CHAPTERS

RESULTS & DISCUSSION

5.1 Results
5.1.1 First case: Dehvdration of natural gas by zeolite molecular sieves
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Figure 5.1 Variations of measured inlet concentrations of water vapor in natural gas
with time (batch 1: Adsorption step)
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Figure 5.2. Variations of measured inlet content
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Figure 5.3 Variations of measured inlet concentrations of water vapor in natural gas

with time (batch 3: Adsorption step)

Figures 5.1, 5.2 and 5.3 show the variation of inlet concentration of water vapor in

natural gas in three different batches with time, [ Tables (11,12 &13) in appendix (A)]
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Figure 5.4 Variations of measured outlet concentrations of water vapor in natural

gas with time (batch 1: Adsorption step)
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Figure 5.5 Variations of measured outlet concentrations of water vapor in natural
gas with time (batch 2: Adsorption step)
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Figure 5.6 Variations of measured outlet concentrations of water vapor in natural
gas with time (batch 3: Adsorption step)

e Figures 5.4, 5.5 and 5.6 show the variation of outlet concentration of water vapor in

natural gas in three different batches with time, [tables (11, 12&13) in appendix (A)].
These figures show that by increasing the time the outlet concentration is increased,
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but the dehydration beds have not reached breakthrough zone and that is because the
regeneration cycle was started after 48 hours of adsorption step according to the design
criteria of unit.

R/

% In all the foregoing Figures 5.1 through 5.5, one can observe the following:

1. The variation of inlet concentration with time in all batches is considerable (from
15 ppm, to 45 ppm,), whereas the outlet concentration variation was always
limited (0.02 ppm, to 0.086 ppm,). This indicates the high efficiency of the
molecular sieve bed for dehydration.

2. This can be due to the inlet concentration never exceeded 45 ppm, (water vapor)
while the design value was 90 ppm,. This big margin led to such a low outlet
concentration for the whole period of bed operation (about 15 years) of 12 cycles
of adsorption per month followed by regeneration.

3. In addition to that the regeneration step was executed early and before
breakthrough time as design criteria implies and to put gas plant operation in safety
mode.

e Validation of the mathematical model
Table 5.1: Comparison between Estimated and Plant data
Time Plant data Estimated Couc (ppm.) (ylo)gf]i):fil(;lrfe

o Cewlppmy) L. B

4 0.02 0.0203 1.5

8 0.036 0.034 5.55

12 0.051 0.048 5.89

16 0.056 0.059 5.36

20 0.064 0.068 6.25

24 0.072 0.075 4.17

28 0.079 0.08 1.27

32 0.08 0.082 2.5

36 0.083 0.084 1.2

40 0.084 0.085 1.19

44 0.085 0.086 1.17

48 0.087 0.087 0.0
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Figure 5.7 Comparison between estimated and plant data of the outlet concentration.

e Table (5.1) and figure 5.7 show the validation of the proposed model. Many trials to
improve the accuracy of the data obtained as a final result by assuming different values
for D, and resolve the model to obtain a minimum value of standard error (SE). It is
clear that by using value of D, = 1.2x10"? m?%s the developed model is very
successful (SE= 3.07%) and gave results very close to actual plant data. (the range of
D, was 1x10% - 1x10™° m%/s [24])

e Fatemi, Shohreh, [19] compared the experimental results with the numerical results
with standard error (SE) fluctuating between 6.6% and 7.4%. But it should be noted
that the experimental data collected were for laboratory field with total sum time about
200 minutes only.

e Xi-Gang Yuan [25] developed a model which gave standard error (SE) fluctuating
between 5.7% and 8.6%. Also it was applied in the laboratory field.

e Maria J. Rivero [31] compared the experimental results with the numerical results for
styrene drying by adsorption onto activated alumina with standard error (SE) 7.34%.
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Sensitivity analyses of breakthrough times were applied for different flow velocities
and different inlet concentration of water vapor in natural gas.

Table 5.2 Effect of natural gas velocity on Breakthrough time at an inlet water
concentration of C; =40 ppmyv

Breakthrough time (h) | 2100 4100 14000 42000 54000
u, (m/s) x107 1.97 | 4.4x107 | 4.49x107 | 4.15x107° | 4.5x10™*
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Figure 5.8 Effect of feed gas velocity on breakthrough time for gas dehydration

Figure 5.8 shows the effect of natural feed gas velocity on Breakthrough time at an
inlet water concentration of C; = 40 ppmv.

Notice that the breakthrough time is increased by decreasing the superficial velocity of
the natural gas. That means the relationship between the superficial velocity and time
is an inverse relationship.

This figure clearly shows at low values of superficial velocity up to 4.5x10” m/s the
increase in velocity has strong effect on decreasing the breakthrough time.

The relation between feed gas superficial velocity (us) in m/s and breakthrough time
(t,) in hours is given by the following equation:

th = - 6708 In (uy) + 1187.9

From table (5.2) it's clear that at a gas velocity of 1.97x 107 m/s the breakthrough was
2100 hours, the gas velocity applied in the plant is 0.2082 m/s but it is a usual practice
to run the adsorption only 48 hours, there after bed regeneration takes place.
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Table (5.3) Effect of inlet water vapor concentration on Breakthrough time at a
superficial velocity of ug = 0.2088 m/s

Breakthrough time (h) | 560 480 300 180 160
Ci (ppmv) 40 100 200 300 400
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Figure 5.9 Effect of inlet concentration of feed gas on breakthrough time

450

e Figure 5.9 shows the effect of inlet water concentration of natural gas on Breakthrough
time at a superficial velocity of us = 0.2088 m/s.
e It is noticed that the time decreased almost linearly by increasing the inlet
concentration of water vapor. That means the relationship between the inlet
concentration of water vapor and time is a reverse correlation.
e In this figure the situation is different than that of the effect of superficial velocity on
breakthrough time as it shows a linear decrease of the breakthrough time with the
increase in the inlet concentration of water vapor in feed gas.
e The relation between inlet concentration of water vapor (C;) in ppm, and breakthrough
time (ty) in hours at u, = 0.2088 m/s is given by the following equation:

t, = - 1.1848 x C; + 582.44

® Fatemi, Shohreh, [19] compared between two models when changing the particle
radius. Also they applied the sensitivity analysis for different temperatures and inlet
flow velocities. It was shown, that increasing temperature and inlet flow velocity
leads to lower breakthrough time.

® Xi-Gang Yuan [25]: the model was successfully used for prediction of the
breakthrough time at different superficial velocities and different bed depth, but it
could not predict well the breakthrough time for different vapor concentration.

62|Page



e Maria J. Rivero [31] obtained the predicted curves for different bed
lengths and flow rates. A model which gave standard error (SE)
fluctuating between 5.57% and 9.7% was obtained and but it was applied
in the laboratory field only.

280.2 _*

o na

£ R0 N

= DY fgn

e b2 (¥
]

Temperature {°K}
=

238.2 & m plantdata
; — Fetinated
68

JALE —

287.6

2804 + - - : - :

o 5 10 15 20 25 3o 38 40 45 50

Time [(h)

Figure 5.10: Variation of bed temperature during dehydration step (as estimated by
the model) and comparison with the plant data along the bed.

e Figure 5.10 shows effect of time in the dehydration step on the temperature of gas
which increased with the dehydration time increase. This is indicating that the
adsorption process is exothermic and the heat effects must be considered during
adsorption. The most important consideration is that the major industrial processes
are adiabatic and thermal effects cannot be ignored.

e In this figure, only initial and final bed temperatures are shown from plant data.

- M. R. Talaie [17] studied the variation of gas temperature at different times.
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5.1.2 Second case: separation of nitrogen by carbon molecular sieves.

Validation of the mathematical model

Table (5.4) Comparison between Estimated and Plant data

Time | Plant data Estimated N2 (mole %) | % Deviation
(hr) | N2 (mole %) _ . T — - o = T - — £ B
0 979 97.9 0
3 979 97.8 0.102
6 97.8 97.7 0.102
9 97.6 97.6 0
12 97.6 97.7 0.102
LS
98 .5
Uh'
Ld *
£ 973 =
e :
=
= 07
Ca 96 5 &  Plant data
' —— Estimated
05 5
05
0 2 1 6 8 10 12
timwe (i)

Figure 5.11 comparison between estimated and plant data of produced nitrogen mole
percent

e Table 5.4 and figure 5.11 show the validation of the proposed model. Many trials were
undertaken in order to improve the prediction capability of the mathematical model by
assuming different values for equilibrium constant for N, (K) obtain a minimum value
of standard error (SE). It is clear that by using value of K= 1.5 (the K value used was
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2.9 [15]) the developed model is successful (SE=2.5%) and it was validated with the
plant data.

Jafar [18] compared the estimated and experimental product purity results and found a
good agreement between the model predictions and the actual data. He showed that the
produced N, purity decreased with increasing the cycle time.

Mostamand and Mofarahi [15] compared the experimental data for a single bed N, —
PSA. They concluded from their simulation that the purity of N, decreased with the
increasing time.

Sensitivity analyses of breakthrough curves were applied for different flow velocities
of air through carbon molecular sieves bed.

Table 5.5: Effect of inlet air flow velocity on purity of N,

N; mol % 99.1 99.02 98.6 97.85 97.7
ug (m/s) 0.001 0.002 0.0102 0.025 0.028
1a0
9% 3
i}
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Figure 5.12 Effect of inlet air flow velocity on N; purity in PSA system

Figure 5.12 shows the effect of air flow velocity on N, purity.

It is noticed that the purity of N, produced decreased by increasing the inlet superficial
velocity of the air. That means the relationship between the superficial velocity and
time is a negative relationship.

The relation between inlet air flow velocity (us) in m/s and N, mole % is shown by the
following equation:

N; mole % =-51.35 X us + 99.13
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e Jafar [21] reported that the results show that the product of the N, purity increases with
decreasing the inlet velocity.

5.2 CONCLUSIONS

e In the present study, a comprehensive mathematical model was developed to
perform parametric study for two cases a natural gas dehydration unit and nitrogen
separation by PSA located on Amerya LPG Recovery Plant of Egyptian Natural
Gas Company (GASCO).

e The models in two cases were applied and a good agreement between plant data
and estimated data was achieved.

e The MATLAB program was used with the system and it is currently being applied
to a wide range of plant data, the program can be used for predicting the outlet
concentration profile with a very large time interval.

¢ In the first case (a natural gas dehydration):

L.

By increasing the time the outlet concentration of water vapor increased
because the dehydration beds will enter the saturated zone.

On applying the sensitivity analysis technique by the MATLAB program,
the program could clearly show the effect of varying inlet concentration of
water vapor content in natural gas on breakthrough time. It was noticed that
the time decreased almost linearly by increasing the inlet concentration of
water vapor. Also the effect of varying natural feed gas velocity on
breakthrough time was studied. It was noticed that the breakthrough time is
increased by decreasing the superficial velocity of the natural gas.

Effect of dehydration step on the temperature of gas and we compared the
estimated data with plant data.

It is clear that the developed model is very successful and SE= 3.07%
¢ In the second case (nitrogen separation from air by PSA):

L.

A model to predict the N, gas purity as a function of operating time of PSA
unit was developed and good agreement between the plant data and
estimated data with SE= 2.5%.

By increasing the time of adsorption the purity of nitrogen producing
decreased, so the system of operation stopped the adsorption cycle and
enter in the regeneration cycle to maintain on the high purity of nitrogen
produced.

Effect of inlet air velocity on the producing of nitrogen purity and it noticed
that the product of N; purity decreased by increasing the inlet superficial
velocity of the air.
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APPENDICES

Appendix (A)
Batches 1,2& 3 show the different event values of C; & Cout
(Plant data) in three different batches for dehydration of natural gas

Table A.1: Batch (1) Table A.2: Batch (2) Table A.3: Batch (3)

Time G Cout Time G Cout Time G Cout
(h | ppmy | ppmy (h | ppmy | ppmy (h | ppmv | ppmy
4 15.21 0.02 4 13.62 0.02 4 14.92 | 0.021

8 18.06 0.036 8 14.67 0.021 8 17.39 | 0.022
12 20.8 0.051 12 15.21 0.035 12 19.04 | 0.036
16 21.9 0.056 16 18.53 0.041 16 22.13 | 0.042
20 27.76 0.064 20 20.25 0.052 20 2438 | 0.055
24 29.02 0.072 24 23.12 0.059 24 29.03 | 0.061
28 31.36 0.079 28 26.5 0.063 28 31.34 | 0.069
32 37.21 0.08 32 28.02 0.072 32 34.74 | 0.074
36 38.22 0.083 36 30.3 0.08 36 39.51 0.08
40 40.84 0.084 40 34.74 0.083 40 40.82 | 0.082
44 41.88 0.085 44 37.31 0.083 44 4444 | 0.085
48 44 .84 0.087 48 40.82 0.089 48 45.99 0.09

Table A.4 Variation of the temperature during dehydration step and comparison with the
plant data along the bed.

Time (h) 0 5 10 15 20 25 30 35 40 45 50

Estimated | 287.5 | 287.6 | 287.7 | 287.9 | 288.3 | 288.8 | 289 | 289.1 | 289.2 | 289.2 | 289.1

plant data | 2875  (inlet temperature) (outlet temperature)  289.1

70| Page



Table A.S Variables and parameters used to solve the mathematical model in this work for
separation of N, from air on carbon molecular sieve

p (kg/m’) 1.127
F (Nm’/h) 138
Bed diam. (m) 0.5
Co (ppmv) 0.79
d, (m) 0.025
n (kg/ms) 0.00001902
£ 04
C; (ppmv) 0.99
R
(kg/cm’.m*/kmol.’K) 0.0847
T (°K) 313
Mir 29
m’ (kg) 280
P (kg/cm?) 7
Moz 32
M 28
e1 02 (J) 106.7
€2 (N2) (J) 71.4
v1 00 (A) 3.467
v2 v (A) 3.798
02 NZ
K1 5.82E-03 1.13E-02
K2 -7.51E-06 -2.80E-05
K3 7.94E-06 3.09E-04
K4 1381 359.7
-A(H) (kJ/mol) 13.81 13.39
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Table A.6 Variables and parameters used to solve the mathematical model in this work for
dehydration of natural gas on molecular sieve

p (kg/m’) 43 4

F (m’/h) 1608
Bed diam. (m) 2.9
Ci* (ppmv) 2.00E+05
py (kg/m?) 700
Co (ppm,) 30

d, (m) 3.20E-03
p (kg/ms) 5.90E-04
£ 0.3

p, (kg/m?) 2100
C; (ppmy) 0.09
R (kg/em’.m’/kmol.’K) 0.0847
T (°K) 288
Mias 19.06
m' (kg) 9928.66
P (kg/cm?) 50.8
Mo 18
e1cnqy (J) 148.6
€2 120) (J) 809.1
V1 (CH4) (li) 3.758
v2 an2o) (A) 2.641
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Table A.7 Equilibrium Rate Parameters and Heats of adsorption of O2 and N2 for

CMS [15]
Heat of Diftusion rate
Langmuir Model adsorption constants, C (s_l)
-A(H) (kJ/mol)

Equilibrium

02 Nz 02 Nz 02 NZ
Constants
k1 (mol/g) 5817x 107 | 1.13x 107 13.81 13.39 0.0275 0.00075

k2 (mol/g K) | -7.512x10° | -2.8x 107

k3 (1/kPa) | 7.94 30.89x107

k4 (K) 1381 359.7

Table A.8 Used parameters in simulation of N2 -PSA system [21]

Feed composition

21.8% O», 78.2% N,

Adsorbent CMS

L(m) 1.8

Rp(m) 0.0125

E 0.4

T (°C) 40.0

Blow down pressure (atm) 1.0 atm.
Pressurization pressure (atm) 8.0

Axial Dispersion coefficient (m’/s) 4876 x 107
Equilibrium constant for Oxygen (KA) 9.25
Equilibrium constant for Nitrogen (KB) 8.9

LDF constant for Oxygen (kA)(s™) 44.71 x 10”
LDF constant for Nitrogen (kB)(s™) 7.62x 107
Saturation constant for Oxygen (qas)(mol/m ) 2.64x10°
Saturation constant for Nitrogen (qgs)(mol/m ) 2.64x 10°
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Table A.9 Equilibrium and kinetic data and other common parameters used in the PSA

simulation [15]

Union Carbide molecular sieve

Adsorbent RS-10
Feed Dry air (79% N>, 21%0,)
Bed length (cm) 101.6
Bed diameter (cm) 2.08
Bed voidage 0.34
Adsorbent particle diameter (cm) 0.08
Adsorbent particle density (g/cm”) 1.1
Saturation constant for O, (gmol/ cm®) 2.1x10°
Saturation constant for N, (gmol/ cm®) 2.1x10°
equilibrium constant for O, 29
equilibrium constant for N, 59
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Appendix (B)
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_Spectlle Haey LtV 0 __ _ _ k& _ ]
Hesdl of aduorption of water koal'kg 2000 max .
[ Awersge Crushing swengh : B e
| Beds insuletion External |
u‘_:.mn*}e i m 2.8
Lile - -expacted year 3
“griaranted year 3
Maximal precsere driop Across bed kgfcm® g Adsorptian : 0.4 [ Regengration ; 0.03
ADEQRPTION COLUMNG
 Mumber of columns 3 i Z in sbsawpborn , 1 in regehemtion)
Dessicant bed diameier mm 2900 .
{ Deselegnt bad halght [HaLEs o)

NOTES

1 . Regen=ration of the dessicant |s performed by the DRIEL GAS available at 51.6 kgiom® g.

2 . Cabonyl sulphide (COS} formation is minmized
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Zeolite molecular sieve characteristics and applications
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ThE tngineering TeolBox
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Resources, Tools and Basic Inforrmstion for Engineenng and Design of Tachnical
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Air Properties

Temperature, density, speciflc heat, thermal conductivity, expansion
coefficient, kinematic viscosity and Prandtl's number for
temperatures rangmg 15{.‘ 4€Jﬂ L

Caommon propertles for air at abmospheric pressuig a8 indicated the tatle helow

—————— - e e e o™o 0 OmoDo o ST S—— = ]

I Epﬂﬂ-lﬂc Thermal M!Expa"3|nn
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| X ‘.i‘ll.’»"‘i -P.-

I

("¢ (kg ! -g,- | _ r
| kg (VK] ey X107 (1K), ,

i 1
150 2763 1.026 00116 | 3Uu8 821 | 0.76
| . !
1 : oo
. -100 1.980 1,009 0.0160 @ b8 | 582 @ 074
.50 | 1534 1005 ¢ 0.0204 0,55 451 . 0.725
0 1283 1.005 0.0243 13,30 3.67 0.715
20 1.205  1.008 0.0257 1511 343 1 0713
- 00 3WEM ooED Oo—MS 0oo oS0 o [ T L PRy | S i B —
I : i
PoaD 1.127 ¢ 1.008 GOPT1 . 1697 i 330 | 0711
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