.5:5) on aluminum removal and to study the controlling
reaction of soluble aluminum concentration in the process and the characteristics of aluminum
precipitates formed in the experiments. The experiments were conducted with a 25mg/L initial
aluminum concentration and with a range of pH values (5.5-8.5) using the same reactors that

were used in sulfate experiments. Aqueous silicate solutions were prepared was following the
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methods described by Davis et al. (2001). During the experiments, the silicate stock solution was

added into synthetic ARD at the same time with NaOH solution. The experimental procedure

was also the same as that one previously described.

3.4  ANALYTICAL METHODS

3.4.1 Chemical analysis

All analysis was performed in accordance with Standard Methods for the Examination of Water

and Wastewater (APHA, 2005), EPA methods (USEPA, 2005) or Hach methods (Hach, 2003).

All unfiltered and filtered water samples were first digested with microwave digestion before the
total and dissolved concentrations of metal ions were measured. Dissolved concentrations of
metal were measured after filtering the samples through 0.45 um Millipore filter, then digesting
the filtrate. The particle size distribution was measured with a Microtrac S3500 particle size

analyzer.

3.4.1.1 Analysis of metal ions

Metal ions, including Ca, Mg, and Mn were measured using an atomic absorption spectrometer
(AA) (Perkin Elmer Model 1100B, Norwalk, CT) in accord with Standard Method #3111

(APHA, 2005). Al concentration was also measured by AA, however aluminum concentrations

were lower than 2.0mg/L, the colorimetric HACH method was used (as described below). Before

the analysis, all samples were microwave digested in accord with USEPA method 3015 (USEPA

1994) as described above.
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3.4.1.2 Al Analysis

The concentration of aluminum was measured using the Aluminon method (HACH method 8012)

(Hach, 2003). The samples were digested before analysis. In this analysis procedure, the
aluminum color indicator can combine with aluminum in aqueous samples to form a red-orange
color and the intensity of color is proportional to the aluminum concentration. For the analysis,
the standard samples were made each time to produce the standard curve that was used to
determine the concentration of samples and ascorbic acid was added to remove iron interference.
The working range of concentration for this method is between 0.008 to 0.8 mg/L. When the Al
concentration in the samples was more than 0.8 mg/L but less than 2 mg/L, samples were diluted
to suitable Al concentrations within the above range, and analyzed with the Aluminon technique.
The samples were measured by using flame atomic absorption spectrometry (AAS) (Perkin Elmer
Model 1100B, Norwalk, CT) when Al concentration was higher than 2 mg/L. During the

aluminum analysis, the standard samples were used each time for quality control.

3.4.1.3 Sulfate analysis

The concentration of sulfate was measured by turbidimetric method (APHA, 2005). In this

analysis procedure, barium chloride crystal was added into a 10ml sample and stirred for one
minute, and then the mixture is allowed to react for 5 minutes. Sulfate ions in the sample will
react with barium ions and form the precipitates of barium sulfate. The amount of turbidity
formed is proportional to the sulfate concentration. The turbidity of solution was measured with
Spectronic 20 at 420 nm. The original sample matrix was used as the blank. The standard curves
were obtained with the series of standard solution from 2 mg/L to 70 mg/L. If the samples

contained a high sulfate concentration, they were diluted with DI water to provide a
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concentration in the working measurement range analysis, and the diluted samples were used as

blank in these cases.

3.4.1.4 Silicate analysis

Silicate was measured by the Silicomolybdate method (HACH, 2003). In this analysis, one

pillow of Molybdate reagent powder (HACH) was added into 10 ml sample. After the powder
dissolved completely, one pillow of Acid Reagent Powder (HACH) was added. After 10
minutes, one pillow of Citric Acid Powder (HACH) was added and the mixture reacted for two
minutes. The silicate in the sample reacted with Molybdate reagent powder and citric acid
powder to form a yellow silicomolybdic acid complexes and the intensity of silicomolybdic acid
complexes was determined with Spectronic 20 at 452 nm. The original sample is used as the

blank. The standard curves were obtained with a series of standard samples from 1.0 to100 mg/L.

3.4.1.5 pH analysis

The pH value of the solution was measured by a Fisher Accumet 25 benchtop pH electrode
meter, equipped with Fisher Scientific Accumet pH electrode. The pH meter was standardized

with 4.0, 7.0, and 10.0 buffers purchased from Fisher Scientific prior to each batch test.

3.4.2 Particle size analysis

The particle size was analyzed with a Microtrac S3500, which use tri-laser technology to
measure the particle size distribution. The Microtrac S3500 tri-laser system allows light

scattering measurements to be made from the forward low angle region to almost the entire
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angular spectrum (approximately zero to 160 degrees). The measurement capability of Microtrac
S3500 is from 0.024 to 2800 micrometers, which is suitable for experiments conducted in this

research.

3.4.3 Precipitate analysis

3.4.3.1 Scanning electron microscope (SEM)

In this study, the morphological features of the precipitates were measured using a Philips XL30
scanning electron microscope (SEM). The energy-dispersive x-ray microanalysis system, Oxford
Instruments INCA, was used to perform energy dispersive spectroscopy (EDS) analysis. The
topography and chemical compositions of the sludge formed in the experiments were studied.
The chemical compostions of the sludge were measured with energy-dispersive spectrometer

(EDS).

3.4.3.2 X-ray diffraction (XRD)

The primary tool used for determining crystallization of the precipitates was X-ray diffraction
(XRD). The diffractometer was used in this study is a Rigaku instrument (Rigaku, Japan). The
Rigaku diffractometer uses Cu radiation (Ka; and Kay), and is operated at 35 kV and 25 mA.
The beam profile is maintained by a 1° divergence slit, a 1° scatter slit, and two 0.3° receiving

slits. All the XRD samples were step-scanned in step interval of 0.1° and 2 s counting time.
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3.4.3.3 Thermogravimetry analysis (TGA)

Thermogravimetric Analysis (TGA) is a type of testing that is performed on samples to
determine changes in weight in relation to change in temperature. Such analysis relies on a high
degree of precision in three measurements: weight, temperature, and temperature change. As
many weight loss curves look similar, the weight loss curve may require transformation before
results may be interpreted. A derivative thermogravimetry (DTG) curve, which is a plot of the
rate of change of mass with respect to temperature against temperature, was used to tell the point
at which weight loss was most apparent.

A Perkin Elmer TGA 7 Thermogravimetric Analyzer was used for the thermogravimetric
analysis (TGA). TGA of precipitates were run with heating rate of 10 °C/min. Weight loss was
determined for 6-10 mg samples in alumina crucibles at temperatures ranging from 25 °C to

1000 °C.

3.5 MINEQL+ MODEL

Mineql+ chemical equilibrium modeling software is a chemical equilibrium model that is used
for calculating aqueous speciation, solid phase saturation states, and precipitation-dissolution at
low temperatures (0-50°C) in aqueous systems with low to moderate ionic strength. Dissolved
ions in solution interact with each other to form complexes, and possibly form solid phases
(precipitates). In a typical natural aqueous system there may be 10 to 20 major chemical
components dissolved in solution. These components have the potential to form hundreds of

dissolved chemical complexes, and solids phase precipitates. In Mineql+ chemical equilibrium
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model, it is assumed that all reactions have completed and are in equilibrium with one another in
the system, which means that the output results are based on the equilibrium conditions.
Therefore, with the chemical equilibrium database, this model provides a thermodynamic
snapshot of the system: the pH, ionic strength, the distribution of dissolved chemical species, the
amount of solid phase formed, etc. However, this model does not consider the effect of time on
some reactions that have kinetic restrictions which require long time to arrive equilibrium

(Schecher and McAvoy, 1998). In simulation experiments, Mineql+ chemical equilibrium model

has been used to study the possible reactions that occur in the processes.

In this study, the saturation index (SI) values of different possible species of Al-
precipitates after different settling time were calculated by Mineql+ model. These SI values of
compounds are used to evaluate the equilibrium states of solution in experiments. Input data for
these calculations were measured components of the supernatant measured after predetermined
times of settling. A negative SI value indicates that solution is unsaturated with the indicated
compounds, whereas the positive SI value indicates that the solution is supersaturated with this
compound. If the SI value is zero, it indicates that the solution is in an equilibrium condition.

The solubility of each possible Al-precipitate was also calculated by Mineql+ model. The
input data for these solubility calculations was the initial Al concentration of the synthetic ARD
with the final pH value of 5.0 to 8.5. The temperature was selected at 20°C and the effects of

ionic strength were considered.

35



40 EFFECT OF SULFATE ON ALUMINUM SPECIATION AND

CONCENTRATION DURING ACTIVE TREATMENT OF ARD

4.1 INTRODUCTION

In general, there are two categories of ARD/AMD treatment systems, passive and active
treatment systems. Passive treatment systems, which are limestone-based, low in cost and little
maintenance, are effective on treating acidic discharge with relatively low flow and low metal

concentrations (Skousen et al., 2000). Active treatment systems, which require continuous

addition of alkalinity (such as from NaOH, Na,COs, Ca(OH),, and NH3) into the drainage, are
usually used for high metal concentration and/or high flow rate. The active treatment system is
expected to be installed and in operation quicker than passive treatment system and requires less
land space.

Generally, the formation of AI(OH); is considered as the primary reaction of Al removal
during ARD treatment processes:

Al + 3H,0 < AI(OH)3d + 3H" 4.1)

However, the precipitation of aluminum from natural ARD/AMD is complex.
ARD/AMD often contains high concentrations of sulfate, and silicate that could influence the
composition of precipitates. The possible aluminum precipitates formed as a consequence of pH

adjustment of ARD (or ARD) are not only aluminum hydroxides, but also Al-hydroxyl-sulfate.
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The strong affinity that aluminum has for sulfate in the form of basaluminite and alunite has been

observed by Taylor et al. (1997) and Bigham and Nordstrom, (2000). They reported that

although the solubility of aluminum appeared to corresponding to aluminum hydroxides, analysis
of the composition of formed precipitates suggested that amorphous basaluminite and aluminum
hydroxysulfate were in solution, the proportions of which were pH dependent. Several previous

studies (Karathanasis et al, 1988; Sullivan et al, 1988; Neal et al, 1987; Van Breeman, 1973)

have reported that a jurbanite-like precipitates, having a molar stoichiometry of
Al:OH:SO,=1:1:1, might control the activity of AI’" in acidic, SO,-rich waters. Adams and
Rawajfih (1977) found that amorphous basaluminite (Als(SO4)(OH);0.5H,O) was precipitated

during titration of aluminum sulfate with Na-, K- and Ca-hydroxides, and Nordstrom et al (1984)

have also suggested that the most common phase in mine-drainage systems seems to be an

amorphous Al hydroxysulfate with basaluminite stoichiometry. Herrmann and Baumgartner

(1992) and Kim and Kim (2003a and 2003b) have also reported that other compositions of

aluminum precipitates can also be formed in the presence of other anions. Nordstrom et al.

(2000) found in both field and laboratory experiments that the precipitates of basaluminite
(Al4(OH);0SO4)/hydrobasaluminite(Al4(OH)0SO4-12-36(H,0))  significantly  delayed the
formation and equilibration of stable minerals.

Many researchers have investigated the solubility product of aluminum compounds in

dilute and equilibrium conditions (Shah Singh and Brydon, 1969; May et al, 1979; Xiao et al,

1998). However, the actual chemistry of ARD is complex and the water could be in
nonequilibrium conditions. Some researchers have reported that the amorphous AI(OH); was the

primary species of Al-precipitates (Nordstrom et al., 1984; Nordstrom and ball, 1986; Lee et al.,

2002; Pu et al., 2010), although the theoretical equilibrium species of Al-precipitates should be
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gibbsite and/or Al-sulfate. Meanwhile, some other researchers have reported Al-sulfate

precipitates were detected in field (Taylor et al., 1997; Bigham and Nordstrom, 2000; Kim and

Kim, 2003a and 2003b).

In treatment systems, it is important to know the effluent aluminum concentration that
could be achieved. However, most of reports focused on the species of precipitates, but few of
them involved the aqueous aluminum phase and aluminum concentrations. In this chapter, the
effect of sulfate on Al concentration and the species of Al-precipitates formed at different pH
and settling times have been studied. Three experimental series at different sulfate concentrations
have been done to simulate the neutralization processes of Al-bearing ARD/AMD. The three
different sulfate concentrations were in the molar ratio of Al:SO4 equal to 1:0, 1:1, and 1:5,
respectively. For each series experiments, the pH values were controlled in the range of about 5.5
to 8.5.

This chapter presents the results of experiments and discusses the possible species of Al-
precipitates, which might control the Al concentration, formed in experiments or in the settling
tank. First, section 4.2 presents the total and soluble aluminum concentrations at different pH at
short (30 minutes) and long (48 hours) settling times in the experiments, following with the
results of XRD, TGA, and SEM analysis to show the characteristics of precipitates formed at the

different conditions (section 4.3). Section 4.4 shows the change of Al and sulfate concentrations

with settling time. Section 4.5 presents the simulation results of Mineql+ model to discuss the
possible species of Al-precipitates that might control the soluble Al concentration. Section 4.6
presents the suspended particle size distribution under different conditions in experiments.
Section 4.7 is the discussion of the effect of sulfate on suspended particle size distribution.

Section 4.8 presents conclusions of the effect of sulfate on Al-bearing ARD/AMD treatment.
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42  ALUMINUM CONCENTRATIONS WITH SULFATE AT DIFFERENT pH

VALUES

As mentioned above, in this study, synthetic ARD with three different initial sulfate
concentrations have been used. The initial sulfate concentration was 0, ~180, and ~890 mg/L,
and the molar ratio of Al:SO4 was 1:0, 1:1, and 1:5, respectively. The initial Al concentration of
synthetic ARD was controlled as 50 mg/L, which was the actual Al concentration of ARD in
Jonathan Run. In each series of experiments, the final pH was controlled in the range of 5.5 to
8.5. Water samples were collected after addition of NaOH solution at different settling time. The
filtered water samples (passed through 0.45 pum) represented the soluble Al concentration,
whereas the unfiltered samples represented the total Al concentration. The difference between
total and soluble Al concentration represented the suspended Al concentration in the

experiments.

4.2.1 Soluble Al concentration at different pH and sulfate concentrations

Figure 4.1-4.3 show soluble Al concentration in experiments with different sulfate
concentrations at different pH values after short (30 minutes) and long (48hours) settling time. In
experiments without sulfate (Al:SO4 molar ratio = 1:0), soluble Al concentrations at different pH

after 30 minutes and 48 hours of settling are shown in Table 4.1. In Table 4.1, it can be seen that

the minimum soluble Al concentration occurred at pH~6.5 (0.32 mg/L at 30 minutes and 0.27
mg/L at 48 hours of settling), and the soluble Al concentration increased with both increasing

and decreasing of pH from that pH (Figure 4.1). In Figure 4.1, it could be seen that soluble Al

concentration did not change much from 30 minutes to 48 hours of settling at all pH. At pH
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equal to 6.5, the soluble Al concentration was 0.27 mg/L after 48 hours of settling, which was
only about 0.05 mg/L lower than that at 30 minutes of settling. The Mineql+ model calculated
the theoretical solubility of aluminum for amorphous Al(OH); as 0.33 mg/L and 0.001mg/L for

gibbsite (crystalline AI(OH);).

1.0E+02 -
c
2 Ot=30min  [Jt=48hr
S 1.0E+01 - E3
[ =
Q I
S 5 T T ]
oS 1.0E+00 - —I—
° £
< N
(D)
2 1.0E-01 -
-
S
(0))]
1.0E-02
5.6 6.0 6.5 7.0 7.7 8.0 8.3

pH

Figure 4.1 Soluble Al concentrations in the experiments with no sulfate (Al:SO,=1:0) at different pH

values (5.5-8.5) after 30 minutes and 48 hours of settling

40



Table 4.1 Soluble Al concentrations after different settling time at different pH values (mg/L) (initial Al

concentration ~50 mg/L)

Al:SO4=1:0 (M/M) AL:SO4=1:1 (M/M) AL:SO4=1:5 (M/M)
Detention time Detention time Detention time
pH pH pH
30 min |48 hours 30 min |48 hours 30 min | 48 hrs

5.6 1.97 1.21 5.6 1.86 0.31 5.5 1.21 0.21
6.0 0.56 0.33 6.0 0.39 0.14 6.0 0.43 0.03
6.5 0.32 0.27 6.6 0.24 0.09 6.6 0.25 0.02
7.0 0.45 0.37 7.2 0.48 0.13 7.1 0.39 0.04
7.7 1.55 0.89 7.5 0.92 0.36 7.5 1.18 0.16
8.0 3.31 2.62 8.0 3.6 1.8 8.0 3.20 1.32
8.3 4.97 3.91 8.3 8.05 2.92 8.4 5.52 2.81

The soluble Al concentrations in experiments with low sulfate (Al:SO4 equal 1:1) are
shown in Figure 4.2 and listed in Table 4.1. The minimum soluble Al concentration was 0.24
mg/L and 0.09 mg/L after 30 minutes and 48 hours of settling, respectively. The minimum
soluble Al concentration also occurred at neutral pH (= 6.6) and the change of soluble Al with
pH showed a similar tendency as in experiments when sulfate was absent. The change of soluble
Al concentration with pH value in these two experiments shows that pH could strongly influence
the soluble Al during neutralization of Al-bearing ARD in either presence or absence of sulfate.

Comparing the soluble Al concentrations after 48 hours of settling, it can be found that
soluble Al concentrations in experiments that contained sulfate were less than those in the
experiments without sulfate, although the soluble Al concentrations at 30 minutes of settling had
no significant difference. Al concentrations were reduced somewhat as the time of settling

increased indicating the possible formation of small colloidal sized particles with sulfates that
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needed more time to settle. This observation was supported in the following section regarding to

particle size analysis.
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Figure 4.2 Soluble aluminum concentrations in the experiments that the molar ratio of Al:SO, equal to 1:1

at different pH values (5.6-8.3) after 30 minutes and 48 hours of settling

The soluble Al concentrations in experiments with higher sulfate (Al:SO4=1:5) are shown
in Figure 4.3 and data listed in Table 4.1. At pH=6.6, the soluble Al concentration was 0.25
mg/L and 0.02 mg/L after 30 minutes and 48 hours of settling, respectively. These values were
also the minimum soluble Al concentration in this series experiments. Comparing the soluble Al
concentration in these three experiments, it can be found that the value in experiments without
sulfate after short settling time (30 minutes) did not change very much for a given pH. For
example, the soluble Al concentration was 0.56mg/L, 0.39 mg/L, and 0.43 mg/L at pH=6.0 and

3.31 mg/L, 3.60 mg/L, and 3.20 mg/L at pH=8.0 in experiments with no sulfate (Al:SO4=1:0),
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low sulfate (Al:SO4=1:1), and high sulfate (Al:SOs=1:5), respectively. However, with the
increasing of settling time, at the higher sulfate concentrations, the soluble Al concentration
became lower at prolonged settling times (48 hours). At 48 hours of settling, soluble Al
concentration in the experiments with Al:SO4=1:5 was from 0.02 to 1.32 mg/L at pH from 5.5 to
8.0, whereas soluble Al concentration was from 0.27 to 2.62 mg/L and 0.09 to 1.80 mg/L in
experiments without sulfate and with lower sulfate concentrations, respectively. These results
support the observation that sulfates could decrease the soluble Al concentration in the

neutralization of Al-bearing ARD/AMD under certain conditions.
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Figure 4.3 Soluble aluminum concentrations in the experiments that the molar ratio of Al:SO, equal to 1:5

at different pH values (5.5-8.4) after 30 minutes and 48hours of settling
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In the three experimental series, the soluble Al concentration showed the minimum
soluble Al concentration occurred at pH around 6.5, following with increase of soluble Al
concentration as pH decreased or increased from neutral.

Figure 4.4 presents soluble Al concentrations when the supernatant pH was maintained at
pH=6.0 and 8.0 with three Al:SO4 molar ratios, and after 30 minutes and 48 hours of settling.
Results are as follows: after 30 minutes of settling, soluble Al concentration was in the range of
0.39 mg/L to 0.56 mg/L at pH=6.0 and 3.20 mg/L to 3.60 mg/L at pH = 8.0.

After 48 hours of settling, soluble Al concentration was in the range of 0.02 to 0.33 mg/L
at pH=6.0 and 1.32 to 2.62 mg/L at pH=8.0. The soluble Al concentration at pH= 6.0 was lower
than that at pH=8.0 after both the short (30 minutes) and long (48 hours) of settling. The data
suggested that pH is a critical parameter when operating the treatment system of Al-bearing
ARD/AMD and (excursions resulting in) elevation of pH will result in increases in soluble Al

concentrations even after extended times in the settling tank.
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Figure 4.4 Soluble Al concentration at different settling time at pH=6.0 and 8.0
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In Figure 4.4, it can be also found that the sulfate concentration can influence soluble Al
concentration as well. . After 30 minutes of settling at pH = 6, the soluble Al concentration was
0.56 mg/L, 0.39 mg/L, and 0.43 mg/L. at pH=6.0 with Al:SO4 molar ratios = 1:0, 1:1, and 1:5,
respectively. The soluble Al concentration at pH =8.0 was 3.31 mg/L, 3.60 mg/L, and 3.20 mg/L
with Al:SO4 molar ratios = 1:0, 1:1, and 1:5, respectively. The data showed that soluble Al
concentrations in different sulfate concentration experiments were close after short settling time
(30 minutes). After 48 hours of settling, soluble Al concentration became 0.33 mg/L, 0.14 mg/L,
and 0.03mg/L at pH=6.0 and 2.62 mg/L, 1.80 mg/L, and 1.32 mg/L at pH=8.0, respectively. The
change of soluble Al concentration in experiments with different sulfate concentrations showed
that sulfate could be expected to decrease soluble Al concentrations in Al-bearing ARD
neutralization after long settling times. Note that this observation is for soluble Al only. The
influence of sulfate on particle size and supernatant total aluminum after settling is outlined
below. As mentioned above, soluble Al concentration in experiments with different sulfate
concentrations showed that the presence of sulfate decreased soluble Al concentration after long
settling time (Figure 4.4). In experiments without sulfate, soluble Al concentration changed little
from short (30 minutes) to long settling time (48 hours), whereas soluble Al concentrations in
experiments that contained sulfate decreased from 30 minutes to 48 hours of settling.
Furthermore, the higher the initial sulfate concentration in experiments, the lower the soluble Al
concentration after long settling time (48 hours). In experiments without sulfate, soluble Al did
not change much from short to long settling time. For example, the soluble Al concentration was
0.32 mg/L and 0.27 mg/L after 30 minutes and 48 hours of settling at pH=6.5. This phenomenon
indicated that Al precipitation in experiments without sulfate achieved in equilibrium condition

immediately after pH change. Since the mechanism of Al removal in experiments without sulfate
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is the formation of aluminum hydroxide, it is reasonable to suppose that the solution was in
equilibrium with aluminum hydroxide in the neutralization of Al-bearing ARD after short
settling time. In the experiments that contained sulfate, soluble Al concentration decreased with
increasing of settling time. Therefore, it is assumed that the slower formation of Al-sulfate
precipitates caused the decreasing of soluble Al concentration. The equilibrium states of solution

in experiments will be discussed in Section 4.5.

4.2.2 Total Al concentration at different pH and sulfate concentrations

Figure 4.5-4.7 show total Al concentrations (soluble Al plus suspended Al) in experiments with
different sulfate concentrations after short and long settling time at different pH with the
associated data listed in Table 4.2. In experiments with molar ratio of Al:SO4=1:0 (no sulfate) at
pH range of 5.5 to 8.5, total Al concentration was from 1.48 to 7.30 mg/L (Figure 4.5) after 30
minutes of settling, whereas it was from 1.54 to 10.10 mg/L and 1.73 to 11.31 mg/L in
experiments with low sulfate concentrations (Al:SO4=1:1) (Figure 4.6) and with high sulfate
concentrations (Al:SO4=1:5) (Figure 4.7), respectively. Comparing total Al concentration in
different experiments, it can be found that this value in experiments without sulfate was lower
than that in experiments with high sulfate (Al:SO4=1:5) at short settling time (30 minutes).

With increasing of settling time (up to 48 hours), total Al concentration varied from 0.33
to 5.61 mg/L in experiments with no sulfate (Al:SO4=1:0), while total Al concentration was from
0.31 to 3.28 mg/L and 0.30 to 3.45. mg/L in experiments with Al:SO4=1:1 and Al:SO4=1:5,
respectively. The total Al concentration at pH above 8.0 showed that final total Al concentration
in experiments with high sulfate concentration was lower than that in experiments without

sulfate.
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Table 4.2 Total Al concentrations at settling times of 30 minutes and 48 hours at different pH (mg/L) and

molar aluminum to sulfate ratios (Initial Al concentration ~50 mg/L)

Al:SO4=1:0 (M/M) AL:SO4=1:1 (M/M) AL:SO4=1:5 (M/M)

Detention time Detention time Detention time
pH 30 min |48 hours| pH 30 min |48 hours| pH 30 min | 48 hrs
5.6 3.25 1.54 5.6 3.25 0.61 5.5 2.45 0.59
6.0 2.25 0.44 6.0 1.54 0.46 6.0 2.02 0.31
6.5 1.57 0.33 6.6 1.54 0.31 6.6 1.73 0.30
7.0 1.48 0.48 7.2 1.89 0.57 7.1 2.14 0.34
7.7 3.02 1.31 7.5 2.29 0.68 7.5 4.24 0.75
8.0 4.41 2.87 8.0 4.61 2.15 8.0 4.56 1.81
8.3 7.30 5.60 8.3 10.1 3.28 8.4 11.31 3.45
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Figure 4.5 Total Al concentrations at different pH after 30 min and 48 hr of settling in experiments without sulfate
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Figure 4.6 Total Al concentrations at different pH after 30 min and 48 hr of settling in experiments with

low sulfate concentration (Al:SO4=1:1)
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Figure 4.7 Total Al concentrations at different pH after 30 minutes and 48 hours of settling in experiments

with high sulfate concentration (Al:SO,=1:5)
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Figure 4.8 presents total Al concentration after short and long settling time at pH =6.0
and 8.0 in experiments with different initial sulfate concentrations. After 30 minutes of settling,
the total Al concentration was 2.25 mg/L, 1.54 mg/L, and 2.02 mg/L at pH=6.0, and 4.41 mg/L,
4.61 mg/L, and 4.54 mg/L at pH=8.0 when molar ratio of Al:SO4 equal to 1:0, 1:1, and 1:5,
respectively. After 48 hours of settling, the total Al concentration reduced to 0.44, 0.46, and 0.31
mg/L at pH=6.0, and 2.87, 2.15, and 1.81 mg/L at pH=8.0 when molar ratio of Al:SO4 equal to
1:0, 1:1, and 1:5, respectively. The data showed that total Al concentration was lowered by
allowing for longer settling time, and total Al concentration increased as the pH excursion went
from 6 to 8, which indicated that pH is also critical parameter for controlling total Al
concentration in ARD/AMD treatment processes. Furthermore, total Al concentration at long
settling time was lower when solution contained high sulfate concentration. Since the total Al
concentration includes soluble Al ions and suspended Al solids, it is important to valuate the
change of suspended Al solids with sulfate concentration to better understand the possible total
aluminum concentration and species of precipitates likely to be formed in the effluent from an

ARD/AMD NaOH active treatment system.
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Figure 4.8 Total Al concentrations at pH=6.0 and 8.0 after 30 minutes and 48 hours of settling

4.2.3 Suspended Al concentration at different pH and sulfate concentrations

As indicated above, supernatant samples were collected after 30 minutes and 48 hours of settling.
These samples were filtered with a 0.45um membrane filter to separate soluble aluminum from

aluminum-containing suspended solids. Figure 4.9-4.11 present data of Al associated with

suspended particulates in experiments with different initial aluminum to sulfate ratios after 30
minutes and 48 hours of settling. At pH range of 5.5 to 8.0 and after 30 minutes of settling,
suspended Al concentration was in the range of 1.03 to 1.79 mg/L (pH=5.6~8.0) (Figure 4.9)
when sulfate was absent, whereas it was in the range of 1.01 to 1.41 mg/L and 1.24 to 3.06 mg/L
in experiments with low sulfate (Al:SO4=1:1) (Figure 4.10) and high sulfate (Al:SO4=1:5)
(Figure 4.11), respectively. Comparing suspended Al concentration in different experiments,

there was not a significant difference after short settling time. When settling time became longer
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(48 hours), suspended Al concentration reduced from 0.06 to 0.42 mg/L in experiments without
sulfate (Al:SO4=1:0), while it was from 0.22 to 0.44mg/L and 0.28 to 0.64 mg/L in experiments

with low and high sulfate concentrations, respectively.
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Figure 4.9 Suspended Al concentrations at different pH after 30 minutes and 48 hours of settling in

experiments without sulfate (Al:SO,=1:0)
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Figure 4.10 Suspended Al concentrations at different pH after 30 minutes and 48 hours of settling in

experiments with low sulfate concentration (Al:SO4=1:1)
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Figure 4.11 Suspended Al concentrations at different pH after 30 minutes and 48 hours of settling in

experiments with high sulfate concentration (Al:SO4=1:5)
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Figure 4.12 shows the suspended Al concentration after short and long settling times at
pH=6.0 and 8.0 in experiments with different sulfate concentrations. The data showed that
elevated sulfate levels increased suspended-aluminum containing solids in the supernatant, thus
increasing the suspended aluminum to be expected in Al-bearing ARD/AMD treatment system.
As it was expected, the longer settling times allowed for lower residual suspended solids. In
addition, higher sulfate levels caused more suspended aluminum to remain in the supernatant. As
shown in Figure 4.4 and 4.8, the presence of sulfate in solution reduced both soluble and total Al
concentrations. Therefore, the reduction of total Al concentration was only due to the reduction
of soluble Al concentration when sulfate was present in solution. The saturation index values (in
Section 4.5.1) indicated that the reduction of soluble Al concentration was due to the formation
of Al-sulfate precipitates. The high suspended Al concentration in the supernatant was due to the

change of species of suspended Al solids. The detailed discussion is present in Section 4.7.
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Figure 4.12 Suspended Al concentrations at 30 minutes and 48 hours of settling at pH=6.0 and 8.0
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43 PRECIPITATE (SLUDGE) COMPOSITION ANALYSIS

In above discussion, it was assumed that the species of aluminum in precipitates formed was Al-
sulfate in experiments that contained sulfate, resulting in the decrease of soluble Al concentration
with settling time. To test this hypothesis, sludge formed in experiments was collected at 30
minutes and 48 hours. After collection, the sludge was separated from water by centrifuge and
washed by DI water for three times. The separated precipitates were dried at room temperature
for TGA and XRS analysis. The samples were dried two hours at 85°C to remove the adsorbed

H,O (Brydon and Shah Singh, 1969) for SEM analysis. In this section, the results of sludge

analysis will be presents as following parts: XRD, TGA, and SEM.

4.3.1 XRD analysis

X-ray diffraction (XRD) yields the atomic structure of materials and is based on the elastic
scattering of X-rays from the electron clouds of the individual atoms in the system. XRD is a
powerful technique used to characterize the crystallographic structure. In this study, sludge
samples were dried at room temperature and ground into powder in a ceramic crucible. Figure
4.13-4.15 present the XRD results of sludge formed in experiments without sulfate. Figure 4.13
shows that the pattern of sludge formed at pH = 5.6 was lack of peaks indicating that no
crystalline precipitates were formed. Since the solution did not contain sulfate, the likely species
of Al-precipitates was aluminum hydroxides. In general, there are two different structures of
aluminum hydroxides: crystalline and amorphous AI(OH);. The crystalline AI(OH); is gibbsite
whose solubility is much lower than that of amorphous AI(OH);. Therefore, gibbsite (crystalline

Al(OH);) is theoretically formed if the solution is in an equilibrium condition. However, the
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XRD patterns show that crystalline phases were not detected in the precipitates formed after both
30 minutes and 48 hours of settling at pH =5.6.

Similar to sludge formed at pH=5.6, the XRD patterns of sludge formed at pH = 6.5
(Figure 4.14) and 8.0 (Figure 4.15) were also lack of sharp peaks. Since the major gibbsite
diffraction peaks appear at d-spacings of 4.8 and 4.3 A (Leonard, 1973; Huang et al., 2002), the
absence of the peaks at these angles indicated that gibbsite was not produced. XRD patterns of
precipitates show that only amorphous phase with low intensity, broad peaks were formed in the
experiments. The XRD patterns of sludge formed at other pH values (shown in Appendix A)

were similar to the patterns of Figure 4.13-4.15. Therefore, it is reasonable to conclude that

gibbsite was not formed in neutralization of Al-bearing ARD/AMD in the range of pH=5.6 to 8.3

during 48 hours of detention time.
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Figure 4.13 XRD pattern of sludge formed in experiments without sulfate at pH=5.6 after 30 minutes and

48 hours of settling
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Figure 4.14 XRD pattern of sludge formed in experiment without sulfate at pH=6.5 after 30 minutes and
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Figure 4.15 XRD pattern of sludge formed in experiment without sulfate at pH=8.0 after 30 minutes and

48 hours of settling
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In Figure 4.16, XRD pattern of precipitates formed in experiments with low sulfate
contents (Al:SO4=1:1) at pH = 6.6 also lacked sharp peaks. Other XRD patterns of precipitates

formed at other pH values were similar to the patterns of Figure 4.16 (in Appendix A). Similar to

the experiments without sulfate, the XRD patterns showed that crystalline Al(OH); (gibbsite)
was not formed in the experiments with sulfate. Compared with soluble aluminum concentration

at 48 hours in experiments without and with sulfate contents (Table 4.1 and Figure 4.4), it can be

found that the soluble Al concentration in experiments without sulfate was higher than that in
experiments with sulfate. The conclusion drawn from this phenomenon suggested that the sulfate
can affect the Al solubility during the neutralization of Al-bearing ARD and the soluble Al
concentration decreased by the formation of Al-sulfate precipitates when sulfate is present in
solution.

Similar to the precipitates formed in experiments with lower sulfate contents, the XRD
pattern shows that no apparent crystalline peaks were detected for precipitates formed in
experiments of high sulfate concentrations (Al:SO4=1:5) at pH=6.6 after both short (30 minutes)
and long time (48 hours) of settling (Figure 4.17). The XRD patterns of precipitates formed at
other pH values were similar to the pattern of sludge at pH = 6.6 (shown in Appendix A). The

high signal-to noise ratio indicated that highly amorphous nature of the precipitates.
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Figure 4.16 XRD for sludge formed in experiment of low sulfate (Al:SO,=1:1) at pH=6.5
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Figure 4.17 XRD for sludge formed in experiment of low sulfate (Al:SO,=1:5) at pH=6.6
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4.3.2 TGA analysis

Since XRD cannot provide a quantitative estimate of the amount of aluminum hydroxide or other
mineral phases in a sample, TGA was utilized to further characterize and quantify the
precipitates formed in the experiments. TGA is used to determine weight change with
temperature change. The weight change can show the hydroxyl and SOj; proportion in the
precipitates, thus TGA is well-suited for this application since Al(OH); and Al-hydroxyl-sulfate

have a dehydration reaction with an associated weight loss (Karathanasis and Harris, 1994) and

Al-hydroxyl-sulfate has a de-sulfate reaction with a weight loss between 800-1000°C (Brydon

and Shah Singh, 1969). A derivative thermogravimetry (DTG) curve, which is a plot of the rate

of change of mass with respect to temperature against temperature, was used in this thesis to
show the point at which weight loss was most apparent.
The weight loss below 100°C was primarily due to the vaporization of absorbed water

(Brydon and Shah Singh, 1969). The weight proportion of hydroxyl in precipitates was the part

of weight loss between 100-400°C. The weight loss proportion of precipitates over that
temperature is shown in Table 4.3. As shown in Table 4.3, the fraction of weight loss of
dehydration was from 32.1% to 33.0% for sludge formed at 30 minutes of settling, and the
weight loss of hydration was from 32.0% to 32.7% for sludge formed after 48 hours of settling.
The data showed that there was no significant difference for the fraction of dehydration between
sludge formed at 30 minutes and 48 hours. In other words, the chemical composition of sludge
did not change with settling time in experiments without sulfate. The DTG curves of the
precipitates in the experiments without sulfate showed that the weight loss primarily occurred
between 70-300°C (Figure 4.18), which is lower than the reported dehydration temperature for

crystalline AI(OH); (gibbsite: ~350°C) (Karathanasis and Harris, 1994). There was no significant
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weight loss after 400°C, which indicated that only aluminum hydroxides were formed and the
species of aluminum hydroxides was in the form of amorphous which was supported by the
XRD results. This result indicates that the crystalline AI(OH); (gibbsite) was not formed during
the treatment process (48 hours), although the gibbsite might be formed in aged sludge

(Berkowitz et al., 2005). In Table 4.3, it can be seen that the proportion of Al,O3 in sludge was

from 58.4 to 60.7 % (The proportion of metal oxide was determined by SEM analysis).
According to the proportion of Al,Os3 and fraction of dehydration from 100-400° C, the molar
ratio of O/Al was calculated as shown in Table 4.3. Here, the ratio of O/Al equals the ratio of
OH/AL In Table 4.3, it can be seen that the O/Al (or OH/AI) was from 3.00 to 3.08, which was

close to the theoretical ratio of AI(OH);.
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Table 4.3 Fractional weights lost of precipitates (TGA analysis)

Thermogravimetric analysis
Experimental conditions . . . 5
Composition of precipitates (%) 4 SEM analysis
— TGA cal (molar ratio)
Absorbed . Other Residues (molar ratio)
H.0 Dehydration| . ht loss' SO; fier 1000°C
pH AL:SO, | Time 2 weight loss (after )
<100°C [ 100-400°C | 400-800°C |800-1000°C| Al,O3 MO? O/Al AlLS 0/Al AlS
30 min 5.6 33.0 14 0.2 59.3 03 3.08 - 3.03 --
5.6 1:0
48 hr 52 32.6 1.3 0.1 59.7 0.6 3.05 -- 3.05 --
30 min 4.6 322 1.2 0.1 60.7 0.6 3.00 - 3.04 --
6.5 1:0
48 hr 53 32.7 0.9 0.1 60.4 0.3 3.04 -- 2.99 --
30 min 6.4 32.1 1.9 0.1 584 0.5 3.06 - 2.98 --
8.5 1:0
48 hr 6.2 32.0 1.2 0.2 59.3 0.6 3.03 -- 3.08 --
s6 . 30 min 5.4 30.8 2.1 2.7 58.8 0.4 2.96 34.67 2.93 32.83
' ' 48 hr 54 30.2 2.0 3.7 58.6 ND° 2.92 24.84 2.90 24.55
66 - 30 min 5.0 31.1 2.0 2.5 583 1.1 3.01 37.26 2.92 34.18
' ' 48 hr 4.6 30.7 1.6 3.5 58.8 0.7 2.96 26.45 2.89 25.73
e4 - 30 min 5.0 31.2 1.7 2.2 59.6 0.3 2.97 43.53 2.92 43.50
' ' 48 hr 5.1 29.0 1.4 7.4 56.8 0.5 2.88 12.22 2.83 10.73
ss s 30 min 4.6 30.9 1.2 3.5 59.7 0.2 2.93 27.15 2.94 27.42
' ' 48 hr 5.3 29.4 1.4 5.8 58.0 ND 2.87 15.65 2.80 15.75
6.6 155 30 min 4.8 30.8 1.8 3.1 57.8 1.7 3.02 29.71 2.91 28.79
' ' 48 hr 53 29.2 2.0 5.8 57.2 0.4 2.89 15.54 2.82 15.95
%3 155 30 min 5.1 30.5 2.1 33 58.1 0.9 2.98 28.31 2.86 28.18
' ’ 48 hr 5.0 27.8 1.6 9.2 55.4 0.9 2.84 9.55 2.74 9.39

[ Y I N %}

: The other weight loss between 400-800°C could be due to the decomposition of carbonate (Frost et al. 2009). The carbonate came from the dissolution
of CO, during the experiments;

: The residue of TAG included the aluminum oxides and other metal oxides (such as Mn, Ca, and Mg). The proportion of Al,O; and other metal oxides
was decided by SEM analysis;

: MO represents the total proportion of metal oxides in residues;

: TGA cal: calculation with the weight loss of precipitates. During the calculation, the oxygen of O/Al was the part of oxygen combine with Al as OH.

: The samples for SEM analysis had been dried at 85°C to remove the absorbed water;

: ND: not detected.
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The weight loss proportion of sludge formed at 30 minutes and 48 hours of settling in

experiments that contained sulfate is shown in Figure 4.19 and 4.20 (data present in Table 4.3).

The fractional weight loss (as % of original weight) showed that SOs fraction (fraction of weight
loss from 800-1000°C) in precipitates increased with settling time.

For the precipitates formed in experiments with low sulfate (Al:SO4=1:1) (Figure 4.19),
the weight loss before 90°C represented the vaporization of absorbed water from precipitates.
The second weight loss occurred between 100-400°C, which was due to the dehydration of
precipitates.

The third weight loss occurred in the range of 800-1000°C, which represents the
evaporation of SO;. The residues are metal hydroxides, most of which are Al,Os. In Table 4.3, it
can be seen that the weight loss of dehydration was from 30.8% to 31.2% for sludge formed after
30 minutes of settling, and 29.0% to 30.7% for sludge formed after 48 hours of settling. The
weight loss after 800°C was caused by SOs evaporation. The weight fraction of SO; was from
2.2% to 2.7% for sludge formed at 30 minutes, and 3.5% to 7.4% for sludge formed at 48 hours.
The TGA data showed that the amount of hydroxyl decreased from 30 minutes of settling to 48
hours of settling, while the sulfur content increased. Since the fraction of hydroxyl of Al(OH);
was larger than that in Al-sulfate compounds (such as basaluminite), the TGA data implied that
the proportion of Al-sulfate in precipitates increased with increased retention time in the settling
basin when sulfate was in solution.

The weight loss of precipitates in experiments with higher sulfate levels shows a
similarity to the precipitates formed in the experiments with low sulfate concentration (Figure

4.20). The weight loss of dehydration was from 30.5% to 30.8% for 30 minutes, and 27.8% to
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29.4% for 48 hours. The weight loss of SO; evaporation (800-1000°C) was from 3.1% to 3.5%
for 30 minutes, and 5.8% to 9.2% for 48 hours.

Compared with the weight loss of precipitates formed in experiments with low sulfate
concentrations, it can be found that the sulfur fraction in precipitates increased with the increase
of sulfate concentration and settling time. The increase of sulfur fraction indicated that sulfate
ions combined with Al ions (reaction) and suspended Al-solids(sorption) to form precipitates that
settled later. In Table 4.1, it can be seen that soluble Al concentration decreased over time and
the SI values (in Section 4.5) showed that the solutions became unsaturated with amorphous
AI(OH)s. This was due to the decrease of soluble Al concentration caused by the reaction of

sulfate with soluble Al.
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4.3.3 SEM analysis

TGA analysis provided the overall proportion of hydroxyl and SO; in sludge. However, the
sludge might be composed of particulates of different chemical species. In order to identify the
chemical compositions of the sludge particulates that were in differently morphologic, SEM
analysis was used to analyze the micro-particulates of sludge.

SEM analysis was performed on the precipitates formed in experiments of different

sulfate concentrations, along with EDS analysis. Figure 4.21 and 4.22 are the SEM images of

sludge collected after 30 minutes and 48 hours of settling in experiments with low sulfate
concentration (Al:SO4=1:1) at pH =6.6 and 8.3, respectively. The precipitates formed at pH=6.6
had been analyzed by TEM. In TEM analysis, the selected area diffraction pattern (SAD) was
taken for the particles. In this SAD pattern, the amorphous ring was observed instead of
diffraction spots, so these particles were not crystalline (Appendix B). These results are
consistent with the XRD analysis results.

Figure 4.23 and 4.24 are the SEM images of sludge collected after 30 minutes and 48

hours of settling in experiments with high sulfate concentration (Al:SO4=1:5) at pH =6.6 and 8.4,
respectively. Similar to experiment with low sulfate concentration, the sludge particulates
formed in high sulfate concentration was also in forms of amorphous. The morphological

features in Figure 4.21— 4.24 showed that sludge formed in all experiments was composed of

amorphous particulates. The SEM images of other samples are shown in Appendix B.

The chemical components of sludge collected after different settling time at different pH
values are presented in Table 4.4 (measured with EDS). The chemical composition was
measured for several locations in sludge samples and the average value of all the points was

calculated. In Table 4.4, it can be found that precipitates contained different elements, including
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Al, Mg, Ca, Mn, O, and S, and the contents varies with pH values and initial sulfate

concentrations.

! ToapEm " Electron image 1 L Galpm ' Electron image 1

sludge at 3@ minutes sludge at &8 hours

Figure 4.21 SEM image of sludge formed in experiment of low sulfate concentration (Al:SO,=1:1) at pH=6.6

imm Electron Image 1 ! 400pm " Elzctren Image 1

Sludge at 38 minutes Sludge at 48 hours

Figure 4.22 SEM image of sludge formed in experiment with low sulfate concentration (Al:SO,=1:1) at pH=8.3

68



Table 4.4 Compositions of precipitates formed in the experiments (EDS analysis)

Al:SO,=1:1
pH=5.6 pH=6.0 pH=6.6 pH=7.5 pH=8.3
30min 48 hr 30min 48 hr 30min 48 hr 30min 48 hr 30min 48 hr

Ave. |Stdev.| Ave. |Stdev.| Ave. |Stdev.| Ave. |Stdev.| Ave. [Stdev.| Ave. [Stdev.| Ave. |Stdev.| Ave. |Stdev.| Ave. |Stdev.| Ave. [Stdev.

C 34 | 23 5 1.1 |38 |28 | 68 |21 |48 |28 |68 |21 |55 |11 (42|06 ]| 66| 15|44 ] 0.6

O |739] 37 |735] 24 |73.6| 2.6 728 | 35 |735| 2.6 |728| 35 734 | 15 [734| 32 |730| 13 |732] 3.2

Mg |ND’ | ND | ND | ND | 02 | 02 | 0.6 | 0.7 | 02 | 0.1 | 0.6 | 0.4 | ND | ND | 02 | 02 | ND | ND | 0.2 | 0.2

Al 1219]19 20717 |216)| 21 | 192 ] 1.7 |206| 2.1 |19.1 ] 1.7 1204 05 [20.1 |12 |197] 1.1 |20.1] 1.2

S 07,03]08]03]05]01]06]02]06]01]07]02]06]02]19]04]051]02]19]04

Ca |[ND | ND | ND | ND |02 ]01 | ND|ND |02 ]01 |ND|ND|ND|ND|O02]02]|ND|ND]O02]02

Mn | 01 | 01 |[ND | ND |01 | 01 |[ND|ND |01 ]02 | ND|ND|O01]01 |ND|NDJ|]O02] 01 |]ND]|ND

AlO'| 2.94 2.91 2.96 2.96 2.99 2.95 2.94 2.86 2.93 2.83
Al:S*(31.29 25.88 43.20 32.00 34.33 27.29 34.00 10.58 39.40 10.58
Al:SO,=1:5
pH=5.5 pH=6.0 pH=6.6 pH=7.5 pH=8.4
30min 48 hr 30min 48 hr 30min 48 hr 30min 48 hr 30min 48 hr

Ave. |Stdev.|[Ave. |Stdev.|/Ave. |Stdev.|Ave. [Stdev.|Ave. |Stdev.|Ave. |Stdev.|Ave. |Stdev.|Ave. [Stdev.|Ave. [Stdev.|Ave. |Stdev.

C |43 |16 |12 2339110371440 1043 1468 |13 |52 |23 |77 |13 ]62]20

O |738] 26 |739]36 |73.7]25 |738| 35 |735]|25 7333573132 |726] 19 72932 |726| 19

Mg | ND |[ND |ND |ND | 03 ] 01 ]02]02]03]011]02]02]ND|ND]O05]04 | ND|ND]|O04]03

Al |21.1] 10 [235| 18 |21.0] 0.8 |212]| 1.6 |21.1| 0.8 |209 | 1.6 |193 | 1.1 [198 | 2.1 | 186 1.1 |18.6| 2.1

S 08 ,01]14)104,06|04)10]03]06 041203 ]06]02]16]06]|07]02]20]06

Ca |[ND | ND | ND|ND |02 ]01]01]01]03]01]01]01|ND|ND|O03]02]|ND|ND]O03] 02

Mn [ 0.04 002 ND | ND | 03 | 0.2 | ND | ND | 0.2 | 0.2 | ND | ND | 0.2 | 0.1 | ND [ ND | 0.2 | 0.1 | ND | ND

Al/O | 2.94 2.80 3.02 2.94 2.99 2.87 2.96 2.82 2.94 2.81

AlS | 26.4 16.8 35.0 21.2 35.2 17.4 322 12.4 31.0 9.3

'Al:O: the corrected atomic ratio of Al:O. In this atomic ratio, the O atomic % was subtracted the oxygen that was combined with C (as CO,), Si (as SiO,), and
S (as SO4%);

2AL:S: the atomic ratio of Al:S;
*ND: not detected
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Figure 4.23 SEM image of sludge formed in experiment with high sulfate concentration (Al:SO,=1:5) at

pH=6.6

Sludge at 38 minutes Sludge at 48 hours

Figure 4.24 SEM image of sludge formed in experiment with high sulfate concentration (Al:SO,=1:5) at

pH=8.4
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The oxygen element in sludge could be combined with H (as OH), C (as CO), and S (as
SO4*). The amount of OH™ can be calculated by subtracting the oxygen that was combined with
C (as CO,), and S (as SO4>). Therefore, the molar ratio of AVOH in sludge can be calculated
too. Table 4.4 presents the molar ratio of AI/OH in sludge formed in different sulfate
concentration and pH values after 30 minutes and 48 hours of settling. The molar ratio of AI:OH"
of sludge formed after 30 minutes of settling was 1:2.94, 1:2.96, 1:2.99, 1:2.97, and 1:2.92 at pH
=5.6, 6.0, 6.6, 7.5, and 8.3 in experiments with low sulfate (Al:SO4=1:1), respectively, whereas
the molar ratio of AI:OH" of sludge formed in experiments with high sulfate (Al:SO4=1:5) was
1:2.94, 1:3.02, 1:2.99, 1:2.96, and 1:2.94 at pH=5.5, 6.0, 6.6, 7.5,and 8.4, respectively. In the
experiments with low sulfate concentration, after 30 minutes of settling, the precipitates
contained approximately 0.5 % to 0.7% S (average molar percentage) in pH range of 5.6 to 8.3.
In high sulfate conditions (Al:SO4=1:5), the precipitates contained 0.6% to 0.8% S (average
molar percentage) in pH range of 5.5 to 8.4. The data show that sulfur content in sludge did not
change much with pH value and sulfate concentration after short settling time (30minutes).

When settling time became longer (48 hours), the Al:OH ratio of precipitates became
1:2.91, 1:2.96, 1:2.95, 1:2.86, and 1:2.83 at pH=5.6, 6.0, 6.6, 7.6, and 8.3 in experiments with
lower sulfate concentration, respectively. In experiments with high sulfate concentration, Al:OH
ratio was1:2.80, 1:2.94, 1:2.87, 1:2.82, and 1:2.81 at pH =5.5, 6.0, 6.6, 7.5, and 8.4, respectively.

The AI:S ratio in sludge was 31.3, 43.2, 34.3, 34.0, and 39 at pH= 5.6, 6.0, 6.6, 7.0, 7.5,
and 8.4 in experiments with lower sulfate after 30 minutes of settling, respectively, whereas the
ALS ratio was 26.4, 35.0, 35.2, 32.2, and 31.0 at pH= 5.5, 6.0, 6.6, 7.0, 7.5, and 8.3 in
experiments with high sulfate concentration, respectively. The Al:S ratio in sludge indicated that

the sulfur content was not significantly different amongst the sludge formed at different pH
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values at the 30 minute settling time. However, after the longer settling time of 48 hours, the
ALS ratio of sludge formed in low sulfate experiments was from 10.6 to 32.0, which was higher
than that exhibited by the sludge formed in the higher sulfate experiments (9.3 to 21.2). The
ALS ratio after short and long settling time indicated that the proportion of sulfate-precipitates
increased after long settling time (48 hours).

The high ALS ratio occurred at pH=6.0 (32.0 and 21.2 when Al:SO4=1:1 and 1:5,
respectively) and pH=6.6 (27.3 and 17.4 Al:SO4=1:1 and 1:5, respectively) after long settling
time (4 8hours). The lowest Al:SOy ratio occurred at high pH values (~8.3). The lowest Al:S
ratio was 10.6, and 9.8 in sludge formed in experiments of low sulfate, and high sulfate,
respectively. The data of Al:S ratio in sludge formed at different pH values revealed that more
Al-sulfate formed at high pH conditions (~8.3) than at lower pH values. Kim and Kim (2003b)
observed similar results that basaluminite precipitates were formed in the downstream of acid
mine drainage where the pH was from 7~8.3.

The Al:OH ratio of sludge formed in low sulfate experiments was in the range of 1:2.83
to 1:2.96 after 48 hours of settling, whereas the Al:OH ratio was in the range of 1:2.80 to 1:2.94
in high sulfate experiments (Table 4.4). The theoretical molar ratio of Al:OH of AI(OH)s,
jurbanite, and basaluminite is 1:3, 1:1, and 1:2.5, respectively. The fact that the Al:OH ratio was
close to the theoretical ratio of AI(OH); indicated that most of sludge was in forms of amorphous

Al(OH)s.

4.3.4 Summary results of sludge analysis

The lack of peaks in XRD patterns of sludge suggested that no crystalline precipitates formed in
both experiments with and without sulfate. The precipitates formed in experiments were in forms
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of amorphous (both AI(OH); and Al-sulfate) Both TGA and SEM analysis showed that sulfur
content was not a significant difference among different pH after 30 minutes of settling. After 48
hours of settling, the sulfur content in sludge increased and the high level sulfate increased the
sulfur contents in sludge. Furthermore, the EDS results showed that Al:S ratio in sludge formed
at neutral pH was the highest, which indicated that the formed Al-sulfate precipitates at neutral

pH was the least.

4.4 INFLUENCE OF SETTLING TIME ON SUPERNATANT ALUMINUM AND

SULFATE CONCENTRATIONS

The composition of ARD in the field is complex and the effluent after NaOH neutralization of Al
containing ARD includes both soluble and suspended Al solids. In actual conditions, the
reactions of Al-precipitation that influence the Al removal efficiency in Al-bearing ARD
treatment systems might show different reaction rates. At outdoor temperatures, some reactions
will be completed within the a short time frame, whereas others (such as crystallization
reactions) will occur slowly, even though the later reactions of Al-precipitation are
thermodynamically favored and generate a lower solubility of Al-precipitates. In active
ARD/AMD treatment systems in the field, the detention time in the settling basin is flow
dependent and will vary with advent of wet weather conditions. Therefore, time of settling after
NaOH neutralization is a critical independent variable for this thesis, which can lead to a better
understanding of the likely discharge of aluminum species and total aluminum concentrations.
This section will discuss the change of Al concentration in both suspended and soluble forms

with settling time. The results presented above showed that the presence of sulfate can affect
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soluble Al concentration in experiments. Therefore, the change of sulfate concentration in

experiments will be examined as well.

4.4.1 The change of soluble and suspended Al concentrations with settling time

4.4.1.1 The change of soluble Al concentration with settling time

Figure 4.25 shows the change of soluble Al concentration with settling time from 30 minutes to
48 hours at pH = 6.0, and 8.0 when solution contained different sulfate concentration (the change
of soluble Al concentration at other pH values are shown in Appendix C). The soluble Al
concentration was measured after 30 minutes, 60 minutes, 2 hours, 4 hours, 24 hours, and 48
hours of settling. From Figure 4.25, it can be found that sulfate in solution reduced the soluble Al
concentration and pH was the critical parameter for final soluble Al concentration. In most
experiments, after 4 hours of settling, the reduction rate of Al concentration became slow.

To study the Al removal rate in experiments with settling time, the rate of soluble Al
reduction (dC/dt) at different pH was calculated. Figure 4.26 shows the Al concentration
reduction rate with settling time at pH =6.0 and 8.0 in experiments with different sulfate
concentrations. In this figure, it can be found that the rate of soluble Al removal became very
slow after 4 hours of settling in all cases. In experiments without sulfate, the Al removal rate
became zero after 24 hour of settling (soluble Al concentration did not decrease from 24 hours to
48 hours of settling). The slow removal rate indicated that the Al concentration changed slowly
after 4 hours of settling. These data indicated that Al concentration could be considered in an

approximately steady in solution, although it still reduced in a very slow rate in experiments with
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sulfate. The Al removal rate is compared with the removal rate of sulfate in the following

section.

Al removal rate
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Figure 4.25 Soluble Al concentration change with settling time at pH=5.6
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Figure 4.26 Al removal rate with settling time at pH=6.0 and 8.0 in experiment with different sulfate concentration.
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4.4.1.2 The change of suspended Al concentration with settling time

In the ARD/AMD treatment systems with settling tanks, the total discharge or effluent aluminum
consists of the sum of both soluble Al and particulates containing Al. Small particles containing
aluminum are formed after chemical neutralization, followed by chemical reformation and
possible crystallization taking place in the settling tank. The overall settling characteristics of Al-
precipitates are important to assess the likely total aluminum discharge from a NaOH chemical
neutralization system for AMD and ARD. Figure 4.27 presents the suspended Al concentration
with settling time at pH =6.0, and 8.0 when different sulfate concentration was in solution
(Appendix C present the total and soluble Al concentration over settling at other pH)

From Figure 4.27, it can be seen that the suspended Al concentration was lower in
experiments without sulfate. The high sulfate concentration in solution increased suspended Al
concentration. The tendency of suspended Al concentration with sulfate was different from that
of soluble Al concentration, which reduced with high sulfate concentration.

As indicated above, in presence of sulfate, the suspended Al concentration after 48 hours
of settling was higher than that in the experiments without sulfate in pH range from 6.0 to 8.0,
while the soluble concentration was lower (shown on Figure 4.25). There are two reasons that
can cause this phenomenon. The first is that the “new” produced particles had small size and
remained in solution. The other is that the absorption of sulfate by Al-precipitates can reduce the
settleable ability of suspended Al particles. Therefore, to evaluate the change of sulfate

concentration could help to understand the reason that caused the different tendency.
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Figure 4.27 Suspended Al concentration with settling time at pH=6.0 and 8.0 when solution contained

different sulfate concentrations

4.4.2 The change of total and soluble sulfate concentration with settling time

4.4.2.1 The change of soluble sulfate concentration with settling time

Figure 4.28 and 4.29 present the soluble sulfate concentration with settling time at different pH

in experiments with low and high sulfate concentration, respectively. From Figure 4.28, it can be
seen that the sulfate concentration continuously decreased with settling time in the whole
experiments. The continuous reduction of soluble sulfate concentration showed that sulfate was
not in steady state in all experiments. Furthermore, it appears that the soluble sulfate reduction
was associated with settling time, which made sense given that insoluble aluminum sulfate was

formed with settling time. The soluble Al concentration remained stable after 24 hour of settling,
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whereas the soluble sulfate concentration showed continuous reduction throughout the
experiments.

The continuous reduction of sulfate concentration indicated the formation of sulfate-
precipitates throughout the experiments. The sludge analysis with SEM (EDS) showed that the
sulfur content increased with settling time and the other metal contents were almost constant
from 30 minutes to 48 hours of settling. Thus it is reasonable to conclude that these sulfate-

precipitates were Al-sulfate precipitates.
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Figure 4.28 Soluble sulfate concentration with settling time at different pH in experiments of low sulfate

(Al:SO4 =1:1)
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Figure 4.29 Soluble sulfate concentration with settling time at different pH in experiments of high sulfate

(ALl:SO, =1:5)

Figure 4.30 and 4.31 show the removal rate of sulfate with settling time at different pH in

experiments with low and high sulfate concentrations. From Figure 4.30, it can be found that the
sulfate removal rate was higher at high pH values and the lowest rate occurred at pH=6.0. The
removal rate of sulfate was the maximum within the first 30 minutes of settling, and decreased
with settling time. After 4 hours of settling, the sulfate removal rate became constant. Figure
4.30 shows the removal rate of sulfate over settling in experiments with low sulfate
concentration (1:1). From Figure 4.31, it can be seen that the tendency of removal rate of sulfate
in experiments with high sulfate concentration was similar to the experiments with low sulfate
concentration. When high sulfate concentration was in solution, the removal rate of sulfate did
not show a significant difference among pH values after 4 hours of settling. Comparing with the

removal rate of Al in Figure 4.26, it can be found that the removal rate of sulfate was higher than

the removal rate of Al. The removal rate of sulfate and Al was not synchronized indicated that
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some Al-precipitates were re-dissolved in solution, because the soluble Al concentration was less

than the solubility of amorphous AI(OH);.
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Figure 4.30 Removal rate of sulfate with settling time at different pH in experiments with low sulfate concentration
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Figure 4.31 Removal rate of sulfate with settling time at different pH in experiments with high sulfate concentration

(AL:SO.=1:5)

80



Table 4.5 presents the ratio of removal amount of Al:SO4 in solution within different
settling time interval. In this table, it can be found that the overall removal amount of Al was
much more than the removal amount of sulfate, which indicated that most of aluminum was
removed by formation of aluminum hydroxide. Within the first 30 minutes of settling after pH
adjustment, the ratio of removal amount of Al to sulfate was the maximum. Since the soluble Al
concentration reduced for more than 90% within the first 30 minutes of settling, the high ratio of
removal Al to sulfate indicated that only little of aluminum was combined with sulfate to form
precipitates within the first 30 minutes after pH adjustment. In other words, the main precipitates
formed within the first 30 minutes after pH adjustment were aluminum hydroxide.

When settling time was long, the ratio of removal amount of Al to sulfate reduced and
became less than 1 after 4 hours of settling, which indicated the primary reaction became Al-
sulfate precipitation. In other words, the Al-sulfate precipitates became the main reaction to
influence soluble Al concentration after long settling in settling tank in an active treatment
system of Al-bearing ARD/AMD. In Table 4.5, the ratio of removal amount of Al:SO4 showed
that the value was smaller at high pH, which indicated that more Al-sulfate precipitates formed at
high pH conditions.

According to the sludge analysis results, the chemical compositions showed that the
contents of other metal elements (other than Al) did not change from 30 minutes to 48 hours of
settling, which indicated that the reduction of sulfate in solution was only due to the formation of
Al-sulfate precipitates. Since the possible species of Al-sulfate precipitates in these experiments
were jurbanite and basaluminite, the molar ratio of Al:SO4 in these compounds are 1:1 and 4:1,

respectively. If all sulfate removal was due to the formation of Al-sulfate precipitates, the lower
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ratio of removal amount of A;:SO4 (<I) indicated that some sludge re-dissolved to keep the

soluble Al concentration stable.

Table 4.5 The ratio of removed amount of Al: SO, with settling time at different pH (mol/L:mol/L)

pH
Time 5.6 6.0 6.6 7.1 7.5 8.0
0-48hr 22.89 27.97 24.26 21.01 10.72 10.34
AI;S;)L;: 0-30 min | 28.62 34.78 29.60 34.44 30.16 31.26
30-4hr 28.58 7.86 4.01 1.07 0.42 1.43
4-24hr 0.15 0.22 0.03 0.03 0.08 0.13
24hr-48hr| 0.085 0.062 0.000 0.000 0.022 0.083
pH
Time 5.6 6.0 6.6 7.2 7.5 8.0
0-48hr 13.73 17.38 14.28 14.08 10.18 8.71
AI:]-S.(5)4: 0-30 min | 23.69 31.74 23.72 36.12 22.31 32.03
30-4hr 8.67 3.59 1.07 0.47 0.78 1.19
4-24hr 0.08 0.07 0.09 0.20 0.37 0.12
24hr-48hr| 0.035 0.029 0.010 0.007 0.044 0.004

4.4.2.2 The change of total sulfate concentration with settling time

Figure 4.32 and 4.33 present the change of total sulfate concentration with settling time in

experiments with low and high sulfate concentration, respectively. In Figure 4.32 and 4.33, the
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total sulfate concentration reduced from 30 minutes to 48 hours in the experiments, which was

similar to the tendency of soluble sulfate concentration with settling time.
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Figure 4.32 Total sulfate concentration with settling time at different pH in experiment of low sulfate

(Al:SO4 =1:1)
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Figure 4.33 Total sulfate concentration with settling time at different pH in experiment of high sulfate

(ALl:SO, =1:5)

Figure 4.34 and 4.35 present the change of suspended sulfate concentration over time in

experiments with low and high sulfate concentration, respectively. In Figure 4.34 and 4.35, it can

be seen that the suspended sulfate concentration was higher at high pH values, which indicated
that more sulfate-precipitates remained in the supernatant at high pH. Furthermore, the
suspended sulfate concentration became constant after 4 hours of settling. Therefore, it is
reasonable to conclude that the reduction of total sulfate concentration was due to the reduction
of soluble sulfate concentration after long settling time (>4 hours), which caused by reactions of
aluminum with sulfate to form insoluble precipitates.

As indicated above, the presence of sulfate increased the suspended Al solids. The reason
was the formation of Al-sulfate precipitates which was in small size and remained in the
supernatant. Comparing the suspended Al concentration and sulfate concentration, it can be

found that the molar ratio of Al:SO,4 in suspended solids was close to 4:1, which indicated that
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the species of Al-sulfate precipitates were basaluminite (Al4(OH);0SO4). The detail of the

discussion about suspended solids is shown in Section 4.6.
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Figure 4.34 Suspended sulfate concentration with settling time in experiments with low sulfate (Al:SO,=1:1)
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Figure 4.35 Suspended sulfate concentration with settling time in experiments with high sulfate (Al:SO4=1:5)
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45  SIMULATION WITH MINEQL+ MODEL

Mineql+ chemical equilibrium modeling software was used to simulate the neutralization process
of Al-bearing ARD and predict the final formed precipitated compounds with the lowest
solubility. In Mineql+ chemical equilibrium model, the system assumes that all reactions are in
equilibrium. With the chemical equilibrium database, this model provides a thermodynamic
snapshot of the system: the pH, ionic strength, the distribution of dissolved chemical species, and
the amount of solid phase formed, etc. However, this model does not consider the effect of time

on some reactions that have kinetic restrictions (Schecher and McAvoy, 1998). In order to

calculate the solubility and saturation index (SI) value of a possible kind of aluminum
precipitates, this kind of aluminum precipitates was selected as the only possible aluminum
precipitate. Therefore the total soluble aluminum concentration calculated by Mineql+ model

represented the solubility of this aluminum precipitates at the calculated pH values.

4.5.1 The saturation index values of Al-compounds in the experiments

Saturation index (SI) is a calculated number used to predict the compound stability of water. It
indicates whether the water will precipitate, dissolve, or be in equilibrium with this compound.
The saturation index (SI) is defined as SI=log(IAP/K,), where IAP is the ion activity product of
the dissolved precipitate constituents, and K, is the solubility product of the precipitates (such as
amorphous AI(OH); or basaluminite (Al4(OH);0SOs), etc.). If the SI value is less than zero, it
indicates that solution is non-saturated state for this compound and precipitation of this
compound will not happen. If SI>0, it indicates that the solution is supersaturated with this

compound and then this compound may be precipitated. The saturation index (SI) of different
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aluminum compounds (amorphous aluminum hydroxide, gibbsite, and basaluminite) in this study
was calculated with Mineql+ model. In the calculation of SI of each compound, the input data

was the actual concentration measured in the experiments.

45.1.1 The saturation index of Al-compounds in the experiments without sulfate

(Al:SO4=1:0)

Since the possible aluminum precipitates formed in experiments without sulfate were only
amorphous and/or crystalline AI(OH)s, they were selected as the possible aluminum precipitates
in SI calculation. All thermodynamic constants have been taken from the databases of this
software. The input data was the measured components of solution at 30 minutes and 48 hours of
settling. The calculated SI values of different Al-compounds at different pH after 30 minutes and
48 hours of settling time were shown in Appendix D. The SI values of the two compounds were
plotted as a function of pH (Figure 4.36).

At 30 minutes of settling, SI value of amorphous Al(OH); was from —0.03 to 0.23, which
was close to zero (Figure 4.36). Therefore, it is concluded that soluble Al was in theoretical
equilibrium with amorphous Al(OH); immediately after NaOH addition during Al-bearing ARD
treatment. When settling time became longer (48hr), SI value of amorphous Al(OH); slightly
decreased, which was from —0.17 to 0.08. The SI value of amorphous AI(OH); at different pH
values was still close to zero, which indicated that the solution was still in equilibrium with

amorphous Al(OH)s.
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Figure 4.36 SI values of amorphous and crystalline AI(OH); in experiments without sulfate after 30

minutes and 48 hours of settling

After 30 minutes of settling, SI value of gibbsite was from 2.5 to 2.9 (Figure 4.36), which
was always much larger than zero. The high SI values indicated that the solution would have
been supersaturated with gibbsite. After 48 hours of settling, the SI value of gibbsite slightly
reduced and was in the range of 2.4 to 2.6, which was higher than 2 and indicated that the

solution was also supersaturated with gibbsite after 48 hours of settling. However, sludge

analysis (XRD analysis in Figure 4.13-4.15) revealed that crystalline aluminum hydroxide,
gibbsite (crystalline AI(OH);, was not detected in sludge formed after both short and long
settling time. Therefore, it is reasonable to conclude that the experiments without sulfate were in
equilibrium with amorphous AI(OH); immediately after NaOH addition. In other words,
formation of amorphous AI(OH); occurred immediately and became in equilibrium during 30
minutes after pH changed and gibbsite, crystalline AI(OH);, was not formed even after 48 hours

of settling.

88



4.5.1.2 The saturation index of Al-compounds in the experiments with low sulfate

(Al:SO4=1:1)

In the experiments that contained sulfate, the possible species of Al-precipitates include Al-
sulfate compounds, such as jurbanite and basaluminite. In Mineql+ model database, according to
the components of solution in this study, the possible Al-precipitates formed are jurbanite
(AI(OH)SO4), amorphous AIl(OH);, gibbsite (crystalline AI(OH);), and basaluminite
(Al4(OH)¢SO4). The previous simulation showed that jurbanite cannot be formed if pH of
solution is higher than 5.5. Therefore, jurbanite was not considered as a possible species of Al-
precipitates. In SI calculation for the experiments with sulfate, only three kinds of Al-
compounds, amorphous AIl(OH);, gibbsite (crystalline Al(OH);), and basaluminite
(Al4(OH);0SO4), were selected as the possible species of aluminum precipitates. The SI value of

amorphous Al(OH); was from -0.14 to 0.40 at 30 minutes of settling (Figure 4.37and Appendix

D). These SI values indicated that the solution was approximately in equilibrium with amorphous
Al(OH);, which was similar to experiments without sulfate. The SI values of gibbsite and
basaluminite were from 2.4 to 2.8 and 1.8 to 5.4, respectively. The data indicated that the
solution was supersaturated with both gibbsite and basaluminite after 30 minutes of settling.
When settling time became longer (48hr), all SI values of amorphous AI(OH); declined and
became less than zero (from —0.12 to —0.74). The negative values of SI indicated that the solution
was unsaturated with amorphous AI(OH)s. The SI value of amorphous Al(OH); suggested that
some reactions, which decreased the soluble Al concentration, occurred between 30 minutes to
48 hours of settling. Although the SI values of gibbsite and basaluminite also decreased, they

were still higher than 1 (SI values were in the range of 1.2 to 4.5 for basaluminite, and 1.4 to 1.8
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for gibbsite). Therefore, the solutions were still supersaturated with gibbsite and basaluminite

after 48 hours of settling in experiments with low sulfate concentration.

- —&— Al(OH)3(am) (30min)
—a— Gibbsite (30min))
—— Basaluminite (30min)
i —o— Al(OH)3(am)(48hr)
—— gibbsite (48hr)

—+ basaluminite(48hr)

Sl
OFRP NWHMOUON ®
|

1
=
|

1
N

Figure 4.37 SI values of possible Al-precipitates (amorphous Al(OH);, gibbsite, and basaluminite) in

experiments of low sulfate (Al:SO,=1:1) after 30 minutes and 48 hours of settling

45.1.3 The saturation index of Al-compounds in the experiments with high sulfate

(Al:SO,=1:5)

In experiments with high initial sulfate concentration (Al:SO4=1:5), SI value of amorphous
AI(OH); was also close to zero (from -0.18 to 0.02) after short settling time (30minutes),
whereas the SI values of gibbsite and basaluminite were from 2.4 to 2.6 and 2.5 to 6.7,

respectively (Figure 4.38). The high SI values of gibbsite and basaluminite indicated the solution
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was strongly supersaturated with gibbsite and basaluminite after 30 minutes of settling. When
settling time became longer (48 hours), all SI values declined. The change of SI values was due
to the reduction of Al concentrations. The SI value for amorphous Al(OH); decreased going
from equilibrium (SI = -0.18 to 0.02) to unsaturated (SI =-0.32 to -1.6). The negative SI value of
amorphous Al(OH); was due to the decrease of Al concentration, which indicated that other
precipitates could be formed (such as Al-sulfate precipitates). The negative SI value of
amorphous Al(OH); in these experiments was similar to that in experiment with low sulfate
(ALl:SO4=1:1). The SI values of gibbsite and basaluminite in experiments with high sulfate
(Al:SO4=1:5) were less than that in experiments without and with low sulfate (Al:SO4=1:1), but
most of them were still higher than 2. These results indicated that the solution was not in

equilibrium conditions.
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Figure 4.38 SI values of possible Al-precipitates (amorphous Al(OH)s, gibbsite, and basaluminite) in

experiments of high sulfate (Al:SO,=1:5) after 30 minutes and 48 hours of settling
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4.5.2 Comparison of soluble Al concentrations in experiments with theoretical solubility

of possible Al-precipitates

In the processes of Al-bearing ARD treatment with NaOH, the actual sludge might be the
mixture of different Al-precipitates. In order to discuss the effect of sulfate on soluble Al
concentration, theoretical solubility of each possible Al-precipitate was calculated and compared
with the soluble Al concentration after 30 minutes, 120 minutes, and 48 hours of settling. The
change of soluble Al concentration might help to understand the possible reactions occurred that
controlled soluble Al concentration. In the calculation of solubility of Al-precipitates in
experiments, the components of synthetic ARD were used as the initial composition of solution.
Mineql+ model is used to calculate the solubility of Al at each pH point for each possible Al-
precipitate.

Figure 4.39 shows the theoretical solubility of amorphous AI(OH); and gibbsite at each
pH point in experiments without sulfate. In Figure 4.39, it can be found that the soluble Al
concentrations after short and long settling time were close to the theoretical solubility of
amorphous AI(OH);. The data indicated that amorphous Al(OH); was the compound that
controlled the soluble Al concentration if sulfate was absent in experiments.

Figure 4.40 shows the theoretical solubility of amorphous AI(OH)s, gibbsite, jurbanite,
and basaluminite in experiments with low sulfate concentration (1:1). In Figure 4.40, it can be
seen that soluble Al concentration decreased with settling time. After 30 minutes of settling,
soluble Al concentration in experiments with low sulfate concentration was close to the
solubility of amorphous AI(OH)s. Since the solubility of jurbanite was higher than actual Al
concentration, it implied that jurbanite was not the Al-compound that controlled the Al

concentration in experiments. When settling time became longer, the soluble Al concentration
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decreased and became lower than the solubility of amorphous AI(OH);. The reduction of soluble
Al concentration was due to the formation of Al-precipitates with solubility less than amorphous

AI(OH);. This phenomenon indicated that the final soluble Al concentration was not controlled

by amorphous Al(OH);.
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Figure 4.39 Theoretical solubility of gibbsite and amorphous AI(OH); and actual soluble Al concentration

at different pH in experiments without sulfate (Al:SO,=1:0) after 30 minutes, 2 hours, and 48 hours of settling.
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Figure 4.40 Theoretical solubility of possible Al-precipitates and actual soluble Al concentration at

different pH in experiments with low sulfate (Al:SO,=1:1) after 30 minutes, 2 hours, and 48 hours of settling.

Figure 4.41 presents the theoretical solubility of amorphous AI(OH)s, gibbsite, jurbanite,
and basaluminite in experiments with high sulfate concentration (Al:SO4=1:5). Similar to the
experiments with low sulfate concentration, it can be found that the solubility of jurbanite was
higher than soluble Al concentration at any pH point in experiments with high sulfate
concentration. Therefore, it can be concluded that jurbanite was not the compound that
controlled soluble Al concentration during Al-bearing ARD neutralization. Also, the soluble Al
concentration after 30 minutes of settling was close to the solubility of amorphous Al(OH)s.
These results indicated that the main reaction of amorphous Al(OH); controlled soluble Al
concentration in the short period after pH elevated by NaOH addition. With increasing of settling
time, soluble Al concentration became lower than the solubility of amorphous AI(OH); and
tended to be close to the solubility of basaluminite and gibbsite. The decrease of soluble Al

concentration in experiments that contained sulfate indicated that the effluent soluble Al
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concentration from an actual treatment system might be lower than that from amorphous
AI(OH); since the ARD/AMD contains relative high sulfate. (However, as shown above, there is

an increase in total aluminum due to increases in small aluminum-bound particles.)
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Figure 4.41 Theoretical solubility of possible Al-precipitates and actual soluble Al concentration at

different pH in experiments with high sulfate (Al:SO4=1:5) after 30 minutes, 2 hours, and 48 hours of settling.

4.6 POSSIBLE REACTIONS CONTROLLING SOLUBLE Al CONCENTRATIONS

As mentioned above, the sludge composition and the change of soluble Al concentration with
settling time implied that the reduction of soluble Al concentration was due to the formation of

Al-sulfate precipitates, and the most likely species of Al-sulfate precipitate was basaluminite. In
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this section, a method based on mass balance will be built to discuss the possible reactions that

would be the key reactions controlling the soluble Al concentration.

4.6.1 The amount of aluminum in solution and in solids

In experiments, any solute is in two phases, solid or soluble. The solid phase includes sediment
and colloidal or suspended particles. The total solute concentration is the sum of all soluble and
colloidal/suspended particles. It is assumed that the reduction of solute concentration was due to
the formation of solid phases or precipitates. Then amount of solute in each phase could be
calculated.

All initial solutes in experiments were in soluble state. Based on the principle of mass
balance, the amount of sludge at time t can be calculated using following equation (Al units in

molar concentration mol/L):
t _ initial t
W* =[Cliotai —[Cltotal (4.2)
Where: W' is the amount of sludge produced after time t of settling.

[C]»i[g»i[gf“ and [C]%otal represent the initial solute concentration and total solute

concentration at time t, respectively.
The total amount of precipitates (including both settling down and suspended solids)

produced from t; to t; can be calculated by using the soluble concentration with equation:

PU2 = [Clb ubte ~[Clsotuble 43)
Where: P}'\ll_tz is the amount of “new” precipitates produced from time t; to t,. These precipitates
might be formed as settled sludge or as suspended particles in solution,;
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[C] and [C] represent the soluble concentration at t; and t;, respectively,

so lub le so lub le
molar/L;

The removal rate of a solute is:

tl t2
[Clsotuble —[Clsotuble

r =
t2-tl (4.4)

At time t, the amount of suspended solids is:
t t t
S" =[Cltotat —[Clsotuble (4.5)

Therefore, in the experiment, the amount of Al-precipitates can be calculated with the

equations:
t1-t2 t1 t2
I:)AI = [Al]so luble — [Al]so luble (4-6)
48h
PA| " = [Allinitial — [Al]soluble (4.7)
Wt _ AI initial _ AI t 4.8
Al = ]total [ ]total ( . )
WA = (ATt~ [AlTiowml (4.9)
WA = [Alotar — [AlTigtal (4.10)
S = [Alliotal ~[Allso b e (4.11)

Where: P48hr represents the overall Al-precipitates produced after 48 hours of settling. These
Al-precipitates could be in the form of sludge and suspended particles;
P,&lft2 is the amount of Al-precipitates produced between time t1 and t2;

W Al and Wy 80T is the total amount of Al-precipitates that have settled down after time t

and 48 hours, respectively. These Al-precipitates could be in form of Al-hydroxide and/or Al-
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sulfate if sulfate is present in experiments. They represent the Al-precipitates that had been

settled down, which does not include the Al-precipitates suspended in solution;

W Eftz is the amount of Al-sludge produced from time t1 to time t2 of settling;

S}M represents the amount of suspended Al solids at time t of settling;

[Al ]{8{2?' is the initial Al concentration in the experiments;

[Al]%otal and [Al ]ﬁ,gtg{ are the total Al concentrations after time t and 48 hours of settling,
respectively;

[Al]g0 luble and [Al]gg Tgb | are the soluble Al concentrations after time t and 48 hours of

settling, respectively.

The amount of Sulfate-precipitates in the experiments is:

Psto4 = [SO4 13 tible ~[SOsT5o1uble (4.12)
P54§4hr = [SO4 initial —[SO413 e (4.13)
Pgta 2 =[S04 TS0 1uble ~[SO4 55 1uble (4.14)
Wgo, =[S03 Tigtar ~[503 Thota (4.15)
W™ =[SOF Tota ~ SO Kotal (4.16)
Wsté:tz = [5O3 Ttotat ~ [5O3 Ttgtal (4.17)
Sso, =[507 Tiotal =[50 Tsg1upe (4.18)
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Where: PStO and P;ghr represent the total sulfate-precipitates produced after time t and 48
4 4

hours of settling, respectively. These sulfate-precipitates could be in the form of sludge and
suspended particles;

P2 i the amount of sulfate-precipitates produced between time t; and ty;

WstO and nghr are the total amount of sulfate sludge that had been settled down after

time t and 48hr of settling.

Ws%_tz is the amount of sulfate-sludge produce from 30 minutes to 48 hours of settling;

Sgo is the amount of suspended sulfate solids in solution after time t of settling,

respectively;

[SOZ 1™ is the initial total sulfate concentration in the experiments;

[SO4]EOtal and [SO, ] are the total sulfate concentrations after time t and 48 hours of

settling, respectively;

[SO4] and [SO, ¥  are the soluble sulfate concentrations after time t and 48

soluble soluble

hours of settling, respectively.
Therefore, the molar ratio of ALS in sludge collected after time t and 48 hours of settling

in experiments can be calculated by using the change of Al and sulfate concentrations in

solution.
R (O W (A
/ sludge SO4 - 30 min - 2—4initial 2—130 min (4.19)
sludge Wso4 [SOF ligtal —[5OF ligtal
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48hr initial 48hr
(Ay)48hr _(AI j48hr _WAI _ [Al]total _[Al]total (4.20)
S N SO - - —initi _ :
sudge L /904 Jauage - W™ (503 It ~1507 T

The molar ratio of Al:S of suspended solids at time t and 48 hours can be calculated as:

t t t
(Al - )t _ SA| _ [Al]total _[AI]SO luble (421)
4/ suspended Séq [SOA%_]:OW _[Soé%_]tsoluble
48hr 48hr 48hr
(AI )48hl’ B SA| _ [Al]tota| _[Al]soluble (4 22)
SO - 1502 - |
4 /suspended S gg?r [SOi ]?0%[2[ —[SOi ]gg?urble

Therefore, according to the above equations, the molar ratio of Al:S in any phase could
be calculated. Based on the change of Al:S molar ratio in sludge, suspended solids and the
produced precipitates, the possible reactions that might control the species of Al-precipitates and

Al concentrations will be discussed in next section

4.6.2 Calculation the proportion of sulfate precipitates in sludge and suspended Al-solids

In experiments, initial Al and sulfate concentrations had been measured before NaOH addition.
According to equation 4.19 and 4.20, the molar ratios of Al:S in sludge after 30 minutes and 48
hours of settling were calculated. The calculated values are listed in Table 4.6. From Table 4.6, it
can be found that although the calculated values are slightly less than the measured values, the
difference between measured from calculated results at same pH was less than 10%, which
confirming the SEM analysis results were accurate. In experiments, some sulfate ions might be
absorbed by sediment, and resulted in reduction of sulfate concentration in aqueous phase. These
absorbed sulfate ions could be removed from the precipitates during the sludge sample

preparation for SEM analysis. This might be the reason that SEM analysis showed a slightly
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higher Al:S molar ratio (lower sulfate content). Unfortunately, our experiments cannot isolate the
effect of absorption and reaction of sulfate. The future research could be focused on this

question.

Table 4.6 Molar ratios of Al:S in sludge after 30 minutes and 48 hours of settling

SEM analysis Calculation”
Settling time| 30 min 48 hour 30 min 48 hour
pH Al:SO,=1:1
5.6 31.3 25.9 28.6 233
6.0 43.2 32.0 34.8 28.8
6.6 343 27.3 29.6 24.7
7.5 34.0 11.9 30.3 11.4
8.3 39.4 10.6 37.0 11.1
Al:SO4=1:5
5.5 26.4 16.8 23.7 13.8
6.0 35.0 21.2 31.6 17.9
6.6 353 17.4 30.9 14.6
7.5 32.2 12.4 223 11.5
8.4 31.0 9.8 29.9 8.2

*: Molar ratio of Al:S in sludge was calculated by using equation 4.21 and 4.22

The formation of Al-precipitates reduced soluble Al concentration. According to the
composition of synthetic ARD, the theoretical possible species of Al-precipitates include
Al(OH)3 and Al-sulfate precipitates (jurbanite and basaluminite). The simulation results of

Mineql+ model indicated that the formation of Al(OH); was not the only mechanism to reduce
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the Al concentration in experiments when sulfate was present. Considering the soluble Al
concentration was less than the solubility of amorphous Al(OH); after 48 hours, the formation of

Al-sulfate caused the soluble Al concentration decreasing (less than the solubility of amorphous

AI(OH)). In Figure 4.37-4.39, SI values of Al-compounds indicated that the reduction of soluble
Al concentration was due to the formation of Al-sulfate precipitates after long settling time. The
formation of Al-sulfate precipitates reduced both Al and sulfate concentration. Therefore, a
calculation of the molar ratio of Al to sulfate (sulfur) in sludge and suspended particles at
different times will help to understand the processes of Al removal during and after the NaOH
neutralization of Al-bearing ARD.

If it is assumed that the reduction of concentration was due to the formation of
precipitates, the amount of Al- and sulfate-precipitates can be calculated by equation 4.6- 4.7 and
4.12-4.14, respectively. For example, after 30 minutes of settling, the amount of Al-precipitates
produced (in forms of both sludge and suspended particles) is:

PA3|0min — [AI] _ [AI]SOmin

initial soluble

Where the amount of produced sulfate-precipitates is:

Psg):nin — [SO 4] _ [SO A ]30 min

initial SO lub le

The molar ratio of Al to sulfate in precipitates (total of sludge and suspended particles) is:

Al/ _ F’/iomin _ [Al]initial —[Al]igfﬂi,'ie 4.23
S - 30min 30 min ( . )
PSO4 [SO4]initiaI _[804]

soluble

After addition of NaOH in experiments, Al precipitation occurred and most Al-
precipitates were settleable. However, some Al-solids remained in aqueous phase. These
suspended particles could grow and settle due to floc formation over time, or remain in colloidal

in the supernatant for long time. These suspended particles can actually increase the effluent Al
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concentration from the ARD treatment system. To evaluate the characteristics of these particles
is important to improve the treatment efficiency and possibly to understand an approach to meet
future discharge aluminum standards from AMD and ARD sites.

Previous data indicated that the reactions of Al-sulfate precipitation occurred in
experiments. Therefore, the suspended Al-precipitates can be in two forms: Al(OH); and/or Al-
sulfate. According to the change of Al and sulfate concentration, the molar ratio of ALS in
suspended solids can be calculated with equation 4.21and 4.22.

Table 4.7 presents the molar ratio of Al:S in suspended solids at different settling time .
In Table 4.8, it can be seen that the molar ratio of Al:SO4 of suspended particulates were high
within two hours of settling, which indicated that most suspended particles in the supernatant
was in the form of Al(OH); when settling time was less than two hours. When settling time
became longer, the molar ratio of Al:SO4 in suspended solids decreased. The reduction of molar
ratio indicated that the proportion of suspended Al-sulfate particles increased. Furthermore, the
molar ratio of Al:SO4 in suspended particles became almost constant after 24 hours of settling,
which indicated that the compositions of suspended particles in the supernatant was the same
after 24 hours of settling. From Figure 4.28 and 4.29, the soluble sulfate concentration
continuously reduced throughout experiments, which implied that sulfate precipitates were

produced continuously. However, from Figure 4.27, 4.36, and 4.37, it can be found that the

suspended Al and sulfate concentration were almost constant after 24 hour of settling. Therefore,
after 24 hours of settling, the species of “new” formed precipitates should be the same species as
the suspended particles in the supernatant. In Table 4.7, it can be seen that the value of molar

ratio of Al:SO4 in suspended particles was around 4.0, which is the theoretical molar ratio of
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Al:SOj4 in basaluminite. This result indicated that basaluminite was the primary species of Al-

sulfate precipitates formed in the experiments.

Table 4.7 Molar ratio of Al:S in suspended solids after different settling time

pH 5.6 6.0 6.6 7.0 7.5 8.0 8.3
Time Al:SO,=1:1
30 min 9.9 24.0 115.6 204 16.4 13.8 10.3
2 hr 9.2 13.3 23.0 21.3 16.2 10.1 9.6
4 hr 4.1 10.0 9.8 10.2 8.2 6.7 6.1
24 hr 4.1 5.0 5.0 5.1 4.7 5.4 4.9
48 hr 3.4 4.9 4.7 5.1 4.9 3.9 4.4
Al:SO4=1:5
30 min 5.5 7.1 8.1 6.4 52 7.6 5.2
2 hr 8.2 14.3 13.3 12.5 14.3 12.4 9.2
4 hr 6.1 6.6 6.2 7.0 9.1 6.3 6.2
24 hr 4.0 4.2 4.1 4.4 4.2 4.7 4.0
48 hr 4.5 3.8 4.0 4.2 3.7 3.6 3.1

4.6.3 The possible reactions in neutralization of low sulfate Al-bearing ARD/AMD

The soluble Al concentration in experiments without sulfate showed that the formation of
Al(OH); occurred and was completed immediately after pH was adjusted. After 30 minutes of
neutralization, the soluble Al concentration of experiments without sulfate remained stable. The
sludge analysis also showed the Al:OH molar ratio of sludge was close to the theoretical molar

ratio of AI(OH);. These results suggested that the formation of AI(OH); was a fast reaction and
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the main reaction for Al removal during Al-bearing ARD/AMD treatment. The calculation of
Mineql+ chemical equilibrium computer model also showed that the SI values of amorphous
AI(OH); was close to zero in the whole experiments when sulfate was absent, which indicated
the solution in equilibrium with amorphous AI(OH); after 30 minutes of settling. In other words,
most of aluminum was removed by Al(OH);(am) precipitation.

On the other hand, in experiments with sulfate, the soluble Al concentration became
lower and less than the theoretical solubility of amorphous Al(OH); after long settling time. The
calculation with the Mineql+ model shows that solution became unsaturated with amorphous
AI(OH); in the experiments when sulfate was present. The sludge analysis showed that no
crystalline precipitates formed and this indicated that the reduction of Al concentration was not
due to the formation of gibbsite, which is the crystalline Al(OH); and can be transformed from
amorphous Al(OH);. TGA and SEM analysis showed that sulfur content in sludge increased with
sulfate concentration and settling time, which indicated that sulfate influences Al concentration
neutralization of ARD by the formation of Al-sulfate. The removal rate of aluminum and sulfate
in experiments showed that the primary reaction was the formation of Al-sulfate precipitates
after 4 hours of neutralization and this reaction controlled the soluble Al concentration in the
processes of Al-bearing ARD neutralization.

The molar ratio of Al:S in suspended particles revealed the sulfate content in suspended
particles increased with settling time and it was close to the theoretical molar ratio of
basaluminite. Therefore, it is reasonable to assume that the formation of basaluminite in the

treatment of Al-bearing ARD is the key reaction to reduce the soluble Al concentration.
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4.7 PARTICLE SIZE DISTRIBUTION

Suspended particulate Al solids are the primary Al source in effluents from active treatment
systems. In order to understand the influence of suspended particulate Al solids on effluent Al
concentration in Al-bearing ARD/AMD treatment, the particle sizes in the supernatants have
been measured. The particle size distribution was obtained with a Microtrac S3500, which uses
the tri-laser technology to measure the particle sizes. The measurement range of Microtrac S3500

1s from 0.75 to 2800 micrometers.

4.7.1 The suspended particle size distribution in different experiments

Figure 4.42 shows the suspended particles size distribution in experiments without sulfate
(Al:SO4=1:0) after 30 minutes and 48 hours of settling at pH=6.0 and 8.0. The median diameter
of suspended particles was ~ 40 and 22 um at pH =6.0 and 8.0 after 30 minutes of settling,
respectively. After 48 hours of settling, the median diameter of particles became 25 and 40 um at
pH=6.0 and 8.0, respectively. The data of particle diameter show that the median diameter of
particles a pH =8 became larger, while the median diameter of particles at pH = 7 became
smaller with time of settling. Most of suspended particles were still larger than 10 pm at both pH
values even after 48 hours of settling. These data indicate that most suspended particles were

larger size and could settle when the settling time is long enough (>48 hours).
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Figure 4.42 Particle size distribution in the supernatant in experiments without sulfate (Al1:SO,=1:0) at

pH=6.0 and 8.0 after 30 minutes and 48 hours of settling

Figure 4.43 shows the particle size distribution at pH =6.0 and 8.0 after 30 minutes and
48 hours of settling when molar ratio of Al:SO4 equals 1:1. After 30 minutes of settling, 55% of
particle size distribution was in the range of 30-60 um. The median diameter of suspended
particles was around 45 pm at pH=6.0 and 43.5 pm at pH=8.0. After 48 hours of settling, the
median diameter of suspended particles decreased to about 2um at both pH=6.0 and 8.0. At
pH=6.0, about 77% of suspended particles were larger than 28 um at 30 minutes, whereas about
74% of suspended particles were less than 5 um at 48 hours. At pH=8.0, about 81% of suspended
particles were larger than 28 um at 30 minutes, whereas about 64% of particles were smaller than
5 um at 48 hours. The data show the fraction of small sized particles in suspended particles

increased with settling time in experiment of low sulfate concentration (Al:SO4ratio=1:1).
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Figure 4.43 Particle size distribution in experiments with low sulfate concentration (Al:SO,=1:1) at

pH=6.0 and 8.0 after 30 minutes and 48 hours of settling

Figure 4.44 presents the particle size distribution in experiments with high sulfate

concentration (Al:SO4=1:5) at pH=6.0 and 8.0. After 30 minutes of settling, the median diameter
of suspended particles was about 24 and 35 um at pH=6.0 and 8.0, respectively. At pH=6.0, over
50% of particles were in the range of 20 to 65 um, whereas about 50% of the particles were in a
somewhat narrower range of 20 to 50 um at pH=8.0. After 48 hours of settling, the median

diameter of suspended particles were 2 um and 5 pm at pH=6.0 and 8.0, respectively. At pH

=6.0, over 60% of the suspended particles were in the range of 1.0 to 3.0 um, whereas about 65
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only about 30% and 1% suspended particles were larger than 12 um at pH=6.0 and 8.0,
respectively. In experiments without sulfate, about 65% and 85% suspended particles were larger
than 12 um at pH=6.0 and 8.0 after 48 hours of settling. Therefore, these data indicate that the

suspended particle size would decrease after a long settling time when solution contained sulfate.
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Figure 4.44 Particle size distribution in the supernatant at pH=6.0 and 8.0 after 30 minutes and 48 hours of

settling when Al:SO,=1:5

4.7.2 Effect of suspended particle size on Al concentration

As discussed in Section 4.2.3, the suspended Al concentration was reduced when solution

contained sulfate. Figure 4.45 shows the relationship of the suspended Al concentration to the
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suspended particle size. Form Figure 4.45, it can be seen that the low suspended Al concentration
occurred in experiments without sulfate, corresponding with larger suspended particles in the
supernatant. As described in last section, when solution did not contain sulfate, about 65% and
85% of suspended particles were larger than 12 pm at pH =6.0 and 8.0 after 48 hours of settling,
respectively. The large particle size indicates the better settling characteristics.

At pH=6.0, the suspended Al concentration was 0.30 and 0.28 mg/L. when solution
contained low and high sulfate concentration, respectively, whereas the suspended Al
concentration was 0.39 and 0.45 mg/L at pH=S8.0. The suspended Al concentration did not show
a significant difference between the experiments with low and high sulfate concentration. The
similar phenomenon could be found in the suspended particle size distribution. At pH=6.0, only
about 20% and 30% of suspended particles were larger than 12 pm after 48 hours of settling in
experiments with low and high sulfate concentration, respectively. At pH=8.0, only about 30%

and 1% of suspended particles were larger than 12 um.
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Figure 4.45 Effect of suspended particles size on suspended Al concentration in experiments
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Assuming the density of smaller suspended particles was the same as the larger
suspended particles, the contribution of suspended particles to suspended Al concentration was
calculated. At pH =6.0, after 30 minutes of settling, about 0.16 and 0.18 mg/L of suspended Al
concentration was contributed by the suspended particles that were less than 5 um in experiments
with low and high sulfate concentration, respectively, which was only ~14 % and 12% of the
suspended Al concentration. After 48 hours of settling, about 0.24 and 0.19 mg/L of suspended
Al concentration was contributed by the small suspended particles (<5 um) in experiments with
low and high sulfate concentration, respectively, which was 75.5% and 68% of total suspended
Al concentration. Furthermore, compared with the concentration at 30 minutes, it can be found
that the amount of smaller suspended particles at 48 hours was more than at 30 minutes when
solution contained sulfate, which indicates the number of smaller suspended particles (<5 pm)
increased with settling time at pH=6.0. When solution did not contain sulfate, the suspended Al
concentration was 0.04 mg/l and 0.01 mg/L. was contributed by small suspended particles (<5
um) after 30 minutes and 48 hours of settling, respectively, which indicates that the amount of
small suspended particles decreased with settling time when solution did not contain sulfate at
pH=6.0

At pH=8.0, 0.07 and 0.22 mg/L of suspended Al concentration was contributed by the
small suspended particles after 30 minutes of settling in experiments with low and high sulfate
concentration, respectively. After 48 hours of settling, the smaller suspended particles (<5 pm)
contributed about 0.23 and 0.26 mg/L of suspended Al concentration in experiments with low
and high sulfate concentration, respectively. in experiments without sulfate, small particles
contributed about 0.06 and 0.03 mg/L suspended Al concentration after 30 minutes and 48 hours

of settling, respectively. These data indicate that amount of smaller suspended particles also

112



increased with settling time at pH=8.0. Therefore, it is reasonable to conclude that the increase of
suspended Al concentration with elevated sulfate levels was due to the increase of small
suspended Al solids, which can remaining in solution. According to the analysis in Section 4.6.2,
the main species of suspended particles changed to basaluminite when settling time was longer
than 24 hours. Therefore, it was concluded that the formation of basaluminite after 24 hours to
form small Al-sulfate particles, which remained in solution to cause the increase of, suspended

Al solids.

4.7.3 The relationship of reaction rate to suspended particle size

Figure 4.46 shows the change of Al concentration with settling time in experiments with low and
high sulfate concentration at pH=6.0 and 8.0. From the semi-log plots of Al concentration vs.
settling, it is observed that two phenomena occurred in experiments: one was for the first 2 hours
of setting, and the other was from 4 hour to 48 hours of settling. In the first 2 hours, Al
concentration reduced quickly, which indicates the faster reaction rate occurred. From 4 to 48

hours, the Al concentration changed slowly, which indicates a slower settling rate occurred.

113



1.0E+02 A pH=6.0 Al:SO4=1:1
=
?Esa O pH=8.0 Al:SO4=1:1
® 5 ® pH=8.0 Al:SO4=1:5
= ° O
S 1.0E+00 - d ’
cC
(@]
(]
< A n A
@ 1.0E-01 - ‘\.\‘
o]
=
(@]
%)
1.0E-02 \ \ \ \ \ |
0 500 1000 1500 2000 2500 3000

Settling time (minutes)

Figure 4.46 Change of Al concentration with settling time in the experiments with low and high sulfate

concentration (Al:SO4=1:1 and 1:5, respectively)

In experiments with low sulfate, the particle size analysis showed that at 30 minutes,
about 75% and 80% suspended particles was larger than 28 um at pH=6.0 and 8.0, respectively,
whereas only about 14% and 7% suspended particles was less than 5 ym at pH=6.0 and 8.0,
respectively. After 48 hours, about 7.5% and 26% suspended particles was larger than 28 um at
pH=6.0 and 8.0, respectively, but about 75.5% and 65% of suspended particles was less than 5
um. These suspended particle size distribution showed that most suspended particles was larger
at 30 minutes, whereas most suspended particles was small at 48 hours.

In experiments with higher sulfate concentration (Al:SO4=1:5), after 30 minutes of
settling, about 45% and 60% suspended particles was larger than 28 um, whereas only about
12% and 15% suspended particles was smaller than 5 um at pH=6.0 and 8.0, respectively. After

48 hours of settling, only 20% and 0% suspended particles was large than 28 um, whereas about
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70% and 55% suspended was smaller than 5 um at pH=6.0 and 8.0. These suspended particle
sizes also indicate that the suspended particle size reduced with settling time.

Combined with the information of reaction rate, it can be found that the faster reaction
rate corresponded with the larger suspended particles, which indicate the quicker settling rate.
This phenomenon occurred at the first 2 hours after pH adjustment. The slow reaction rate
occurred at the time from 4 hours to 48 hours of settling corresponding with the small suspended
particles, which indicate the slow settling rate. In Section 4.4.2, it was concluded that the main
reaction was the formation of amorphous AI(OH)3 within the first 2 hours of settling, and after 4
hours, the primary reaction was the formation of Al-sulfate precipitates (basaluminite).
Therefore, it is concluded that the formation of AI(OH); occurred faster and the precipitates
could be combined to form large particles, which was easy to settle down. The formation of Al-
sulfate precipitates was slow accompanying the formation of small Al-sulfate precipitates, which

were difficult to settle.

4.7.4 Factors that influence suspended particle sizes

Table 4.8 presents the data of median diameter of suspended particles and main range of
suspended particles size after 30 minutes and 48 hours. At pH=6.0, the median diameter of
suspended particles was 40, 45, and 24 pm after 30 minutes of settling in experiments with the
ratio of Al:SO4 equal to 1:0, 1:1, and 1:5, respectively. The median particle diameter did not
show a significant change in experiments with or without sulfate after short settling time,
although the median diameter of particles in experiments with high sulfate concentration
(ALl:SO4=1:5) was slightly smaller than others. After 48 hours of settling, the median diameter of

suspended particles in experiments without sulfate reduced to 25 pm, whereas the median
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diameter of suspended particles reduced to 2.0 and 2.0 um in experiment with Al:SO4 ratio equal
to 1:1 and 1:5, respectively. In the experiments when sulfate was present, most of suspended
particles (>60%) were in the range of 1.0 to 3.0 um, whereas most of particles (80%) were larger

than 10 pm in experiments without sulfate.

Table 4.8 The median diameter and main fractional scale of suspended particles size distribution at pH=6.0

and 8.0 after 30 minutes and 48 hours of settling (diameter: pm)

pH=6.0 pH=8.0
Al:SO4 — - — -
Median size Main range of | Median size Main range of
particle size particle size
(proportion (proportion
percentage %) percentage %)
30 min | 48hr 30 min | 48hr 30 min | 48hr 30 min | 48hr
5-10 15-30
(20%), | (35%),
30-50 10-40
1:0 40 25 o o 22 40 and 15- | and 45-
(55%) | (~80%) 50 R0
(40%) | (35%)
40-55 1.0 -
30-60 1.3-3.0
1:1 45 2.0 o o 45 2.0 (50%) |5.0
(50%) | (60%) (65%)
_ 20-65 1.0-3.0 20-50 | 3.5-75
1:5 24 2.0 (50%) | (60%) 35 5.0 (50%) | (65%)

At pH=8.0, the median diameter of suspended particles was 22, 45, and 35 pum after 30
minutes of settling in experiments with the ratio of Al:SO4 equal to 1:0, 1:1, and 1:5,
respectively. The median diameter of suspended particles in experiments without sulfate was
relative small at pH=8.0 after 30 minutes of settling. After 48 hours of settling, the median
diameter of suspended particles became 40, 2.2, and 5.0 um in experiments of Al:SO4= 1:0, 1:1,

and 1:5, respectively. The median diameter of particles in experiments with sulfate became
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smaller than that in experiments without sulfate. Meanwhile, most of suspended particles were in
the range of 1.0 to 5.0 pm and 3.5 to 7.0 um when the ratio of Al:SO4 equal to 1:1 and 1:5,
respectively, whereas 90% of suspended particles were larger than 10 pm in experiments without
sulfate. The median diameter of suspended particles and particle size distribution at pH=6.0 and
8.0 shows that suspended particle size decreased after a long settling time (48 hours) when
solution contained sulfate. The probable reason was that the formation of basaluminite, which
was in small size and became the main species of suspended particles.

Table 4.9 shows the suspended Al and sulfate concentration after 30 minutes and 48
hours of settling. After 30 minutes of settling, suspended Al concentration was 1.69, 1.15, 1.59 at
pH=6.0 and 1.10, 1.01, and 1.36 at pH=8.0 in experiments with ratio of Al:SO;4 equal to 1:0, 1:1,
and 1:5, respectively. When settling time was 48 hours, the suspended Al concentration was
0.11, 0.32, and 0.28 mg/L at pH=6.0 and 0.25, 0.35, and 0.49 mg/L at pH=8.0 corresponding to
the ratio of Al:SO4 equal to 1:0, 1:1, and 1:5, respectively. The suspended Al concentration was
higher when sulfate was present, although the suspended particle size was smaller. In other
words, the presence of sulfate reduced the size of suspended particulate Al solids and remained
them in the supernatant, following with a relative high-suspended Al concentration. According to
the discussion in Section 4.6, the molar ratio of Al:SO4 of suspended particles over settling
indicated that the primary reaction was the formation of basaluminite and the main species of
suspended particles was basaluminite after 24 hours of settling when sulfate was present in
solution. Therefore, it can be concluded that the suspended basaluminite particles in the

supernatant were small and can remain in the supernatant for long time after neutralization of Al-

bearing ARD/AMD.
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Table 4.9 Suspended Al and sulfate concentration at pH=6.0 and 8.0 after 30 minutes and 48 hours of settling

pH=6.0 pH=8.0
AlL:SO4 Al:SO4
Setting | Al SO4 Al SO4
Al:SO4 (molar (molar
time (mg/L) | (mg/L) (mg/L) | (mg/L)
ratio) ratio)
L0 30 min | 1.69 1.10
' 48hr | 0.11 0.25
. 30 min | 1.15 0.17 24.0 1.01 0.26 13.8
. 48 hr 0.32 0.231 4.9 0.35 0.32 3.9
L5 30 min | 1.59 0.31 7.1 1.36 0.64 7.6
' 48 hr 0.28 0.28 3.8 0.49 0.49 3.6

48 SUMMARY AND CONCLUSIONS

This chapter has evaluated the effects of sulfates on Al removal during Al-bearing ARD/AMD
treatment. Laboratory experiments were conducted to evaluate the effects of sulfates on both
suspended and soluble Al concentrations in a laboratory synthesized Al-bearing acidic rock
discharge with different Al:SO, molar ratios (1:0, 1:1, and 1:5) at different pH values. The
results suggested that pH is a critical parameter during Al-bearing ARD treatment and increasing
pH (from neutral value) would result in increase of soluble aluminum concentrations even after
extended (48 hour) settling times.

The influences of sulfates alone on soluble and suspended aluminum appeared to be of

secondary importance as compared to the overall influence of pH. The presence of sulfates in
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solution reduced the soluble Al concentration, with concomitant formation of small sized Al-
sulfate particles, which mainly basaluminite. The reduction of soluble Al concentration by the
formation of basaluminite appeared after a long settling time (>4 hours). When the sulfate was
absent in solution, the soluble Al concentration was almost constant after 30 minutes of settling.
However, elevated sulfates concentrations increased the formation of small suspended particulate
Al solids, which could remain in the supernatant for long time and thus increase the suspended
Al concentration, even if the total concentration might reduce after long settling time.

Saturation index (SI) values calculated by using MINEQL+ computerized equilibrium
model showed that solution could be in equilibrium with amorphous AI(OH); within the first 30
minutes, following in unsaturated with amorphous AL(OH)s if sulfates was present in solution.

Sludge analysis with XRD revealed that no crystalline precipitates were produced in
experiments. This result indicated that the reduction of soluble Al concentration was not due to
the formation of gibbsite (crystalline AI(OH);). Furthermore, TGA and SEM analysis showed
that sulfate content in sludge increased with settling time and the initial sulfate concentration.
The sulfate content in sludge indicated that Al-sulfate precipitation occurred in experiments and
resulted in soluble Al concentration reduction to be less than the theoretical solubility of
amorphous Al(OH)s.

Reduction rate of aqueous aluminum and sulfate with settling time revealed that the
formation of AlI(OH); was the main precipitate product occurring within the first 30 minutes of
neutralization. When sulfates was present, the primary reaction after 4 hours of settling became
the formation of Al-sulfate precipitates, which mainly basaluminite. The formation of
basaluminite caused the reduction of soluble Al concentration after a long settling time (48

hours).
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The molar ratio of Al:SO4 of suspended particles showed composition of suspended
particles became unchanged after 24 hours of settling. The value of molar ratio of Al:SO4 of
suspended particles in the supernatant was close value of Al:SO4 in basaluminite. Based on these
results, it is concluded that the formation of basaluminite is the key reaction to reduce the soluble
Al concentration and the main species of suspended Al solids in the supernatant was
basaluminite after 24 hours of setttling.

Suspended particle size distributions revealed that the presence of sulfate reduced the
suspended particle sizes in the supernatant yielding a relative higher suspended Al concentration.
By comparing the particles size after 30 minutes and 48 hours of settling, it was found that pH
alone did not influence the suspended particle size in the supernatant. The reduction of
suspended particle sizes were companied with the increase of sulfate ratio in the suspended
particles. It is concluded that the Al-sulfate precipitates (basaluminite) tended to remain in the
supernatant as small sized particles and thus increase the total effluent Al concentration from

active ARD treatment system.
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5.0 EFFECT OF SILICATE ON ALUMINUM SPECIATION AND

CONCENTRATION DURING ACTIVE TREATMENT OF ARD

5.1 INTRODUCTION

As mentioned above, the precipitation of aluminum from natural ARD and/or AMD is complex.
The possible aluminum precipitates formed as a consequence of pH adjustment of ARD/AMD

are not only aluminum hydroxides, but also Al-hydroxyl-sulfate (Herrmann and Baumgartner,

1992; Taylor et al. 1997; Bigham and Nordstrom, 2000; Kim and Kim, 2003a) and

hydroxyaluminosilicate (Sullivan and Drever, 2001). In Chapter 4, effects of sulfate on Al

concentration and species of precipitates have been investigated. Besides sulfate, soluble silicate
can also influence the precipitation of aluminum in water. Interactions between silicic acid

and aluminum can occur over wide concentration ranges (Exley and Birchall, 1992; Farmer and

Lumsdon, 1994; and Brace and Matijevic, 1977) and may lead to the formation of

hydroxyaluminosilicate (HAS) precipitates or co-precipitates with other precipitates (Duan and

Gregory, 1996 and 1998).

In natural waters, the concentration of silicate (as SiO) reported by investigators is

typically in the range 1-150mg/L (Siever, 1953; Alexander et al., 1954; Stoeber, 1967; Brace and

Matijevic, 1977; Clesceri et al., 1989). Therefore, it is important to understand the effects of
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silicate and the interactions between silicate and sulfate on Al concentration and removal
efficiency during Al-bearing ARD/AMD treatment processes.

In Chapter 4, experimental results indicated that the presence of sulfate reduced the
soluble Al concentration by formation of Al-sulfate precipitates, basaluminite. However, when
both silicate and sulfate are present in solution, the possible species of Al-precipitates include
Al(OH);, Al-sulfate, and Al-silicate. Since ARD/AMD contains high sulfate concentration, it is
also important to understand the interactions between sulfate and silicate. In this study, results
from three series of laboratory experiments are presented. The molar ratio of Al:Si:SO4 equal to
1:1:0, 1:1:5, and 1:2.5:5 were selected to evaluate the effects of sulfate and silicate on Al
concentration during Al-bearing ARD neutralization. Final pH values were in the range of 5.5 to
8.5. The sludge was collected at short (30minutes) and long (~48 hours) times of settling. These
sludge samples were analyzed with a scanning electron microscope (SEM), equipped with an
energy-dispersive X-ray spectrometer (EDS).

This chapter presents the results for experiments of the effect of silicate on Al
concentration and discusses the interactions of sulfate and silicate on Al concentration during
ARD/AMD neutralization. First, total and soluble aluminum concentrations at different pH after
different settling time in the experiments are presented, following the results of sludge analysis
to show the characteristics of sludge formed on different conditions. The effect of silicate on

particle size of suspended Al-solids is also evaluated.
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5.2 THE CHANGE OF SOLUBLE ALUMINUM CONCENTRATION WITH

SILICATE AT DIFFERENT pH VALUES

5.2.1 Soluble Al concentration at different pH and silicate concentrations

Three different sets of batch experiments had been conducted to evaluate the influence of silicate
on soluble and total Al concentrations that could exist in Al-bearing ARD/AMD treatment
system with NaOH. The molar ratios of Al:Si:SO4 were 1:1:0, 1:1:5, and 1:2.5:5, respectively.
The initial Al concentration was controlled to be 25mg/L. As mentioned above, water and
precipitate samples were collected after 30 minutes and 48 hours. This section presents the
soluble and total Al concentrations at different pH values after 30 minutes and 48 hours of

settling under different molar ratios.

5.2.1.1 Soluble Al concentration in experiments of the molar ratio of Al:Si:S0O,=1:1:0

Figure 5.1 presents the soluble Al concentrations after 30 minutes and 48 hours of settling at
different pH values when sulfate was absent and silicate concentration was low
(Al:Si:SO4=1:1:0). The data are present in Table 5.1. Soluble Al concentrations in these
experiments varied with pH. After 30 minutes of settling, at pH from 6.0 to 7.2, soluble Al
concentration was in the range of 0.16 to 0.34 mg/L. The minimum soluble Al concentration was
0.16 mg/L occurred at pH=6.4. At pH > 8.0, the soluble Al concentrations increased to more than
2 mg/L. This is different from the case where the pH = 6.0 to 7.2, which the soluble Al
concentration was 0.34 mg/L and 0.68 mg/L, respectively. The soluble Al concentration

increased sharply as the pH increased beyond 7.6.
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Figure 5.1 Soluble Al concentration in experiment with Al:Si:SO,=1:1:0 after 30 minutes and 48 hours of settling

Soluble Al concentration decreased after 48 hours of settling. Soluble Al concentration
became very low in the range of pH = 5.7 to 7.2. At pH from 5.7 to 7.2, all the soluble Al
concentrations were less than 0.1 mg/L and in the range of 0.02 to 0.08 mg/L. Compared with
concentration at low pH ( < 7.2), soluble Al concentration was relative high when pH > 8.0. In
Table 5.1, it can be seen that soluble Al concentration was 0.8 to 1.5 mg/L at pH =8.0 to 8.6.
This indicates that pH control is critical to meet low aluminum discharge levels from the settling
tank, and wet weather conditions (simulated by the 30 minutes settling time) would result in

relative high effluent soluble Al concentration.

The soluble Al concentration decreased from 30 minutes to 48 hours of settling indicating
that the solution was not in equilibrium condition after only 30 minutes of settling. Since the

information shown above suggests that gibbsite is not a possible precipitate in experiments, the
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possible Al-precipitates in this experiment are amorphous AI(OH); and Al-silicate precipitates.
The soluble Al concentration after 30 minutes of settling indicated the formation of Al-silicate
precipitates causing the reduction of soluble Al concentration to be less than the theoretical

solubility of amorphous AI(OH)s.
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Table 5.1 Total and soluble Al concentration after 30 minutes and 48 hours of settling at different pH (mg/L)

Al:Si:SO,=1:1:0 Al:Si:SO4=1:1:5 Al:Si:S04=1:2.5:5

Settling

e 30 minutes 48 hours 30 minutes 48 hours 30 minutes 48 hours
pH Total |Soluble| Total |[Soluble| PH Total |Soluble| Total |Soluble| pH Total |Soluble| Total |Soluble
5.7 144 | 093 | 0.21 0.04 5.6 2.03 1.26 | 0.44 | 0.04 5.6 3.03 1.16 | 135 | 0.14
6.0 1.40 | 030 | 0.21 | 0.02 6.0 1.58 | 045 | 024 | 0.02 6.0 1.86 | 0.41 1.22 | 0.01
6.4 1.12 | 0.16 | 0.21 0.03 6.4 1.18 | 0.31 0.24 | 0.02 6.7 204 | 029 | 1.15 | 0.01
6.9 1.23 | 0.21 0.22 | 0.06 6.9 1.21 0.27 | 0.27 | 0.03 7.1 1.97 | 0.25 1.18 | 0.02
7.2 1.09 | 034 | 022 | 0.08 7.3 1.73 | 057 | 033 | 0.13 7.6 3.24 1.3 1.32 | 0.12
7.6 149 | 0.68 | 048 | 0.31 7.8 2.48 1.78 | 0.53 | 0.24 8.0 427 | 214 | 149 | 0.21
8.0 351 | 242 | 1.07 | 0.80 8.0 3.81 | 240 | 0.64 | 0.31 8.6 7.68 | 4.47 | 2.65 | 0.40
8.2 442 | 351 1.36 | 1.00 8.4 537 | 432 | 0.64 | 0.33
8.6 541 | 4.62 | 1.89 | 1.50
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5.2.1.2 Soluble Al concentration in experiments of the molar ratio of Al:Si:SO,=1:1:5

Figure 5.2 shows soluble Al concentration at different pH and settling time in experiments with
low silicate and high sulfate concentration (Al:Si:SO4=1:1:5). The data are present in Table 5.1.
After 30 minutes of settling, soluble Al concentration changed from 0.27 to 0.57 mg/L in pH
range of 6.0 to 7.3. These soluble Al concentrations were slightly higher than the soluble Al level
in experiments without sulfate. Similar to the experiments of sulfate absent, soluble Al
concentration appeared a relative higher level when pH was higher (>8.0). At pH from 7.8 to 8.4,

soluble Al concentrations were from 1.78 to 4.32 mg/L after 30 minutes of settling.

After 48 hours of settling, all the soluble Al concentrations decreased sharply and became
very low at pH in the range of 5.6 to 7.3, which was similar to the soluble Al concentrations in
experiments without sulfate after long settling time. These data implied that the presence of
sulfate did not significantly influence the soluble Al concentration when silicate was present at
low pH levels. At high pH level, soluble Al concentrations were 0.31 and 0.33 mg/L at pH=8.2
and 8.4, respectively. These Al concentrations were much lower than those in experiments
without sulfate (1.07 mg/L at pH=8.0 and 1.36 at pH=8.2), which indicated that the presence of

sulfate could decrease the soluble Al concentration at pH > 8.
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Figure 5.2 Soluble Al concentration in experiment of Al:Si:SO,=1:1:5 after 30 minutes and 48 hours of settling

5.2.1.3 Soluble Al concentration in experiments of the molar ratio of Al:Si:SO,=1:2.5:5

Figure 5.3 presents soluble Al concentration at different pH values after 30 minutes and 48 hours
of settling in experiments with high silicate and sulfate concentrations (Al:Si:S04=1:2.5:5) and
data were shown in Table 5.1. At pH=6.0 to 7.1, soluble Al concentrations were in the range of
0.25 to 0.41 mg/L after 30 minutes of settling, which was in the same level as in experiments
with low silicate concentration (with and without sulfate). The soluble Al concentration was 1.16

mg/L at pH = 5.6, and increased from 1.3 to 4.47 mg/L when pH > 7.5.

After 48 hours of settling, soluble Al concentration decreased to no more than 0.02 mg/L
at pH=6.0 to 7.1, whereas soluble Al concentration was 0.12, 0.21, and 0.40 mg/L. at pH=7.6,
8.0, and 8.6, respectively. In Figure 5.3, it can be seen that the soluble Al concentration was in a

low level at high pH range (>7.5) after 48 hours of settling.
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Figure 5.3 Soluble Al concentration in experiment of Al:Si:SO,=1:2.5:5 after 30 minutes and 48 hours of settling

5.2.1.4 The interactive effect of silicate and sulfate on soluble Al concentration

Figure 5.4 shows the soluble Al concentration at pH =6.0 and 8.0 after 30 minutes and 48 hours
of settling in experiments with molar ratio of Al:Si:SO4 equal to 1:0:0, 1:0:5, 1:1:0, and 1:1:5.
From Figure 5.4, it can be seen that compared with experiments without both sulfate and silicate,
soluble Al concentration decreased after 48 hours of settling when sulfate and/or silicate was
present. Furthermore, soluble Al concentration was lower when silicate was present. At high pH
(=8.0), the soluble Al concentration was lowest when both sulfate and silicate were present in

solution. The results indicated the silicate reduced the effluent soluble Al concentration during

neutralization of Al-bearing ARD/AMD.
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Figure 5.4 Soluble Al as influenced by silicate and sulfate at pH = 6.0 and 8.0, at settling times of 30 minutes and

48 hours at designated molar ratios of Al:Si:SO,

Figure 5.5 presents soluble Al concentration in experiments with different silicate
concentrations (Al:Si:SO4 equal to 1:1:0, 1:1:5, and 1:2.5:5) at pH=6.0 and 8.0 after 30 minutes
and 48 hours of settling. After 30minutes of settling, soluble Al concentration was in the range of
0.30 to 0.45 mg/L at pH=6.0, and 2.14 to 3.41 mg/L at pH=8.0. After 48 hours of settling,
soluble Al concentration reduced to 0.01~0.02 mg/L at pH=6.0, and 0.21~0.80 mg/L at pH=8.0.
These experimental results showed that soluble Al concentration at pH=6.0 was much lower than
those at pH=8.0 after both 30 minutes and 48 hours of settling. These data suggest that the pH is
the most important parameter for controlling final soluble Al concentration during Al-bearing

ARD/AMD treatment.
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Figure 5.5 Soluble Al concentration at pH=6.0 and 8.0 after different settling time under different silicate

concentrations

At pH=6.0, when solution contained low silicate concentration (Al:Si=1:1), soluble Al
concentration had no significant difference when sulfate was present or absent after 48 hours of
settling. However, when silicate concentration was high (Al:Si=1:2.5), soluble Al concentration
was lower compared with that in experiments with low silicate concentration. At pH=8.0, when
silicate concentration was low, the presence of sulfate reduced soluble Al concentration too. In
experiments with the same sulfate concentration, high silicate level reduced the soluble Al
concentration. These results indicated that both sulfate and silicate and combination of them

reduced the soluble Al concentration in neutralization of Al-bearing ARD/AMD.
Saturation Index

The SI values of amorphous AI(OH); in experiments were -0.19, -0.15, and -0.14 at

pH=6.0, and -0.11, -0.04, and -0.16 at pH=8.0 when Al:Si:SO4ratios equal to 1:1:0, 1:1:5, and
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1:2.5:5 after 30 minutes of settling, respectively. Different from SI values in experiments without
silicate, all the SI values were negative when silicate was present in solution, although the values
were not much lower than zero. The SI values indicated that the solutions were unsaturated with
amorphous Al(OH); within the first 30 minutes after pH adjustment when silicate was present. In
other words, the reduction of soluble Al concentration was not only due to the formation of
amorphous AI(OH)s, but also the formation of Al-silicate precipitates. After 48 hours of settling,
the SI values of amorphous AI(OH); reduced to -1.37, -1.45, and -0.60 at pH=6.0, and -0.59, -
1.00, and -0.89 at pH=8.0 when Al:Si:SOy ratios equal to 1:1:0, 1:1:5, and 1:2.5:5, respectively.
The reduction of SI values of amorphous AI(OH); was due to the reduction of soluble Al
concentration. Since the solutions were unsaturated with amorphous Al(OH); within the first 30
minutes after pH adjustment, the reduction of soluble Al concentration from 30 minutes to 48

hours of settling was attribute to the formation of Al-silicate and/or Al-sulfate precipitates.

5.2.2 Total Al concentration at different pH values and silicate concentrations

5.2.2.1 Total Al concentration in experiments of the molar ratio of Al:Si:SO,=1:1:0

Figure 5.6 shows the change of total Al concentration (soluble + suspended) with pH and settling

time in experiments without sulfate (Al:Si:SO4=1:1:0) and data is listed in Table 5.1. In Figure

5.6, it can be seen that total Al concentration appeared little change, which was in the range of
1.09 to 1.49 mg/L at pH=5.7 to 7.6 after 30 minutes of settling. At pH > 8.0, total Al
concentration increased with pH value increasing and was 3.51, 4.42, 5.41 mg/L at pH=8.0, 8.2,
and 8.6, respectively. Increasing of settling time (after 48 hours), total Al concentration

decreased to ~0.22 mg/L at pH = 5.7 to 7.2. At this pH range, total Al concentrations were
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almost a constant. At high pH level, total Al concentration was 1.07, 1.36, and 1.89 mg/L at

pH=8.0, 8.2, and 8.6, respectively.
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Figure 5.6 Total Al concentration in experiments of Al:Si:SO4 = 1:1:0 after 30 minutes and 48 hours of settling

5.2.2.2 Total Al concentration in experiments of the molar ratio of Al:Si:SO,=1:1:5

Figure 5.7 shows total Al concentration in experiments with molar ratio of Al:Si:SO4=1:1:5 after
30 minutes and 48 hours of settling. After 30 minutes of settling, total Al concentration was in
the range of 1.18 to 2.03 mg/L at pH=5.6 to 7.3, whereas total Al concentration was 2.48, 3.81,
and 5.37 mg/L at pH=7.8, 8.2, and 8.4, respectively. After 48 hours of settling, total Al
concentration was in the range of 0.24 to 0.33 mg/L at pH = 5.6 to 7.3, whereas total Al

concentration was in the range of 0.53 to 0.64 mg/L at pH=7.8 to 8.4. Total Al concentration at
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high pH levels (=8.0) in these experiments showed a relative lower concentration than those in
experiments without sulfate. In pH range of 8.0 to 8.6, total Al concentration was in the range of
1.07 to 1.89 mg/L in experiments without sulfate, which was higher than 1.0 mg/L (Figure 5.6).
The reduction of total Al concentration was primarily due to the reduction of soluble Al

concentration when sulfate was present in experiments when pH >8.0.

5.2.2.3 Total Al concentration in experiments of the molar ratio of Al:Si:SO,=1:2.5:5

Figure 5.8 shows total Al concentration after different settling time at different pH in
experiments with high silicate concentration (Al:Si:SO4=1:2.5:5). After 30 minutes of settling,
total Al concentration was in the range of 1.86 to 7.68 at pH=5.6 to 8.6. These total Al
concentrations were higher than those in experiments of low silicate concentration. After 48
hours of settling, total Al concentration was still higher than 1.0 mg/L, where total Al
concentration was less than 0.5 mg/L at pH <7.5 in experiments with low silicate levels. In these
experiments with high silicate concentration, the total Al concentration remained in high level,
although the soluble Al concentration was in low levels, which indicates that high silicate level

in solution increased total Al concentration due to the increase of suspended Al solids.
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Figure 5.7 Total Al concentration in experiments of Al:Si:SO,=1:1:5 after 30 minutes and 48 hours of settling
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Figure 5.8 Total Al concentration in experiment of Al:Si:SO,=1:2.5:5 after 30 minutes and 48 hours of settling
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To evaluate the effect of pH on total Al concentration at different silicate concentrations,
total Al concentration at pH=6.0 and 8.0 was used as index. Figure 5.9 shows total Al
concentration in experiments with different silicate concentrations at pH=6.0 and 8.0 after 30
minutes and 48 hours of settling (corresponding data listed in Table 5.1). After 30 minutes of
settling, total Al concentration was in the range of 1.40 to 1.86 mg/L at p H=6.0, and 3.51 to 4.27
mg/L at pH=8.0. After 48 hours of settling, total Al concentration was 0.21, 0.24, and 1.22 mg/L
at pH=6.0, and 1.07, 0.64, and 1.32 mg/L at pH=8.0 when molar ratio of Al:Si:SO4 equal to
1:1:0, 1:1:5, and 1:2.5:5, respectively. Comparing total Al concentration after 30 minutes and 48
hours of settling, it can be found that it was in relative high level when silicate concentration was
high, although the soluble Al concentration was not a significant difference (Figure 5.4). This
result indicated that the high level of silicate reduced the settleable proportion of particulate Al
solids and caused the high level of suspended Al concentration.

In Figure 5.10, the suspended Al concentration (the difference between total and soluble
Al concentration) where silicate and sulfate were absent is compared to that where silicate and/or
sulfate were present at pH=6.0 and 8.0. From Figure 5.10, it can be seen that the suspended Al
concentration was the lowest when both silicate and sulfate were absent in solution. The result
indicated that the presence of either silicate or sulfate and both increased the suspended Al solids
in the supernatant. Figure 5.11 shows suspended Al concentrations at pH=6.0 and 8.0 after 30
minutes and 48 hours of settling when solution contained low and high silicate concentration,
respectively. From Figure 5.11, it can be seen that the suspended Al concentration was the
highest when silicate concentration was the highest (Al:Si:SO4=1:2.5:5). The data indicated that
high silicate concentration could increase the suspended Al particles in effluent. Therefore, high

silicate shows a negative influence on total effluent Al concentration.
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Figure 5.9 Total Al concentration after different settling time at pH=6.0 and 8.0 under different silicate levels

= 1.0E+01 0030 min
= 0148 hr
3 — T T
©  10E+00 | - T iE T Il
o T _ T l T
2o - T T T
< E r T T T l 1
@  1.0E-01 - l L
©
c
(]
Q.
(2}
>
n 1.0E-02
6.0 8.0
pH
Al:Si:SO4= 1:0.0 1.05 1:1.0 1:15 | | 1:0.0 1.05 1:1.0 115

Figure 5.10 Suspended Al concentration in designated experiments that contained different silicate and

sulfate concentrations at pH=6.0 and 8.0 after different settling time.
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Figure 5.11 Suspended Al concentration under different silicate concentrations at pH=6.0 and 8.0 after

different settling time

5.3  SLUDGE ANALYSIS

This section presents the information of the characteristics of sludge. Sludge samples were
collected after 30 minutes and 48 hour of settling. The sludge samples were analyzed by XRD

and SEM/EDS to determine the characteristics and chemical compositions of sludge.

5.3.1 Results of XRD analysis

In Section 5.2, soluble Al concentrations at different pH values after 30 minutes and 48 hours of

settling have been present. The low level of soluble Al concentration revealed that amorphous
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Al(OH); was not the species of Al-precipitates to control soluble Al concentration in
experiments, which indicated other species of Al-precipitates formed. To determine the species
of Al-precipitates is important in understand the change of Al concentration when silicate is
present in treatment systems. It is well known that some compounds have same chemical
formula, but with a different structure, following with the different solubility. For example, as
mentioned above, gibbsite, which is crystal with much lower solubility than amorphous AI(OH)s,
has the same chemical formula as amorphous Al(OH)s. In experiments, the reduction of soluble
concentration could be attributed to the formation of gibbsite or some other species of Al-
precipitates, such as Al-silicate precipitates. If the Al-precipitates were in the form of crystal,
XRD pattern could determine their species.

Figure 5.12 is the XRD scan pattern of sludge collected in experiment with molar ratio of
Al:Si:S04=1:1:0 after 48 hours of settling at pH=6.0. In Figure 5.12, it can be seen that there is
no peaks indicating that no crystalline precipitates formed. Since the solution contained silicate,
the possible Al-precipitates include AI(OH); and Al-silicate precipitates. Al(OH); could be in
two forms: crystalline and amorphous. Crystalline AI(OH)s, gibbsite, has low product solubility
and is the theoretically formed species in this experiment compared with amorphous AI(OH)s.
However, XRD indicated that crystalline precipitates were not detected. Therefore, the reduction
of soluble Al concentration to be lower than the solubility of amorphous AI(OH); was due to the

formation of Al-silicate precipitates. In Figure 5.12, the peaks for identifying Al-silicate

crystalline were also missing. The XRD result indicated that only amorphous precipitates with
low intensity and broad peaks were formed in this experiment and the Al-silicate precipitates

were also in the form of amorphous.
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The XRD analysis confirmed that the sludge collected after 48 hours of settling did not
contain crystalline materials. In generally, crystalline does not transform into amorphous
structure, but the reverse process can happen. Therefore, it is reasonable to believe that no
crystalline precipitates had been produced in the experiment of molar ratio of Al:Si:SO4=1:1:0
within 48 hours of settling.

Figure 5.13 is the XRD pattern of sludge formed in experiment with molar ratio of
AlL:Si:S04=1:1:0 after 48 hours at pH =8.0. Similar to the XRD pattern of sludge collected at
pH=6.0 after 48 hours of settling, this pattern shows no obvious peaks for crystalline materials.
The XRD analysis of sludge formed at pH=6.0 and 8.0 shows that no crystalline was formed in

the experiments with molar ratio of Al:Si:SO4=1:1:0.
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Figure 5.12 XRD pattern of sludge collected in experiment with molar ratio of Al:Si:SO4=1:1:0 after 48

hours of settling at pH =6.0
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Figure 5.13 XRD pattern of sludge collected in experiment with molar ratio of Al:Si:SO,=1:1:0 after 48

hours of settling at pH=8.0

Figure 5.14 shows XRD pattern of sludge formed in experiments with molar ratio of
AlL:S1:SO4=1:1:5 at pH=6.0 and 8.0 after 48 hours. Figure 5.15 shows the XRD pattern of sludge

formed in experiments with molar ratio of Al:Si:SO4=1:2.5:5 at pH=6.0 and 8.0 after 48 hours of

settling. From Figure 5.14 and 5.15, it can be observed that the XRD patterns of the sludge
formed in these experiments were also lack of peaks to identify the crystal precipitates when
both silicate and sulfate were present. The data also indicated that no crystalline was formed in
the experiments with the presence of sulfate.

In Chapter 4, the analysis showed that the sludge formed in experiments without silicate
contained Al-sulfate precipitates and XRD patterns indicated that the Al-sulfate precipitates were

in the form of amorphous. Figure 5.14 and 5.15 indicated that the Al-sulfate precipitates, if they

had been produced in the experiments where silicate was present in solution, were also in the

form of amorphous.
According to all the XRD patterns of the sludge in this study, the precipitates formed in

Al-bearing ARD/AMD treatment with NaOH, whether they are aluminum hydroxide,
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aluminosulfate, or aluminosilicate, are in forms of amorphous rather than crystalline. Therefore,
in the design process of ARD/AMD treatment, amorphous compounds constants should be

prevailed in prediction of effluent soluble Al concentration, not the crystalline constants.
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Figure 5.14 XRD patterns of sludge collected in experiments with molar ratio of Al:Si:SO4=1:1:5 after 48

hours of settling at pH=6.0 and 8.0
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Figure 5.15 XRD patterns of sludge collected in experiments with molar ratio of Al:Si:SO,=1:2.5:5 after

48 hours of settling at pH=6.0 and 8.0

5.3.2 Chemical compositions of sludge

5.3.2.1 Composition of sludge formed in experiments after 30 minutes of settling

Figure 5.16 is a set of SEM images of precipitates formed in experiments with different silicate
and sulfate concentrations at pH=6.0 after 30 minutes of settling. The chemical compositions
were measured in different locations of precipitate samples and the average of all points was
listed in Table 5.2. In SEM analysis, it was not found any different morphological characteristics
among the sludge particles. Figure 5.16 shows the typical morphological image of the sludge
samples. In Table 5.2, it can be seen that the precipitates contained multiple elements, including

Al C, O, Si, S, Mn, Na, and Cl, and the contents changed with silicate and sulfate concentrations.
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The silicon content (molar percentage) was 3.0%, 5.1%, and 5.9% in sludge formed in
experiments with molar ratio of Al:Si:SO4=1:1:0, 1:1:5, and 1:2.5:5, respectively. The
observation that the silicon content increased in sludge formed where sulfate was in solution
shows that the presence of sulfate increased silicate precipitation. The molar ratio of Al:Si of
kaolinite, which is a possible Al-silicate precipitate formed in these experiments, is 1:1, however
the measured molar ratio of Al:Si was 5.16, 3.01, and 2.07 in sludge, respectively. The higher
molar ratios of Al:Si indicated that other species of Al-precipitates were formed as well. In the
experiments where sulfate was present, the molar ratios of Al:S were 82.1 and 73.5 in sludge
formed in the experiments with low and high silicate concentration, respectively (high aluminum
and low sulfur). Based on these observations, it was concluded that sludge contained very little
amount of Al-sulfate precipitates. Therefore, AI(OH); was the most likely product of Al-
precipitates formed in the experiments under these conditions, and XRD pattern of the sludge
confirmed that AI(OH); formed in these experiments was amorphous. In order to estimate the
amount of AI(OH); in sludge, the molar ratio of O/Al was calculated. In the calculation, the
corrected atomic oxygen percentage was obtained by subtracting the oxygen combined with C
(as COy), S (as SO4) and Si (as Si0,). The calculated molar ratio of O/Al was 3.26, 3.43, and
3.70 in experiments with molar ratio of Al:Si:SO4=1:1:0, 1:1:5, and 1:2.5:5 after 30 minutes of
settling, respectively. These O/Al ratios were higher than the theoretical molar ratio of Al(OH);.
The possible reason is that silicate might have been precipitated in the form of Si(OH), in sludge.
Therefore, the sludge contained Al- precipitates in the form of Al(OH); and/or Al-silicate, or as
kaolinite (Al,Si,05(OH)4). Furthermore, the silicate precipitates were also in two forms: Si(OH)4
and Al-silicate precipitates. The amount of Al-sulfate precipitates was neglected, since no

significant amount of sulfate was present in sludge.
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Figure 5.16 SEM images of sludge formed in experiments with different silicate and sulfate concentrations

at pH=6.0 after 30 minutes of settling
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Table 5.2 Chemistry compositions of sludge formed at pH=6.0 after 30 minutes of settling

Al:Si:S0O,=1:1:0 Al:Si:SO,=1:1:5 Al:Si:S04=1:2.5:5
Element | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
C 5.6 8.3 2.7 4.2 4.7 7.2
0] 65.4 72.6 63.2 72.4 62.0 72.2
Na 0.5 1.8 2.2 1.8 1.4 1.8
Al 234 15.4 22.8 15.5 17.7 12.2
Si 4.7 3.0 7.9 5.1 8.9 5.9
S ND* ND 0.3 0.18 0.3 0.17
Cl ND ND 0.5 0.27 ND ND
Mn 0.4 0.13 0.3 0.10 0.3 0.10
Total 100.0 100 100.0 100 100.0 100
O/Al 3.26 3.43 3.70
[O/Al]siomm’ 2.86 2.77 2.74
[0/Al]kao” 3.44 3.89 4.82
Al/Si 5.16 3.01 2.07
Al/S 86.1 73.5

: Corrected O/Al molar ration: subtracted the oxygen combined with C (asCQO,), S (as SO,), and Si (asSiO,).
2. [O/Al]sioms 2 assuming all Si in sludge was in the form of Si(OH),. Calculation equation in Appendix E;
3, [O/Al]kso assuming all Si in sludge was in the form of kaolinite (Al,Si;O5(OH)4). Calculation equation in

Appendix E;
. ND: not detected.

The calculation method is present in Appendix E. In Table 5.2, it can be seen that all the

ratios of [O/Allsony were less than 3, which indicated that all sludge formed in these three

experiments contained Al-silicate precipitates. This result can explain the low soluble Al
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concentration after 30 minutes of settling. Furthermore, the values of [O/Al]k,, also deviated
from 3 indicating that some silicate in sludge was not in the form of Al-precipitates.

Figure 5.17 is a set of SEM images of precipitates formed in experiments of different
silicate and sulfate concentrations at pH=8.0 after 30 minutes of settling. Similar to the sludge
formed at pH=6.0, the sludge formed at pH=8.0 was also no significantly morphological
difference. Chemical composition is listed in Table 5.3. In sludge formed in the experiment
without sulfate, the silicon content was 3.1% (atomic percentage) close to the value in sludge
formed at pH=6.0 after 30 minutes of settling. The silicon content was 9.7% and 11.0 % in
sludge formed in experiments with molar ratio of Al:Si:SO4=1:1:5 and 1:2.5:5, respectively.
These silicon contents were not only higher than those in sludge formed in experiments without
sulfate, but also higher than those in sludge formed at pH=6.0. Therefore, the presence of sulfate
can enhance the precipitation of silicate and the high pH of solution also increased the silicate
sediment. Similar to sludge formed at pH=6.0, sludge contained some silicate in the form of
Si(OH)4¢) at pH=8.0. The value of [O/Allw, was far away from 3 in sludge formed in the
experiments with sulfate, which implied that most of silicon was in the form of Si(OH)(). These
data also support the conclusion that sulfate can enhance silicate sedimentation in the form of
Si(OH)4s). The values of [O/Allson) indicated that there were some Al-silicate precipitates in
sludge.

From Table 5.3, it can be found that sulfur content in sludge formed at pH = 8.0 was
higher than that at pH=6.0, although the concentration was still low. The sulfur content was

0.29% and 0.25 % in sludge formed in low and high silicate experiments, respectively.
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Figure 5.17 SEM images of sludge formed in experiments with different silicate and sulfate concentrations

at pH=8.0 after 30 minutes of settling
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Table 5.3 Chemistry compositions of sludge formed at pH=8.0 after 30 minutes of settling

Al:Si:SO4=1:1:0 Al:Si:SO,=1:1:5 Al:Si:SO4=1:2.5:5
Element | Weight | Atomic% | Weight% | Atomic% | Weight% | Atomic%
%
C 4.8 7.8 1.1 1.7 1.3 2.0
O 58.4 70.9 62.3 72.8 61.2 71.5
Na 0.5 1.8 0.6 1.8 2.8 1.8
Al 22.2 16.0 18.9 13.1 16.7 11.6
Si 4.5 3.1 14.5 9.7 16.5 11.0
S ND ND 0.5 0.29 0.4 0.25
Cl 0.4 0.22 0.3 0.16 0.4 0.23
Mn 1.4 0.49 1.8 0.61 0.6 0.22
Total 100 100 100.0 100 100.0 100
O/Al 3.08 3.72 3.84
[0/AlLsiom) 2.68 2.24 1.93
[0/Al]keo 3.22 7.20 30.33
Al/Si 5.12 1.35 1.05
Al/S 44.8 46.5

Figure 5.18 is a set of SEM images of sludge formed at pH=6.0 after 48 hours of settling.
The chemical components are listed in Table 5.4. After long settling time, the sulfur content in
sludge had increased a little. After 48 hours of settling, the sulfur content was 0.6% and 0.3% in
sludge formed in experiments with molar ratio of Al:Si:SO4=1:1:5 and 1:2.5:5, respectively,
which was a little higher than that in sludge formed after 30 minutes of settling. The molar ratio
of Al/S was 23.2 and 41.7, whereas it was 86.1 and 73.5 at 30 minutes of settling. The increase

of sulfur content in sludge indicated that Al-sulfate might be formed after long settling time. It
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was observed that soluble Al concentration at pH=6.0 in the experiment with sulfate was lower
than that in the experiment without sulfate after long settling time (48 hours), whereas there was
no significant difference after 30 minutes of settling. This phenomenon implied that sulfate could
also influence the soluble Al concentration by the formation of sulfate-precipitates in the

experiments with presence of silicate after long settling time.

Table 5.4 Chemistry compositions of sludge formed at pH=6.0 after 48 hours of settling

Al:Si:SO4=1:1:0 Al:Si:SO4=1:1:5 Al:Si:SO4=1:2.5:5

Element | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
C 5.4 8.1 3.8 5.7 4.6 6.8
0] 63.4 71.1 64.1 72.6 63.7 71.8
Na 1.7 1.8 1.0 1.8 0.8 1.8
Al 23.5 15.6 19.9 13.4 18.6 12.4
Si 4.6 3.0 9.7 6.3 10.4 6.7
S ND ND 1.0 0.58 0.5 0.30
Cl 1.1 0.56 0.5 0.26 0.4 0.22
Mn 0.3 0.11 0.0 0.00 1.0 0.31
total 100.0 100 100.0 100 100.0 100
O/Al 3.13 3.47 3.50
[O/Al]sicom) 2.75 2.53 243
[O/Al]ka0 3.28 4.32 4.67
Al/Si 5.26 2.14 1.86
Al/S 23.2 41.7
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Figure 5.18 SEM images of sludge formed in experiments with different silicate and sulfate concentrations

at pH=6.0 after 48 hours of settling.

From Table 5.4, the silicon content did not show a significant change with settling time.
The silicon content in sludge was 3.1%, 6.3%, and 6.8% in experiments with molar ratio of
AlL:Si:S04=1:1:0, 1:1:5, and 1:2.5:5 after 48 hours, respectively, whereas it was 3.0%, 5.1%, and

5.9% after 30 minutes of settling, respectively. The molar ratio of Al/Si was 5.26, 2.14, and 1.86
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after 48 hours of settling, whereas it was 5.16, 3.01, and 2.07 after 30 minutes of settling. These
data indicated that the settling time did not show a significant effect on silicate sediment at
pH=6.0. The values of [O/Al]som and [O/Al]k,, indicated that the composition of sludge was
complex, and both Al-silicate precipitates and solid Si(OH)4 were in sludge.

Figure 5.19 is the set of SEM images of sludge formed at pH=8.0 after 48 hours of

settling. The chemical components data are listed in Table 5.5. In Table 5.5, silicon content was

5.7%, 6.3%, and 8.2% in sludge formed in experiments with molar ratio of Al:Si:SO4=1:1:0,
1:1:5, and 1:2.5:5, respectively. Compared with sludge formed at pH=6.0 without sulfate, the
silicon content increased at pH=8.0 after 48 hours of settling. In experiments with sulfate, silicon
content did not show a significant change even though it was a slightly higher at pH=8.0 after 48
hours of settling. The Al/S ratio in sludge was 37.2 and 29.2 and these values were similar to
those in sludge formed at pH=6.0. The soluble Al concentration at pH= 8.0 in experiments
without sulfate was also higher than that in experiments with sulfate after 48 hours of settling.
This phenomenon also appeared at pH=6.0. Therefore, it was concluded that sulfate reduced the
soluble Al concentration after long settling time in presence of silicate in solution, although it did
not influence the soluble Al concentration after short settling time (30 minutes).

The values of [O/Al]siony and [O/Al]k,, are also listed in Table 5.5. [O/Al]som) values
were from 2.32 to 2.37, which indicated that the some silicon in sludge was in the form of Al-
silicate precipitates. [O/Al]a, values were from 3.37 to 4.01, which indicated that Si(OH),) was

also formed in sludge.
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Figure 5.19 SEM images of sludge formed in experiments with different silicate and sulfate concentrations

at pH=8.0 after 48 hours of settling
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Table 5.5 Chemistry components of sludge formed at pH=8.0 after 48 hours of settling

Al:Si:SO,=1:1:0 Al:Si:SO,=1:1:5 Al:Si:SO,=1:1:5
Element | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
C 7.1 10.4 6.6 9.8 5.3 7.9
O 64.4 70.9 63.9 70.9 65.4 72.6
Na 0.4 1.8 0.7 1.8 0.4 1.8
Al 17.6 11.5 16.5 10.8 14.9 9.8
Si 9.1 5.7 9.9 6.3 12.9 8.2
S 0.0 0.00 0.5 0.29 0.6 0.33
Cl 0.6 0.32 0.5 0.26 0.4 0.20
Mn 0.7 0.24 1.4 0.44 0.2 0.06
total 100.0 100 100.0 100 100.0 100
O/Al 3.37 3.48 4.01
[O/Allsiom) 2.37 2.32 2.34
[O/Allkao 4.22 4.81 11.57
Al/Si 2.01 1.73 1.20
Al/S 37.2 29.2
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54  MEASURED AND THEORETICAL SOLUBLE ALUMINIUM

CONCENTRATIONS WITH SETTLING TIME

Sludge analysis shows that silicate reduced the soluble Al concentration after a short settling
time (30 minutes), since no crystalline material in sludge formed in experiments without sulfate
was detected by XRD. The sludge components showed that silicate could be settled as both Al-
silicate and Si(OH)s). This section presents simulation of experiments using the Mineql+

computerized equilibrium model. In the simulation, the silicate was input as Si(OH)a.

5.4.1 The change of soluble Al concentration with settling time in the experiment of molar

ratio of Al:Si:SO,=1:1:0

In the experiments of molar ratio of Al:Si:SO4 = 1:1:0, the initial aluminum concentration was
about 24-26 mg/L.. Figure 5.20 presents soluble Al concentration at initial, after 30 minutes, and
48 hours of settling after pH adjustment. Two theoretical solubility curves are also presented in
Figure 5.20. One is the theoretical solubility of amorphous AlI(OH);. The other is the theoretical
solubility of kaolinite. Solubility was calculated by Mineql+ model. In the calculation, gibbsite
was not considered as the possible species of Al-precipitates since XRD analysis revealed no

crystalline produced in experiments.
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Figure 5.20 Soluble aluminum concentrations after 30 minutes and 48 hours of settling at different pH in

experiment with the molar ratio of Al:Si:SO4=1:1:0 and theoretical solubility of Al(OH);(am) and kaolinite

Comparing soluble aluminum concentration measured in experiments with the theoretical

solubility of Al-compounds, it could be found that soluble aluminum concentration after 30

minutes of settling was lower than the solubility of amorphous AI(OH);. This result indicated

that the solution was unsaturated with amorphous AI(OH); within the first 30 minutes after pH

adjustment. However, the soluble Al concentration at short settling time (30 minutes) was higher

than the solubility of kaolinite, which meant the solution was supersaturated with kaolinite after

short settling time. Considering soluble Al concentration in experiments was lower than the

solubility of amorphous AI(OH); and the sludge formed at 30 minutes of settling contained Al-

silicate precipitates, it was reasonable to conclude that not only amorphous AI(OH)s, but also Al-

silicate precipitates (such as kaolinite) had been formed within the first 30 minutes after pH

adjustment, and the formation of Al-silicate reduced soluble Al concentration to be lower than

solubility of amorphous Al(OH)s.
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When settling time became longer (~48 hours), soluble Al concentration decreased. The
reduction of soluble Al concentration indicated that some soluble aluminum ions had reacted
with silicate to form Al-silicate precipitates. However, soluble Al concentration was still higher
than the solubility of kaolinite. This phenomenon indicated that the solution was still non-

equilibrium and supersaturated with kaolinite after 48 hours of settling.

5.4.2 The change of soluble Al concentration with settling time in the experiment of molar

ratio of Al:Si:SO,=1:1:5

Figure 5.21 presents soluble aluminum concentrations at different setting time and different pH
when the molar ratio of Al:Si:SO4 was 1:1:5. Similar to Figure 5.20, the solubility was calculated
by Mineql+ model. Gibbsite was not considered as possible Al-precipitates that can control
soluble Al concentration in experiments. Similar to the experiment without sulfate, calculation
result showed that the theoretical species of aluminum precipitates in equilibrium condition was
only kaolinite.

In Figure 5.21, soluble Al concentrations were a little less than the solubility of
amorphous Al(OH); at short detention time (~30 minutes), but much higher than the solubility of
kaolinite. The result indicated that most of precipitates should be in the form of amorphous
Al(OH)s. Since the theoretical solubility (solubility of kaolinite) was lower than the soluble Al
concentration in the experiments, the solution was not in equilibrium. When settling time became
longer (~ 48 hour), soluble Al concentration decreased, but it was still much higher than the
theoretical solubility (kaolinite solubility). The soluble Al concentration in these experiments

indicated that the solution was also non-equilibrium when sulfate was present. Similar to the

158



experiments without sulfate, the solution was unsaturated with amorphous Al(OH); and

supersaturated with kaolinite.
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Figure 5.21 Soluble Al concentrations after 30minutes and 48 hours of settling at different pH in

experiment with molar ratio of Al:Si:SO4=1:1:5 and theoretical solubility of AI(OH);(am) and kaolinite.

5.4.3 Soluble Al concentration with settling time in the experiment of molar ratio of

Al:Si:SO,=1:2.5:5

In this series experiments, the molar ratio of Al:Si:SO4 was 1:2.5:5. The final pH value was in

the range of 5.6 to 8.6. Figure 5.22 shows soluble aluminum concentration decreased as settling

time increase from initial to 30 minutes and 48 hours at different pH. In Figure 5.22, similar to

the above figures, the solubility of amorphous Al(OH); and kaolinite was calculated by Mineql+
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model. Gibbsite was not considered as possible Al-precipitates during calculation. As in the
other two experiments, the calculation results showed that the theoretical species of Al-
precipitates in equilibrium condition was only kaolinite. From Figure 5.22, it could also be found
that similar to the experiments with lower silicate concentration, the soluble Al concentration
was a little less than the solubility of amorphous AI(OH); and much higher than the solubility of
kaolinite after short settling time (~30 minutes). When settling time became longer (~48 hours),
although the soluble aluminum concentration decreased, it was still much higher than the
solubility of kaolinite (theoretical solubility). These results indicated that most of precipitates
should be in the form of amorphous AI(OH); , and the solution was unsaturated with amorphous
Al(OH); and supersaturated with kaolinite. The soluble Al concentration was possible controlled
by kaolinite.

Comparing the theoretical solubility with measured concentration, it is noted that the
soluble Al concentration in experiments with silicate was less than the solubility of amorphous
Al(OH); even if the settling time was short. Furthermore, the soluble Al concentration reduced to
very low after 48 hours of settling. It was reasonable to conclude that the low soluble Al
concentration was caused by the formation of Al-silicate precipitates. However, the sludge
analysis did not provide any evidence to support this conclusion. The sludge analysis showed
that the silicon content in sludge was not a significant difference between short (30 minutes) and
long (48 hours) of settling. This phenomenon could be studied more in the future work to
evaluate the main reaction that reduced the soluble Al concentration when both silicate and

sulfate were present in the neutralization of Al-bearing ARD/AMD.
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Figure 5.22 Soluble aluminum concentrations at different detention time vs. pH values when the molar

ratio of Al:Si:SO,=1:2.5:5 and theoretical solubility of Al(OH);(am) and kaolinite.

5.5 SUSPENDED PARTICLES SIZE DISTRIBUTION OF ALUMINUM-SILICATE

PRECIPITATES IN THE SUPERNATANT

Suspended Al-containing particulate solids are the primary Al source in the effluent from active
treatment system especially in the range of pH values greater than 6. In order to better
understand the influence of silicate in suspended Al solids during Al-bearing ARD/AMD
treatment, the particle size in the supernatant was measured. As mentioned above, particle size

and its distribution were measured with a Microtrac S3500.
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5.5.1 The particles size distribution in experiments with low silicate concentration and

without Sulfate (Al:Si:SO,=1:1:0)

Figure 5.23 is a set of four plots showing Al-containing suspended particle solid size distribution
in experiments with molar ratio of Al:Si:SO4=1:1:0 at pH=6.0 and 8.0 after 30 minutes and 48
hours of settling. In these figures, the median diameter of suspended particles in the supernatant
was similar at pH=6.0 and 8.0 and both were 20 um after 30 minutes of settling. The particle size
distribution was also similar at these two pH values, where the most suspended particular solids
were in the range of 10 to 30 um.

After 48 hour of settling, the median size of particles decreased to about 2.0 um at
pH=6.0, and about 10 um at pH=8.0. At pH=6.0, most of suspended particles were in the range
of less than 5.0 micrometer. At pH=8.0, the most particles were in range of 5.0 to 20 um. The
particles size distribution showed that suspended particle size was smaller at low pH (~6.0).

The suspended Al concentration was 0.19 and 0.27 mg/L at pH=6.0 and 8.0 after 48
hours of settling, which indicated that more suspended particulate Al solids were in the
supernatant at pH=8.0. Comparing with the suspended particle size distribution in experiments
without both silicate and sulfate (median size were 20 and 40 um at pH=6.0 and 8.0,
respectively, in Figure 4.42), it can be found that the presence of silicate reduced the suspended
particle size. The suspended Al concentration after 48 hours of settling in experiments without
both silicate and sulfate was 0.11 and 0.25 mg/L at pH=6.0 and 8.0, respectively. Since the
suspended Al concentration after 48 hours of settling in experiments with low silicate and
without sulfate concentration was not significant difference from those in experiments without
both silicate and sulfate, it appeared that smaller suspended particles in the supernatant were

more in experiments when silicate was present. These small Al particles could reduce the
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settleable ability of suspended Al containing solids and lead to a relative high effluent Al
concentration after long settling time in the discharge from an ARD/AMD treatment system.
Therefore, the presence of silicate can reduce the suspended particles size and cause the colloids
in solution to become ‘“stable” and virtually non-settleable thus leading to a higher total

aluminum containing discharge from settling basins.
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Figure 5.23 Suspended particle size distribution in supernatant at pH=6.0 and 8.0 after 30 minutes and 48

hours of settling in experiment with molar ratio of Al:Si:SO4=1:1:0

In experiments with molar ratio of Al:Si:SO4=1:0:1 (sulfate present and silicate absent),
the median size of particles was about 2.0 pm at both pH=6.0 and 8.0 (Figure 4.43) after 48

hours of settling. At pH=8.0, the particle size in experiments with sulfate was smaller than that in
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experiments with silicate. The suspended Al concentration was 0.32 and 0.55 mg/L in
experiments with sulfate after 48 hours of settling at pH=6.0 and 8.0, respectively, which was
higher than that in experiments with silicate. These data indicated that the presence of sulfate
reduced the size of suspended Al solids and remained more Al precipitates suspended in the
supernatant. In summary, both silicate and sulfate reduced the median diameter and overall size
distribution of Al-bound suspended particles resulting in elevated suspended aluminum levels in

settling tank supernatant discharges after NaOH neutralization.

5.5.2 The particle size distribution in experiments with low silicate and high sulfate

concentrations (Al:Si:SO4=1:1:5)

Figure 5.24 is a set of 4 plots showing the particle size distribution in experiments with molar
ratio of Al:Si:SO4=1:1:5 at pH =6.0 and 8.0 after 30 minutes and 48 hours of settling. The
median diameter of suspended particles was about 20 um after 30 minutes of settling at both pH
values. After 48 hours of settling, the proportion of small particles increased at both pH values.
The median diameter of suspended particles reduced to about 2.0 pum at pH=6.0, whereas the
median size was about 7.0 um at pH=8.0. Also most particles were less than 4.0 um at pH=6.0.
At pH=8.0, most suspended particles were less than 10 pm, although some particles were in the
range of 10 to 30 um.

Comparing with the particle size distribution in experiments that contained the same
sulfate concentration and no silicate (Figure 4.44), it can be seen the particle size distribution
was similar in both experiments with or without silicate at pH=6.0 after long setting time. At
pH=8.0, the median diameter of suspended particles in experiments without silicate was about
4.5 pm and almost all particles was less than 10 pm, which was smaller than that in experiments
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with silicate. These data indicated that the suspended particles were smaller in experiments if

only sulfate was present in solution.
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Figure 5.24 Suspended particle size distribution in the supernatant at pH=6.0 and 8.0 after 30 minutes and

48 hours of settling in experiment with molar ratio of Al:Si:SO4=1:1:5

The suspended Al concentration was 0.28 and 0.49 mg/L in experiments without silicate
(Al:Si:SO4=1:0:5) and 0.22 and 0.33 mg/L in experiments with silicate (Al:Si:SO4=1:1:5) at
pH=6.0 and 8.0, respectively, whereas the suspended Al concentration was 0.11 and 0.25 mg/L
in experiments without both sulfate and silicate. In confirmation of the first set of experiments,
both silicate and sulfate and combination of them reduced the particle size and increased the

amount of non-settleable Al suspended solids in the supernatant discharge.
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5.5.3 The particle size distribution in experiments with high silicate and high sulfate

concentrations (Al:Si:S0O4=1:2.5:5)

Figure 5.25 is a set of 4 plots that show the particles size distribution in experiments with molar
ratio of Al:Si:S04=1:2.5:5 at pH=6.0 and 8.0 after 30 minutes and 48 hours of settling. After 30
minutes of settling, the median diameter of suspended particles was about 27 and 30 pm at pH=
6.0 and 8.0, respectively. At both pH values, most of suspended particles were in the range of 20
to 100 pm after 30 minutes of settling.

The mean and median particle size became smaller with the increase of settling time from
30 minutes to 48 hours. The median diameter was 2.5 and 2.0 uym at pH=6.0 and 8.0 after 48
hours of settling, respectively. Particle size distribution was similar in experiments at pH=6.0 to
at pH= 8.0. Although the particle size was smaller in the experiment with high silicate
concentration, the suspended Al concentration was high at both pH=6.0 and 8.0. The suspended
Al concentration was 1.21 and 1.28 mg/L at pH=6.0 and 8.0 after 48 hours of settling,
respectively, which was similar to (but somewhat less than) the suspended Al concentration after
30 minutes of settling (1.45 and 2.16 mg/L, respectively). These data revealed that the poorly

settleable particles resulted in experiments with high silicate concentration.
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Figure 5.25 Suspended particle size distribution in the supernatant at pH=6.0 and 8.0 after 30 minutes and

48 hours of settling in experiment with molar ratio of Al:Si:SO,=1:2.5:5

Furthermore, the particle size distribution at the highest combination of sulfate and

silicate molar ratios (Figure 5.26) showed that the particle size distribution was virtually

unchanged between 24 and 48 hours of settling, and the majority of the particle size was less

than 6.0 pm. The distribution of particle sizes showing the majority of the particles as being

“small” indicated that the colloids in solution were “stable” and virtually nonsettleable.
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Figure 5.26 Supernatant particle size distribution in experiments with high silicate and sulfate

concentrations (Al:Si:SO4=1:2.5:5 )at pH = 6.0 and 8.0 after 24 and 48 hours of settling,

5.5.4 Effect of suspended particle size on Al concentration

In Figure 5.10, it can be seen that suspended Al concentration in experiment with low silicate
concentration was higher than that in experiment without silicate and sulfate at pH=6.0 after 48
hours of settling. However, at pH=8.0, the suspended Al concentration did not show a significant
difference between the experiments with low silicate and without silicate and sulfate. In Figure
5.11, it can be seen that the suspended Al concentration in experiments with very high silicate
concentration (Al:Si=1:2.5) was much higher than in experiments without silicate at both pH=6.0

and 8.0.
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Figure 5.27 shows the relationship of the suspended Al concentration to the suspended
particle size in experiments with silicate. From Figure 5.27, it can be seen that the low suspended
Al concentration corresponded to the larger suspended particle size, whereas the higher
suspended Al concentration corresponded to smaller size of suspended particles.

At pH=6.0, it can be seen that the suspended Al concentrations in experiments with
silicate were higher than that in experiment without silicate and sulfate. Assuming the density of
suspended particles did not change with settling time and with the size of suspended particles,
the contribution of smaller suspended particles to suspended Al concentration was calculated.
After 30 minutes of settling, the smaller suspended particles (< Sum) contributed about 0.07 and
0.03 mg/L suspended Al concentration in experiments with molar ratio of Al:Si:SO4=1:1:0 and
1:1:5, respectively, whereas the small particles contributed 0.15 mg/L and 0.15 mg/L after 48
hours of settling, respectively. These data indicate that small suspended particles increased from
30 minutes to 48 hours when solution contained silicate at pH=6.0.

At pH=8.0, the contribution of small particles was 0.11 and 0.02 mg/L after 30 minutes
of settling in experiments with molar ratio of Al:Si:SO4=1:1:0 and 1:1:5, respectively, whereas
the small suspended particles contributed 0.05 mg/l and 0.05 mg/L of suspended Al
concentration after 48 hours of settling, respectively. In experiment without silicate and sulfate,
the small suspended particles contributed 0.03 mg/L suspended Al concentration after 48 hours
of settling at pH=8.0, which was close to the amount in experiments with low silicate
concentration. In Figure 5.27, it can be seen that the suspended Al concentrations was close at
pH=8.0 after 48 hours of settling in experiments with low silicate and without silicate. Therefore,
it is concluded that the small suspended particles is the key factor to affect the suspended Al

concentration after a long settling time (48 hours). At pH=6.0, the presence of silicate (low
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concentration) increased the suspended Al concentration was due to the formation of small
suspended particles (most probable Al-silicate precipitates), which can remain in solution for a
long time (> 48 hours).

When solution contained very high silicate concentration (Al:Si:SO4=1:2.5:5), the
contribution of small suspended particles was 0.24 and 0.35 mg/L of suspended Al concentration
after 30 minutes at pH=6.0 and 8.0, respectively. However, after 48 hours, the small suspended
particles contributed 0.74 mg/L, and 0.94 mg/L suspended Al concentration at pH=6.0 and 8.0,
respectively, which was much higher than at 30 minutes. These results indicate that the number
of small suspended particles (<5um) has been greatly increased from 30 minutes to 48 hours.
Therefore, it can be concluded that the increase of small suspended particles caused the increase

of suspended Al concentration when solution contained very high silicate concentration.
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Figure 5.27 Suspended Al concentration at different pH values after 48 hours of settling
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56 SUMMARY AND CONCLUSIONS

1 Laboratory study was conducted to evaluate the effects of silicates alone and/or the
combination of silicates and sulfates on both suspended and soluble Al concentrations in a
synthesized Al-bearing acidic rock discharge with different Al:Si:SO4 molar ratios (1:1:0, 1:1:5,
and 1:2.5:5). Results showed that pH is the critical parameter for soluble Al concentration
controlling in Al-bearing ARD treatment. The influences of silicate alone and/or the combination
with sulfate on soluble aluminum concentration appeared to be of secondary importance as

compared to the overall influence of pH.

2 Synthetic ARD experiments showed that silicate and/or the combination of silicate and
sulfate influenced Al concentration in both soluble and suspended Al phases. Silicates at higher
molar ratios in solution (Al:Si=1:2.5) resulted in increasing the total aluminum level in the
supernatant even after 48 hours of settling. It is clear from this study that sulfate and silicate have
effects on both soluble and suspended Al concentration in neutralization of Al-bearing ARD.

3 The presence of silicate reduced the soluble Al concentration immediately after pH
adjustment. The reason was the formation of Al-silicate precipitates which have a lower
solubility than amorphous Al(OH)s;. However, the sludge analysis showed that most of the
precipitates formed in experiments were amorphous AI(OH);. The sludge analysis also showed
that some silicate can settle down in the form of Si(OH)4). The presence of sulfate can reduce
the soluble Al concentration at pH > 8.0, when silicate concentration was low. Furthermore,
sulfate can enhance the precipitation of silicate in the form of Si(OH)4 instead of Al-silicate

precipitates.
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4 Sludge analysis showed that no crystalline precipitates were formed in the experiments.
the SEM analysis showed that the silicon contents in sludge did not show a significant difference
after a long settling time (48 hours). The elevated silicate levels resulted in a higher silicon
content in sludge.

5 The presence of silicate reduced the suspended particle sizes both individually and in
combination with sulfate. High levels of silicate could increase the effluent Al concentration by
forming numerous small diameter particles. Co-presence of sulfate and silicate, however, can

also form particles containing Si(OH)a).
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6.0 PREDICTION OF EFFLUENT AL CONCENTRATION AND
CHARACTERISTICS OF SLUDGE FROM THE JONATHAN RUN ACTIVE

TREATMENT SYSTEM

6.1 INTRODUCTION

Jonathan Run is a tributary to the South Fork of Beech Creek, located near the intersection of
State Route 144 and I-80 in Centre County, Pennsylvania (shown in Figure 6.1). The headwaters
of Jonathan Run are located east of Snow Shoe in Centre County, Pennsylvania. It was once a
quality stream used as a trout fishery for the local public and was used to support breeding ponds
for the Snow Shoe Summit Lodge Corporation. The pH of water of Jonathan Run has been
declined after the construction of I-80, and aluminum is elevated as toxic to aquatic life because
of its ability to clog the gills of fish.

These water quality changes in Jonathan Run occurred in the 1960’s during the
construction of I-80. The headwaters were filled and used for staging during the highway’s
construction. A large amount of excess sandstone, produced by several large road cuts, was
piled on the site and was used to construct a 60-80 foot high embankment that supports both
lanes of 1-80. After the construction of 1-80 in the 1960’s by the Pennsylvania Department of
Transportation (PennDOT), Jonathan Run was no longer able to support aquatic life. Previous
research determined that the primary source of contamination originated from the acidic
sandstone fill that was placed across the stream valley to support the interstate. The interstate

platform, which was built directly over the stream channel was constructed using outcrops from
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nearby road cuts that contained high amounts of sulfide in the form of pyrite. When these
minerals are exposed to oxygen and water they oxidize and generate acidity (Hedin

Environmental, 2003.). The acidic discharge in Jonathan Run contains high aluminum

concentration that is different from other acidic drainage. It is assumed when the acidic water

generated by the acidic sandstone running over the alumino-silicatete (clay) soil, clay is disrupted

and aluminum (AI’") is replaced by hydrogen ions (H ) (Tan, 2000; Feng et al, 2000; Vazquez et

al., 2010a and 2010b).
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Figure 6.1 Sketch map of Jonathan Run location
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Previous reported work stated that low pH and high aluminum concentration are the main

pollutants in the Jonathan Run (Hedin Environmental, 2003; Neufeld et al. 2007). Water from

the culvert collection system (called “CCS”) flows coming through the embankment and
platform supporting [-80. The components of acidic discharge in Jonathan Run are listed in
Table 6.1. This water becomes the main contributor of aqueous aluminum (~ 40-60 mg/L) to the
Jonathan Run site discharge and the point source of aluminum contamination. This water also

contains relative high sulfate (~400mg/L) and about ~25 mg/L Si.

6.2 CHEMICAL COMPONENTS OF FIELD ARD IN JONATHAN RUN

Water collected from culvert “CCS” of Jonathan Run was used in the laboratory to simulate the
NaOH precipitation treatment process. The chemistry of field water from CCS is shown in Table
6.1. In Table 6.1, it can be seen that the total aluminum concentration was about 41 mg/L,
whereas the sulfate concentration was about 421 mg/L. This ARD contained only 0.86 mg/L Fe.
Additional metal ions include 10.4 mg/L Ca, 12.4 mg/L Mg, 104 mg/L Na, 3.5 mg/L K, 7.1
mg/L Mn, 0.50 mg/L Zn, and about 25 mg/L Si.

The NaOH solution used in the laboratory experiments was 5% (wt). The goal of the
laboratory experiments with field water from Jonathan Run was to compare some of the prior
results using synthetic ARD waters with actual ARD waters. The laboratory experimental
procedure was the same as experiments with synthetic ARD described in Chapter 3. Outcomes of
concern include the effect of pH on the final aluminum concentration (both soluble and total) and

the effect of settling time on the effluent aluminum concentration. pH values evaluated were in
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the range of 6.0 to 8.0, which may be typical value of the actual pH range that will be found

during the operation of the field treatment plant.

Table 6.1 ARD composition of culvert (CCS) discharge (mg/L)

Total Dissolved
Average Stdev | Average | Stdev
Al 41.1 0.12 40.5 0.48
Iron 0.86 0.01 0.84 0.01
Ca 10.4 0.1 10.1 0.13
Mg 12.48 0.05 11.55 0.44
Na 104.0 0 101 1.0
K 3.52 0.07 3.30 0.09
Mn 7.05 0.03 6.75 0.12
Zn 0.50 0.01 0.50 0.01
SOy 420.9 13.2 413.7 3.0
Si 25.5 0.52
pH" 3.6 0.02
TSS 3.8 0.35

*: only the unfiltered samples were measured

177




6.3 AICONCENTRATIONS AT DIFFERENT pH VALUES AND SETTLING TIME

IN LABORATORY EXPERIMENTS WITH FIELD WATER FROM JONATHAN RUN

6.3.1 Total and soluble Al concentrations at different pH values after different settling

time in laboratory experiments with field ARD

The aluminum concentrations have been measured after different settling time (settling time=
2hr, 24 hr, 48hr). Figure 6.2, 6.3, and 6.4 present the change of total and soluble Al
concentrations with supernatant pH values from treatability experiments of field ARD. These
data were collected after 2 hours, 24 hours, and 48 hours of settling, respectively. The data is

also presented in Table 6.2.

From these figures, it can be found that the lowest soluble aluminum concentration
occurred at pH value among 6 to 6.5. When pH was higher than 6.5, the soluble aluminum
concentration increased quickly with the increasing of pH. On the other hand, the total
aluminum concentration did not change much from pH =5.3 to 7 because the soluble fraction of
the total aluminum in this pH range was negligible compared with the suspended aluminum
concentration (difference between total and soluble aluminum as shown on Figures 6.2, 6.3, and
6.4) thus the vast majority of the total discharged aluminum in this pH range was suspended.

Soluble aluminum concentration increased dramatically outside of this pH range, thus
causing soluble aluminum to become the controlling parameter for total aluminum discharge.
This information substantiates prior work done with synthetic ARD wastes, and confirms the

importance of good pH control at Jonathan Run.
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Al concentration

(mg/L)

Table 6.2 Treatability results with Jonathan Run culvert discharge water showing total and soluble Al

concentrations after pH adjustment and settling times

2 hours 24 hours 48 hours
H

P total soluble total soluble total soluble

53 1.12 0.31 0.34 0.13 0.33 0.12

5.5 1.13 0.27 0.41 0.12 0.3 0.08

6.0 091 0.1 0.24 0.05 0.25 0.03

6.1 1.45 0.08 0.27 0.04 0.26 0.05

6.6 1.37 0.11 0.25 0.05 0.22 0.02

7.0 1.67 0.2 0.47 0.09 0.35 0.14

7.5 1.79 1.33 1.11 0.57 1.00 0.46

7.9 2.57 2.39 1.99 1.32 1.56 091

8.3 5.46 5.29 4.22 3.66 2.78 1.95
1.0E+01 -

&
&
10E+00 % & ® o2 s ¢ =
O g 0
1.0E-01 - s a
1.0E-02 - & Total 0O Soluble
1.0E'O3 T T T T T T 1
5.0 55 6.0 6.5 7.0 75 8.0 8.5
pH

Figure 6.2 Total and soluble aluminum concentrations at different pH values in experiments with field

ARD from Jonathan Run (settling time =2 hr)
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Figure 6.3 Total and soluble aluminum concentration at different pH values in experiments with field ARD

from Jonathan Run after 24 hours of settling
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Figure 6.4 Total and soluble aluminum concentrations at different pH values in experiments with field

ARD from Jonathan Run after 48 hours of settling
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6.3.2 Suspended Al concentrations at different pH values after different settling time in

laboratory experiments with field ARD

Figure 6.5 presents the suspended Al concentration at different pH values after 2, 24, and 48
hour of settling in the pH range of 5.3 to 8.3. The data showed that aluminum containing
suspended solids was at a relatively constant level after 48 hours of settling in the pH range of
5.3 to 7.0. Higher pH values and shorter settling time (as would occur during wet weather
events) will likely lead to higher levels of aluminum-containing suspended solids in the Jonathan

Run discharge.

2.0
O t=2hr Ot=24hr t=48hr

1.6 1

1 1|

Suspended Al (mg/L)

00 B T T T T
53 6.1 6.6 7.0 7.5 7.9 8.3

0.8 ]-lg
N {ﬁﬂ'ﬂ = e L

Figure 6.5 Treatability studies after settling: Suspended Al concentrations at different pH values and settling time
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6.4 PREDICTION OF EFFLUENT Al CONCENTRATION IN ACTIVE

TREATMENT SYSTEM OF ARD IN JONATHAN RUN

6.4.1 The prediction of soluble Al concentration with computer model (Minegl+

equilibrium computer model)

Traditionally, aluminum hydroxide is usually considered as the aluminum precipitates formed
during neutralization processes. There are two different construction Al(OH)s;, amorphous
Al(OH); and gibbsite (crystalline AI(OH)s3). Since the solubility product of amorphous aluminum
hydroxide and gibbsite is 10°"* and 107 respectively, the theoretical aluminum precipitates
should be gibbsite. Therefore, the prediction with theoretical constant of aluminum hydroxide
always shows the solubility of gibbsite (crystalline AI(OH);). However, in our study, it was
found that the soluble Al concentration was higher than the calculated solubility of gibbsite.
Furthermore, the analysis of precipitates collected in Jonathan Run field (Pu et al., 2010) also
shows that the crystalline AI(OH); was not detectable. Therefore, based on our study, in the
prediction of the possible effluent Al concentration from active treatment system in Jonathan
Run, amorphous Al(OH); is a possible species of Al-precipitates, but gibbsite is not, even though
the solubility of gibbsite is lower.

In actual conditions, the chemistry of ARD is complex. Not only aluminum hydroxides,
but also other aluminum compounds, such as jurbanite, basaluminite, and Al-silicate (such as
alunite and kaolinite), are the possible species of aluminum precipitates. The species of
aluminum precipitates could be more complex in the presence of both sulfate and silicate. On the
basis of the theoretical value for the solubility product of jurbanite ((A1(OH)SO,), the

precipitation of this mineral has been hypothesized by several authors (Nordstrom, 1982a and
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1982b; Prenzel, 1983; Khanna et al., 1987 Levy et al. 1997). On the other hand, close inspection

of solution data and the lack of evidence for coupled mass transfers of A1 and SO4 between solid
phases and soil solution has led others to disagree the jurbanite hypothesis (Mulder et al., 1987).
In many cases, the theoretical calculation by different models has hypothesized that jurbanite, or
basaluminite, and or alunite are the possible species of aluminum precipitates (Williams and

Smith, 2000; Ferna'ndez-Caliani et al. 2008).

Based on the previous study and the varies of soluble Al concentrations at pH=6.0 and
8.0 in different experiments with synthetic ARD, it has been concluded that the possible Al-
sulfate precipitates formed in Al-bearing ARD neutralization processes are basaluminite
(Al4(OH);¢SOy4). Therefore, basaluminite is also considered as the possible Al-precipitates in the
prediction with Mineql+ model.

In order to verify these conclusions, Mineql+ model was used to calculate the soluble Al
concentration in experiments with field ARD from Jonathan Run after pH adjustment. In the
calculation, as mentioned above, the possible Al-precipitates were selected as amorphous
AI(OH); and basaluminite (Al4(OH);0SO4), respectively. The input data is the components of
ARD used in the experiments (showed in Table 6.1).

Figure 6.6 presents the experimental soluble aluminum concentration at different settling
time and the calculated soluble aluminum concentration at pH =6.0 and 7.9. All pH are listed in

Table 6.3. In Figure 6.6, it can be seen that the trend of soluble aluminum concentration of

experiments was similar to the soluble aluminum concentration calculated with Mineql+ model.
Meanwhile, the figure shows that the calculated aluminum concentrations were lower than the
soluble aluminum concentrations in the experiments when settling time was 48 hours. The reason

is that the filter paper size used in the experiments was 0.45 pum, therefore some precipitates
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could pass the filter paper, and the soluble aluminum concentration in the experiments became
higher than it should be. Comparing the soluble aluminum concentration at different settling
time, it can be found that the value decreased as the increase of settling time. Therefore, the
calculated aluminum concentration could be considered as the final soluble aluminum
concentration when the settling time is long enough. The figure confirms information gathered
from synthetic samples in that the actual precipitates appeared to be a combination of both
amorphous Al(OH); and other Al-containing precipitates that can be represented by

basaluminite.

Table 6.3 Calculated and experimental soluble aluminum concentration at different pH (mg/L)

Experimental results Calculated results
Al(OH); |basaluminite
pH t*=2hr | t=24hr | t=48 hr (am) Theoretical
53 0.31 0.13 0.21 12.26 0.14 0.14
55 0.27 0.12 0.08 4.05 0.05 0.04
6.0 0.10 0.05 0.03 0.55 0.01 0.01
6.2 0.08 0.04 0.05 0.43 0.01 0.01
6.6 0.11 0.05 0.02 0.27 0.01 0.01
7.0 0.2 0.09 0.14 0.4 0.07 0.07
7.5 1.33 0.57 0.46 1.08 0.25 0.24
7.9 2.39 1.32 0.91 2.54 0.49 0.49
8.3 5.29 3.66 1.95 5.24 1.19 1.16

*: t: settling time
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Figure 6.6 Treatability and modeled soluble Al concentrations at pH=6.0 and 7.9 and settling times of 2
hours, 24 hours, and 48 hours.
(Theoretical represent the soluble Al concentration when AI(OH);(am), basaluminite, and kaolinite were considered

as possible Al-precipitates. Mineql+ model provides equilibrium values only.)

The simulation with Mineql+ model shows that the calculated soluble Al concentration
was lower than the experimental results. As discussed above, the reason is that the calculated
soluble Al concentration is in equilibrium conditions. Therefore the soluble Al concentration in
experiments was a litter higher than the calculation results. In Jonathan Run active treatment, the
actual settling time might be longer than two days in our experiments. So the actual effluent
soluble Al concentration will be lower than the experimental soluble Al concentration and close
to the calculated soluble Al concentration. Prior study showed that the silicate could also
influence the soluble Al concentration and the settlement of precipitates in ARD treatment. In
Jonathan Run, the investigation of water quality showed that the discharge water from CCS,

which is the main influent water of active treatment system, contained about 25 mg/L Si. The
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silicate level is relative low to the Al level. Therefore, the effluent soluble Al concentration
cannot be controlled by Al-silicate precipitates. In other words, although the Al-silicate
precipitates might be a composition of sludge in the prediction, it will not influence the
calculated soluble Al concentration. However, the Al-silicate precipitates were also considered
as the possible species of Al precipitates as we found in the prior study.

In summary, in the prediction with Mineql+ model, the possible Al precipitates formed in
the treatment processes are amorphous Al(OH)s, basaluminite (Al4(OH);0SO4), and Al-silicate
(considered as kaolinite) based on our study. Of course, the amount of these compounds formed
varies with the influent components, pH values, and temperature. The following section is the

effect of temperature on the effluent Al concentration.

6.4.2 The effect of temperature on effluent Al concentration from Al-bearing ARD/AMD

treatment system in Jonathan Run

The temperature is a factor that can influence either the soluble Al concentration or the settling
characteristics of Al-precipitates. In actual ARD treatment systems, the temperature of water
varies with seasons. Therefore, to understand the effect of temperature on effluent Al
concentration is also important.

In the prediction of effluent Al concentration influenced by temperature, similar to the
above calculation, the soluble Al concentration at different temperature was calculated by
Mineql+ model. In calculation with Mineql+ model, the input data is the components of field
ARD collected in Jonathan Run (Table 6.1). The possible species of Al-precipitates are also

selected as amorphous AI(OH);, basaluminite, and kaolinite.
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Temperature might also influence the suspended Al solids. The Stocks Law indicates that
the primary reason that would influence suspended aluminum solids settling rate at different
temperatures is water viscosity (MWH, 2005). However, temperature could also influence the

suspended Al solids in size, strength etc. (Fitzpatrick et al., 2004). Furthermore, variations in

wind speed which would cause a stirring in the settling tanks is likely to be more significant on
effluent suspended Al solids than temperature. Therefore, the difference of suspended Al
concentration among different temperature is neglected and considered as a constant.

The prior data showed that the suspended Al concentration remained about 0.2 mg/L after
24 hours when pH=6.0 and about 0.55 mg/L at 48 hours when pH=8.0 in experiments with field
ARD from Jonathan Run. In the experiments with Al:Si:SO4 ratios equal to 1:1:5, which was
close to the molar ratio of ARD in Jonathan Run, the suspended Al concentration was from 0.2
to 0.3 mg/L in pH range of 6.0 to 8.0. As mentioned above, the suspended Al concentration
varies with settling time. In actual treatment system, the settling time changes with influent rate.
In Jonathan Run, the influent rate varies with seasons and precipitation. In storm weather, the
settling time decreases, then the suspended Al concentration increases in effluent. Since the
actual settling time in settling tank is usually longer than 48 hours, it is reasonable to assume the
suspended Al concentration is 0.2 mg/L in effluent from the active treatment system in Jonathan
Run.

Figure 6.7 shows the prediction of the effluent Al concentration from active treatment
system of ARD in Jonathan Run at different water temperature and the data are listed in Table
6.4. The simulated soluble Al concentration shows that the higher the temperature, the higher the
soluble Al concentration. The data also show that in the conditions of pH<=7.5 and temperature

<=25°C, the effluent Al concentration should be less than 0.6 mg/L if settling time is long
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enough. From Figure 6.7, it can be seen that both soluble and total Al concentrations at pH=6.0
are almost independent on temperature, however, at pH=8.0, the higher the temperature of water,
the higher the Al concentrations (both soluble and total Al concentrations). The data indicate that
the pH value is a critical parameter for controlling the effluent Al concentrations when water’s
temperature is high (30°C). In other words, during summer season, the pH control of treatment

system is very important to control the effluent Al concentrations from treatment system of

Jonathan Run.

Table 6.4 Predicted effluent Al concentration at different temperature in active ARD treatment system in

Jonathan Run (Mineql+ modeling)

Soluble Al (mg/L) Total Al (mg/L)
10°C | 15°C | 20°C | 25°C | 30°C | 10°C | 15°C | 20°C | 25°C | 30°C
6.0 0.008 | 0.008 | 0.009 | 0.010 | 0.014 | 0.21 0.21 0.21 0.21 0.21
6.5 0.005 | 0.006 | 0.008 | 0.014 | 0.032 | 0.21 0.21 0.21 0.21 0.23
7.0 0.007 | 0.011 | 0.022 | 0.060 | 0.18 0.21 0.21 0.22 0.26 0.38
7.5 0.017 | 0.040 | 0.12 | 0.37 1.15 | 022 | 0.24 | 0.32 | 0.57 1.35
8.0 0.054 | 0.17 0.56 1.87 5.99 0.25 0.37 0.76 2.07 6.19
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Figure 6.7 Influence of temperature on total effluent Al concentration from active treatment system of Al-

bearing ARD/AMD with NaOH in Jonathan Run.

6.5 SUMMARY AND CONCLUSIONS

In general, treatability experiments with culvert collection system (CCS) ARD from Jonathan
Run suggested that settling detention time of at least 24 hours is necessary to minimize (but not
eliminate) aluminum-containing particulate matter. In the pH range of 6 to about 7, aluminum-
bound particulate matter was the predominant form of aluminum in the supernatant even after 48
hours of settling. However, as the pH increased beyond 7, the soluble forms of aluminum quickly
increased in concentration and became predominant in the supernatant. This indicates that pH
control can manage soluble aluminum only while settling tank operation has a significant

influence on aluminum-containing suspended particulate matter in the supernatant. This further
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suggests the importance of pH control, particularly during wet weather events when the detention
time in the field-settling basin is shortened and aluminum discharges from the Jonathan Run site
are likely to become elevated.

Modeling of the field ARD discharge with the Mineql+ computerized equilibrium model
sheds light on and provides an explanation for the chemical speciation of aluminum that is likely
to exist after NaOH pH adjustment and precipitation at Jonathan Run. The solubility of
amorphous Al(OH); is higher than the solubility of basaluminite, and the measured levels of
soluble aluminum are somewhere in between those solubilities even after 48 hours of settling.
This could imply that the solution is not in equilibrium even after 48 hours of settling, or that
additional aluminum species exist in this complex solution.

Water temperature will influence the effluent Al concentration of ARD treated by an
active treatment system. Calculations with the MINEQL+ model for the field water from a field
ARD site in Centre County Pennsylvania show that the soluble Al concentration significantly
increases at all pH values with increase of temperature, which could exist during warm summer
temperatures. The minimum effluent total Al concentrations is about 0.5 mg/L in the range of pH
=6.0 to 7.0. The total Al concentration would be higher when the pH values are greater than 7.0
during warm temperature conditions in summer, since the soluble Al concentration increase
sharply with temperature at pH >7. Calculations with Mineql+ model suggest that pH control is
more important during summer months to ensure the effluent Al concentration than during colder
winter months.

It is suggested that further research can be conducted once the settling basins are
operational to evaluate better means to reduce the zeta potential of colloids formed in the

supernatant.
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7.0 OVERALL SUMMARY AND CONCLUSIONS

1 This study has evaluated the effects of sulfates and silicates on Al removal during the active
treatment of ARD discharge. Laboratory experiments of NaOH neutralization of aqueous
aluminum with different levels of sulfates and silicates were conducted at different pH values.
Experiments showed that pH is the critical factor to control the effluent soluble Al concentration
during Al-bearing ARD/AMD treatment. Results showed that the presence of sulfates and/or
silicates decreased soluble Al concentration due to the formation of Al-sulfates and/or Al-
silicates precipitates. Therefore, based on the prediction of probable effluent soluble Al
concentration from a treatment system of ARD/AMD, not only Al(OH)s, but also Al-sulfate and
Al-silicates should be considered as the likely species of Al-precipitates.

2 Results showed that either sulfates or silicates and combination of them affected both
soluble and suspended aluminum in the supernatant of active treatment with NaOH
neutralization. The presence of sulfates in solution reduced the soluble aluminum concentration,
with concomitant formation of small size particles, which were mainly basaluminite. The
reduction of soluble aluminum by the formation of basaluminite appeared after a long settling
time (48 hours). However, elevated sulfates levels increased the formation of small suspended Al
particles, which could remain in the supernatant for long time and thus increase the total level of
aluminum in the discharge. Similar observations were made with the presence of silicates.

Silicates can also reduce soluble Al concentration immediately after pH adjustment due to the
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formation of Al-silicate precipitates. As with the case of sulfates, the presence of silicates
increased the suspended Al concentration also, especially when silicates concentration was high.
Both elevated sulfate and silicate levels result in aluminum complexation and formation of small
particles that do not settle well. The increase of remaining small particles leads to the increase of
total aluminum levels (soluble + suspended) if settling time is insufficient in the settling tanks,
which may occur during wet weather events. Therefore, detention time is also important for
ARD/AMD active treatment design, which can be short during wet-weather events.

3 The study of reduction of aqueous aluminum and sulfates with settling time revealed that the
formation of amorphous aluminum hydroxide was the main precipitate product occurring after
NaOH neutralization. However, when sulfates were present, product was basaluminite after 4
hours of settling. The formation of basaluminite caused the reduction of soluble aluminum
concentration after a long settling time (48 hours).

4  The calculated values using the MINEQL+ computerized equilibrium model confirmed that
solution reached equilibrium with amorphous Al(OH); within the first 30 minutes after pH
adjustment.

5 Sludge analysis with XRD revealed that no crystalline precipitates were produced during
experiments. The XRD results indicated that the reduction of soluble Al was not due to the
formation of gibbsite (crystalline Al(OH)3). Furthermore, TGA and SEM analysis showed that
sulfate content in sludge increased with settling time and the sulfate levels.

6  The molar ratio of Al:SO4 of suspended particles showed that the composition of suspended
particles became unchanged after 24 hours of settling and the value of molar ratio of Al:SO4 of
suspended particles in the supernatant was close to the theoretical molar ratio of Al:SO4 of

basaluminite. Based on these results, it is concluded that the formation of basaluminite was the
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key reaction to reduce the soluble Al concentration and the main species of suspended Al solids
was basaluminite after 24 hours of settling.

7  Suspended particle size distributions revealed that the presence of sulfates and/or silicates
reduced the suspended particle size in the supernatant, with the increase in mass of suspended Al
concentration in the supernatant. By comparing the particle sizes after 30 minutes and 48 hours
of settling, it was found that pH alone did not influence the particle size. The reduction of
suspended particle sizes was accompanied with the increase of sulfate in the suspended solids.
Furthermore, the molar ratio of Al/SO4 of suspended particles was close to the theoretical ratio of
basaluminite. It is concluded that the reduction of suspended particle size was due to the change
of species of suspended particles to become suspended basaluminite solids. .

8 The particle size analysis showed that the presence of silicates also decreased the mean size
of suspended particles and increased the fraction of small-suspended solids in the supernatant.
Therefore, the presence of sulfate and/or silicates will increase the effluent suspended Al
concentration in a treatment system due to the small particle formation, although the soluble Al
concentration can be reduced after long settling time.

9 In general, treatability experiments with ARD from a field ARD site in Centre County
Pennsylvania suggested that settling detention time of at least 24 hours is necessary to minimize
(but not eliminate) aluminum-containing particulate matter. In the pH range of 6 to about 7,
aluminum-bound particulate matter was the predominant form of aluminum in the supernatant
even after 48 hours of settling. However, as the pH increased beyond 7, the soluble forms of
aluminum quickly increased in concentration and became predominant in the supernatant, which
indicates that pH control can manage soluble aluminum only while settling tank operation has a

significant influence on aluminum-containing suspended particulate matter in the supernatant.
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The further suggests the importance of pH control, particularly during wet weather events when
the detention time in the field-settling basin is shortened and aluminum discharges from the site
are likely to become elevated.

10 Modeling of the field ARD discharge with the Mineql+ computerized equilibrium model
sheds light on and provides an explanation for the chemical speciation of aluminum that is likely
to exist after pH adjustment. The measured levels of soluble aluminum were somewhere in
between the solubility of amorphous AI(OH); and basaluminite even after 48 hours of settling,
which imply that the solution was not in equilibrium even after 48 hours of settling, or that
additional aluminum species existed in this complex solution.

11 Calculations with the MINEQL+ model for the field water from a field ARD site in Centre
County Pennsylvania show that the soluble Al concentration significantly increases at all pH
values with increase of temperature, which could exist during warm summer temperatures. The
minimum effluent total Al concentrations is about 0.5 mg/L in the range of pH =6.0 to 7.0. The
total Al concentration would be higher when the pH values are greater than 7.0 during warm
temperature conditions in summer, since the soluble Al concentration increase sharply with
temperature at pH >7. Calculations with Mineql+ model suggest that pH control is more
important during summer months to ensure the effluent Al concentration than during colder

winter months.
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8.0 FUTURE RECOMMENDED RESEARCH

The following suggestions are presented as areas of future research on ARD/AMD treatment:

1.

The variation of temperature from summer to winter is great, which could lead to a
significantly different effluent Al concentration from a treatment system due to the effect
of temperature on both soluble and suspended Al phases. The effect of temperature on
soluble Al concentrations could be evaluated with a computer model. However, there is a
lack of information of suspended solids with temperature in active AMD/ARD treatment
systems.

The change of suspended particulate aluminum size with elevated sulfate levels might be
due to the sorption of sulfate on AI(OH); particles or the change of species of suspended
Al particles (becoming aluminosulfate compounds). This study evaluated the main
mechanisms that caused the reduction of Al particle size. It is suggested that a future
study can isolate the effects of sorbed and reacted sulfate on the size distribution of
suspended Al particles during AMD/ARD treatment.

Sodium and potassium are common solutes in AMD/ARD and the presence of potassium

might affect the species of Al-precipitates when sulfates or silicates are present.
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APPENDIX A

XRD PATTERNS OF SLUDGE

XRD patterns of sludge formed in experiment with low and high sulfate
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APPENDIX B

SEM IMAGES OF SLUDGE AND THE CHEMICAL COMPONENTS

B.1 TEM DIFFRACTION PATTERN OF PRECIPITATES

Sulfate concentration (AL:SO4=1:1), pH=6.6, t=48 hours
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B.2

SEM IMAGES OF SLUDGE FORMED IN EXPERIMENTS WITH LOW

pH=5.6 t=30min

SULFATE CONCENTRATION (Al:SO,=1:1)

':a'peclru m 1

Eum

' Electeon Image 1

Spectrum 1 Spectrum 2 Spectrum 3 Average

Element | Weight% | Atomic % | Weight% | Weight % | Atomic% | Atomic % | Weight % | Atomic%
CK 1.78 2.69 0.94 4.18 6.42 1.46 2.30 3.52
OK 68.19 77.39 63.79 60.51 69.71 74.36 64.16 73.82
MgK ND ND ND ND ND ND ND ND
AlK 28.66 19.28 34.13 33.33 22.75 23.57 32.04 21.87
Mn K 0.59 0.20 0.24 0.10 0.04 0.08 0.31 0.11
SK 0.78 0.44 0.91 1.88 1.08 0.53 1.19 0.68
CakK ND ND ND ND ND ND ND ND
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 5.6 t=48 hours

200pm ! Electron Image 1
Spectrum 1 Spectrum 2 Spectrum 3 Average

Element | Weight% [ Atomic% [ Weight% [ Atomic% [ Weight% [ Atomic% [ Weight% [ Atomic%

CK 3.78 5.64 2.48 3.78 3.58 5.50 3.28 4.97

oK 67.16 75.18 64.99 74.31 61.68 71.01 64.61 73.50

MgK 0.00 0.00 0.00 0.00 0.00 0.00 0.00 0.00

AlK 28.06 18.61 31.34 21.23 32.76 22.35 30.72 20.73
S K 1.01 0.57 1.19 0.68 1.98 1.14 1.39 0.80
Ca K ND ND ND ND ND ND ND ND
Mn K ND ND ND ND ND ND ND ND
Totals 100.01 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 6.0 t=30 minutes

/ A00pm i Electron Image 1
Spectrum 1 Spectrum 2 Spectrum 3 Average

Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
CK 1.68 2.62 4.65 7.03 1.16 1.78 2.50 3.81
OK 61.92 72.38 63.41 71.87 66.86 76.66 64.06 73.63
Mg K 0.42 0.33 0.13 0.10 0.13 0.10 0.23 0.17
Al K 34.63 23.99 29.79 20.01 30.80 20.93 31.74 21.64
S K 0.74 0.43 1.02 0.58 0.67 0.38 0.81 0.47
Ca K 0.35 0.16 0.72 0.33 0.22 0.10 0.43 0.20
Mn K 0.26 0.09 0.27 0.09 0.17 0.06 0.23 0.08
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 6.0 t=48 hours

rmm

Eleciron Image 1

Spectrum 1 Spectrum 2 Spectrum 3 Average

Element |Weight% |Atomic% [Weight% [Atomic% |Weight% |Atomic% |Weight% |Atomic%
CK 5.09 7.52 5.58 8.45 2.90 4.37 4.52 6.78
OK 66.80 74.03 60.63 68.87 66.84 75.45 64.75 72.79
Mg K 0.72 0.53 1.05 0.80 0.63 0.47 0.80 0.60
Al K 26.68 17.52 31.25 21.03 28.46 19.04 28.79 19.20

SK 0.73 0.40 1.49 0.85 1.17 0.66 1.13 0.64

CaK ND ND ND ND ND ND ND ND
Mn K ND ND ND ND ND ND ND ND
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 7.5 t=30 minutes

: BOjm
Spectrum 1 Spectrum 2 Spectrum 3 Average
Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
CK 4.18 6.27 2.79 423 3.94 6.00 3.64 5.50
OK 65.55 73.75 65.48 74.51 63.11 72.03 64.71 73.43
Mg K ND ND ND ND ND ND ND ND
Al K 29.26 19.51 30.73 20.72 30.93 20.92 30.31 20.38
S K 0.6 0.34 0.88 0.50 1.58 0.90 1.02 0.58
CaK ND ND ND ND ND ND ND ND
Mn K 0.41 0.13 0.12 0.04 0.44 0.15 0.32 0.11
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 7.5 t=48 hours

f 100um ! Electron Image 1

Spectrum 1 Spectrum 2 Spectrum 3 Average
Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
C K 2.30 3.51 293 4.55 2.98 4.53 2.74 4.20
O K 65.80 75.25 60.68 70.84 64.90 74.07 63.79 73.39
Mg K 0.08 0.06 0.59 0.46 0.18 0.14 0.28 0.22
Al K 28.66 19.42 30.97 21.43 28.88 19.53 29.51 20.13
S K 2.76 1.58 3.99 233 293 1.67 3.22 1.86
Ca K 0.40 0.18 0.85 0.40 0.14 0.06 0.46 0.21
Mn K ND ND ND ND ND ND ND ND
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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B.3 SLUDGE FORMED IN EXPERIMENT OF LOW SULFATE (AL:SO4=1:5)

pH=5.5 t=30min

A0 M ' Flectron Image 1
Spectrum 1 Spectrum 2 Spectrum 3 Average
Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
CK 1.67 2.55 2.98 451 3.71 5.70 2.79 4.25
OK 66.32 75.94 65.41 74.35 61.75 71.01 64.50 73.77
Mg K ND ND ND ND ND ND ND ND
Al K 30.38 20.61 30.32 20.42 32.71 22.29 31.14 21.11
S K 1.48 0.85 1.19 0.68 1.66 0.96 1.45 0.83
CaK ND ND ND ND ND ND ND ND
Mn K 0.15 0.05 0.09 0.03 0.16 0.05 0.13 0.04
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH=5.5 t=48 hours

o o g
' lectron Image 1

' 100um
Spectrum 1 Spectrum 2 Spectrum 3 Average
Element | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
CK 0.80 1.25 0.53 0.82 0.94 1.47 0.75 1.18
OK 62.73 73.68 65.36 75.97 61.07 72.12 63.05 73.92
Mg K ND ND ND ND ND ND ND ND
Al K 33.60 23.39 31.53 21.71 36.32 2542 33.82 23.51
S K 2.88 1.69 2.58 1.50 1.68 0.99 2.38 1.39
CaK ND ND ND ND ND ND ND ND
Mn K ND ND ND ND ND ND ND ND
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 6.0 t=30 minutes

! 100m : Elzctron image 1
Spectrum 1 Spectrum 2 Spectrum 3 Average

Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
C K 1.82 2.80 3.00 4.65 2.99 4.52 2.60 3.99
O K 65.13 75.13 61.27 71.31 65.29 74.19 63.89 73.54
Mg K 0.26 0.20 0.55 0.43 0.35 0.26 0.39 0.30
Al K 30.06 20.55 32.09 22.13 30.81 20.75 30.99 21.14
S K 1.42 0.82 1.34 0.78 0.17 0.10 0.97 0.56
Ca K 0.49 0.22 0.87 0.41 0.39 0.18 0.58 0.27
Mn K 0.83 0.28 0.89 0.30 0.00 0.00 0.57 0.19
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00

208



pH= 6.0 t=48 hours

A00pm

: ' Elgctren Image 1
Spectrum 1 Spectrum 2 Spectrum 3 Average

Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
CK 1.71 2.63 3.29 5.09 3.38 5.09 2.79 4.27
OK 64.95 74.85 60.68 70.45 66.11 74.66 63.91 73.32
Mg K 0.07 0.06 0.59 0.45 0.18 0.14 0.28 0.22
Al K 31.10 21.24 32.44 22.32 28.68 19.19 30.74 20.92
S K 1.97 1.14 2.52 1.46 1.51 0.85 2.00 1.15
Ca K 0.20 0.09 0.49 0.23 0.14 0.06 0.27 0.13
Mn K ND ND ND ND ND ND ND ND
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 7.5 t=30 minutes

' S00pm " Electron Image 1

Spectrum 1 Spectrum 2 Spectrum 3 Average
Element Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic% | Weight% | Atomic%
C K 4.96 7.39 5.01 7.60 3.56 5.34 4.51 6.78
OK 65.62 73.32 62.15 70.71 66.85 75.25 64.87 73.09
Mg K ND ND ND ND ND ND ND ND
Al K 28.30 18.74 30.50 20.56 27.97 18.65 28.92 19.32
S K 0.80 0.45 1.47 0.84 0.97 0.54 1.08 0.61
CaK ND ND ND ND ND ND ND ND
Mn K 0.32 0.10 0.87 0.29 0.66 0.22 0.61 0.20
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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pH= 7.5 t=48 hours

! 4Cpm Electron image 1

Spectrum 1 Spectrum 2 Spectrum 3 Average
Element |Weight% [Atomic% [Weight% [Atomic% |[Weight% |Atomic% [|Weight% |Atomic%
CK 5.15 7.69 1.97 3.12 3.14 4.75 3.42 5.19
OK 64.71 72.50 59.54 70.59 65.83 74.67 63.36 72.58
Mg K 0.26 0.19 1.17 0.93 0.36 0.27 0.60 0.46
Al K 27.89 18.52 31.60 22.20 27.88 18.74 29.12 19.82
S K 1.87 1.05 3.84 2.28 2.74 1.55 2.82 1.63
CaK 0.11 0.05 1.88 0.89 0.05 0.02 0.68 0.32
Mn K ND ND ND ND ND ND ND ND
Totals 100.00 100.00 100.00 100.00 100.00 100.00 100.00 100.00
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APPENDIX C

Al CONCENTRATION WITH SETTLING TIME AT DIFFERENT pH VALUES

Soluble Al concentration with settling time at different pH

4 ——Al:S04=1:0
g —&- AlIS04=1:1
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Settling time (min)

Soluble Al concentration change with settling time at pH=5.6

(note: the final pH value in experiment of high sulfate concentration (1:5) was 5.5)
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Soluble Al concentration change with settling time at pH=6.6

(Note: the final pH value in experiment without sulfate (Al:SO,=1:0) was 6.5)
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Soluble Al concentration
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Soluble Al concentration change with settling time at pH=7.0

(Note: the final pH values in experiment of low sulfate (Al:SO,=1:1) and high sulfate (Al:SO,= 1:5)

concentrations were 7.2 and 7.1, respectively)
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Soluble Al concentration change with settling time at pH=7.5

(the final pH value in experiment without sulfate (Al:SO4=1:0) was 7.7)
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Soluble Al concentration
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(the final pH values in experiment of high sulfate concentration (Al:SO,=1:5) was 8.4)
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The Total Al concentration with settling time at different pH values

Total Al concentration

(mg/L)

—— Al:S04=1:0
B Al:IS0O4=1:1
1.0E+01 - A Al:SO4=15
— O
1.0E+00 -
+
A N
1.0E-01 \ \ \ \ |
0 500 1000 1500 2000 2500 3000

Settling time (min)

Total Al concentration change with settling time at pH=5.6

(note: the final pH value in experiment of high sulfate concentration (Al:SO,=1:5) was 5.5)
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Total Al concentration
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APPENDIX D

SATURATION INDEX VALUES OF AI-COMPOUNDS (CALCULATION WITH

MINEQL+ MODEL)

Saturation index values of Al-compounds in experiments with molar ratio of Al:SO,=1:0

30 minutes 48 hours
SI Al(OH)z;am Gibbsite Al(OH);am Gibbsite
5.6 0.075 2.63 -0.086 2.464
6.0 0.027 2.58 -0.12 2.43
6.5 0.082 2.63 -0.09 2.46
7.0 0.006 2.56 0.065 2.615
7.7 -0.033 2.52 -0.174 2.376
8.0 0.03 2.58 0.072 2.622
8.3 0.32 2.87 0.082 2.632
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Saturation index values of Al-compounds in experiments with molar ratio of Al:SO,=1:1

Settling time =30 minutes

SI AI(OH); am Basaluminite Gibbsite
5.6 -0.15 5.8 24

6 -0.14 4.58 241
6.6 0.039 5.34 2.589
7.2 -0.075 3.84 2.475
7.5 -0.11 1.83 2.44
8 0.066 2.81 2.616
8.3 0.186 297 2.736

Settling time =48 hours

SI Al(OH); am Basaluminite Gibbsite
5.6 -0.74 445 1.4
6.0 -0.56 436 1.41
6.6 -0.48 3.48 1.589
7.2 -0.64 1.5 1.475
7.5 -0.48 1.52 1.44

8 -0.23 1.6 1.616
8.3 -0.25 1.18 1.736
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Saturation index values of Al-compounds in experiments with molar ratio of Al:SO,=1:5

Settling time =30 minutes

SI Al(OH); (am) Basaluminite Gibbsite
5.5 -0.18 5.93 2.37

6 -0.14 6.72 241
6.6 -0.046 5.88 2.504
7.1 -0.098 4.68 2.452
7.5 0.04 4.29 2.59
8 0.018 33 2.568
8.4 -0.04 2.64 2.51

Settling time =48 hours

SI Al(H); (am) Basaluminite Gibbsite
5.5 -1.63 1.73 1.37
6 -1.34 1.91 1.41
6.6 -1.16 1.44 1.504
7.1 -1.1 0.72 1.452
7.5 -0.83 0.79 1.59
8 -1.02 1.46 1.568
8.4 -0.34 2.57 1.51
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APPENDIX E
DETERMINING WHETHER THE SLUDGE CONTAINS KAOLINITE AND Si(OH),

Assuming All Al-silicate precipitates formed in experiments with silicate are kaolinite:

ALSi,O5(OH)s.

According to the composition of sludge (EDS results): the molar percentage of O, Si, and
Al was known. In sludge, there are three kinds of compounds (Al-sulfate was not considered
since the amount of sulfate is very little): AI(OH)s;, Al,Si,05(OH)4., and Si(OH)s. Assuming

there are x, y, and z molar of Al(OH)s3, Al,S1,05(OH)4., and Si(OH)4 in sludge, then:

Total molar of O is: O, =3Xx+9y+4z

total
Total molar of Alis: X +2y

Total molar of Siis: 2y +z

Then the actual molar of O/Al in sludge except Al-silicate is:

0
[ (3x+9y+4z)-9y—-4z2)
AI]COI’I’BCt = = 3
(X+2y)-2y
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If it is assumed that all Silicate is in the form of Si(OH); in sludge, then the molar ratio of

O/Al is:

o _ (Bx+9y+4z7)—-4*(Xx+2y) 3x+35y

[/M]Si(o'”“ - X+2y COXx+2y

If there is any amount of Al-silicate (as kaolinite), the value of [O/Al]siom will be less
than 3. Therefore, according to the composition of sludge measured by EDS, assume all the
silicon content as Si(OH)4, the correct oxygen is subtracted C(as CO2), S(as SO4) and Si(as

Si(OH)4). If the correct O/Al value is less than 3, it indicates that some Si is in form of kaolinite.
If it is assumed that all silicon as kaolinite in sludge, then the corrected O/Al molar is :

_ (Bx+9y+4z7)-45*(2y+z) 3x-0.5z
ko (X+2Y)—(2y + 2) X— 12

[0/ Al]

If there is any amount of Si(OH)4 in sludge, the correct O/Al value is not 3.
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