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Abstract

The objective of this work is the detailed analysis of the performance of an ad-
vanced packed-bed reactor with evaporation cooling structure and 1.5 (STP)
m3h~! reactant throughput. Application of pressurized water as the cool-
ing medium enables stable reactor operation within a safe temperature win-
dow at extremely high space-time yield (~ 1000 m3cg, /m3 cactorh, ~ 18000
m3 e, /M3 eaction-volumeh). The performance of the reactor regarding its ax-
ial temperature profile and product quality under different process conditions
such as water coolant flow rate distribution and pressure in cooling passages is
evaluated in detail. The feed throughput and composition influence on reactor
performance during start-up, steady-state and transient operational conditions
for a technical methanation plant are investigated. For reactor description pur-
poses and computing the heat transfer coefficient, a cascade model of perfectly
mixed CSTRs is implemented. The modelling results predict the experimental
data very well regarding the temperature profile and product composition.

Keywords: Power-to-Gas, Decentralization, Evaporation-cooling, Carbon
dioxide methanation, Transient operation, Temperature control

1. Introduction

The climate change and its consequences such as increased average and maxi-
mum temperatures, extreme weather events and sea-level rise [I] compels collab-
oration of all energy sectors for development of smart and effective technologies
to oppose CO4 emissions [2].

The methanation reaction of CO3 and Hj in the scope of a Power-to-Gas (PtG)
technology is one among the many prospects for tackling this issue [3]. A po-
tential scheme of a PtG process is depicted in figure The first step could
involve converting the excessive renewable energy from solar or wind power into
Hj through steam electrolysis. The generated Hy can be either used directly
or energetically. At current stage, a widespread Hy infrastructure as the main
energy source is assessed economically infeasible and can be only taken into con-
sideration for special regions with very high Hs requests [3]. Several projects
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work on technical and economical aspects of a Ho network for both short- and
long-term green Hs applications [4]. A PtG-H; system can be integrated to
an industrial plant with high Hy demand such as NH3 and methanol synthe-
sis or hydro-cracking. The high renewable power generation potential for such
locations is a decisive factor in order to provide a continuous Hy stream. The en-
ergetic implementation of Hy can be realized via injecting this renewable gas into
present natural gas lines, which covers a very good and massive infrastructure.
According to DVGWEI, apart from methane, CO, N5 and higher hydrocarbons
(e.g. Propane and Butane), a maximum Hy concentration of 1.5% can be added
to the current natural gas pipeline in Germany. Addition of higher Hy concen-
trations call for detailed evaluation and customization of system components
3.

Alternatively, Ho can be reacted further with CO5 for CH4 production and stor-
age in natural gas grid. Steam can be generated from the highly exothermic
methanation reaction to supply the steam electrolysis. Several sources of COq
are ahead: industrial plants (such as iron, steel or cement), biogas plants or
air (via direct air capture, DAC) [5]. There is considerable number of research
articles as well as pilot plant projects proceeding in this field. The detailed
description of these projects is summarized in [6} [7].

T B P co,
. L
[ seam st | g
h

High pressure CH, ¢
steam

Figure 1: A power-to-Gas (PtG) process scheme: steam electrolysis coupled with methanation
of COg2; reaction heat in methanation as source for steam production.

COg is catalytically hydrogenated according to equation This reaction
proceeds in two steps as demonstrated in equations [2| (reverse water gas shift
reaction) and [3| (CO methanation). As the reaction enthalpy indicates, it is a
highly exothermic reaction. A rough estimation serves to grasp the exothermic-
ity order of magnitude. The theoretical adiabatic temperature of a gas mixture
with 20 vol.% COz (Hz/ CO2 = 4, conversion = 100 %) is around 1000 K. The
methanation reaction and its reverse reforming reaction both proceed on nickel
catalysts. Thus, governed by thermodynamics, temperature window must be

IThe German association for gas and water.
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confined in the range of 300-500 °C to hinder the reformation reaction and pre-
serve the catalyst integrity (i.e. avoid catalyst deactivation due to sintering
or coke formation) [8, [9]. These obligations, point out the essential challenge
for design of methanation reactors and emphasize the development of a smart
cooling strategy for the methanation reaction.

CO9 +4Hy +— CHy4 +2Hs0 AHygs g = —165 k:jmolil (1)
COy + Hy < CO + HyO  AHagg ¢ = 41 kjmol ™! (2)
CO +3Hy +— CHy + HyO AHyg g = —206 kjmol ™! (3)

The state-of-the-art methanation reactors with respect to heat removal are di-
vided in three major types: 1. the adiabatic fixed-bed reactors (e.g. a cascade
of fixed bed reactors with intermediate cooling stages [I0]), 2. the isothermal
reactors (e.g. fluidized bed reactors [I1]) and 3. polytropic reactors [6].

The third class of methanation reactors which combine advantages of high reac-
tion rate and good temperature control are realized via designing coated struc-
tured reactors. Honey-comb reactors [12], reactors filled with structured foams
[13, 14] and micro-channel reactors [15, 16} 17, 18] can be operated in milder
temperatures compared to adiabatic reactors (below 500 °C) and provide an en-
hanced heat removal. Although coated structured reactors offer superior prop-
erties regarding heat transfer and pressure drop, the low amount of catalyst
that can be inserted via coating in the reactor imposes larger reactors with high
manufacturing costs. The coating process on its own is a challenging task. In
case of catalyst deactivation, the reactor might need to be replaced.

Neubert et al. [I9] suggested a new methanation reactor with heat pipe integra-
tion into a structured reactor. Their initial experimental tests confirmed that
in a 5kW prototype, the hotspot temperature can be well controlled. Extend-
ing the process via a second stage fixed bed reactor showed promising product
quality for injection in SNG grid. Based on CFD Simulations, Alarcon et al.
[20] proposed a reactor applying a multi-tabular design for achieving a high
methane yield in elevated space velocities. It was shown that in order to lower
the hotspot temperature and operate in thermodynamically controlled reaction
regime, the reacting media must be cooled via a cooling media of medium tem-
perature. In the optimal design suggested by Alarcon et al., 1000 tubes were
necessary for a medium-size biogas plant.

Giglio et al. [21] studied the optimized reactor parameters, plant efficiency and
SNG quality when coupling a high temperature electrolyzer with a methane gen-
eration unit. Their work showed that thermal management is the main hurdle
in design of the multi-tube fixed bed methanation reactor although having very
high heat transfer coefficients when using evaporation of water as the cooling
system. Optimization of the methanation unit (e.g. number of the fixed bed
tubes, the water coolant temperature and COs flow inlet) had to fulfil several
constraints such as the maximum reaction temperature (<550°C) and outlet
CHy concentration (95%). The process simulations showed that via integration
of the optimized methanation unit and the electrolyzer, an efficiency of 86%
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(HHV El-based) is realizable.

Dynamic studies on the catalytic methanation have also caught great attention
recently. Dynamics are important in a PtG process due to the fluctuating nature
of renewable power and thus the hydrogen. Most of the literature studies are
dedicated to modelling and simulation of different types of fixed bed reactors
[22, 23] 24]. For instance, dynamic simulations of Li et al. [25] showed that
a cooled fixed bed reactor with material and thermal recycle requires up to 1
hour of equilibration in case of imposing step changes of only 2 mol.% in CO
concentration in the feed. Lately, Fischer et al. [26] introduced a methodology
for designing dynamically operated, load flexible wall-cooled fixed bed tubular
reactors. In their approach, the most critical aspects for dynamic operation of
a COy methanation fixed bed reactor were already taken into account in the
design stage.

Experimental work of Matthischke et al. [27] showed that for having a high
COg4 conversion and temperature control under transient load changes, product
recirculation must be adapted. In the research work published by Lefevbre et al.
[28] on a three phase bubble column reactor, the step changes in feed velocity
caused no fluctuations in the reactor temperature, guaranteed by the good heat
removal characteristics of a bubble column. However, since the reaction did not
approach equilibrium, the transient conditions changed the product quality.
Microstructured technology is one of the most appealing concepts to achieve the
target of going one step beyond conventional systems as already shown by the
approach of coated structured reactors. The straightforward scale-up strategy
in microstructured reactors by numbering-up is another factor in favour for their
implementation [29].

The previous studies of Belimov et al. was dedicated to development of a novel
microstructured packed bed reactor for the methanation reaction of CO and
CO; based on specifications prescribed in the MINERVE project. Two reactor
prototypes with cooling structure parallel to the catalyst bed were developed.
The results of comprehensive experimental work of Belimov et al. on the first
prototype are reported in [9]. The prototype consisted basically of a co-feed
of coolant and reactive gases. They indicated that water entering the cooling
zone at the inlet of the reactor led to a reaction blow out, when the overall heat
capacity was reaching the required value. Application of heating cartridges were
necessary in order to stabilize the reaction. Through investigations led to the
second prototype [30], which is investigated in the current work. A process
analysis is provided with a scale-up of this prototype in [31].

The current work focuses on detailed investigations on the second heat exchanger-
reactor prototype with regard to the evaporation process which is required in
a process scheme according to figure [I The simple and compact design of the
reactor guarantees its scale-up via the numbering-up approach. In contrast to
established fixed bed reactors, moderate temperature profiles were achieved,
owing to the enhanced cooling strategy. The reactor showed an impressive de-

2Higher heating value.



130

135

140

145

150

155

gree of freedom in adjusting a desirable temperature profile. The ultra-compact
micro packed-bed reactor enables stable operation at exceptionally high space
time yield (N 1000 m30H4 /m3reactorh7 ~ 18000 mBCH4/mgreaction—volumeh) while
performing in the ideal temperature window of 300 to 500 °C. The influence of
reactor load and composition variation on a Ni-based catalyst is applied. The
performance of the reactor under different modes of operation such as start-
up, steady-state and transient conditions is analyzed. To assess the reactor
behaviour, supply of pressurized water to the cooling structures with varied
pressure and in different amount and distribution between two coolant inlets is
investigated. Finally, step changes in the reactor throughput and composition
are induced in order to asses the reactor degree of stability and response time
under transient operational conditions. It was shown that the reactor has a
notably fast response time to feed fluctuations owing to its effective thermal
management system. Finally, a heterogeneous reactor model based on a one-
dimensional cascade of ideally mixed reactors was developed. Special attention
is dedicated to the local heat transfer coefficient between the catalytic bed and
the cooling channel.

2. Materials and methods

2.1. Microstructured reactor with internal cooling structure

The general reactor concept used in this work is shown in [9, B0] and is
illustrated in figure[2] The reactor prototype has two parallel reaction slits with
a length of 100 mm, width of 50 mm and height of 2 mm. In between the reaction
chambers five holes are manufactured for insertion of heating cartridges. Each
heating cartridge was controlled via an adjacent thermocouple, placed in a hole
with a diameter of 1 mm. The thermocouples are assigned as positions 1 to 5,
as depicted in ﬁgure (P1 to P5). The main function of heating cartridges is pre-
heating the reactor to the reaction temperature and in-situ catalyst reduction
via a defined temperature program.

Cooling Cooling Cooling
passage inlet 1 passage inlet 2 passage outlet

Temperature Positions 1 to 5

\ \«‘\\\\T‘ Reactants
E »
Products =)

Reactants

Heating cartridges with
adjacent thermocouples

Figure 2: left: The microstrcutured reactor with two cooling inlets and one common outlet,
right: the schematic cross-sectional view of the reactor

The optimization in contrast to the first prototype (see [9]) is the coolant in-
jection via two inlets and one common outlet. The cooling channels constructed
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parallel to the catalytic bed compose of 69 rectangular channels of 500 x 500
pm are identical to prototype 1. The added second inlet is aiming to increase
the flexibility and potential regarding coolant adjustment. It helps to cool the
hotspot local and adjust the coolant flow rate respective to its position.

The symmetrical configuration of the reactor with cooling channels on the outer
wall grants the assumption that thermocouples inserted along the reaction axis
measure the maximum radial temperature in the reactor. This assumption is
cross-checked via inserting a thermocouple directly inside the catalyst bed (dis-
cussed in section . In order to minimize heat losses to the environment, the
reactor is placed in an aluminium box filled with Microtherm Free low® micro
porous insulation granules.

2.2. Experimetal setup

The flow chart of the test rig for methanation experiments with integrated
evaporation cooling is shown in figure[3] The setup can be divided in 4 sections:
I. gas supply, II. microstructured reactor, III. analytics, and IV. the cooling
facilities.

1. The gases CO4, Hy and Ny were regulated by MKS Instruments mass flow
controllers. The reactants were preheated before entering the reactor to
300 °C via heating pipelines. The pipelines leading the products to gas
chromatograph (GC) were set to 200 °C to avoid water condensation.

II. The catalyst inside the reactor was fixed via glass wool and a perforated
metal plate which allows homogeneous flow distribution in the reaction
passage. Pressure regulation was done using a Flow-Serve® needle valve.
Pressure drop in the bed was measured via a pressure difference sensor.
Temperature of the reactants at the catalytic bed outlet was measured
using a thermocouple inserted in the reactor outlet flange. In addition, a
thermocouple measured the temperature directly inside the catalytic bed,
inserted through the inlet flange.

ITI. The product gas was injected into an online GC from Agilent 6890, equipped
with two columns and two detectors; HP-Plot Q and HP-Molesieve. The
concentration determination in the GC was done via two detectors; a ther-
mal conductivity detector (TCD) for Ha, Ny and HyO analysis and a flame
ionization detector (FID) equipped with a Ni catalyst cell for precise COq,
CO and CH4 concentration determination. The data from the online GC
was used to calculate COy conversion, selectivity to CHy formation and
CHy yield [32]. A LabView program was applied for saving all the temper-
ature and pressure data continuously throughout the operation.

IV. Two HPLC pumps from Knauer K-1800 fed the water separately to the
cooling passage one and two. The pressure on the coolant side was cre-
ated using a Swagelok back-pressure regulator, a double-ended Swagelok
expansion cylinder and supplying small amounts of Ny after condensation



200

205

210

215

 Filter MFC
InZnccia

of the generated steam. The back-pressure regulator cared for a constant
pressure at its own inlet (before the device itself) and when the pressure on
the cooling channel streamline surpasses that of the setpoint, the excessive
flow was released throughout the valve and directed toward the exhaust.
The temperature of the cooling water before entering the reactor was set
to slightly below its boiling point (2 to 5 K) at the desired pressure. For
preheating the water, two set of micro heat-exchangers built at our insti-
tute with 15 heating cartridges 225 W each, followed with heated pipelines
were installed. The coolant temperature at the inlet and outlet of the three
cooling channels were controlled using a thermocouple placed directly in-
side the inlet or outlet. The generated steam was condensed in a double
tube heat exchanger with cold water flowing in the outer tube. The expan-
sion cylinder was emptied between experiments from the condensed and
collected water.

Pressure
control
valve

Thermostate

Back
pressure
regulator

Coolling water:
condensated

Figure 3: Schematic drawing of the evaporation-cooling methanation test rig.

2.3. Ezperimental procedure

In all experiments, the reactor was filled with 5g catalyst in the particle
size of 400-500 pm mixed with 22 g washed, dried and fractioned silicon carbide
(SiC) in 300-400 pm fraction. In order to assure homogeneous distribution
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of the catalyst and inert SiC while filling the powder mixture in the reactor,
the catalyst and SiC were divided in five equally weighted portions and mixed
together carefully. The mixed fractions were filled in the reactor successively
in order to avoid segregation of the particles due to their differing physical
properties (e.g. density and particle size). The investigations were conducted
on a with CeOq promoted Ni/Al; O3 catalyst. The details regarding the catalyst
characteristics are not mentioned due to confidentiality reasons. The catalyst
was provided in oxidized form and therefore the first step was the catalyst
reduction. The catalyst was reduced online by heating up to 450 °C with a
temperature ramp of 2K min~! under a mixture of 10% Hy and No (rest). At
450 °C, the flow was switched to pure Hy and kept for five hours. When the
reduction procedure was completed, the reactor temperature was set to 300 °C
and the reactor was flushed with 1 lmin~! (STP) flow of Ny:Hsy (= 1:1). This
temperature and gas mixture were preserved in between the experiments and
during standby in order to prevent the catalyst from oxidation.

The reaction was always initiated at 300 °C in the absence of cooling water. The
No amount was kept equal to 5 vol.% in all experimental runs and acted as the
internal standard for product flow rate calculation. With inducing CO; in the
gas mixture the reaction initiated immediately. Water pumps were started after
surpassing a hotspot temperature of 370 °C.

The range of the studied experimental parameters are given in table The
reactor was conceptualized for a maximum absolute pressure of 6 bar (at 450 °C)
in the reaction zone. Therefore, the reaction pressure was kept constant at this
value during all measurements. The cooling channels were designed for higher
pressure, thus the water pressure was raised up to 20 bar.

Table 1: Investigated range of operational conditions in the evaporation cooling reactor.

Experimental parameter Studied range
Volumetric flow rate (STP)[Imin~!] 10-24
H,/COq ratio [-] 3-6

Water pressure [bar] 5-20

Water mass flow rate [gmin~!] 2.5-15

The reference measurement point had the operation parameters of Hy/COq

ratio of 4, volumetric flow rate of 21.1 (STP) Imin~! (WHSVco,= 95h~!) and
was cooled with water cooling pressure of 10 bar (pre-heated to 180°C). This
reference point was used to judge possible catalyst deactivation during the ex-
periments. Each experiment has been carried out for a minimum of two hours
and the product composition and temperature profiles are reported by averaging
the collected data after stabilization of the reaction (approximately 30 minutes
after reaction start).
In sets of experiments, step changes in the feed throughput with constant feed
composition as well as step changes in the feed composition at constant flow
were executed and the reactor response time with regard to temperature profile
development and product composition was monitored.
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Several error sources can affect the results of laboratory data. For example, pres-
ence of small fractions of vapour or water drops in the cooling microchannels can
affect the startup behaviour of the reactor. Since the reactor operated mainly
in thermodynamic regime and the methanation reaction is greatly temperature
dependent, modest variations in gas dosage alter the product composition. The
calibration margins for each mass flow controller were kept at + 5% (relative
error). A thermodynamic analysis for the temperature window of interest and
range of reactants compositions was done to assess the possible effect of two hy-
pothetical cases were the reacting COs was dosed below or above its setpoint.
This analysis revealed that deviations in dosing COs2 on the verge of upper/lower
uncertainty limits of the CO5 mass flow controller, can alter the CO4 conversion
degree in an order of 90% =+ 3%.

2.4. Mathematical methods

In this work, the conservation equations in a fixed bed reactor for steady-
state conditions were written representing a series of continuously stirred tank
reactors (CSTRs). In this approach, a catalytic packed bed reactor is divided
in n ideally mixed cells, in which the outlet of each cell serves as the inlet for
the next cell. The model considers no back-mixing between the adjacent cells.
The interaction between the solid and gas phase is specified via reaction and
diffusion. The gas phase is assumed as ideal gas. The energy and mass balances
are coupled and solved simultaneously. The pressure drop is considered negligi-
ble, therefore no momentum balance is solved. The axial mass dispersion and
thermal heat conduction (dissipation) is hooked implicitly into the model via
adjusting the number of cells. Estimation of the Carberry number showed that
the external mass transfer resistances in the catalytic bed are not considered rel-
evant. External heat transfer calculations according to Mears criterion referred
to some degree of film over-heating which was considered tolerable for the re-
actor modelling purposes. Comparable results were achieved in the PhD work
of Belimov for methanation of CO/COy mixtures, which has an even higher
reaction rate and exothermicity degree [33]. Therefore, the conditions (i.e. tem-
perature and concentration) at the surface of the catalyst are identical to those
in the bulk phase in a specific cell.

The mass and energy balance in the solid spherical catalyst pellets can be writ-
ten as:

2dC;  d*C;
Di,eﬁ(; dr dr2 ) = Pcat * RZ(ClvT) (4)
2dT  d’T
e (ot ) = —peat - Ri(Ci T) - (—ArH) (5)

where D; . is the effective diffusivity of species ¢ in the reaction mixture, which
was determined using the Bosanquet diffusion model [34]. The A.g represents
the effective thermal conductivity in a solid particle. The concentration and
temperature in the bulk phase are the boundary conditions for the catalyst
particle. The second boundary condition imposes zero gradient of temperature
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and concentration in the center of the catalyst (the symmetry condition).

dc;
=0 and Cl = Ci,surface (6)
d?" r=0 r=R
dr
—_— =0 and T = Lsurface (7)
dr r=0 r=R

Each cell is modelled as a well-mixed CSTR. Therefore, the conservation of
mass and energy for each cell with a length of Az and for the bulk phase can
be written in the form of the following algebraic equations:

Uy - Oi,a: . Across + J]\/I . AScat = Ug+dz * Ci,erd:L’ . Across (8)

m- Cp,erd:E . T$+dw —m- Cp,sz + A14(:0ol . keﬁ . (Tw+da: - cool) = Qreac. (9)

The parameters AAg,,; and AS..; represent the cooling area and catalyst
surface area in one control volume, respectively. k.g corresponds to the overall
heat transfer coefficient. The heat of the reaction is defined as:

Qreac. - dmcat Z(*ARH]') : Rj (10)
J
The overall heat transfer coefficient can be calculated having the heat duty

of the system, the area of the heat exchange and the temperature difference
between the two reactor zones, as the following equation:

Q = keﬁAcool(T(l‘) - Tc) (11)

For simplicity in estimation of the k.z using equation the temperature of
water coolant (T) was assumed to remain constant along the channel and equal
to the evaporation temperature at the respective pressure. For approximation of
the axial temperature profile in the reactor (T'(x)), 6 experimentally measured
points were used: the temperature at the entrance (pre-heating temperature),
4 temperature measurement positions and the reactor outlet temperature. A
cubic spline function was used for interpolation of the temperature in each cell,
based on these experimental axial temperature points. This estimated temper-
ature was inserted as T'(x) in equation The numerical computation of the
concentration and temperature change in the catalyst particles is a boundary
value problem and was done via bvp4c solver in Matlab®. The catalyst was
discretized in 50 grid cells. The reactor was divided in 100 CSTR cells. For
the case of catalyst particles, the number of the grid cells was set to the value,
which further increase in the number of cells showed no effect on the results.
The number of the CSTR cells was calculated based on the Bodenstein number
as described in the reference book [35]

For cubic spline interpolation of the axial temperature profiles in the reactor
based on experimental data points, csapi Matlab function was used. The
starting temperature was constrained to 300 °C. The fnval function was im-
plemented for evaluating the computed values from the temperature fit for each

10
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The reaction kinetic model applied here describes CO5, methanation as a two-
step reaction taken from [32], and are formulated as follows:

0.5 0.5
s — krwGspco,PH, 1 PcoPH,O ) (12)
, —
(1+ Kn,opm,0) PCO,PH, Keq. rwas
kco—metn.pcop’ PCH.PH,0D-
T'CO—methanation = e > . : 2 abs. ) (13)

(1+ KHQOPH20>2 pCOp%zKeq.,C’O—meth.

3. Results and discussion

3.1. Reactor start-up

The start-up behaviour of the reactor and its response time to water dosage
is evaluated at the reference measurement point (see section . In figure
the temperature development along the catalyst bed axis during reactor start-up
and until reaching steady-state conditions is presented.

500
Time [hh:mm:ss]:F 2‘ 888288

4751 —x | 00:03:30
— 4504 T D\\Steady State | 00:05:30
O . S TR 00:10:00
=45 . * >~ 00:20:00
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> N > - :40:
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g LN . > .
g 3751 . ~h
(0] N
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Reactor axial position L/L, [%]

Figure 4: Reactor start-up behavior (Vtot: 21.1 1min~—1!, Hy/ COg2 = 4, py = 10 bar, thy,,1=
9.5 g/ min and mhy,2= 1.0 g/ min)

After 30 seconds of dosing COs, temperature starts to rise in the second
temperature measurement position, with a clear tendency to form a hotspot in
this position only after three minutes. The rate of temperature rise in position 2
is about 10 K min~! and has the highest growth rate. The slowest temperature
increase rate is at position 5 with only 2 K min~!. The temperature growth in
position 1 is rather different. The heating cartridge in this position continues to
consume electricity for around 10 minutes after reaction initiation. Therefore,
position 1 is the last part of the reactor in which the reaction starts. After

11
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this initial delay, temperature starts to increase in position 1 and reaches an
identical value as position 2 within 20 minutes. The temperature in positions 3
to 5 develop very slowly in comparison. Nevertheless this is a continuous trend
and tends to decrease the temperature gradient along the bed.

The HPLC water pumps are started after about 8 minutes of reaction run time.
In order to avoid reaction blow out, the water flow rates are set first to small
values (1-3 g/ min) and are increased gradually to keep the hotspot tempera-
ture below the desired value. After about 20 minutes, the temperature profile
approaches ’'quasi steady-state’ conditions. Slight adjustments in the water flow
rate (0.5-1 g/ min) were necessary in order to retain the temperature stable.
The steady-state profile in figure [4] is reached with adjusting 9.5 g/ min water
in water inlet 1 and 1.0 g/ min in water inlet 2. The temperature difference
between the first and fifth position in the steady-state condition is about 45 K,
and between position 1 and 3 is about 20 K. This experiment shows that de-
spite the remarkably high cooling efficiency of evaporation cooling, temperature
gradients along the reactor axis cannot be avoided. Due to the extreme reac-
tion heat release at the front part and fast kinetics the temperature at the front
is higher and decreases monotonically in the second half of the reactor. This
effect is discussed in detail in section [3:2 Hence, with slight water flow con-
trol in pressurized evaporation cooling, the typical sharp methanation hotspot
is mitigated and a moderate temperature profile governs along the catalytic
bed. Most importantly, the difficulties experienced by Belimov et al. during
evaporation cooling in reactor prototype 1 are avoided in the reactor prototype
2: no reaction blow out or runaway are encountered and the reactor performs
autothermal. The measured CO5 conversion at the reactor outlet was about
90% and the selectivity to methane was over 99% for this experiment.

In order to assure that the temperatures measured from the central metal block
are not delayed by the heat conductivity characteristics of the catalyst bed and
the high heat capacity of the metal, a thermocouple was inserted directly inside
the catalyst bed between position 2 and position 3. Figure [GHeft shows the
development of the temperature in positions 2 and 3 and the catalyst bed in
the first 10 minutes of reaction. Similar to observations of Belimov et al. [9],
the temperature in the catalyst bed in the first 5 minutes is slightly higher than
positions 2 and 3. However, the maximum temperature difference is less than
25K and thus less than the 80K reported by Belimov et al. under CO/COq
conditions. The presence of CO seems to accelerate the hotspot formation. The
growth rate in catalyst bed in the first 5 minutes is 16.8 K min~!, whereas this
value for position 2 and 3 is 14.5Kmin~!, and 9.2 K min~!, respectively. At
the 6 minute, the temperature in position 2 and catalyst bed overlap and
shortly after, it drops further down and lays perfectly between positions 2 and
3. The temperature growth rate diminishes considerably after dosing coolant
water (TOS = 10 min) and serves to be 3 K min~? for position 2 and the catalyst
bed and 2 K min~! for position 3.

12
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Figure 5: Comparison of the temperature development in the catalyst bed and in the metal
bulk. Left: during the first 10 min of reactor start-up, right: for two hours of operation (Viot=
21.1 1min~!, Ha/ CO2 = 4, py = 10 bar, hy,1= 9.5 g/ min and 1hy,2= 1.0 g/ min)

Figure [G}right depicts the temperature development in the three aforemen-
tioned positions during two hours of run time. The dynamic reaction nature
through evaporation cooling is clearly resolved via numerous scattered tempera-
ture measurements throughout the time. The drops and rises in the temperature
may also be a result of HPLC pump pulsations. Additionally, The intensity of
these fluctuations depends on operational parameters, e.g. the coolant inlet
temperature. This issue is discussed in detail in section [3.3

8.2. Temperature profile optimization

In the following section, the reactor degree of flexibility regarding tempera-
ture regulation and the influence of water flow rate in each cooling passage on
the temperature profile is discussed. The pressure of water is kept at 10 bar and
temperature of water at reactor inlet is adjusted to 175-180 °C accordingly. The
reactants flow rate and composition are kept at reference condition (see section
. The relevant information which will be discussed in detail in the following
is: The cooling passage 1 controls the temperature in positions 1 and 2, further
called front reactor part. Whereas cooling passage 2 affects the temperature in
positions 3 to 5, further called rear reactor part.

Temperature manipulation by shifting water flow from water inlet 1
to inlet 2:

From experiment P2-test 1 to P2-test 4 (Vtot: 21.11min~!, Hy/ COy =4, p,, =
10 bar, water flow rates according to table [2]) the cooling potential is gradually
shifted to the second water inlet. Table [2] presents the amount and distribution
of water in each cooling channel, the temperature of steam in reactor outlet,
the degree of CO5 conversion, CHy selectivity and yield of CH4 production for
the mentioned experiments. In this set of experiments, the temperature of the
hotspot at position 2 was constant at 440 °C and temperature in positions 3 to
5 varied (figure [6}left).

In experiment P2-test 1, coolant is mainly dosed in the cooling inlet 1, and the
water flow rate is set to a minimum value of 1 gmin~!. It was observed that by
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complete elimination of the second pump, the hotspot temperature escalates.

Therefore, during all measurements, both pumps are turned on and the flow of

pump 2 was further set to a minimum of ~ 0.5 gmin~".
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Figure 6: Steady-state temperature profiles. Left: rear reactor part experiment, right: front
reactor part experiment (Viot= 21.1 lmin—1, Hz/ CO2 = 4, pyw = 10 bar, water flow rates
according to table [2| and .

Although the total mass flow rate of water was slightly increasing in this

P2-test series, it is obvious from experiment P2-test 2, P2-test 3 and P2-test 4
that increasing the coolant in passage 2 and simultaneous decreasing the water
flow rate in passage 1 retains the hotspot at the same level. This leads to
the conclusion that the water mass flow at inlet 1 has almost no impact on
controlling the hotspot at position 2. This is similar to observations of Belimov
et al. [9], which conclude that this is most probably due to a heat transfer
limitation by the wall thickness separating cooling media and catalyst. The
strategy to shift the water flow to inlet 2 is, however, at the expense of increasing
the temperature gradient between the front and rear reactor part.
An interesting observation is that, in experiment P2-test 1, where the coolant
in second pump is set to only 1gmin~!, the temperature difference between
position 2 and 5 is only 16 K. i.e., when water is applied only in the first 20%
of the reactor length, the temperature in the rest of the reactor remain almost
constant. This suggests that the water mainly evaporates in the front reactor
part, as the reaction is at equilibrium in all cases at the reactor outlet. This in
turn implies that a part of the reactor rear is not used for reaction. We assume
that the good heat conductivity characteristics of the central metal block also
play an important role. The high temperature in the front part of the metal
block compared to rear part results in a considerable heat flux. Thus, the metal
block indirectly reduces the axial gradient in the packed bed.

14



440

445

450

455

460

465

470

475

Table 2: Temperature variation by shifting coolant flow from inlet 1 to 2: the coolant amount,
outlet temperature, product (Viot = 21.1 lmin~!, Hy/ COg = 4, pyy, = 10 bar)

Experiment Ihw 51 Ihw )2 Emw Tw,outlet XCOQ SCH4 YCH4
label [gmin~!] [gmin~!] [gminT!] [°C] [-] [-] [-]
P2-test 1 10.5 1.0 11.5 280 92.7% 99.8% 92.6%
P2-test 2 6.2 6.5 12.7 261 93.0% 99.9% 92.9%
P2-test 3 2.8 10.2 13.0 255 92.3% 99.9% 92.2%
P2-test 4 0.3 12.7 13.0 238 91.0% 99.9% 90.8%

Temperature manipulation of the hotspot:
In this set of experiments (P1-test 1, P1-test 2 and P2-test2), we manipulated
the hotspot temperature as far as possible from heat transfer limitation point of
view by keeping the flow rate of water at inlet 2 and thus the temperature in the
reactor rear near constant and the cooling potential is gradually shifted to the
second water inlet (Vtot: 21.1 Imin~!, Hy/ COy = 4, p,, = 10 bar, water flow
rates according to table [3)). Figure @right and table [3| exhibit the temperature
profile results, water flow rates and product composition, respectively.
During experiment Pl-test 1, the coolant amount in passage 2 is kept near
the same value as in P2-test 2 and water flow rate in passage 1 is increased
(0.8gmin~!). This increase in coolant leads to 30 K temperature drop in po-
sition 1 and 20K in position 2. The temperature in position 3 also diminishes
about 10K. Thus, varying the coolant in one passage, without any effect on
other reactor parts is impossible.
The lowest possible hotspot temperature, i.e. without blowing out the reaction
was 410 °C and was obtained at P1-test 1. At this point, it must be emphasized
that this limit is only valid for the current operational parameter. Enhancing
the water pressure, i.e. reduction of temperature gradient between coolant and
bed, increasing the load, i.e. increasing the released reaction heat or changing
the reactants composition would directly influence the operational limit and can
shift this margin to lower or higher temperatures.
The highest hotspot temperature in this experiment series was 455 °C (P1-test
2). In both series it is obvious that the reactor inlet temperature (position 1)
is highly responsive to changes in water flow rate and only 1.0 g min~"! increase
or decrease can create up to 20 K temperature shift.
Remarks on the conversion and selectivity by manipulation of reactor
temperature:
In a polytropic reactor, the temperature rise in the inlet supports enhanced
reaction rates, whereas the final conversion is dependent on the temperature in
the rear part. Governed by thermodynamics, usually lower temperatures in the
rear section are desired.
In experiments P2-test 1 to P2-test 4, the conversion lies between 92 to 93%,
and having in mind the experimental error, experiment P2-test 4 has the lowest
conversion of 91%. Experimental runs of Pl-test 1, P1-test 2 and P2-test 2, all
display the same conversion degree despite hotspot temperature difference. The
lowest conversion of P2-test 4 suggests that providing a high temperature only
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in the front part and a sharp decrease in the rear part is not optimal in the trade
off between reaction rate and thermodynamics. Comparison of P2-test 4 with
other temperature profiles implies that position 3 (or perhaps even position 4)
affects this balance. If the temperature in position 3 is above ~ 400 °C, the
conversion seems to better approach the equilibrium.

The methane selectivity for all the experimental runs was above 99.8% and does
not require any further discussion. As all points reach high conversion and selec-
tivity, the amount and temperature of the generated steam in the scope of PtG
is interesting. Among all, P2-test 1 has the highest steam temperature, which
can be correlated with lower amount of water dosed, specially in the second
passage. However, due to minimization of the water coolant in channel 2, the
possibility of reaction runaway in this operational frame imposes some technical
challenge. The second highest coolant temperature is observed in P1-test 1 with
264 °C. This operational point is also not accredited due to operating on the
lower temperature limit of the reactor and being prone to reaction blow-out.
Therefore, P2-test 2 is selected as the optimal temperature profile with a steam
temperature of 261 °C, high CO, conversion and a stable temperature profile.

Table 3: Temperature manipulation of the hotspot: the coolant amount and outlet tempera-
ture, product (Viot = 21.1 Imin~!, Ha/ CO2 = 4, py, = 10 bar)

Experinlent rhw 51 rhw 92 Ele Tw,outlet XCOQ SCH4 YCH4
label [gmin~'] [gmin~'] [gmin!]  [°C] [ [ [l

Pl-test 1 7.0 6.5 13.5 264 92.3% 99.9% 92.2%

Pl-test 2 3.0 8.9 12.0 255 92.3% 99.9% 92.2%

3.8. Coolant pressure variation

The temperature difference between the cooling medium and the reaction
chamber is an important factor which can lead to instabilities in the reaction
zone if it is set too high. Three pressures of 5, 10 and 20 bar were tested
for the water supply. The aim was to reproduce a comparable temperature
profile as the one generated in experiment P2-test 2 (see section by means
of water flow rate adjustment. Figure [7] presents the steady-state temperature
profile for these three water pressures. Table [4] summarizes the water flow
rates, steam temperature, and product quality. It is observed that for all three
pressures, it is very likely to achieve a steady-state operation with an identical
CO3 conversion, see table@ The amount of dosed coolant needed to be reduced
for about 1.0 gmin~! for every 30 K decrease in the water boiling temperature.
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Figure 7: Steady-state temperature profiles in varied water pressure (th = 21.1 lmin—?
Hy/ CO2 = 4, water mass flow rates according to table

)

In section [3.1] it is mentioned that after reaching steady-state conditions,
slight changes in the flow rate are required in order to keep the temperature in
the desired range. In practice, this was confirmed by the intensity of necessary
re-adjustments due to temperature instability. Figure [§| a-c shows all the saved
temperature profiles when applying water under 5, 10 and 20 bar, respectively.
The presented temperature profiles are collected after reaching ’quasi steady-
state’ conditions. The parameter of time is brought into image via color palette
(green to red). This would help to comprehend if the fluctuations follow a
certain trend with time. The black line corresponds to the average value, which
is referred as the steady-state profile as also depicted in figure [7] It is evident
that the most unstable operation belongs to the experiment with 5 bar water
pressure. The range of temperature fluctuations is about 20 K. The amount of
dosed water coolant noted in table[dis the mean dosed water flow rate, plus and
minus the range that it was necessary to counteract the temperature changes.
The most stable operation is clearly carried out at coolant pressure of 20 bar.
Operation at 10 bar behaves not much different from 20 bar and therefore can
be considered a good option for further investigations.
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Figure 8: a - c: Influence of the water pressure on temperature profile fluctuation. a: 5bar,
b: 10bar, ¢: 20 bar, d: CO2 conversion for 120 minutes TOS for varied water pressure (Viot
= 21.1 Imin—t, Hy/ CO2 = 4, water mass flow rates according to table

Table 4: Water pressure variation experiment: the coolant amount and outlet temperature,
product (Viot= 21.1 Imin—1, Hy/ COy = 4)

EXpel"iment mw 51 mw 32 Emw Tw,outlct X002 SCH4 Y'CH4
label [gmin~'] [gmin~!] [gmin!]  [°C] [ [ [l
Pw-5 59+£05 57=£05 11.6 258 92.7% 99.9% 92.6%

Pw-10 6.2+ 02 6.5£0.2 12.7 261 93.0% 99.9% 92.9%
Pw-20 6.7 7.0+ 0.1 13.7 271 92.6% 99.9% 92.4%

3.4. Load variation

The vol. flow rate of the reactants is varied between 10.6 to 23.7 Imin~*
(STP), keeping the Hy/COg ratio and the individual partial pressures constant.
Table [5| also shows the dosed coolant in each passage, the temperature of the
generated steam, and the conversion degree of CO, and CHy selectivity and
yield. Figure[O}left displays the steady state temperature profiles for the varied
feed flow rate. None of the measurements were disturbed due to reaction blow
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out or runaway. The distinction between different temperature profiles is the
shift to higher temperatures in the position 1, when the feed flow rate is reduced.
This shift may be a consequence of the longer residence time of the reactants in
the reactor, i.e. near full conversion happens directly in the reactor inlet. Via
individual and proper adjustment of the coolant flow, harsh discrepancy between
the temperature profiles in the rear reactor part through variation of the feed
flow is evaded. This strategy is important to reach comparable conversions at
the reactor outlet.

During start-up and absence of coolant, the sudden heat release at higher flow
rates, promotes the temperature hotspot and generates a great gradient along
the reactor in short time. Figure Plright shows temperature profiles after 4
minutes of dosing COs for the different loads. At higher flow rates, the coolant
potential during the start-up must be immediately concentrated in the first
passage, while at lower flow rates both passages can be equally started for
reaching temperature control.
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Figure 9: Load variation experiment: left: steady-state temperature profile, right: temper-
ature profile after 4 minutes of reaction initiation (Hz/ CO2 = 4, py = 10 bar, water mass
flow rates according to table

The calculated released reaction heat for this throughput range is equal to
245 to 552 W. The removed heat through water temperature increase of 5K
and subsequent evaporation for the tested reactant flow rate range is about 91-
495 W. Considering 30-50 W heat losses as measured by Belimov et al. [9],
super-heating of the generated steam can be justified. The outlet temperature
of the steam changes from 273 to 215 °C for various loads. The COq conversion
for the entire range changes between 92.6 % to 94.1 %. The selectivity to CHy
formation is also constant and close to 100 %.
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Table 5: Load variation experiment: the coolant amount, outlet temperature and reaction
parameters (Ha/ CO2 = 4, p,, = 10 bar, in steady state)

ThrOUghpUt Ihwal Ihw72 me Tw,outlet XC02 SCH4 YCH4

STP [l min ] [gmin!] [gmin-') [gmin] [C] [ [ [
23.7 7.1 7.5 14.6 273 92.6% 99.8% 92.5%
21.1 6.2 6.5 12.7 261 93.0% 99.9% 92.9%
15.8 4.1 3.7 7.8 252 93.3% 99.9% 93.4%
10.6 1.0 1.7 2.7 215 94.1% 99.9% 94.1%

3.5. Hy/COq ratio variation

Two scenarios were followed for studying the effect of Hy/COs ratio varia-
tion. In the first scenario, the flow rate of COy was kept constant (= 3 Imin~1!)
and Hy flow rate is changed in order to change the Hy/COs ratio between 3
and 6. The second scenario was conducted in constant total flow rate (= 15.8
Imin~!) and altering the Hy and CO, flow rates to meet the desired reactants
ratio. For further details please refer to tables[6] and [} After every experiment
with under-stoichiometric Hy/CO4 ratio, the reference measurement point was
repeated to check for possible catalyst deactivation through carbon formation.
For this purpose, the CO4 conversion and the temperature profile was compared
to the reference experiment on the fresh catalyst.

Vco, = const. (scenario 1):

No hint on potential limitations of the reactor to control the temperature in
different feed compositions were observed. Only marginal temperature profile
differences were measured while an increase in total water mass flow was re-
quired to control the reaction at increasing Hy/COg ratio. This demand to
increase the water flow was attributed to elevated released reaction heat due
to higher COy conversion in excess of Hy. In the opposite direction, i.e. by
decreasing the Hy flow rate, the CO5 conversion diminishes and so the released
reaction heat. At a stoichiometric ratio of 5 to 6 no further improvement in
conversion are found and the unconverted excess of Hy works in the favour of
heat removal. Therefore, less water is needed at Ho/CO2=6 and the steam
temperature declines.

Table 6: The Ha/ CO2 ratio variation experiment, scenario 1: the coolant amount and outlet

temperature, total volumetric flow rate and product (V002 = const. = 3lmin~1!, py = 10
bar)
Hy/CO, Viot My, Ty,2 i, Twoutlet Xco, Scu,  YCH,

ratio  [min~Y] [gminY [gminY [gmin]  PC] [ [ [
3.0 12.7 1.9 2.5 4.4 228 74.4% 99.8% 74.2%
3.5 14.2 3.1 3.0 6.1 240 85.2% 99.8%  85.0%
4.0 15.8 4.1 3.7 7.8 252 93.3% 99.9% 93.1%
5.0 19 3.6 5.0 8.6 250 99.2% 100%  99.2%
6.0 22.2 3.0 5.1 8.1 245 99.7% 100%  99.7%
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Viot = const. (scenario 2):

Again almost identical temperature profiles were obtained in this series. Re-
garding the applied coolant a different trend can be noticed for scenario 2 in
contrast to scenario 1. In the case of keeping the total feed and hydrogen flow
constant, the maximum heat release corresponds to the Hy/CO9 ratio of 4.
This is reflected by the maximum water demand in table [7] By decreasing the
H,/COs ratio, the conversion drops and therefore less water is demanded. In
the opposite direction, the over-stoichiometric ratio increases the COy conver-
sion, but since less CO> is dosed, the overall released heat is lower and so less
cooling is needed. The direct comparison of the steam temperature in reactor
outlet confirms this claim.

Another valuable information achieved from comparison of scenario 1 and 2 is
the identical COs conversion for these two cases. This measurement supports
that the reactor always operates in thermodynamic regime.

Table 7: The Ha/ COz2 ratio variation experiment, scenario 2: the coolant amount and outlet

temperature, CO2 volumetric flow rate and product (Viot = const. = 15.81min~1!, p,, = 10
bar)
H2/CO2 VCOz rhwal Ihwa2 me Tw,outlet Xcoz SCH4 YCH4

wtio [lmin-Y) [gmin [gminl] [gminY) Q] [ H [
3.0 3.8 3.5 3.7 7.2 241 74.4% 99.8% 74.2%
3.5 3.3 3.8 3.6 7.4 250 84.6% 99.8% 84.5%
4.0 3 4.1 3.7 7.8 252 93.3% 99.9% 93.1%
5.0 2.5 2.5 4.0 6.5 240 99.5% 100%  99.5%
6.0 2.1 1.5 2.1 3.6 213 99.9% 100%  99.9%

3.6. Measures of reactor stability under transient operation

8.6.1. Load step changes

For load variation two scenarios were designed and implemented:
The first case, is titled as ”half-step experiment”. The changes made in the gas
flow rate are as follows: the test starts with the reference point of 21.1 Imin~".
After 3 GC runs corresponding to 45 minutes of run time, the total flow rate is
reduced to 15.8 Imin~!. The reactor response to the step change is monitored
for 45 minutes. Thereafter, the flow rate is decreased further to 10.6 lmin—!.
The same step-change sequence is repeated for altering from 10.6 to 15.8 and
afterwards to 21.1 lmin~'. The step change is initiated 2 minutes after starting
the third GC measurement for the previous condition, in order to make sure
that there is enough time for the new adjustments made in the feed can be
captured by the GC.
The second scenario deals with the so-called ”full-step experiment”: The feed
flow rate is changed from 21.1 1min~"! directly to 10.6 Imin~' and back. The
time interval for executing the changes is the same as in case of half-step exper-
iment. The results of the full-step scenario are not plotted here, since the same
trends were observed in both cases.
In the following, the influence of inducing a step change in flow rate from 21.1
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to 15.8 lmin~! and the opposite order is discussed in detail. It is beneficial to
point out that in this setup all adjustments were done manually. Whereas for
an industrial plant the work is being done with an automated control strategy.
The temperature map shown in figure [I0]is generated using the 5 measurement
position along the bed. The profile clarifies the temporal evolution of the tem-
perature throughout the transient conditions. This figure can be divided in 3
sections:

I. The steady state achieved about 25 minutes after initiating the reaction.

IT. The temperature response to the step change in the feed flow rate and its
evolution at t > 43 min (switching time).

ITI. The new steady-state reached for the new parameter set at around 58 min.

Parallel to temperature map, the water flow rate adjusted to control the sudden
temperature changes throughout the time is plotted for better understanding
of the involved effects. Fig. [I0Heft maps the temperature evolution when feed
throughput is reduced from 21.1 to 15.8 Imin~!. Immediately after the load
reduction, the temperature in hotspot (position 2) drops from 440 to 420 °C.
The water mass flow rate is manually reduced to the value derived in the steady-
state load change experiment for 15.8 1min~! to prevent further temperature
drop. Although the temperature drop stops, the system does not go back to
the initial temperature level (hotspot of 440 °C). Via additional reduction in
the coolant amount the temperature starts to grow again and reaches its initial
profile. At this point the water flow rate must be readjusted again so that
no further temperature increase occurs. The time interval which the reactor
requires to adapt to the applied changes and evolve toward its initial stage is
about 15-20 minutes.

Fig. [I0}right shows the temporal changes in axial temperature for transient
conditions of increasing the flow rate from 15.8 to 21.1 Imin~!. After inducing
the step in the flow rate, a sudden increase of about 10 K is measured in the hot
spot. The water flow rate is adjusted instantly in order to avoid temperature
runaway. The reactor reacts rather fast to the coolant modification and after
about 5 minutes, the temperature starts to diminish. Again, it takes about
15 minutes in total for the reactor to go back to the initial temperature level.
During this period also water had to be dosed in over steady-state value for
the effective control of the temperature. A maximum increase/decrease of the
water flow rate of approximately 1-2 g min~! above/below its steady-state values
helped in handling the sudden temperature alterations in transient conditions.
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Figure 10: Temperature evolution and the total cooling water flow adjusted during half-step
change experiments, left: 21.1 to 15.8 Imin—!, right: 15.8 to 21.1 Imin~! (Ha/ CO2 = 4, py
= 10 bar)

The GC measurements shown in figure [[I}left signify no deviation from the
CO4 conversion in steady state experiments (section table . A constant
temperature profile in rear reactor part during load changes is reason for con-
stant product quality, as already discussed in section Although the GC
measurement intervals take long and in an intensive dynamic study, measure-
ment intervals below 5 minutes are desired, we would not expect a dramatic
change in the product quality during transient conditions, due to the same ar-
gumentation of stable temperature profile of the rear reactor.
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Figure 11: COs2 conversion and the total cooling water flow adjusted during step change
experiment, left: step change in load (Hz/ CO2 = 4, py = 10 bar), right: Ha/COx2 ratio step
change (Vco, = const. = 31min~1!, p, = 10 bar)

3.6.2. Hy/COs step changes

For the case of composition variation, the Hs:CO4 ratio is varied from 4
to 3 and back to 4 again. The studied case is applied for the assumption of
constant COy flow rate. The same procedure was applied as in the load step
variation: each parameter was set for 45 minutes with 3 respective GC runs.
The measurement started with Hy /CO4 ratio of 4 (Vtot = 15.81min~1). Figure
[[2}eft shows that the temperature drops 10K after reducing the Hy flow rate.
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With water adjustment (decreasing to 4 gmin~—!) the temperature in position
2 can be controlled perfectly and it approaches its starting value in less than 10
minutes.

The step change in Hy flow rate for setting the Hy/COq ratio from 3 to 4 is
shown in figure right. Temperature in the hotspot raises to 450 °C (10K
increase). In this case also in 10 minutes the perturbations can be counteracted
with efficient cooling. Figure[[T}right shows the CO5 conversion throughout the
feed composition transient conditions. No fluctuations in the CO5 conversion
is observable, which certifies the stability of the reactor under transient feed
compositions.
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Figure 12: Temperature evolution during Ha /COg step change experiments, left: 4 to 3, right:
3to4 (Vco, = const. = 31min~1!, py, = 10 bar).

3.7. Modelling of the heat-exchanger reactor

The modelling results are briefly discussed for one reference point (P2-test
2, in section concerning the temperature and concentration profile.
Figure 13| displays the effective heat transfer coefficient (k.p) determined for
each CSTR cell and at reference reaction conditions as in experiment (see
section [2.3). The heat transfer coefficient in the first CSTR (inlet) is about
75 W m—2 K~!, which increases sharply to 330 Wm~2K~! already in the sec-
ond cell. The maximum value of k.z reaches 883 Wm2K~! and is located
at L/Lo = 6%. The calculated profile for key can be perfectly explained with
the nature of evaporation cooling implemented for fast and exothermic metha-
nation. In the first cell, liquid water enters the reactor and reaction is not yet
developed either, thus k.g is low. After a short length, the reaction rate in-
creases abruptly and water starts to evaporate, leading to very high kg values.
During evaporation, the vapour fraction grows which leads to gradual reduction
of the heat transfer coefficient within some cells. At L/Lg = 40%, the decreas-
ing slope of k. changes and increases slightly, likely due to water entering the
reactor from the second coolant passage. But since the peak of reaction rate
is already passed, the k.y does not change significantly. Afterwards, kg con-
tinues to decline with a small slope to a minimum value of 30 Wm™2K~!. In
this region, steam is superheated. At L/Ly = 80%, the k.y starts to increase
gradually, most probably due to growing heat losses at reactor outlet.
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Figure 13: The calculated effective heat transfer coefficient (k.g) for 100 CSTRs along the
catalyst bed axis at reference reaction conditions.

Figure[I4Heft depicts the modelled axial temperature profile in the gas phase

(reactants), the catalyst surface and catalyst core for the reference case in com-
parison with the experimental temperature profile. The comparison reveals that
the implemented reactor modelling methodology perfectly fits the experimental
temperature profile. The position of the hotspot, and the moderate course of
temperature decline after the maximum are modelled precisely. As the model
assumptions impose (see section , the temperature in the catalyst and the
gas are identical. The maximum temperature gradient in the catalyst occurs
in the reactor front where the kinetics are extremely fast. After L/Lo = 30%,
the intraparticle temperature gradient drops to below 1 K. To conclude, it is
confirmed that the reaction is not limited by intraparticle heat transfer.
Modelled CO2 conversion, CH4 selectivity and CO yield axial profiles are pre-
sented in figure [[4}right. CO2 conversion increases sharply in the temperature
increase region; which is approximately the first 20% of the reactor inlet length.
After the hotspot, the CO5 conversion rate is modest. The predicted COs con-
version in the outlet is equal to 84% and falls slightly behind the experimentally
measured value.
Since the applied kinetic model describes a consecutive pathway for CO forma-
tion, the yield of CO increases shortly in the inlet (max. 8%). At the same
location where CO experiences a maximum, the methane selectivity drops. Af-
ter this peak, the CO yield declines to 0.4% and the methane selectivity reaches
99.5%. Identical values were measured during experiment for both CO yield
and CHy selectivity. Therefore, the model provides an accurate prediction on
the product distribution.
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to the model and comparison to the experimental data (measured at reactor outlet).

4. Conclusion

The application of evaporation cooling for the catalytic methanation reac-
tion of COs and Hy on a Ni catalyst is investigated in detail. This approach
is shown to be highly efficient in the newly developed microstructured heat-
exchanger reactor that allows high COs conversion in a single stage. This is
highly desired in a PtG process scheme, specially for decentralized applications.
The exothermic energy generated through methane formation is perfectly uti-
lized via steam generation, that can be further applied in a steam electrolyzer.
The implemented reactor cooling structure is modified compared to the first
prototype, examined by Belimov et al. [9], by two cooling inlets. This allows
maintaining the enhanced local heat removal and at the same time prevention of
reaction blow out caused by excessive cooling. Utilization of pressurized water
further promotes an autothermal operation. The reactor has a polytropic tem-
perature profile along the reactor axis and is well-below 500 °C. The hotspot
is moderated and can be tuned via smart cooling adjustment, which is accom-
panied with operational limits in most fixed bed reactors due to parametric
sensibility. It was shown that the temperature in different axial positions can
be superbly regulated via altering the water distribution in the two passages.
The manipulation of the temperature profile via two coolant inlets showed that
the hotspot region between 415-455 °C has no influence on COs conversion
degree. However, when the temperature in rear reactor part (positions 3-5)
is lower than 400 °C, the conversion may be limited by the reaction kinetics.
It was also confirmed that the reactor performs stable under a wide range of
coolant pressures. However, lower water pressures impose larger temperature
fluctuations in the catalyst bed.
A wide range of reaction throughput and compositions were studied that en-
dorsed promising reactor performance under the tested conditions. Finally, the
temperature profile evolution and product perturbation under transient load
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and feed composition were monitored. The step changes showed that under
transient conditions in the inlet feed flow rate, the reactor requires maximum
30 minutes for re-stabilization and regulating towards its initial temperature
level with minimal coolant flow changes. No changes in the products quality
was measured under the performed step change experiments.

For numerical diagnosis of the used reactor, a 1D heterogeneous model with 100
CSTR cells was applied in Matlab. The heat transfer coefficient was calculated
for each CSTR cell through a fit of the axial temperature profile from experi-
mental data. The axial heat transfer coefficient provided valuable information
on the progression of evaporation. Comparison to the experimental data showed
that the developed model can predict the concentration in the output and the
axial temperature profile precisely.

The insights achieved from this reactor have been applied for the scale-up (scale-
up factor= 28) and validation of a modular reactor technology for 100 kW
methane generation. The scaled-up microstructured reactor prototype has been
implemented in a pilot plant in the Energy Lab 2.0. In this respect, applica-
tion of the evaporation cooling for the methanation micro-reactor for 10m3h=!
methane generation is validated [36].
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