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METHOD FOR REMOVING
CONTAMINANTS IN REACTORS

CROSS-REFERENCE TO RELATED
APPLICATION

This application claims the benefit under 35 U.S.C. §119
(¢) of U.S. Provisional Patent Application Serial No. 60/228,
539 filed Aug. 28, 2000.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The invention relates generally to systems for controlling
the presence of contaminants in chemical reaction systems
and, more particularly, the invention relates to methods and
apparatus for removing contaminants found in urea hydroly-
sis reactors and others wherein contaminants are formed in
the course of an ongoing reaction.

2. Description of Background Technology

The Problem of Contaminant Formation

Solid urea is available in several commodity grades
destined for uses either in agricultural applications as fer-
tilizers or in chemical process for production of urca-
formaldehyde resins and thermosetting polymers. Solid urea
is available in bags or bulk quantities, and is commonly
transported in bulk truck or railcar loads. Urea is a non-
hazardous material, and affords a safe starting material in
certain process requiring gaseous ammonia as, for example,
in processes for removal of nitrogen oxides from the tail gas
stream of combustion processes, such as in fuel-fired boiler
operations in public clectric power generation plants. Such
processes use gasecous ammonia in Selective Catalytic
Reduction (SCR) or Selective Non-Catalytic Reduction
(SNCR) methods for removal of nitrogen oxides. Another
example is the use of gascous ammonia to treat fly ash in the
tail gas system of a fuel-fired boiler in a public electric
power generation plant. Such treatment is beneficial for
collection of the fly ash. Common alternatives to use of urea
include use of anhydrous ammonia or of aqueous ammonia,
both of which are hazardous chemicals presenting serious
risks in the transport, handling, storage, and use with atten-
dant regulatory compliance requirements.

Urea may be hydrolyzed to form gaseous ammonia for
such uses. Such processes typically employ solid urea sup-
plied in bulk quantities, and of a composition readily avail-
able as a commodity. Solid urea is a relatively soft solid that
is hygroscopic, which may cause problems in handling it in
a highly pure form. Therefore, it is 2 common practice in the
industry to add certain chemical compounds to the solid urea
to improve its physical properties and to improve handling
characteristics of a granulated or prilled urea product. Such
additives include but are not limited to those disclosed in
Belasco et al. U.S. Pat. No. 3,248,255 (gascous formalde-
hyde to form urea-formaldehyde resin surface coating), Van
Hijfte et al. U.S. Pat. No. 4,160,782 (dimethylolurea and/or
trimethylolurea), Elstrom et al. U.S. Pat. No. 4,204,053
(formaldehyde), Blouin U.S. Pat. No. 4,587,358
(lignosulfonates), Gallant et al. U.S. Pat. No. 5,102,440
(urea-formaldehyde compounds), and Kayaert et al. US.
Pat. No. 5,653,781 (formaldehyde, methylolureum
(methylolurea), urea-formaldehyde pre-condensates, or
hexamethylenetetramine), the disclosures of which are
incorporated herein by reference.

Such additives are typically present in the solid urea in
concentrations up to 2 wt. %. Therefore, during the con-
tinuous use of such solid urea in a hydrolysis reactor
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designed to produce gaseous ammonia, the solid urea is first
dissolved into an aqueous solution, commonly in the con-
centration range 20 wt. % to 78 wt. %, preferably in the
range 40 wt. % to 60 wt. %, and while the urea is continu-
ously decomposed to ammonia and carbon dioxide and
leaves the reactor in a gaseous form, the additives present in
the solid urea accumulate and may undergo various chemi-
cal reactions that form, along with unreacted additives, a
contaminant mass in the reaction mixture.

Several specific process systems have been described and
patented with the intent to generate a gascous stream of
ammonia, carbon dioxide, and water vapor at a temperature
and pressure useful for removal of nitrogen oxides or
treatment of fly ash as described, or for other process
applications. Young (U.S. Pat. No. 5,252,308) describes a
process system that performs the hydrolysis reaction using
aqueous solutions of urca in the presence of catalyst
systems, specifically mixtures of ammonium salts of certain
polyprotic mineral acids, such as phosphoric or sulfuric acid.
Cooper et al. (US. Pat. No. 6,077,491) describe a urea
hydrolysis process that does not require a catalyst and that
may take a variety of forms in the apparatus. Lagana (U.S.
Pat. No. 5,985,224) describes a process that employs steam-
stripping in the hydrolysis reactor to promote the reaction.
The disclosures of Young (U.S. Pat. No. 5,252,308), Cooper
et al. (U.S. Pat. No. 6,077,491) and Lagana (U.S. Pat. No.
5,985,224) are incorporated herein by reference.

These processes do not recognize the potential problems
that may arise from the accumulation of a contaminant mass
in the reactor, nor do they describe why such a contaminant
may arise, nor do they provide means to address this
contaminant. It is the intent of the invention to describe
some of the reasons why contaminants arise in the reactor
vessels of the various process systems, and to describe the
means to address these contaminants so that maintenance-
free urea hydrolysis operation can be achicved or at least the
maintenance-free period of operation extended and contami-
nants removed without the hazards and inconvenience of
shutting the system down and opening the reactor vessel for
frequent cleaning.

SUMMARY OF THE INVENTION

It is an objective of the invention to provide technology
for maintaining the operation of reactors by incorporating
means to remove soluble and/or insoluble contaminant
matler, either intermittently or continuously, from the reac-
tion system.

According to the invention, a method of controlling the
amount of such contaminants in a liquid phase reaction
mixture in a reaction vessel includes the steps of withdraw-
ing a portion of the reaction mixture containing such soluble
and/or insoluble contaminants from the liquid phase and the
reaction vessel, separating at least one contaminant from the
remainder of the withdrawn portion of the reaction mixture,
and recycling at least a portion of the withdrawn reaction
mixture to the liquid phase in the reactor vessel.

The invention also provides apparatus for carrying out a
chemical reaction in a liquid phase containing such
contaminants, including a reactor vessel, means for with-
drawing a portion of the reaction mixture from the reactor
vessel, means for separating contaminants from the remain-
der of the withdrawn portion of the reaction mixture, and
means for recycling any desired portion of the remainder of
the withdrawn portion of the reaction mixture to the reactor
vessel.

While the invention will be described with reference to
the exemplary urea hydrolysis reaction system, the invention
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is applicable generally to reaction systems that produce or
accumulate soluble and insoluble contaminants during the
course of the reaction.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 illustrates the molecular structure of methylene
di-urea.

FIG. 2 illustrates the molecular structure of a urea-
formaldehyde resin.

FIG. 3 illustrates the molecular structure of a potential
polyamide contaminant

FIG. 4 illustrates a urea hydrolysis process system with
which the methods and apparatus of the invention are useful.

FIG. 5 illustrates an embodiment of a system for remov-
ing insoluble contaminant material from a urea hydrolysis
reactor according to the invention.

FIG. 6 illustrates an embodiment of a system for remov-
ing insoluble contaminant material from a urea hydrolysis
reactor according to the invention.

FIG. 7 illustrates an embodiment of a system for remov-
ing soluble and insoluble contaminant materials from a urca
hydrolysis reactor according to the invention.

FIG. 8 illustrates an embodiment of a system for remov-
ing soluble and insoluble contaminant materials from a urea
hydrolysis reactor according to the invention.

FIG. 9 illustrates an embodiment of a system for remov-
ing soluble and insoluble contaminant materials from a urea
hydrolysis reactor that contains a dissolved or solid dis-
persed catalyst according to the invention.

FIG. 10 illustrates an embodiment of a system for remov-
ing soluble and insoluble contaminant materials from a urca
hydrolysis reactor that contains a dissolved or solid dis-
persed catalyst according to the invention.

DETAILED DESCRIPTION OF THE
INVENTION

Generally, a contaminant is any undesirable substance
present in a reactor. Put another way, a contaminant is any
substance present in a reactor that impairs the short-term or
long-term operation of the reactor. A contaminant can be
defined as any substance present in a reactor that is not a
reagent, reactant, intermediate, product, solvent, indicator,
or catalyst of a desired reaction in the reactor, or a mechani-
cal component of the reactor itself. A contaminant can be
introduced into the reactor directly (e.g., mixed with a
reagent) or indirectly (e.g., formed by reaction with another
contaminant or non-contaminant or formed by thermal
decomposition).

The invention is particularly uscful in various methods for
production of ammonia by hydrolysis of urea, whether or not
such hydrolysis is conducted with a catalyst present in the
urea hydrolysis reaction mixture. According to this embodi-
ment of the invention, in order to extend or indefinitely
sustain the continuous operation of the urea hydrolysis
process, means to remove the by-product contaminants in
the reaction mixture are provided. Without such means,
operation of a urea hydrolysis system would be interrupted
to enable physical cleaning of the reactor, which is compli-
cated by the presence of ammonia and its associated chemi-
cal hazards. Separation of the contaminant matter may be
performed intermittently or continuously in accordance with
the invention. Various means to enhance separation of
contaminants are described.

Solid urea is commonly manufactured with certain urea-
formaldehyde additives present in concentrations up to 2 wt.
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%. These compounds are added to enhance the handling
characteristics of the urea. The additives reduce the tendency
to form fine dust and reduce the hygroscopic behavior,
which causes particles to form into clumps and cakes.
Additives may be urea-formaldehyde oligomers or resins
that have been partially polymerized, such as that referred to
by the manufacturer’s trade name UF-85. For example, in at
least one process, a urea-formaldehyde compound is added
to the urea while the urea is in a molten state, and is believed
to react with the UF-85 additive to form methylene di-urea
(MDU, FIG. 1), which imparts the desired physical proper-
ties to the final urea composition in the dry solid form.

Another additive is a type of saponate supplied under the
trade designation UREASOFT by Kao Corporation. UREA-
SOFT additive is generally applied to the surface of prilled
urea just before storage as an aid in product storage and
handling.

Preferred conditions in a urea hydrolysis reactor, accord-
ing to various patented processes, are limited to fairly
narrow ranges of temperature and pressure. Thus, in Cooper
et al. the reactor preferably operates at about 150° C. to
about 155° C. and 75 psig to 90 psig, while in Lagana the
reactor preferably operates at 195° C. and 200 psig to 275
psig.

Young describes a process that utilizes a catalyst in the
aqueous solution, and states that the reactor temperature
must be at least 150° C., preferably in the range 150° C. to
200° C. The vapor pressure of pure water in this temperature
range is 70 psig to 225 psig and, thus, the generalized range
of conditions described in the Cooper et al. and Lagana
patents overlaps the operating conditions first described by
Young.

Therefore, it can generally be said that such hydrolysis
reactors operate preferably in the range from about 150° C.
to 195° C. and about 75 psig to 275 psig. All of thesc
processes employ aqueous solutions of urea, which typically
fall in the concentration range 50x15 wt %, commonly about
50 wt %.

Under these conditions the urea hydrolysis reaction
occurs according to the well-known mechanism:

0l

NH;CONH; + H0 —_— NHzOOONH,
urea water ammonivm carbamate
[2]
NH2COONH, —_— 2NH; + €0,
ammonium carbamate ammonia carbon
dioxide

These reactions taken together are endothermic, requiring
a constant supply of heat to the hydrolysis reactor to sustain
the reaction. The ammonia and carbon dioxide produced are
formed as gases, which are released from the aqueous
solution of liquid reactants. Bubbles containing ammonia,
carbon dioxide and water vapor are released into the liquid
by the chemical reaction, and rise in the liquid to eventually
coalesce into a bulk gas phasc. The reactors therefore have
a common tendency to form a foamy cuff layer in which the
bubbles of gas gradually break and release trapped gases
into a bulk gas phase. The urea is converted to ammonia and
carbon dioxide gases, which are discharged from the reactor.

However, the additives present in the urea composition
must also be considered. It is illustrative to consider the
presence of methylene di-urea, a compound known to be
present in solid urea. This compound arises as a conse-
quence of adding UF-85, for example, to the urea as previ-
ously described.
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Methylene di-urea has a chemical structure shown in FIG.
1, and in the urea hydrolysis reactor may combine with a
water molecule to release urea and formaldehyde, according
to the following reaction: .

NH,CONHCH,;NHCONH, + H;O _ B
methylene di-urea water
2NH,CONH;  + H,CO
urea formaldehyde

Formaldehyde is a volatile compound and will tend to
leave the liquid phase governed by its vapor-Liquid equilib-
rium at the conditions in the system. Sufficient pressure may
exist to sustain a significant concentration in the liquid
phase, enabling reaction of the dissolved formaldehyde and
urea. A possible mechanism for such reaction may follow the
mechanism known to form the urea-formaldehyde resins,
thus:

4

HOCH,NHCONH,
methylolurea

(5]

H,00 ——» HOCH,NHCONHCH,OH

—_—

H,CO +
formaldehyde

NH,CONH,
urea

HOCH,NHCONH, +

methylolurea formaldehyde dimethylolurea (DMU)
(61
urea,
HOCH;NHCONHCH;OH Hz0 ${ Idehyde resin
dimethylolurea (DMU) (sce FIG. 2)

Reactions 4, 5, and 6 illustrate the combination of urca
and formaldehyde into large polymeric structures by a
familiar reaction mechanism (Morrison and Boyd, Organic
Chemist, 2" Ed., Allyn and Bacon, Inc., Boston 1966, p.
923).

Oligomers of urea-formaldehyde reaction products may
be applied to solid urea by various means to impart desirable
handling characteristics, and the urea-formaldehyde oligo-
mers may react to form dimethylolurea or may retain their
original structure to one degree or another. Use of such solid
urea in the urea hydrolysis process would result in continu-
ous dosing of the reactor solution with oligomers of urea-
formaldehyde resin, which could continue to react and to
grow in mass according to the reactions 4, 5, and 6.

While such reactions as 4, 5, and 6 are normally carried
out with relatively pure reactants in processes intended to
produce urea-formaldehyde resins and molded plastics, the
mechanism may also explain the appearance of a semi-solid
to solid contaminant matter in the urea hydrolysis reactor
wherein the urea, formaldehyde and intermediates are all
present in the aqueous reactant solution. It is likely that the
concentration of the reactants, as well as the temperature,
pressure, and pH of the solution have an effect on the
reaction rate. However, formation of large oligomers of
urea-formaldehyde polymer in the reactor with no means of
removal will eventually result in serious contamination and
present an impediment to continued operation.

Polymers, such as urea-formaldehyde reaction products,
will vary in molecular weight or polymer chain length, and
will exhibit water solubility for the smaller oligomers, and
relative insolubility as the size of the oligomer molecule
increases. Large polymer molecules may therefore separate
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as a distinct phase in the urea hydrolysis reaction mixture.
When the polymer density is less than that of the aqueous
solution, the polymer will tend to collect on the surface in
the frothy layer where bubbles of gases are coalescing and
breaking to release ammonia and carbon dioxide. The com-
pounds may affect the rate of foam-breaking in the reactor,
and cause problems in disengaging the product gases from
the aqueous reaction mixture. When the polymer density is
greater than that of the aqueous solution, the polymer will
tend to sink and collect on the bottom of a reactor vessel.

Other additives have been reported, such as saponates
(¢.g., UREASOFT) and lignosulfonates, which also would
be retained in the urea hydrolysis reactor if present in the
feed urea. Lignosulfonates are mentioned with reference to
urea products destined for use as fertilizers, and may not be
as prevalent in urea products for chemical process applica-
tions. Nevertheless, both lignosulfonates and saponates will
exhibit affinity for the liquid-vapor interface, and may
reduce the surface tension of the liquid reaction mixture in
this area. The effect would be to enhance the foam stability
in the reactor, and as more of the material is accumulated, a
contaminant mass may become isolated in a preferred loca-
tion in the reactor just as in the case described previously.
Therefore, a similar means of removal will be required.

Other potential contaminant masses include polyamides,
such as polyacrylamides. The following mechanism is pro-
posed.

The proposed route starts with reaction of urea in the
aqueous solution to form ammonium carbamate, which in
turn partially decomposes to ammonia and carbamic acid.
Carbamic acid can react with urea in a condensation poly-
merization reaction to form the polyamide compounds.

The chemical reactions are as follows:

NH,CONH, + H;0 —_— NH,COONH,,
[
urea water ammonium carbamate
U]
heat
NH;COONHq, NH; + NH,COOH
ammonium carbamale ammonia carbamic
acid
(8]
heat
x(NH,COOH) +  NH;CONH,
carbamic urea
acid
NH;—(CONH);—CONH, +  x(H;0)
polyamide water

wherein X is a variable integer greater than zero.

The molecular structure of a potential polyamide con-
taminant is illustrated in FIG. 3.

This mechanism illustrates how certain species likely to
be present in the urea hydrolysis reactor may combine to
form a polyamide compound. In the reaction mixture, the
polymerization process can continue to increase the molecu-
lar weight of the polyamide compound until it is no longer
soluble in the solution and separates into a contaminant
phase. An interesting aspect of this type of contaminant is
that it may arise even if purified urea were used in the
hydrolysis reactor, provided that conditions were favorable
to the formation of carbamic acid. Amides are formed by the
reaction of carboxylic acids and amines, and therefore other
carboxylic acids, if present in the reaction mixture, could
potentially undergo a reaction analogous to the mechanism
shown above and yield a similar polyamide compound.
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Other contamination problems may arise from trace com-
pounds present in the process water or the solid urea, which
would accumulate under continuous operation over longer
periods of time. For example, certain metals may be present
in urea in small amounts, such as Fe, Cd, Cr, Pb, As, and Hg,
and ash may be present at concentrations in the range 0.001
wt % to 0.01 wt %. The process water may contribute
calcium hardness and other minerals or solids. Furthermore,
the means of transporting, handling and dissolving the solid
urca may introduce contaminants from the environment or
from contact with the equipment that is used.

A urea hydrolysis process is illustrated in FIG. 4, which
shows the major elements of the process system and essen-
tial process controls. The system in a generalized embodi-
ment will include means for delivering solid urea, facilities
for storing and handling bulk solid urea, means for dissolv-
ing solid urea in process water to produce a solution at a
controlled concentration and temperature, means for con-
trolling the flow of aqueous urea to the hydrolysis reactor in
response to an external demand signal, a urea hydrolysis
reaction means (e.g., a reactor vessel), means for controlling
the reactor pressure by controlled discharge of the produced
gases, and means for supplying warm dilution air to mix
with the produced gases and conveying the said second
mixture to an injection manifold and injection probe array.
The produced ammonia, carbon dioxide, and water vapor
mix into the warm air and the conduit is heated to maintain
the temperature at or above about 60° C. to avoid the
formation of ammonium carbonate salts. The hydrolysis
reactor must be heated to sustain the endothermic reaction,
and at the temperature of the reaction the vapor pressure of
water requires a design able to sustain pressures in the range
50 psig to 300 psig. In some embodiments, the reactor vessel
may have provision for injection of steam to promote
stripping of the ammonia from the aqueous solution. In some
embodiments a portion of the reactants may be removed
from the reactor and recycled back to the urea-dissolving
step or just ahead of the aqueous urea flow control means or
clsewhere.

Contaminants may arise in the urea hydrolysis reaction
mixture from reactions of pure urea, such as the formation
and/or accumulation of polymers such as polyamides, or as
a consequence of minor ingredients added to the solid urea,
which may give rise to formation and/or accumulation of
contaminants including saponates, ligno-sulfonates, urea-
formaldehyde oligomers, urea-formaldehyde polymers, or
other compounds or reaction products derived from such
additives in as-supplied solid urea. As a consequence of the
density of a contaminant component being different from
that of the aqueous solution of reactants, a layer of relatively
high concentration of contaminant tends to form on top of
the liquid phase in the reactor or sink in the bottom of the
reactor vessel. The design of the means for removing this
material should take into consideration the design of the
reactor vessel, and the capacity of the reactor to restrict the
location where the contaminant matter tends to accumulate.

In a fundamental description, the invention provides for
the continuous or intermittent removal of a portion of the
reaction fluid mixture from the reactor vessel and from a
position within said reactor vessel where the solid and
semi-solid contaminants tend to form and/or accumulate, so
that said contaminants may be efficiently separated and
removed from the reaction fluids. The fluids may then be
pumped back into the reactor vessel. An embodiment of the
process is illustrated in FIG. 5. Various means for separating
the insoluble matter may be employed in the invention,
including but not limited to such devices as strainers, filters,
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decanters, coalescing filters, settlers, centrifuges, and other
mechanical separators, and combinations of such devices.
The selection of the devices will depend upon the charac-
teristics of the contaminant(s) in relation to the aqueous
reaction fluid mixture, the flow rate of the side stream being
treated, and the total quantity of contaminant(s) present in
the stream. It is desired to provide an improved process
system capable of continuous or extended maintenance-free
operation of the urea hydrolysis system, and requiring only
occasional attention by the system operator.

In a preferred embodiment of a contaminant control
means according to the system of FIG. §, which focuses on
separation of a contaminant material with distinct physical
properties from the aqueous reaction mixture, it may be
assumed that a urea hydrolysis reactor is designed to enable
the collection of the contaminant at a predictable location in
the vessel. Such a design might be an upright cylindrical
vessel with volume for the liquid phase and volume for a
contained gas phase. Since one contaminant material is
found to float upon the aqueous reaction mixture as a distinct
phase, effective removal may be effected by skimming off
the contaminated fluid layer in a desirable location, such as
from the surface of the liquid phase or in layers formed
directly beneath the surface, for example. The skimmed
fluids containing the contaminant matter may be forced
along a flow path by the pressure of the reactor vessel under
its normal operating pressure. The side-stream of skimmed
fluid is thus forced through a mechanical separation device,
which may be a filtration device which captures the
contaminant, or which may separate the contaminant and
continuously discharge it as a distinct stream. Examples of
the latter type of device include a continuous centrifuge or
a decanter. The cleaned reactant mixture is then returned to
the reactor by means of a suitable process pump and fluid
conduit. The fluid conduit may attach to the reactor vessel or
the fluid conduit for the inlet aqueous urea solution or at
some other location upstream, so long as the matenial is
recovered and recycled to the reactor. The gaseous outlet
from the physical separation means can be in communica-
tion with the reactor vessel, as shown in FIG. §, or with the
gaseous product conduit downstream of pressure control
means, as shown in FIG. 6.

The skimmed material can be diluted using water or,
alternatively, with an aqueous urca solution, such as a
solution having the same or similar composition as the inlet
aqueous urea feed solution. The temperature of the skimmed
material may be adjusted upwardly or downwardly to
enhance separation of contaminants. For example, by low-
ering the temperature of the skimmed material, the contami-
nant mass may solidify, enhancing the performance of solid
filtration devices. Conversely, by maintaining the material at
a sufficiently high temperature to melt contaminant
components, separation of the contaminant liquid from the
aqueous solution by decanting is improved. In particular, it
has been discovered that at least one component of the
contaminant mass melts at a temperature of about 100° C.
Furthermore, it has been discovered that in a temperature
range of about 100° C. and higher a contaminant floats in a
reaction mixture prepared with phosphoric acid catalyst,
thus aiding in separation of the contaminant liquid from the
aqueous reaction mixture by decanting. Allowing a tar-like
contaminant to freeze when decanting is undesirable, since
the solid particles would adhere to surfaces in the decanter
and would accumulate, leading to problems sustaining the
performance of the decanter. The aqueous urea or dilution
water stream can be heated or cooled to effectuate tempera-
ture control in the separation operation.
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Salts of ammonia increase in solubility as the temperature
of a solution increases. Salts of calcium decrease in solu-
bility as the temperature of a solution increases. This dif-
ference in solubility can be used to separate accumulating
calcium salts by filtering or decanting the skimmed material
at higher temperatures, where ammonia salts are soluble and
calcium salts are not.

Similarly, if the reactor vessel is segmented or poorly
agitated, contaminants may tend to collect at several
locations, requiring a plurality of connection points where a
side-stream can be drawn off and a skimming action effected
to remove the contaminant.

If the vessel is so thoroughly agitated that the insoluble
material is dispersed throughout the reaction mixture, then
the location of one or more take-off points for the side
streams may be determined for convenience, and generally
a low point in the vessel is desirable.

In all cases the flow rate of the side stream will be
sufficient to turn over the entire contents of the reaction
vessel within a certain time. The rate of accumulation of the
contaminant is directly proportional to the consumption of
the solid urea, which is known to the designer, and the
quantity of fluid in the reactor is also known. These param-
eters enable the designer to set a side stream flow rate that
will control the contaminant concentration in the system.
Preferably, the removal efficiency should be designed to
exceed the contaminant formation and accumulation rate.

In a second fundamental embodiment of the invention, a
portion of the stream removed from the reactor is deliber-
ately discarded and the volume of the discarded fluid is
replaced by fresh reaction fluids, as shown in FIG. 7,
enabling either continuous or intermittent removal of dis-
solved contaminants as well as removal of the insoluble
contaminants, thereby providing means to control the maxi-
mum concentration all such contaminants may reach in the
hydrolysis reactor. In this instance, the quantity of material
to be discarded and the frequency of such discharge may be
determined for the convenience of the operation. Generally,
intermittent discharge of small quantities would require a
certain frequency of such discharge to control the concen-
tration in the reactor to a set maximum level. Larger quan-
tities would require less frequent discharge. In one example
of the method, a small portion of the side stream may be
continuously discharged as a waste stream to maintain the
contaminants at an acceptable equilibrium concentration. As
with the embodiments depicted in FIGS. 5 and 6, the
gaseous outlet from the physical separation means can be in
communication with the reactor vessel, as shown in FIG. 7,
or with the gaseous product conduit downstream of pressure
control means, as shown in FIG. 8.

In an example of a preferred embodiment the process
illustrated in FIG. 7, which provides means to remove
insoluble contaminants and also dissolved contaminants, the
devices of the process embodiment of FIG. 5 will include
provision to discharge a portion of the side stream and to
replace this material with fresh fluid reactants from a source
of said make-up fluid. This accomplishes a “blow down” or
step reduction of the contaminants and is the most direct
means to control the build up of trace contaminants. The
quantity of material removed and replaced is set by the needs
of the system and very much depends on the consequences
of the contaminant in the system.

FIG. 9 illustrates an embodiment of a system for remov-
ing soluble and insoluble contaminant materials from a urea
hydrolysis reactor that contains a dissolved or solid dis-
persed catalyst according to the invention. This method has
all of the features of that previously described in FIG. 7, with
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the addition of a process step in which process water is
added to the side-stream as part of the treatment step to
remove the contaminants. When a dissolved or solid dis-
persed catalyst is present in the process fluid reaction
mixture the separation of contaminants may benefit from
dilution of the aqueous solution as part of the contaminant
removal step. Purified process water is used to make the
aqueous urca feed solution, and therefore a portion of said
process water may be used as a diluent in the contaminant
removal step, provided this quantity of water is measured
and accounted for in the process control system. The con-
centration and the solubility of the dissolved catalyst com-
pounds will determine whether such dilution is beneficial.
For example, dilution may be beneficial when a dissolved
catalyst might otherwise crystallize and form a solid dis-
persed phase in the withdrawn liquid reaction mixture if the
pressure and/or temperature of the mixture is reduced rela-
tive to conditions in the reactor. In addition, it may be
beneficial to adjust the temperature of the side stream to
enhance removal of contaminants, and such temperature
adjustment may also be conducted as part of the processing
method according to the invention. After such separation of
contaminants has been completed, the balance of the side-
stream is recycled to the liquid reaction mixture by means of
a recycle pump and fluid conduit.

FIG. 10 illustrates an embodiment of a system for remov-
ing soluble and insoluble contaminant materials from a urea
hydrolysis reactor that contains a dissolved or solid dis-
persed catalyst according to the invention. This method is a
variation on that previously described in connection with
FIG. 9. The aqueous urea feed is heated and combined with
a side stream from a urea hydrolysis reactor as part of the
treatment step. The addition of aqueous urea feed at this
point in the process serves to dilute the process fluid reaction
mixture with respect to the concentration of a dissolved or
solid dispersed catalyst. As with the method described in
connection with FIG. 9, it may be beneficial to adjust the
temperature of the side strcam to enhance removal of
contaminants, and such temperature adjustment may also be
conducted as part of the processing method of the invention.

Uses for the discharged material should also be consid-
ered. The reaction mixture from the hydrolysis reactor will
likely contain water, urea, ammonia, polymers, such as a
polyamide and/or a urea-formaldehyde derivative, polymer-
ization intermediates and oligomers, both dissolved and
suspended, and many minor contaminants introduced with
the reactants. The stream should be treated as a hazardous
waste stream, and may be chemically treated or combined in
a safe manner with other solid wasles, such as the ash from
a fuel-fired boiler combustion process.

The removal of such trace contaminant material need only
be considered as a feature of the system when such con-
taminants are present in the feed materials and a significant
impact on the process performance is observed within an
unacceptably short period of operation. Provided that puri-
fied water is employed, the trace contaminants in the urea
and those that enter the system from the environment, if any,
may not present a serious problem, and may be dealt with
effectively by regular cleaning of the reactor, for example on
an annual basis.

Fouling of the interior metal surfaces and particularly heat
transfer surfaces within the urea hydrolysis reactor by
deposits of solids may present a more difficult problem.
Means to control such deposits may require more frequent
cleaning of the reaction fluid, agitation of the reaction fluid
to increase the shear forces at solid surfaces, and controlling
the liquid level inside the reactor to insure that heated
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surfaces are at least substantially submerged in the fluid at
all times. Agitation may be accomplished by any suitable
means, including but not limited to one or more mechanical
agitators, gas injection, and steam injection.

The foregoing detailed description is given for clearness
of understanding only, and no unnecessary limitations
should be understood therefrom, as modifications within the
scope of the invention may be apparent to those skilled in the
art.

We claim:

1. A method of controlling the amount of soluble and/or
insoluble contaminants present in a liquid reaction mixture
contained in a reactor vessel and comprising a liquid phase
having a surface, said reaction mixture containing urea
dissolved in water with said contaminants being formed
and/or accumulated during the course of a urea hydrolysis
reaction, said method comprising the steps of:

(a) withdrawing a portion of the reaction mixture con-
taining said soluble and/or insoluble contaminants from
the liquid phase and the reactor vessel; and,

(b) separating at least one contaminant from the remain-
der of the withdrawn portion of the reaction mixture
and recycling at least a portion of the remainder of the
withdrawn reaction mixture to the liquid phase in the
reactor vessel.

2. The method of claim 1 wherein an insoluble contami-
nant accumulates on the surface of the liquid phase and said
insoluble contaminant is separated in step (b).

3. The method of claim 1 wherein all of the remainder of
the withdrawn reaction mixture is returned to the liquid
phase in the reactor vessel.

4. The method of claim 1 wherein at least a portion of the
remainder of the withdrawn reaction mixture is discarded
and replaced with an equivalent amount of fresh liquid and

dissolved or solid reactants and returned to the liquid phase 3

in the reactor vessel along with any non-discarded portion of
the withdrawn reaction mixture.

5. The method of claim 1 wherein a contaminant is
removed from the surface of the liquid phase.

6. The method of claim § wherein the withdrawn reaction
mixture is collected and removed from the reactor vessel by
skimming the surface of the liquid phase.

7. The method of claim 1 wherein a contaminant is
removed from at least two locations in the liquid phase.

8. The method of claim 1 wherein a contaminant is
removed from at least one point below the surface of the
liquid phase.

9. The method of claim 8 wherein a contaminant is
removed from the bottom of the reactor vessel.

10. The method of claim 1 wherein said portion of the
reaction mixture is withdrawn from the reactor vessel con-
tinuously during the course of the reaction.

11. The method of claim 1 wherein said portion of the
reaction mixture is withdrawn on an intermittent basis
during the course of the reaction.

12. The method of claim 1 wherein said withdrawn
portion of the reaction mixture containing said soluble
and/or insoluble contaminants is diluted.

13. The method of claim 1 wherein said reaction mixture
contains a dissolved catalytic agent or a dispersed solid
catalytic agent.

14. The method of claim 13 wherein said contaminant is
selected from the group consisting of urea-formaldehyde
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derivatives present in the dissolved urea, urea-formaldehyde
oligomers, urea-formaldehyde polymers, methylol urea,
dimethylol urea, trimethylol urea, urea-formaldehyde pre-
condensates, hexamethylenctetramine, saponates,
lignosulfonates, and mixtures thereof.

15. The method of claim 13 wherein said contaminant is
a polyamide.

16. The method of claim 13 wherein an insoluble con-
taminant accumulates on the surface of the liquid phase and
said insoluble contaminant is separated in step (b).

17. The method of claim 13 wherein all of the remainder
of the withdrawn reaction mixture is returned to the liquid
phase in the reactor vessel.

18. The method of claim 13 wherein at least a portion of
the remainder of the withdrawn reaction mixture is dis-
carded and replaced with an equivalent amount of fresh
liquid and dissolved or solid reactants and returned to the
liquid phase in the reactor vessel along with any non-
discarded portion of the withdrawn reaction mixture.

19. The method of claim 13 wherein a contaminant is
removed from the surface of the liquid phase.

20. The method of claim 19 wherein the withdrawn
reaction mixture is collected and removed from the reactor
vessel by skimming the surface of the liquid phase.

21. The method of claim 13 wherein a contaminant is
removed from at least two locations in the liquid phase.

22. The method of claim 13 wherein a contaminant is
removed from at least one point below the surface of the
liquid phase.

23. The method of claim 22 wherein a contaminant is
removed from the bottom of the reactor vessel.

24. The method of claim 13 wherein said portion of the
reaction mixture is withdrawn from the reactor vessel con-
tinuously during the course of the reaction.

25. The method of claim 13 wherein said portion of the
reaction mixture is withdrawn on an intermittent basis
during the course of the reaction.

26. The method of claim 13 wherein said withdrawn
portion of the reaction mixture containing said soluble
and/or insoluble contaminants is diluted.

27. The method of claim 1 wherein said contaminant is
selected from the group consisting of urea-formaldehyde
derivatives present in the dissolved urea, urea-formaldehyde
oligomers, urea-formaldehyde polymers, methylol urea,
dimethylol urea, trimethylol urea, urea-formaldehyde pre-
condensates, hexamethylenetetramine, saponates,
lignosulfonates, and mixtures thereof.

28. The method of claim 1 wherein said contaminant is a
polyamide.

29. In a method of continuously producing gascous
ammonia by hydrolysis of an aqueous urea solution, the
improvement comprising providing an aqueous urea solu-
tion essentially free of contaminants, by continuously
removing contaminants from said aqueous urea solution to
comprise said aqueous urea solution for hydrolysis.

30. In the method of claim 29 wherein said contaminants
are selected from the group consisting of methylene di-urea,
urea-formaldehyde derivatives, urea-formaldehyde
oligomers, urca-formaldehyde polymers, saponates,
lignosulfonates, and mixtures thereof.

31. In the method of claim 29 wherein said contaminant
is a polyamide.



