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1
SYSTEMS AND METHODS FOR PRODUCING
LIQUID HYDROCARBON FUELS

CROSS-REFERENCE TO RELATED
APPLICATION(S)

This application claims priority to U.S. Provisional Appli-
cation Ser. No. 61/748,580, filed Jan. 3, 2013, which is hereby
incorporated by reference herein in its entirety.

BACKGROUND

Natural gas can be converted into liquid hydrocarbon fuels,
such as gasoline, jet fuel, diesel, and military fuels. With
current methods, two major reactions are used: a first reaction
(methane reforming, endothermic, requiring energy or partial
oxidation, exothermic, requiring oxygen separation from air)
to convert the raw material into synthesis gas or “syngas”, and
a second reaction (Fisher-Tropsch Synthesis, exothermic,
producing energy) to convert the syngas into the fuel.

While such methods are effective, the need for multiple
reactors in which those reactions occur add expense to the
fuel generation process. In particular, the capital investment
costs and energy usage in gas-to-fuel plants are skewed by the
need for separate reactors. Energy inefficiencies also arise
because the reforming step is endothermic at a high tempera-
ture whereas the conversion of syngas into fuel is exothermic
at a lower temperature.

In view of the above discussion, it can be appreciated that
it would be desirable to have alternative systems and methods
for producing liquid hydrocarbon fuels from natural gas.

BRIEF DESCRIPTION OF THE DRAWINGS

The present disclosure may be better understood with ref-
erence to the following figures. Matching reference numerals
designate corresponding parts throughout the figures, which
are not necessarily drawn to scale.

FIG. 1 is a schematic diagram of a first embodiment of a
hybrid catalyst system contained within a single reactor.

FIG. 2 is a graph that plots hydrogen production from
methane, steam, carbon dioxide, and oxygen as a function of
temperature over Ni/Mg/(Ce,Zr)O, catalysts.

FIG. 3 is a graph that illustrates a hydrocarbon product
distribution from various catalysts.

FIG. 4 is a schematic diagram of a second embodiment of
a hybrid catalyst system contained within a single reactor.

DETAILED DESCRIPTION

As described above, it would be desirable to have alterna-
tive systems and methods for producing liquid hydrocarbon
fuels from natural gas. Disclosed herein are systems and
methods for producing liquid hydrocarbon fuels that combine
the separate operations of conventional processes to reduce
equipment and production costs. More particularly, the sys-
tems and methods combine the reforming process and Fis-
cher-Tropsch synthesis (FTS) into a single operation that
takes place within a single reactor. In some embodiments, the
reactor contains a hybrid catalyst system that includes both a
reforming catalyst and an FTS catalyst. The two catalysts are
spatially separated by a porous material that enables only
certain molecules to pass between the two catalysts.

In the following disclosure, various specific embodiments
are described. It is to be understood that those embodiments
are example implementations of the disclosed inventions and
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that alternative embodiments are possible. All such embodi-
ments are intended to fall within the scope of this disclosure.

Disclosed herein is a novel methodology for process inten-
sification by combining multiple catalytic reactions in a
single reactor using porous materials to control access to
different reaction sites and to overcome thermodynamic and
kinetic limitations in order to achieve desired conversion and
selectivity. The porous materials have controlled thicknesses
and porosities that control transport to different reaction sites
of two different catalysts having distinct functions by size-
selective transport. This approach is based upon the premise
that multifunctional catalysts synthesized with porous coat-
ings can be engineered to control reaction activity, selectivity,
and stability, thus combining multiple reaction steps while
reducing or eliminating separation steps needed in a process.

A challenge for integrating multiple functions into a single
catalytic reactor is the achievement of materials capable of
cooperating for multiple functions without a loss in perfor-
mance in their intended purpose. First, activity and/or selec-
tivity can suffer because of additional species not present
during the monofunctional operation of a single reaction.
This challenge is observed during partial methane oxidation
(thermal intensification replacing endothermic reforming
powered by exothermic combustion) to syngas, where com-
bustion products commonly form. These effects of
co-mingled reactions and products for different stages have
been addressed through the use of membrane reactors. Mem-
brane reactors offer intensification by manipulation of the
kinetics and thermodynamics by reactant addition or product
removal during the course of the reactions. Second, activity
can suffer if catalysts cannot operate under similar tempera-
ture, pressure, space velocity, and mixing conditions.

The disclosed invention directly addresses these chal-
lenges through the use of porous coatings to control access to
different reaction sites and integrated catalyst design to
achieve catalysts capable of operating under similar condi-
tions. This approach disrupts the traditional process of
designing catalysts for a single reaction and instead focuses
the material design on the integration in the process. The use
of the engineered catalyst is advantageous over catalytic
membrane reactors because it widens the number and types of
chemicals possibly employed for intensification. For
example, membrane reactors include only applications
involving certain species such as hydrogen, oxygen, and car-
bon. With porous material coatings, a range of molecules
becomes possible.

FIG. 1 illustrates an embodiment of a hybrid catalyst sys-
tem capable of combining endothermic steam reforming with
exothermic FTS reactions into a single intensified process to
avoid costly energy penalties and mass recycle and alter the
economics of gas-to-liquid processes. As mentioned above,
the hybrid catalyst system includes both a reforming catalyst
and an FTS catalyst that are spatially separated by a metal
oxide. As shown in FIG. 1, the hybrid catalyst system is
provided within a single reactor 10. The hybrid catalyst sys-
tem within the reactor 10 includes both reforming catalyst
particles 12 and FTS catalyst particles 14. As shown in the
detail view of FIG. 1, the reforming catalyst particles 12
comprise a reforming catalyst core 16 that is encapsulated by
an porous outer layer or membrane 18. The reforming catalyst
within the core 16 can comprise substantially any reforming
catalyst. In some embodiments, the reforming catalyst is a
relatively low-temperature reforming catalyst to better match
the FTS reaction, which tend to be used at relatively lower
temperatures. By way of example, the reforming catalyst can
comprise a metal catalyst, a metal oxide, rare earth oxides,
alkali metals, or a combination thereof. Specific examples
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include doped Ni/zirconia (YSZ) and mixed perovskite-type
oxides, which work at temperatures as low as 350° C. Irre-
spective of the reforming catalyst that is used, the core 16 can
have an outer dimension (e.g., average diameter) of approxi-
mately 0.1 to 100 microns (pm).

The outer layer 18 includes many pores that enable small
molecules to pass through the layer. In some embodiments,
the pores of the outer layer 18 are approximately 0.3 to 1
nanometer (nm) in size (e.g., diameter). In some embodi-
ments, the outer layer 18 is made of a metal oxide, such as a
zeolite, silica, titania, zirconia, a metal-organic framework, or
ceria. Irrespective of the material, the outer layer 18 can be
approximately 5 to 100 nm thick and the reforming catalyst
particles 12 can have an outer dimension (e.g., average diam-
eter) of approximately 1 to 100 microns (um).

The FTS catalyst particles 14 can comprise substantially
any FTS catalyst. Example catalysts include a cobalt-based
catalyst, an iron-based catalyst, a ruthenium catalyst, each
with a possible promoter such as platinum, manganese, mag-
nesium, potassium or similar metals, and combinations
thereof. In some embodiments, the FTS catalyst particles 14
comprise an FTS catalyst that is deposited within a support
material, such as silica, titania, or alumina. Like the reforming
catalyst particles 12, the FTS catalyst particles 14 can have an
outer dimension (e.g., average diameter) of approximately 1
to 100 pm.

As depicted in FIG. 1, the hybrid catalyst system preferen-
tially breaks down light hydrocarbons such as methane to
hexane while simultaneously promoting the growth of longer
chain hydrocarbon synthesis (FTS). In some embodiments, a
feedstock of methane (CH,) and water (H,O) is delivered via
an inlet 20 into the reactor 10, which can be operated at a
temperature of approximately 200 to 500° C. The CH, and
H,O pass through the outer layer 18 of the reforming catalyst
particles 12 and react with the reforming catalyst within the
core 16. The CH, and H,O then break up or “crack” to form
carbon monoxide (CO) and hydrogen (H,), which can then
pass through the outer layer 18 so they can react with the FTS
catalyst of the particles 14 to produce liquid hydrocarbon
fuel.

Several low-temperature reforming catalysts were tested
that are capable of operating at lower temperatures (e.g., as
low as 350° C.). Highlighted in FIG. 2 is an example reform-
ing catalyst that comprised nickel (Ni) ceria-zirconia. This
catalyst can, for instance, be combined with high-temperature
iron (Fe) FTS catalysts in a single reactor so that both reform-
ing and synthesis can be carried out in parallel. FIG. 3 iden-
tifies various FTS catalysts that can be used to produce spe-
cific types of fuels.

The hybrid catalyst system described above accomplishes
simultaneous exchange of heat and mass with the objective of
reducing overall capital and operating costs for the process.
The approach is innovative on several levels. First, heat trans-
fer between inter-mixed, dual-bed catalysts provides signifi-
cant advantages in energy management in the overall process.
With the system integrated, the energy produced by the FTS
process can be used to drive the exothermic reforming cataly-
sis. Second, with the in-bed conversion of unwanted, lower
hydrocarbons back to syngas, the selectivity towards desired
hydrocarbons increases. Third, separation and recycle of
unwanted products are reduced with the intensified process.
Fourth, the process is carried out at a lower temperature,
which increases the energy efficiency. It is anticipated that, if
a 20% reduction in the cost of the gas-to-liquid conversion
can be achieved, the process will be profitable even at oil
prices below $80 per barrel.
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It is noted that the thickness and the porosity of the porous
coating will control the hydrocarbon product distribution
from the process. That is, the average molecular weight of the
hydrocarbon product will increase with increasing coating
thickness and pore diameter. The trend occurs because wid-
ening the pore and increasing the diffusion length will force
more small hydrocarbons, relative to large ones, into the
pathways of conversion back to syngas using the core reform-
ing catalyst. A concentration gradient, caused by the hydro-
carbon conversion at the surface of the core catalyst, is a
driving force for diffusion into the core. However, the con-
trolled pore size sieves off the hydrocarbons larger than the
pore diameter and the pore length limits the transport rate of
the hydrocarbons able to enter the pore mouth. Additionally,
thermal gradients may influence the mass transfer driving
forces and rates. It is also likely that the outer layer material
(e.g., zeolite) will catalyze cracking of hydrocarbons that
enter the pores, which would make the average hydrocarbon
size non-linear as a function of the pore diameter and pore
length. This phenomenon will disrupt the traditional Ander-
son-Schulz-Flory (ASF) product distribution from the pro-
cess.

It is further noted that the combined processes may also
lead to improved thermal management. The balancing of the
reactions’ enthalpies for the endothermic reforming reaction
and the exothermic chain growth reaction will permit heat
integration by decreasing the need to supply heat to the
reforming, remove heat from the CO hydrogenation reactor,
and provide energy for the separation.

There are other ways of spatially separating the reforming
catalyst and the FTS catalyst. FIG. 4 illustrates a second
embodiment for a hybrid catalyst system that uses a single
reactor 10. As is shown in that figure, the hybrid catalyst
system includes hybrid catalyst particles 30 that, similar to
the particles 12, comprise a reforming catalyst core 32 that is
encapsulated by a porous outer layer 34 or membrane (e.g.,
metal oxide). In this embodiment, however, the outer layer 34
is coated with an FTS catalyst layer 36. The reforming cata-
lyst, metal oxide, and FTS catalyst used to form the core 32,
layer 34, and layer 36, respectively, can each be selected from
the examples described above in relation to FIG. 1.

While the above discussion has focused on the conversion
of natural gas into liquid hydrocarbon fuels, it is noted that
similar one-step processes could be used in other applica-
tions. For example, a similar process can be used to convert
biomass, coal, and short-chain alcohol feedstocks into liquid
hydrocarbon fuel. More generally, the disclosed approach
provides general platform for integration of multiple pro-
cesses, which could involving reactants, products, and poi-
sons of different sizes into a single operation. The methodol-
ogy is therefore relevant to many processes, including
methanol poisoning in fuel cells reactions and poisoning in
biomass and petroleum processing.

The invention claimed is:

1. A hybrid catalyst system for producing liquid hydrocar-
bon fuels in a single reactor, the system comprising:

a reforming catalyst;

a Fischer-Tropsch synthesis (FTS) catalyst; and

a porous material that spatially separates the reforming

catalyst from the FTS catalyst such that fluids can only
pass between the catalysts by passing through the porous
material.

2. The hybrid catalyst system of claim 1, wherein the
reforming catalyst is a low-temperature catalyst that can be
used to crack methane with the aid of an oxidant at a tem-
perature of approximately 200 to 550° C.
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3. The hybrid catalyst system of claim 1, wherein the
reforming catalyst is selected from the group consisting of
nickel catalyst, metal catalyst, a metal oxide, rare earth
oxides, alkali metals, and combinations thereof.

4. The hybrid catalyst system of claim 1, wherein the
porous material has pores that are approximately 0.3 to 1
nanometers in size.

5. The hybrid catalyst system of claim 1, wherein the
porous material comprises a metal oxide.

6. The hybrid catalyst system of claim 5, wherein the metal
oxide is selected from the group consisting of zeolites, metal
oxides, silica, ceria, zirconia, titania, metal-organic frame-
works, and combinations thereof.

7. The hybrid catalyst system of claim 1, wherein the
reforming catalyst and the porous material are combined to
form catalyst particles that include a reforming catalyst core
encapsulated by a layer of the porous material.

8. The hybrid catalyst system of claim 7, wherein the layer
of porous material is approximately 5 to 100 nanometers
thick.

9. The hybrid catalyst system of claim 7, wherein the
reforming catalyst particles have an outer dimension of
approximately 1 to 100 microns.

10. The hybrid catalyst system of claim 7, wherein the FTS
catalyst is contained in a layer that covers the layer of porous
material.

11. The hybrid catalyst system of claim 1, wherein the FTS
catalyst is selected from the group consisting of iron-based
catalyst, cobalt-based catalyst, ruthenium-based catalyst, and
combinations thereof.

12. The hybrid catalyst system of claim 1, wherein the FTS
catalyst comprises FTS catalyst that is deposited within a
support material.

13. The hybrid catalyst system of claim 12, wherein the
support material comprises silica or alumina.

14. A system for producing liquid hydrocarbon fuels, the
system comprising:
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a reactor adapted to receive methane and water and output

liquid hydrocarbon fuels; and

a hybrid catalyst provided within the reactor, the hybrid

catalyst including a reforming catalyst, a Fischer-Trop-
sch synthesis (FTS) catalyst, and a porous material that
spatially separates the reforming catalyst from the FTS
catalyst such that fluids can only pass between the
reforming catalyst and the FTS catalyst by passing
through the porous material.

15. The system of claim 14, wherein the hybrid catalyst
comprises catalyst particles that include a reforming catalyst
core encapsulated by the porous material.

16. The system of claim 15, wherein the FTS catalyst
covers the porous material of the particles.

17. The system of claim 14, wherein the porous material
comprises a metal oxide.

18. A method for producing liquid hydrocarbon fuels, the
method comprising:

providing a hybrid catalyst including a reforming catalyst

and a Fischer-Tropsch synthesis (FTS) catalyst within a
single reactor, the two catalysts being spatially separated
by a porous material such that fluids can only pass
between the catalysts by passing through the porous
material;

heating the reactor to a temperature of approximately 200

to 550° C.; and

delivering methane and water to the reactor as feedstock

that will be reformed and synthesized to produce liquid
hydrocarbon fuel.

19. The method of claim 18, wherein the hybrid catalyst
comprises catalyst particles that include a reforming catalyst
core that is encapsulated by the porous material.

20. The method of claim 19, wherein the FTS catalyst
covers the porous material of the particles.
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