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Abstract: In this paper, —10 pm rutile and —30 um garnet particles were selected as samples. The
effects of different reagents on the flotation of rutile and garnet single minerals were studied, and the
mechanism was analyzed by the contact angle, zeta potential, and Fourier transform infrared (FTIR)
measurements. The flotation results show that an optimal recovery is obtained with benzohydroxamic
acid (BHA) as the collector for rutile and sodium silicofluoride (SSF) as the inhibitor for garnet. Even
with BHA having a good collecting performance for both rutile and garnet, there are still some
differences. BHA greatly improves the hydrophobicity of rutile and garnet, and changes the chemical
environment of rutile but not garnet. SSF significantly reduces the hydrophobicity of rutile and
garnet, and slightly affects the environment in which BHA interacts with rutile. However, the above
reagents and combinations have little effect on the surface chemical environment of garnet.

Keywords: flotation; rutile; fine particle; separation; collector selectivity

1. Introduction

Garnet is the main associated gangue mineral of rutile, affecting its efficient recovery.
The specific gravity of the two minerals is similar [1]. The iron isomorphism in the rutile
lattice makes the surface of rutile easily contaminated with iron, and reduces the magnetic
difference between rutile and garnet [2]. Therefore, flotation has become the main research
direction for rutile and garnet separation.

Recently, there was renewed interest in the research on flotation separation of rutile
and garnet, especially with respect to flotation reagents. Huang et al. [3] studied the
flotation separation of rutile and garnet using the cationic surfactant octadecylamine poly-
oxyethylene ether as a collector, proving that the adsorption of AC1815 on rutile surface is
mainly due to the electrostatic interaction and the hydrogen bonding; Richard et al. [2,4]
studied the flotation separation of rutile and garnet using the cationic surfactant octade-
cylamine polyoxyethylene ether as the collector, Na-CMC as the inhibitor, sodium sulfite
as a regulator, and octadecylamine polyoxyethylene ether-styrene phosphonic acid mixed
as a composite collector, discovering that sodium sulfite acting in the form of SO3%~ is
more selectively adsorbed on garnet surface compared to that of rutile, leading to a high
selectivity for the flotation of rutile; Chen et al. [1] investigated the flotation of rutile from
garnet using sodium fluorosilicate as an inhibitor and styrylphosphonic acid as a collector,
finding that there is a strong interaction between sodium fluorosilicate and active Fe sites on
garnet surface, reducing adsorption sites for the collector, thereby strongly depressing the
flotation of garnet. The above studies are mainly aimed at the mechanism of conventional
particle size rutile and garnet flotation reagents, but the studies on the reagents for the
flotation separation of fine particles of the two minerals still needs to improve.

According to all of the above researches, rutile and garnet can be effectively separated
using phosphate, oleate, hydroxamic acid, and benzylarsinic acid as collectors, and sodium
fluorosilicate, sodium hexametaphosphate, and Pb?* as regulators. While carboxylic acid
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collectors have a strong collection performance, but poor selectivity, phosphonic acid
collectors have a better flotation effect but a high cost; arsonic acid collectors have good
collection performance and selectivity, but are highly toxic [5-8]. It was indicated that the
selection of proper reagent is very important for separation [9,10]. The current research on
flotation separation experiments pays more attention to hydroxamic acid collectors [11]
because of their better selectivity, and lesser toxicity, while due to its low cost, styrene
phosphoric acid is a common collector in industrial applications.

At present, the research on the flotation separation of rutile and garnet mainly focuses
on the reagents [12,13], while there are fewer studies on fine particles and various reagent
combinations. In addition, in actual flotation, due to factors such as disseminated mineral
particle size and hardness, the particle size of target and gangue minerals may be different,
while the research on the flotation separation of two minerals with different particle sizes is
rare. Therefore, it is essential to further research the relation between inhibitor, activator,
and collector, as well as their effects on the separation of rutile and garnet with different
particle sizes.

This paper focuses on the effects of styrene phosphoric acid and hydroxamic acid
collectors, sodium fluorosilicate inhibitor, and activator lead ions on the flotation of rutile
and garnet. Referring to the properties of the Zaoyang rutile deposit in Hubei, China,
—10 pm rutile and —30 pum garnet were selected as the research objects, which provided a
certain basis for the flotation separation of rutile and garnet of different particle sizes in
actual minerals.

2. Experimental Section
2.1. Sample and Reagents

The rutile and garnet samples used in this paper were from Hubei Province, China.
According to the chemical analysis results of rutile in Table 1, the grade of rutile is 96%. The
sample is of high purity from the X-ray diffraction analysis of the garnet sample in Figure 1.
Both rutile and garnet samples meet the pure mineral flotation standard. According to
the dissemination size of the two minerals in the rutile deposit in Zaoyang City, Hubei
Province, the particle size fraction of rutile was selected to be —10 um, and for garnet
was —30 um. After crushing with XPC-60 x 100 jaw crusher (Produced by China Henan
Jiufu Machinery Equipment Co., Ltd., Zhengzhou, China), wet screening, and grinding
with MJ-2A stirring mill at 500 rpm for 40 min, the D90 of the final rutile sample is 7 pm
(=10 pm), and the D90 of the garnet sample is 25.38 pm (—30 um).

A — Garnet

Intensity / a.u.

26(°)

Figure 1. XRD pattern of garnet.
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Table 1. Analysis results for the chemical composition of rutile/%.

TIOZ ZI‘OZ Nb205 5102 Fe203 A1203 Cl‘203 CaO Th02
96.21 0.73 0.61 0.51 0.44 0.31 0.22 0.19 0.19

The reagents used in this paper included benzohydroxamic acid (BHA), salicylic hy-
droxamic acid (SHA), styrene phosphoric acid (SPA), sodium fluorosilicate (SSF), (NaPOs)g,
Pb(NO3),, NaOH, H»SO4, and terpineol oil. All reagents except SPA were purchased from
Shanghai Aladdin Reagent and all of analytical grade, while SPA was purchased from an
industrial production site, and was technical grade pure. The test water was ultrapure,
with a conductivity of 18.25 MQ.cm.

2.2. Microflotation Tests

For microflotation tests, a XFGII flotation machine with a 50 mL cell was used at
1902 rpm. BHA, SHA, and SPA were used as collectors, SSF and (NaPO3)4 as inhibitors,
Pb?* as activator, and terpineol oil as frother. Except for terpineol oil, the reagents used at a
concentration of 1 mg/mL 3 g of sample were examined in each experiment. Following pH
adjustment (pH = 5~9), after each reagent addition (regulator, inhibitor, activator, collector),
the mixture was stirred for three minutes. Afterwards, terpenic oil was added and the pulp
was conditioned for 2 min, followed by 2 min flotation with the air flow rate of 0.1 m3/h.
The detailed flow of the flotation experiment is shown in Figure 2. The effects of collectors
on rutile and garnet flotation were studied, then the effects of inhibitors under different
collector conditions were explored, and finally, the effect of activators was determined.

3 g sample

3 min pH regulator
3min X activator
3min X inhibitor
3min X collector
3min X Frother

2-3 min flotation

concentrate tailings
Figure 2. Flowsheet of flotation.

2.3. Zeta Potential Measurement

A nano-Z590 zeta potentiometer was used to measure the electrophoretic mobility of
rutile and garnet to examine the effect of different reagents on the electric surface potential
of the two minerals. The test temperature was kept at 25 °C, the sample particle size was
—5 pm, and the reagent concentration was 50 mg/L. After the reagent was added, the
slurry was stirred for 15 min and then allowed to settle for 5 min, before the supernatant
was taken for measurement. Each group of tests was performed in triplicate, and the
average results were used for analysis.

2.4. FTIR Tests

A Nicolet 6700 Fourier transform infrared spectrometer was used to study the ad-
sorption of the reagents on the surface of the two minerals, and the rutile and garnet
samples before and after the conditioning with collectors, inhibitors, activators, and their
combinations. A total of 1 g of the sample was used to prepare the slurry with the same
concentration as the flotation concentration. After adding the reagent, it was stirred for
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15 min, and then filtered and dried for testing. The adsorption performance of each reagent
on the sample surface was compared and analyzed by the test results.

2.5. Contact Angle Measurements

To study the effect of the reagents on the contact angle of the two minerals, the rutile
and garnet samples were conditioned with each reagent and then dried at low temperature,
and each group of samples was pressed into a tablet shape by a tablet machine for testing.
The contact angles of the rutile and garnet before and after each reagent’s action were
measured by a JC2000D. A droplet of 0.3 uL volume was produced and the stage carrying
the tablet-pressed sample was raised to contact the droplet, and then lowered, and the
contact angle of the droplet on the surface of the sample was measured. Each surface with
or without reagent was tested 3 times.

3. Results and Discussion
3.1. Flotation Results of Different Types of Collectors

The effect of pH on flotation is shown in Figure 3. With BHA as the collector, the
recoveries of rutile and garnet both reach their maximum at pH = 7, and simultaneously the
largest difference (34.67%) between the recoveries of the two minerals is obtained. When
using SHA as the collector, the recovery of garnet reaches its maximum at pH = 6, while
that of rutile reaches its maximum at pH = 7. The difference between the recoveries of the
two minerals at pH = 9 is larger, namely, 20.80%. With SPA as the collector, the recoveries
of the two minerals reach their maximum values at pH = 8, and the difference of this is
also the largest (21.95%). It is demonstrated that BHA probably works best for flotation
separation of rutile and garnet in the above collectors.

100

90
80
70
S 60k
da; -
% 50 -
B 40+ ) ]
30 | % I GRS -4
20 _s—Rutile + BHA—®— Rutile + SHA —4— Rutile + SPA
1oL - Garnet+ BHA--®--- Garnet + SHA ---A-- Garnet + SPA
0 I 1 1 1 1 1
5 6 7 8 9

pH

Figure 3. Effect of pH on the flotation of rutile and garnet with different types of collectors. (Concen-
tration of collectors = 40 mg/L).

The effect of collector concentration on the flotation recovery is shown in Figure 4.
With BHA as the collector, the increasing trend of the recoveries of rutile and garnet is
linear with a low inclination when the concentration is 50 mg/L and 30 mg/L, and the
recoveries are constant at 89.92% and 59.27%, respectively. When using SHA as the collector,
the recoveries of rutile and garnet tend to be stable when the collector concentration is
40 mg/L, and are constant at 67.14% and 63.1%, respectively. With SPA as the collector, the
recoveries of rutile and garnet also tend to be constant when the collector concentration is
40 mg/L, and are constant at 45.37% and 31.44%, respectively. In the BHA flotation system,
the flotation recovery of the two minerals are maximum at different concentrations, which
may be due to their selectivity to the two minerals resulting in more interaction sites with
rutile [11].
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Figure 4. Effect of concentration on the flotation of rutile and garnet. (pH = 7 with BHA, pH =9 with
SHA, pH = 8 with SPA).

The selectivity and hydrophobization of BHA are better, while the hydrophobization
and selectivity of SHA for fine particles are both poor, and the collecting ability of SPA was
the worst, and the selectivity better than SHA, lower than BHA. With BHA as collector, the
recovery difference between the two minerals is the largest when the concentration is 20 at
pH = 7. However, it is difficult to achieve a great separation effect by using only a collector.
Therefore, the effect of inhibitors on the flotation of two minerals was further studied.

3.2. Flotation Results of Inhibitors

Flotation results of inhibitors are as follows. Figure 5 shows the effect of pH on
flotation under different inhibitor conditions. When SSF and BHA are used as reagents, the
recoveries of rutile and garnet reach their maximum at pH = 7, and the difference between
the recoveries of the two minerals is the largest at pH = 7, namely, 38.9%. The recovery
of rutile in (NaPO3)s and BHA flotation systems reaches the maximum at pH =7, while
the recovery of garnet reaches the maximum at pH = 8. The difference is the largest at
pH =7, but only 7.35%. (NaPOg3)s has a great inhibitory effect on the flotation of rutile, and
has no obvious selectivity. This may be because (NaPOs)4 acts as a dispersant to disperse
the fine rutile particles in the pulp, and it is difficult to achieve hydrophobic flocculation
even under the action of the collector, which reduces the collision probability between the
mineral particles and the bubbles, thus, affecting the floating effect.

100

I —#&— Rutile + BHA+ SSF
90 ---#-- Garnet+ BHA+ SSF

—®— Rutile + BHA+ (NaPO,)¢
- @ Garnet+ BHA+ (NaPO,)¢

80 -
70
60 -

50

Recovery / %

40 |

30 F

20

Figure 5. Effect of pH on the flotation of rutile and garnet by SSF and (NaPOj3)4 (concentration of
BHA =20 mg/L, concentration of SSF = 10 mg/L, concentration of (NaPO3)g = 10 mg/L).
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Figure 6 shows the effect of inhibitor concentration on flotation. The recovery of the
two minerals decreases with the increase in inhibitor concentration. In the SSF and BHA
flotation systems, the recoveries of rutile and garnet are constant at 63.11% and 30.47%
when the SSF concentration is 50 mg/L and 30 mg/L, respectively. In the (NaPO3)s and
BHA flotation systems, when the (NaPOs3)s concentration is increased to 30 mg/L and
50 mg/L, the recoveries of rutile and garnet are stable at 17.85% and 35.76%, respectively.
The difference in inhibitor concentration for the two groups of minerals to achieve constant
recovery may be due to the finer particle size of the rutile, the high specific surface area, and
more action sites of the reagent. The inhibitory effect of (NaPOs3)4 on rutile even exceeds
that of garnet, proving that (NaPOs)e is not available as an inhibitor for the flotation
separation of rutile and garnet.

100

—&— Rutile + BHA+ SSF
-—-#&-- Garnet+ BHA+ SSF

80 —e— Rutile + BHA+ (NaPO,),
-~ @ Garnet+ BHA+ (NaPO,),

N i\i\i\ﬁ\i—i—i

60 -

90

S50

Recovery / %

40

30 -

20

10 20 30 40 50 60 70

Concentration / mg/L
Figure 6. Effect of concentration on the flotation of rutile and garnet by SSF and (NaPO3)g (pH =7,
concentration of BHA =20 mg/L).

3.3. Flotation Results of Activator

According to the above experiments, BHA was selected as the collector and SSF as
the inhibitor, and the effect of Pb?* as the activator on the flotation behavior of rutile and
garnet was studied. As shown in Figure 7, the flotation recovery for both minerals reaches
maximum at pH = 7. The best recoveries of rutile and garnet are 72.51% and 49.44%,
respectively, while without adding Pb?*, the recoveries of the two minerals are 67.4% and
31.5%, respectively (Figure 6). Pb?* can activate both rutile and garnet, but the difference
between the two recoveries after activation is reduced to 23.07%, indicating that Pb2* has
a stronger activation effect on garnet and could not improve the separation effect of the
two minerals.

100
90 —m— Rutile+SSF+BHA+Pb*'
80 —e— Garnet+SSF+BHA+Pb*
70 F
N
360 F
Fof P
; ;;;‘\\
40 P §\\\
&
30 § )
20
10
0 L I | | |
5 . 7 8 9

Figure 7. Effect of pH on rutile and garnet activated by Pb?* (concentration of BHA and SSF = 40 mg/L,
concentration of Pb?* = 10 mg/L).
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The effect of the concentration of Pb?* on the flotation of rutile and garnet is shown in
Figure 8. The recovery of both minerals increases with the increase in Pb** concentration.
When the Pb?* concentration is 15 pg/mL, the recovery values tend to be stable. The
recovery of rutile increases from 65.96% to 72.74%, and the recovery of garnet increases
from 31.4% to 45.95%, showing that the activation effect of Pb?* on garnet is greater than
that on rutile.

100
90 I
80 I
ol W
=60 b
2t
250
N L
P40 =
I ””"'"”””’é//
‘- 2+
L —m— Rutile+SSF+BHA+Pb
20 —e— Garnet+SSF+BHA+Pb*"
10
0 I 1 I | | I
? 10 " - ,

Concentration / ug-mL ™"

Figure 8. Effect of concentration on Pb2* activation of rutile and garnet (pH =7, concentration of
BHA and SSF =40 mg/L).

The addition of Pb?* does not lead to better separation of garnet and rutile. Therefore,
BHA was selected as the collector and SSF as the inhibitor, and the 1:1 artificial mixed
ore of rutile and garnet was used for mixed flotation. The results of mixed flotation are
shown in Figure 9. It can be seen that the index does not meet the separation standard, and
the separation of the two is not achieved. This may be because the particle size of rutile
and garnet is different, and the rutile particle size was too fine, meaning it was seriously
entrained in the mixed flotation [14]. In addition, the use of terpineol oil, a foaming agent,
may also increase the recovery of garnet in mixed flotation.

60 70
58 1 §

1 /.
56 - /

] / 465
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42 4 —— Recovery of rutile
40 T T T T T T T T T 50

5 6 7 8 9
pH

Figure 9. Mixed flotation results (concentration of BHA =20 mg/L, SSF = 10 mg/L).
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3.4. Contact Angle Measurements Results

Figure 10 shows the measurement results of the surface contact angle of rutile and
garnet under the action of different reagents at pH = 7. The contact angles of pristine
rutile and garnet samples are 32° and 24.5°, respectively. Compared to the contact angle of
pristine mineral samples, the contact angle of rutile and garnet after the action of BHA is
the largest, which is 50.5° and 38.5°, respectively, and the hydrophobicity is the maximum,
followed by SHA, and SPA has the smallest change in the hydrophobicity of the two
minerals. The contact angle difference between rutile and garnet after SHA is the largest,
which is 12°, indicating that the selectivity of SHA is better. Among the two inhibitors, SSF
has a greater effect on the contact angles of the two minerals, and significantly reduces
their hydrophobicity, while the inhibitor (NaPOj3)s and the activator Pb>* have few effects
on the contact angles of the two minerals.

[50.5

50 B2 ruile
43.5 - Garnet

40

[%)
(=}

Contact angle

[35]
(=]

BHA SHA SPA SSF (NaPO,)¢ Pb Rutile

Figure 10. Effects of reagents on the hydrophobicity of rutile and garnet.

The effects of different chemical combinations on the surface hydrophobicity of rutile
and garnet are shown in Figure 11. In the absence of the activator Pb?*, the chemical
combination of SSF and SPA has the greatest difference in the influence of the contact
angle of rutile and garnet, which is more conducive to the separation of the two minerals.
The contact angle of rutile and garnet after the action of BHA and SSF is the largest,
and the hydrophobicity of minerals improves the most. With the addition of Pb?*, the
hydrophobicity of the two minerals does not change. This may be because Pb** affects the
floatability of the minerals through other modes, which is also consistent with the results of
the previous set of experiments and flotation experiments [8]. In addition, the results of the
contact angle measurements may be smaller than that of the flaky mineral samples. This
may be because the samples for the contact angle test are pressed from mineral powders,
which affects the wettability of the samples under the action of capillary force, but has few
effects on the study of the overall trend of hydrophobicity.

3.5. Reagent Adsorption Results

Figures 12 and 13 show the infrared test results of the interaction of reagents and
minerals. After conditioning rutile with BHA, the adsorption bands appearing at 3434,
1714, and 1646 cm~! are related to the stretching vibration of -OH, C=0, and the benzene
ring in BHA [15,16]. The chemical environment of rutile is altered by BHA. Compared
with the absorption bands 3434, 1714, and 1646 cm ! under the action of BHA only, the
absorption bands of each functional group under the action of BHA and SSF (3519, 1734,
and 1643 cm~!) have a slight shift and are very weak. This indicates that SSF affects the
adsorption of BHA on rutile. Compared with the infrared spectrum of rutile treated with
BHA, the absorption peaks of each functional group in the infrared spectrum of rutile
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under the action of Pb?* and BHA show slight shifts. In addition, more complex absorption
bands appear in the infrared spectrum, and the transmittance also changes, which indicates
that Pb?* has obvious changes on the chemical environment of rutile.

35 B Rutile
I Garnet
307 27
26
25 H
3
=0
£ 20 H
g
5
O 15 H

SSF + BHA SSF + SPA SSF+SHA  SSF+Pb? + BHA SSF+Pb*' +SPA SSF +Pb”" + SHA

Figure 11. Effect of reagent combination on the hydrophobicity of rutile and garnet.
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1 1

4000 3500 3000 2500 2000 1500 1000 500

Wavenumbers / cm™'

Figure 12. Infrared spectra of rutile before and after the interaction with reagents.

1700 1450
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Transmittance / %
(98]
=
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T W,
/b
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3409 ——— 2.Garnet + BHA VAR
———3.Garnet + SSF+ BHA '/
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Figure 13. Infrared spectra of garnet before and after the interaction with reagents.
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Figure 13 shows the adsorption results of reagent on the surface of the garnet. After
conditioning with BHA, the absorption bands at 3444, 1700, and 1450 cm~! have only
slight changes in transmittance, which are related to the stretching vibration of OH, C=0,
and benzene rings, respectively [17]. It suggested that there is little change in its chemical
environment. Compared with the garnet treated with BHA, the infrared spectrum of the
garnet treated with SSF and Pb?* and then treated with collectors has only a difference in
transmittance, and the change in transmittance is slight. It shows that both SSF and Pb?*
cause slight changes in the chemical environment of BHA, but due to the little environment
alteration of BHA on garnet, the influence of inhibitors and activators is small.

3.6. Zeta Potential Measurement Results

The zeta potential test results of rutile and garnet before and after the action of each
reagent are shown in Figure 14. The zeta potential of rutile shifts negatively with the
increase in pH, because with the increase in OH™ concentration, the surface of rutile
adsorbs OH™ to form a TiOH interface, which hydroxylates the surface of rutile [18]. When
pH > 9, the adsorption of H* on the surface of garnet to the anionic active sites in the
pulp exceeds the adsorption of the cationic active sites (Ti*) and OH™, causing the zeta
potential to shift positively [19]. With the addition of BHA, the zeta potential of rutile shifts
negatively, resulting in instability of the system, and the possibility of agglomeration of
rutile particles. The garnet has a small negative shift, which may be because BHA does
not change the chemical environment of garnet much and has little effect on zeta potential.
With the addition of SSF, in comparison to the BHA action environment, the zeta potential
of the rutile under the action of BHA shifts slightly positively, while that garnet shifts
negatively. This indicates that either BHA and SSF compete for adsorption on the rutile
surface, so the addition of SSF has little effect on the zeta potential of the rutile [20], or that
SSF hinders the adsorption of BHA, leading to a lower negative shift in the zeta potential
in the presence of both reagents. While SSF is adsorbed in garnet, the positively charged
ions (the active site Fe?*, Fe3*, AI**) on its surface are adsorbed with negative ions in the
solution, so that the surface of the garnet is negatively charged. SSF competes with anionic
collectors for adsorption, which reduces the adsorption of BHA on the surface of the garnet,
so SSF has an inhibitory effect on the garnet [21].

10
—a&— Ultra pure water
__e_ BHA ok —=&— Ultra pure water
—a&— BHA + SSF —+—BHA
—a— BHA + SSF
. -l
g
=
=
=20
=]
o
=]
2,
g 30
L3
. N
Rutile
40 |
1 1 1 S0
6 ] 10 12 1 1 1 1
pH 2 4 6 8 10 12

pH
Figure 14. Effects of different reagents on the zeta potential of rutile and garnet.

4. Conclusions

(1) Among the collectors used in this paper, BHA has a better collection performance,
and the difference in recovery between flotation rutile and garnet is the largest;

(2) SSF reduces the contact angles of rutile and garnet from 32° and 24.5° to 25° and
19°, respectively, significantly reducing their hydrophobicity. Among the collectors, BHA
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increases the contact angles of the two minerals to 50.5° and 38.5°, which greatly improves
their hydrophobicity;

(3) BHA has little effect on the surface potential of garnet, but negatively shifts the
surface potential of rutile. The potential of rutile and garnet are adversely affected by the
addition of SSF, and the effect on rutile is less;

(4) BHA and SPA change the chemical environment of rutile but not garnet. SSF slightly
affects the environment in which BHA and SPA interact with rutile. However, various
reagents and reagent combinations have little effect on the surface chemical environment
of garnet. This provides a certain basis for the flotation separation of fine rutile and garnet,
In the future, in addition to flotation reagents, the separation of the two can also be studied
in terms of particle size.

Author Contributions: Conceptualization, Z.Z. and L.R.; methodology, Z.Z.; software, Z.Z.; valida-
tion, L.R., Y.Z. and S.B.; formal analysis, Z.Z.; investigation, Z.Z.; resources, Z.Z.; data curation, Z.Z.
and L.R.; writing—original draft preparation, Z.Z.; writing—review and editing, Z.Z.; visualization,
Z.7.; supervision, L.R., Y.Z. and S.B.; project administration, L.R. and Y.Z.; funding acquisition, L.R.
All authors have read and agreed to the published version of the manuscript.

Funding: This research was funded by National Natural Science Foundation of China grant number
U2003129, 51504175, 52274270, and Natural Science Foundation of Hubei Province grant number
2019CFB533.

Data Availability Statement: Not applicable.

Acknowledgments: The authors gratefully acknowledge the National Natural Science Foundation
of China (52274270, U2003129), and the Natural Science Foundation of Hubei Province (2019CFB533)
for the financial support provided.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Chen, Q.; Tian, M.; Zheng, H.; Luo, H.; Li, H,; Song, S.; He, D.; Jiang, X. Flotation of rutile from almandine using sodium
fluorosilicate as the depressan. J. Sci. Colloids Surf. 2020, 599, 124918. [CrossRef]

2. Richard, M.K,; Li, H.; Chen, Q.; Diallo, A.S.; Minani, L.; Weng, X.; Akisa, D.M.; Emmanuel, K.; Ge, W.; Song, S. Behavior and
mechanism of sodium sulfite depression of almandinefrom rutile in flotation system. J. Sci. Powder Technol. 2020, 374, 49-57.
[CrossRef]

3. Li, H,; Zheng, H.; Chen, Q.; Richard, M.K; Leng, J.; Weng, X.; Song, S.; Xiao, L.; Tian, C. Flotation separation of rutile from
almandine using octadecyl amine polyoxyethylene ether as collector. J. Sci. Physicochem. Probl. Miner. Process. 2020, 56, 653-664.
[CrossRef]

4. Richard, M.K;; Li, H.; Chen, Q.; Weng, X.; Akisa, D.M.; Wu, S.G.; Song, S. Selective flotation of rutile from almandine using
sodium carboxymethyl cellulose (Na-CMC) as a depressant. J. Sci. Miner. Eng. 2020, 157, 106544. [CrossRef]

5. Yu, X, Cao, Q.; Zou, H.; Peng, Q. Activation mechanism of lead ions in the flotation of rutile using amyl xanthate as a collector.
Min. Metall. Explor. 2019, 37, 333-344. [CrossRef]

6. Cao, M.; Gao, Y.; Bu, H.; Qiu, X. Study on the mechanism and application of rutile flotation with benzohydroxamic acid. J. Sci.
Miner. Eng. 2019, 134, 275-280. [CrossRef]

7. Wang, J.; Cheng, H.; Zhao, H.; Qin, W.; Qiu, G. Flotation behavior and mechanism of rutile with nonyl hydroxamic acid. J. Sci.
Rare Met. 2016, 35, 419—424. [CrossRef]

8. Xiao, W.; Zhao, H.; Qin, W.; Qiu, G.; Wang, J. Adsorption mechanism of Pb2* mctivator for the flotation of rutile. Minerals 2018,
8, 266. [CrossRef]

9.  Ren, L;Qiu, H; Zhang, Y,; Nguyen, A.V.; Zhang, M.; Wei, P.; Long, Q. Effects of alkyl ether amine and calcium ions on fine quartz
flotation and its guidance for upgrading vanadium from stone coal. Powder Technol. 2018, 338, 180-189. [CrossRef]

10. Ding, W.; Bao, S.; Zhang, Y.; Xiao, J. Mechanism and kinetics study on ultrasound assisted leaching of gallium and zinc from
corundum flue dust. Miner. Eng. 2022, 183, 107624. [CrossRef]

11. Zhang, Z.; Ren, L.; Zhang, Y. Role of nanobubbles in the flotation of fine rutile particles. |. Sci. Miner. Eng. 2021, 172, 107140.
[CrossRef]

12. Wang, J.; Cheng, H.; Tan, W.; Hu, Y,; Jiang, T.; Liu, B.; Zhao, H.; Qiu, G.; Zhang, L.; Wang, Y.; et al. Rutile Beneficiation Method
Comprising Magnetic Separation, Tailing Discarding Reselection: Desliming and Fine Particle Floatation. CN Patent 103586124 A,
19 February 2014.

13.  Huang, X.; Xiao, W.; Zhao, H.; Cao, P; Hu, Q.; Qin, W.; Zhang, Y.; Qiu, G.; Wang, J. Hydrophobic flocculation flotation of rutile

fines in presence of styryl phosphonic acid. J. Sci. Trans. Nonferrous Met. Soc. China 2018, 28, 1424-1432. [CrossRef]


http://doi.org/10.1016/j.colsurfa.2020.124918
http://doi.org/10.1016/j.powtec.2020.06.088
http://doi.org/10.37190/ppmp/123897
http://doi.org/10.1016/j.mineng.2020.106544
http://doi.org/10.1007/s42461-019-00106-7
http://doi.org/10.1016/j.mineng.2019.02.016
http://doi.org/10.1007/s12598-014-0386-0
http://doi.org/10.3390/min8070266
http://doi.org/10.1016/j.powtec.2018.07.026
http://doi.org/10.1016/j.mineng.2022.107624
http://doi.org/10.1016/j.mineng.2021.107140
http://doi.org/10.1016/S1003-6326(18)64781-8

Minerals 2022, 12, 1238 12 of 12

14.

15.

16.

17.

18.

19.
20.

21.

Li, H,; Afacan, A ; Liu, Q.; Xu, Z. Study interactions between fine particles and micron size bubbles generated by hydrodynamic
cavitation. J. Sci. Miner. Eng. 2015, 84, 106-115. [CrossRef]

Kobl, J.; Ferndndez, C.C.; Augustin, L.; Kataev, E.Y.; Franchi, S.; Tsud, N.; Pistonesi, C.; Pronsato, M.E.; Jux, N.; Lytken, O.; et al.
Benzohydroxamic acid on rutile TiO,(110)-(1x1)- a comparison of ultrahigh-vacuum evaporation with deposition from solution.
J. Sci. Surf. Sci. 2022, 716, 121955. [CrossRef]

He, J.; Sun, W.; Chen, D.; Gao, Z.; Zhang, C. Interface Interaction of Benzohydroxamic Acid with Lead Ions on Oxide Mineral
Surfaces: A Coordination Mechanism Study. J. Sci. Langmuir ACS ]. Surf. Colloids 2021, 37, 3490-3499. [CrossRef] [PubMed]
Zhang, C.; Zhou, Q.; An, B.; Yue, T; Chen, S.; Liu, M.; He, J.; Zhu, J.; Chen, D.; Hu, B.; et al. Flotation Behavior and Synergistic
Mechanism of Benzohydroxamic Acid and Sodium Butyl-Xanthate as Combined Collectors for Malachite Beneficiation. Minerals
2021, 11, 59. [CrossRef]

Bullard, J.W.; Cima, M.]. Orientation dependence of the isoelectric point of TiO, (rutile) surfaces. . Sci. Langmuir ACS ]. Sutf.
Colloids 2006, 22, 10264-10271. [CrossRef] [PubMed]

Yue, T. Flotation Separation of Fine-Grained Rutile. Ph.D Thesis, Northeastern University, Shenyang, China, 2006.

Dong, L.; Jiao, E; Qin, W.; Zhu, H.; Jia, W. Selective depressive effect of sodium fluorosilicate on calcite during scheelite flotation.
J. Sci. Miner. Eng. 2019, 131, 262-271. [CrossRef]

He, ].; Zhou, Q.; Chen, S.; Tian, M.; Zhang, C.; Sun, W. Interfacial microstructures and adsorption mechanisms of benzohydroxamic
acid on Pb?* activated cassiterite (110) surface. J. Sci. Appl. Surf. Sci. 2020, 541, 148506. [CrossRef]


http://doi.org/10.1016/j.mineng.2015.09.023
http://doi.org/10.1016/j.susc.2021.121955
http://doi.org/10.1021/acs.langmuir.1c00322
http://www.ncbi.nlm.nih.gov/pubmed/33709716
http://doi.org/10.3390/min11010059
http://doi.org/10.1021/la061900h
http://www.ncbi.nlm.nih.gov/pubmed/17107031
http://doi.org/10.1016/j.mineng.2018.11.030
http://doi.org/10.1016/j.apsusc.2020.148506

	Introduction 
	Experimental Section 
	Sample and Reagents 
	Microflotation Tests 
	Zeta Potential Measurement 
	FTIR Tests 
	Contact Angle Measurements 

	Results and Discussion 
	Flotation Results of Different Types of Collectors 
	Flotation Results of Inhibitors 
	Flotation Results of Activator 
	Contact Angle Measurements Results 
	Reagent Adsorption Results 
	Zeta Potential Measurement Results 

	Conclusions 
	References

