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Abstract

A novel infrared fibre-optic probe was developed to measure quantitatively and simultaneously
solids volume fraction (1-&) and gaseous species composition (Y;) in a gas/solid fluidized bed.
The fibre-optic probe was used with a FT-IR spectrometer to perform real-time and in-situ
measurements of absorbance in the fluidized bed. The effect of (1-£) and Y; on the absorbance
spectra were additive and could be independently calibrated. To calibrate the probe, fuel mole
fractions and (1-¢) were varied between 1.8 - 10.1 mol% and 0 - 0.45, respectively. A proof of
concept for a novel application in fluidized beds was completed: the fibre-optic probe was used
to measure the molar fraction of a tracer gas inside the emulsion and bubble phases during gas
tracer experiments.

Keywords: solids volume fraction, FT-IR spectroscopy, fibre-optic probe, gaseous species
composition, fluidization, bubble, emulsion

1. Introduction

Gas/solid fluidized bed processes are characterized through the measurement of gaseous
species composition and solid volume fraction. These two parameters are dependent
parameters that are coupled through the reaction kinetics and hydrodynamics. Solids volume
fraction affects chemical reactions through catalytic and/or inhibitive effects as well as through
the thermal balance. For example, the chemical products from fast reactions, such as oxidation,
are greatly affected by the gas/solid mixing at the tip of injectors. Furthermore, at the
hydrodynamic level, fluidized beds are characterized by the emulsion and bubble phases:
determining the species composition in these two regions is key to the process characterization.

Current measurement methods are incapable of measuring gas-phase chemical composition
and solids volume fraction simultaneously and in-situ in a gas/solid fluidized beds. Gas-phase
chemical composition is usually measured with sampling probes connected to analyzers.
Furthermore, solids volume fraction is generally measured with capacitance probes and fibre-
optic probes that record the forward- or back-scattering of visible light [1-4].

It may be possible to use a fibre-optic probe with infrared (IR) light to measure solids volume
fraction and gas-phase chemical composition simultaneously and in-situ. IR fibre-optic probes
used with IR spectroscopy have been previously used to measured chemical composition in
multiphase systems [5-14]. However, current IR spectroscopic applications do not measure
solids volume fraction and rely on the uniformity of the solid samples with time (between
measurements) since the solid phase has been shown to affect the IR absorbance spectra. The
solids volume fraction and particle size influence the interaction between the light and the solids,
which affect the path length of the IR beam and the effective sample size [15-16]. However,
since multiphase systems are generally characterized by solids volume fractions that are
heterogeneous in space and time, in-situ and real-time measurement of species concentrations
in the different regions of a multiphase system requires the simultaneous determination of solids
volume fraction. The measurement volume can be made independent of the solid properties by
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inclining the emitting and receiving fibres to form a convergent scheme [17] and this principle
can be applied to an IR fibre-optic probe to measure species concentrations.

In multiphase systems, the movement of powders can make spectroscopy measurements and
interpretation more complex. Studies have shown that the movement of the particles produced
artefacts on the measured spectrum at certain wavenumbers that depended on the timescale of
the spectral scan compared to the rate of movement of the particles. The wavenumber at which
the artefact appeared increased with increasing modulation frequencies such that the effects of
moving particles could be completely eliminated at the wavenumbers of interest with a
sufficiently high modulation frequency [18-20].

In the present study, a IR fibre-optic probe was constructed to perform in-situ and real-time
measurements in a gas/solid flow of methane/nitrogen and FCC particles (d, = 83 pm). The
fibre-optic probe was connected to a near- and mid-IR Fourier transform transmission
spectrometer (6000-1000 cm™). Absorbance spectra were recorded at a frequency of 4.5 Hz for
a period of 75 seconds and both Y; and (1-¢) were evaluated from each spectrum. Methane
molar fractions in nitrogen were measured over a range of 0-10.1 vol%. Furthermore, the solids
volume fraction was varied between 0-0.45.

IR fibre-optic
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Figure 1: Fluidized bed apparatus

2. Experimental

Experiments were conducted with a mid-IR fibre-optic probe connected to FT-IR (Varian
Excalibur series 3100). The probe was composed of two parallel fluoride glass fibre-optics (an
emitting and a receiving fibre-optic) with a numerical aperture of 0.2 and a core diameter of
600 um. The fibre-optic probe was connected to the FT-IR with a Harrick Fibremate™. A planar
gold-coated mirror was positioned perpendicularly to the probe tip at a distance of 5 mm. The
mirror reflected the emitted IR beam to the receiving fibre-optic, which resulted in a
measurement volume between the probe tip and the mirror. Experiments were conducted by first
measuring a background spectrum - a CH4/N, mixture was injected inside the measurement and
a background spectrum was obtained from the co-addition of 20 spectra. Then, the
measurement volume was flushed with air and the funnel was filled with sand particles to initiate
a flow of solids. Absorbance spectra were measured at a frequency of 4.5 Hz (temporal
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resolution of 0.22 s) and the methane molar fraction was measured simultaneously to the solids
volume fraction.

Gas tracer experiments were conducted in a small scale fluidized bed reactor (1.D. =5 cm)
illustrated in Figure 1 and the fibre-optic probe was used to measure the tracer molar fraction
inside the bubble and emulsion phases. The reactor was filled with FCC particles (d, = 83 um
and 14% fines (d, <44 um)) and was fluidized with nitrogen at a superficial gas velocity of
2.6 mm/s (Uys = 2.5 mm/s and U, = 2.7 mm/s). The expanded bed height was 12.5 cm and the
fibre-optic probe was inserted in the bed at a height of 7cm. A mirror was positioned
perpendicularly at the probe tip and gas bubbles were produced in the fibre-optic probe
measurement volume by injecting a mixture containing 10.1% CH,4 + 89.9% N, through a
downward facing sparger. The CH4/N, mixture was injected at a flow rate of 10 mL/s by
manually opening a toggle valve for roughly 0.5 s at an interval of approximately 11 seconds.

3. Results and discussion

Both solid particles and gaseous species contribute to the absorbance spectrum during
transmission spectroscopy in a gas/solid sample: the total absorbance at wavelength 4 has a
contribution from the solids volume fraction and from the gaseous species composition. Solid
particles reduce the incident beam intensity by absorption, reflection and diffusion. Solids can
also influence the path length and sample volume such that the absorbance due to the chemical
species is a function of solids volume fraction:

Arotal, 2 :A(l—g),i+A(i,A[fn(1_8)] (1)

In the specific case of transmission spectroscopy where the effect of solids fraction on path
length and sample volume can be neglected, equation (1) can be simplified to:

ATotaI,l = A(l—g),/l + A(i,/l (2)
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Figure 2: IR fibre-optic probe calibration

Equation (2) is valid when the reflected or diffused beam intensity measured is negligible
compared to the transmitted light intensity. In equation (2), the effects of solids volume fraction
and gaseous species composition on the absorbance spectrum are independent. Therefore, the
effect of (1-¢) and Y; can be calibrated independently. In the present experiments, the IR light
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intensity from diffused reflectance was negligible such that equation (2) was valid. This was
verified experimentally be removing the mirror facing the probe tip.
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Figure 3: Time-history of (1-¢) and Ycu4 at the fibre-optic probe tip

A calibration was first performed with the fibre-optic probe to evaluate the effect of methane
molar fraction and solids volume fraction on the absorbance spectrum. The effect of methane
molar fraction (Ycps) was calibrated with four mixtures containing 0, 0.1, 3.25 and 10.1 vol% of
methane in nitrogen. The average absorbance of the methane peak (Acns) Was measured in the
region of 3018.96-3016.86 cm™ and it is shown as a function of methane molar fraction in
Figure 2(a).

The effect of solids volume fraction was calibrated by producing a flow of solids in the fibre-optic
measurement volume with a funnel. The solids flow rate and solids volume fraction were varied
by modifying the diameter of the funnel throat. Four solids volume fractions were used (0, 0.015,
0.038 and 0.097) and the average baseline absorbance (A1) was measured in the regions of
2997.73-2992.04, 3036.70-3030.72 and 3045.87-3040.39 cm™ during 75 seconds at a frequency
of 4.5 Hz. The average baseline absorbance is shown in Figure 2(b) as a function of solids
volume fraction and the relationship is close to linear. Cutolo et al. [21] previously reported a
linear relationship between absorbance and solids volume fractions. In the present case, solids
volume fraction was measured by a conventional back-scattering fibre-optic probe with a
different measurement volume than the IR fibre-optic probe. Since the flow of particles was
heterogeneous, this may explain the observed deviation from the linear relationship.
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Figure 4. Measurement of Ycp4 in the fluidized bed
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Gas tracer experiments were conducted in the fluidized bed of Figure 1 and the fibre-optic probe
was used with the spectroscopic method to measure the molar fraction of a CH, tracer inside the
bubble and emulsion phases. The bed of FCC particles was incipiently fluidized with nitrogen
and bubbles were produced at the tip of the fibre-optic probe by the injection of a
nitrogen/methane mixture (10.1% CH,) through a sparger. Figure 3 shows the history of solids
volume fraction and methane molar fraction measured by the fibre-optic probe during a typical
experiment: the solids volume fraction was 0.45 in the emulsion phase and decreased
significantly to 0.05-0 when gas bubbles of CH,4/N, were injected at intervals of approximately 11
seconds. The measured methane volume fraction in the emulsion phase fluctuated significantly
(5% to -5%) due to the low intensity of the transmitted IR beam and the resulting low S/N.
Figure 4(a) shows a typical absorbance spectrum measured in the emulsion phase: the low
intensity of reflected signal resulted in a high absorbance throughout the spectrum. However, the
time-average methane molar fraction was measured accurately as 0.0% (100% nitrogen).

Figure 4(b) shows an absorbance spectrum measured inside a bubble: a methane peak was
observed at 3017.63 cm™. However, the injection of bubbles produced gas/solids movement,
which caused noise in most recorded absorbance spectra: 5 spectra out of the 27 measured in
the bubble phase were sufficiently clear to make a measurement of Ycus. Figure 4(c) shows a
typical absorbance spectrum where noise was observed and the methane peak was
indistinguishable. This noise could be eliminated in the wavelengths of interest by using a FT-IR
with a higher modulation frequency.

The average peak height measured in the bubble phase corresponded to a methane molar
fraction of 5% compared to the injected 10.1% CH, in nitrogen. This discrepancy may be due to
mixing at the injector tip between the gas injected through the sparger and the fluidizing gas.
Furthermore, the small number of clear spectra that were measured in the bubble phase could
also explain the low value of Ycus measured since time-average measurements were more
accurate than instantaneous measurements. During the present study, the measured
absorbance spectra had to be exported and analyzed manually, which greatly reduced the
number of spectra that could be considered to measure Ycu4 in the bubble phase. However,
these results clearly show that the developed spectroscopic method with a fibre-optic probe can
measure the gas composition in the bubble phase.

3.1 Limitation of the technique and future work

The fibre-optic probe used in this study is limited to ambient temperature applications: fluoride
glass fibre-optics used can be exposed to temperatures below 150°C. However, fibre-optic
probes have been developed with plastic fibre-optics for temperatures up to 1000°C [22].
Therefore, it is reasonable to assume that the measurement technique could be used to perform
in-situ measurements in high temperature multiphase systems with an adequately designed
fibre-optic probe.

This measurement technique is also limited by the modulation frequency of the spectrometer:
the modulation frequency needs to be sufficiently high to avoid noise in the absorbance
spectrum due to movement in the gas/solid system. The FT-IR used in the present study was
purchased in 2001 and had a maximum modulation frequency of 80 kHz. New models are
currently available with significantly higher modulation frequencies.

Another limitation of the technique is the IR beam intensity transmitted in the fibre-optic probe,
which needs to be as high as possible in order to maximize the signal-to-noise ratio. The IR
beam intensity can be increased by using a fibre-optic bundle, using a more sensitive detector,
using a more powerful IR source, optimizing the signal transmission at the probe tip and at the
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FT-IR/fibre-optic probe interface (Harrick Fibremate™). More recent models of FT-IR also
propose higher IR source intensity compared to the equipment used in the present study.

4. Conclusions

A novel IR fibre optic probe was used to measure quantitatively and simultaneously solids
volume fraction (1-£) and gaseous species composition (Y;) in a gas/solid fluidized bed. The to a
fibre-optic probe was connected to a FT-IR to perform real-time and in-situ measurements of
absorbance. The effect of solids volume fraction and gaseous chemical composition on the
absorbance spectra were additive and could be independently calibrated. Experiments were
conducted with methane/nitrogen and propane/nitrogen mixtures and FCC particles. Fuel mole
fraction and solids volume fraction were varied between 1.8-10.1 mol% and 0-0.45,
respectively. The fibre-optic probe was used in a fluidized bed to measure the molar fraction of a
gas tracer inside the emulsion and bubble phases during gas tracer experiments. The
measurement underestimated the methane volume fraction injected.

More measurements need to be performed in gas/solid systems at ambient and high
temperatures to fully demonstrate the possibilities of this measurement method. High modulation
frequencies from newer models of FT-IR should help resolve the problem of noise in the
absorbance spectra caused by gas/solid movement. In theory, this method could also be used
for liquid/solid, gas/liquid, liquid/liquid and gas/liquid/solid systems. However, work has to be
performed in order to identify the limitations in these specific systems. It seems also that the
accuracy of instantaneous fibre-optic probe measurements could be significantly improved by
increasing the IR beam intensity. This could be achieved by using a fibre-optic bundle, using a
more sensitive detector, using a more powerful IR source, optimizing the signal transmission at
the probe tip and at the FT-IR/fibre-optic probe interface (Harrick Fibremate™). New FT-IR
models also propose significantly higher IR signal intensity compared to the equipment used in
the present study.

NOTATION

A Absorbance

d, Average particle size (um)

f Modulation frequency (kHz)

t Distance between probe tip and mirror (mm)
Y Molar fraction of specie i (vol%)

—
BN

—&) Solids volume fraction
Wavelength (um)

~

References

[1TYates JG, Simons SRJ. Experimental methods in fluidization research. International Journal of
Multiphase Flow. 1994; 20: 297-330.

[2]Ishida M, Tanaka H. Optical probe to detect both bubbles and suspended particles in a three-
phase fluidized bed. Journal of Chemical Engineering of Japan. 1982; 15 (5): 389-391.

[3]Hu T, Yu B, Wang Y. Holdups and models of three phase fluidized beds. In: Ostergaard K,
Sorensen A. Fluidization V. New York: Engineering Foundation, 1986: 353.

[4]Esmaeili B, Chaouki J, Dubois C. An evaluation of the solid hold-up distribution in a fluidized
bed of nanoparticles using radioactive densitometry and fibre optics. Canadian Journal of
Chemical Engineering. 2008; 86: 543-552.

[5]Cogdill RP, Anderson CA, Delgado M, Chisholm R, Bolton R, Herkert T, Afnan AM, Drennen
Il JK. Process analytical technology case study part I: feasibility studies for quantitative near-
infrared method development. AAPS PharmSciTech. 2005; 6 (2): E273-E283.

Published by ECI Digital Archives, 2010



The 13th International Conference on Fluidization - New Paradigm in Fluidization Engineering, Art. 24 [2010]

[6]Andersson M, Josefson M, Langkilde FW, Wahlund K-G. Monitoring of a film coating process
for tablets using near infrared reflectance spectrometry. Journal of Pharmaceutical and
Biomedical Analysis. 1999; 20: 27-37.

[7]Kirsch JD, Drennen JK. Determination of film-coated tablet parameters by near-infrared
spectroscopy. Journal of Pharmaceutical and Biomedical Analysis. 1995; 13: 1273-1281.
[8]Kirsch JD, Drennen JK. Near-infrared spectroscopic monitoring of the film coating process.
Pharmaceutical Research. 1996; 13 (2): 234-237.

[9]Abrahamsson C, Johansson J, Andersson-Engels S, Svanberg S, Folestad S. Time-resolved
NIR spectroscopy for quantitative analysis of intact pharmaceutical tablets. Analytical Chemistry.
2005; 77 (4): 1055-1059.

[10]Hailey PA, Doherty P, Tapsell P, Oliver T, Aldridge PK. Automated system for the on-line
monitoring or powder blending processes using near-infrared spectroscopy part |. system
development and control. Journal of Pharmaceutical and Biomedical Analysis. 1996; 14
(5): 551-5509.

[11]Sonja Sekulic S, Wakeman J, Doherty P, Hailey PA. Automated system for the on-line
monitoring of powder blending processes using near-infrared spectroscopy: Part Il. Qualitative
approaches to blend evaluation Journal of Pharmaceutical and Biomedical Analysis. 1998;
17: 1285-1309.

[12]Sonja Sekulic S, Ward HW, Brannegan DR, Stanley ED, Evans CL, Sciavolino ST, Hailey
PA, Aldridge PK. On-line monitoring of powder blend homogeneity by near-infrared
spectroscopy. Analytical Chemistry. 1996; 68: 509-513.

[13]Frake P, Greenhalgh D, Grierson SM, Hempenstall JM, Rudd DR. Process control and end-
point determination of a fluid bed granulation by application of near infra-red spectroscopy.
International Journal of Pharmaceutics. 1997; 151 (1): 75-80.

[14]Bellamy LJ, Nordon A, Littlejohn D. Real-time monitoring of powder mixing in a convective
blender using non-invasive reflectance NIR spectrometry. The Analyst. 2008; 133: 58-64.
[15]Armaroli T, Bécue T, Gautier S. Diffuse reflection infrared spectroscopy (drifts) : application
to the in situ analysis of catalysts. Oil & Gas Science and Technology. 2004 ; 59 (2): 215-237.
[16]Rantanen J, Rasanen E, Tenhunen J, Kansadkoski M, Mannermaa J-P, Yliruusi J. In-line
moisture measurement during granulation with a four-wavelength near infrared sensor: an
evaluation of particle size and binder effects. European Journal of Pharmaceutics and
Biopharmaceutics. 2000a; 50 (2): 271-276.

[17]Cui H, Mostoufi N, Chaouki J. Comparison of measurement techniques of local particle
concentration for gas-solid fluidization. In: Kwauk M, Li J, Yang W-C. Fluidization X. New York:
Engineering Foundation, 2001: 779-786.

[18]De Paepe ATG, Dyke JM, Hendra PJ, Langkilde FW. Rotating samples in FT-RAMAN
spectrometers. Spectrochimica Acta Part A. 1997; 53: 2261-2266.

[19]Berntsson O, Danielsson L-G, Folestad S. Characterization of diffuse reflectance fiber probe
sampling on moving solids using a Fourier transform near-infrared spectrometer. Analytical
Chimica Acta. 2001; 431: 125-131.

[20]Andersson M, Svensson O, Folestad S, Josefson M, Wahlund K-G. NIR spectroscopy on
moving solids using a scanning grating spectrometer — impact on multivariate process analysis.
Chemometrics and Intelligent Laboratory Systems. 2005; 75: 1-11.

[21]Cutolo A, Rendina I, Arena U, Marzocchella A, Massimilla L. Optoelectronic technique for the
characterization of high concentration gas-solid suspension. Applied Optics 1990, 29 (9),
pp. 1317-1322.

[22]Cui H, Sauriol P, Chaouki J. High temperature fluidized bed reactor: measurements,
hydrodynamics and simulation. Chemical Engineering Science. 2003; 58: 1071-1077.

http://dc.engconfintl.org/fluidization_xiii/24



	text.pdf.1293003893.titlepage.pdf.2pmzc
	tmp.1293003893.pdf.HR1V4

