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Description
TECHNICAL FIELD

[0001] The present invention relates in general to recovery of ions and in particular to phosphorus recovery by use of
ion exchange and precipitation techniques.

BACKGROUND

[0002] Phosphorus is an important element, and indeed essential to life. However, the release of phosphate to surface
waters, and its consequent contribution to eutrophication, has also led to increasing water quality concerns. Policies
were therefore implemented throughout the world, to reduce the levels of phosphorus entering surface waters, by the
implementation of technologies to remove phosphorus from domestic and industrial wastewater.

[0003] Phosphorus resources are limited and will last about 100 years, if mined by methods currently regarded as
economic. This knowledge initiated an interest in technologies which facilitate the recycling and beneficial re-use of the
phosphorus present e.g. in waste products in agriculture.

[0004] Fertilization with sewage sludge is gradually being prohibited in an increasing number of countries due to the
sludge’s content of heavy metals and organic contaminants. Incineration is seen as a solution to reduce the volume of
disposed sewage sludge.

[0005] Ash of incinerated sewage sludge contains about 8 - 14% P by weight, which is similar to the concentration of
P in phosphate rock (e.g. 13% P by weight). The ash commonly contains more than 90% of the P present in sewage.
Ash of incinerated MBM (Meat and Bone Meals) contains up to 18% P. Ash of incinerated poultry litter contains about
10% P and phosphorus content in ash of gasified pig manure was reported to be 13% P. The phosphorus present in
ash is insoluble in water due to binding with calcium, iron or aluminum. Therefore is the P-fertilizer value of ash low.
Furthermore, heavy metals are enriched in ash and limit the recirculation of ash to cropped land. Today, ashes are
deposited as a rule.

[0006] Phosphorus can be extracted from ashes into an aqueous phase by dissolution with acids or bases.

[0007] In summary, several phosphorus containing effluents are formed in various industrial processes, and by the
dissolution of ashes and minerals. The effluents are usually dilute and polluted with metals.

[0008] There is a need for phosphorus recovery from such effluents. The objective of phosphorus recovery is that it
should be used for farming.

[0009] Several technologies were developed for extracting phosphorus from domestic and industrial effluents, and
from ash leach solutions. The technologies are mainly based on the precipitation of phosphorus as different compounds.
However, most such precipitation compounds have a very low solubility and its fertilizer value is low.

[0010] However, in e.g. the U.S. patent 2,850,358, the U.S. patent 1,879,204, the U.S. patent 1,835,441, the British
patent 410,731 or the translation of the abstract to the Soviet patent 14502686, it is known that tri-ammonium phosphate
is more or less insoluble in concentrated aqueous ammonia. An excess of ammonia can then be used to precipitate
phosphorus as tri-ammonium phosphate, which can be easily processed to a high quality fertilizer.

[0011] However, in order to precipitate phosphorus efficiently with an excess of ammonia, the initial phosphorus
concentration must typically be high. Furthermore, a large excess of ammonia is needed. The remaining solution after
the precipitation of tri-ammonium phosphate therefore contains large amounts of ammonia which must be treated by
e.g. ammonia stripping.

[0012] Therefore, it is not possible to recover phosphorus from dilute phosphate containing solutions by precipitation
of tri-ammonium phosphate in a cost effective way.

[0013] In another approach, phosphorus can be separated from the metals by using anion exchange excluding metal
cations. The published PCT patent application WO 00/50343 describes a process for recovering phosphorus from ash
leach solution using ion exchange.

[0014] The approach presented in the disclosure WO 00/50343 has a number of severe drawbacks. The overall
efficiency is limited, the process control is complex and the used regeneration solution (hydrochloric acid) gives no added
value to the final phosphorus product.

[0015] The main limitation of using ion exchange technology as proposed in WO 00/50343 is that the solution recovered
during regeneration still has relatively low concentration far below the solubility product. Concentrated regeneration
solutions occupy only a small volume of the ion exchange bed and are hence diluted with the solution present in the ion
exchange bed. To displace the regeneration solution out of the ion exchange bed requires another solution which thereby
dilutes the eluate again. Thus, despite a high initial concentration of the regeneration solution the maximum eluate
concentration achieved is often still far too low to be of commercial value.

[0016] GB 322 700 A discloses a process for the production of triammonium phosphate by reaction of ammonia and
solution of phosphoric acid. US patent 3,579,322 describes the use of Continuous lon exchange (CIX) for phosphate
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recovery from waste effluents formed during the industrial processing of rock phosphate. CIX can achieve a higher eluate
concentration than possible with fixed bed ion exchange. However, CIX is a complex process, in which the movement
of the resin results in resin abrasion which reduces resin life time. Furthermore, the maximum phosphorus concentration
possible with this technology is limited.

[0017] GB 2060429 Adiscloses a method of regenerating weak base ion exchange resins by treatment with aqueous
ammonia.

SUMMARY

[0018] A general object of the present invention is to provide resource efficient methods and devices for phosphorous
recovery. Afurther object of the present invention is to provide a method for recovering phosphorus without contamination
with metals. Another object of the present invention is to provide recovered phosphorous ions in a form that easily can
be utilized for fertilizing purposes.

[0019] The above objects are achieved by methods and devices according to the enclosed patent claims. In general
words, phosphorous ions are extracted from solutions by adsorbing phosphorous ions in a scavenger having affinity for
phosphate ions and by releasing the phosphorous ions into an eluate during regeneration of the scavenger. The regen-
eration is performed by ammonia. Phosphate anions are precipitated in form of tri-ammonium phosphate upon introduction
of excess amounts of ammonia. The ammonia remaining in solution after the precipitation of tri-ammonium phosphate
is reused for regenerating the scavenger.

[0020] The invention provides for extraction of phosphorus from process streams in form of high quality products such
as NP containing fertilizers in an environmentally friendly and cost effective way. According to the invention, phosphorus
can be recovered as a concentrated, water-soluble, inorganic product of a high quality, i.e. high phosphorus availability
to plants/animals, minor heavy metal contamination and balanced nutrient composition. The invention is also applicable
for the extraction of dissolved phosphorus from minerals and industrial effluents. Another advantage of the present
invention is that it enables to reuse the ammonia remaining in solution after the precipitation of tri-ammonium phosphate
without further need for treatment such as ammonia stripping.

BRIEF DESCRIPTION OF THE DRAWINGS

[0021] The invention, together with further objects and advantages thereof, may best be understood by making refer-
ence to the following description taken together with the accompanying drawings, in which:

FIG. 1 is a schematic illustration of main parts of an embodiment of an ion exchange arrangement;

FIG. 2 is a flow diagram of main steps of an embodiment of an ion exchange process;

FIG. 3 is a is a schematic illustration of main parts of another embodiment of an ion exchange arrangement;

FIG. 4 is a flow diagram of main steps of another embodiment of an ion exchange process;

FIG. 5 is a schematic block diagram of an embodiment of a general ion exchange arrangement;

FIG. 6 is a flow diagram of main steps of an embodiment of a method according to the present invention; and
FIG. 7 is a schematicillustration of main parts of an embodiment of a precipitation arrangement used in an embodiment
of the present invention.

DETAILED DESCRIPTION
[0022] In order to properly understand the advantages of the present invention, the present disclosure will start with
a brief introduction into some ion exchange principles.

[0023] Some often used terminology in the present disclosure is to be interpreted as follows:

Backwash - The upward flows of water or solution through an ion exchange bed to remove foreign material, reclassify
the bed, and reduce compaction of the bed.

Scavenger - material having affinity for solute species, e.g. material adsorbing ions, by ion association or solvation
mechanisms. The term comprises different kinds of ion exchange resins as well as extractants contained in solvents.

lon exchange resin -ion exchange material used in an ion exchange process, traditionally in an ion exchange column.

Solvent - A liquid phase, typically organic, which preferentially dissolves extractable solute species from an aqueous
solution.
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Extractant - An active component, typically organic, of a solvent enabling extraction.
Diluent - A liquid, typically organic, in which an extractant and a modifier are dissolved to form a solvent.

Modifier - A substance added to a solvent to increase the solubility of the extractant, salts of the extractant, or ion
species derived from extraction or stripping. Also added to suppress emulsion formation.

Solvent extraction (liquid liquid extraction) - The separation of one or more solutes from a mixture by mass transfer
between immiscible phases in which at least one phase typically is an organic liquid.

Eluate - The solution resulting from an elution process during regeneration, as a result of removal of ions from an
ion scavenger.

Exhaustion -When the scavengerisfully loaded with the ions, removed from the liquid being processed, the scavenger
is said to be exhausted.

Partially ionized scavengers - Scavengers having weak acid or weak base functionality.

Regeneration - The displacement from the scavenger of the ions removed from the process solution to make the
scavenger ready for a service cycle.

Elution - The process of removal of ions from an ion scavenger by a regeneration solution forming an eluate.
Comprises "stripping" in the case of loaded solvents.

Stripping - Elution from a loaded solvent.

Regeneration solution - The solution used to displace the ions, removed from the process solution, from the scav-
enger.

Scrubbing - The selective removal of impurities from a loaded solvent prior to stripping.

Rinse - The passage of solution (water) through an ion exchange resin bed to flush out the regeneration solution.
Servile cycle (run) - The step at which ions are removed from the feed liquid by ion exchange.

Feed solution - The liquid being processed by the ion exchange bed.

Raffinate - An aqueous phase from which a solute has been removed by extraction.

Ammonia stripping- The removal of ammonia from an aqueous solution.

[0024] lon exchange as defined in the presentinvention covers both solid ion exchange as well as liquid ion exchange
classified as solvent or liquid liquid extraction. The principles of solid and liquid ion exchange are briefly introduced below.
[0025] Solid ion exchange is a reversible reaction wherein an ion in a solution is exchanged with a similarly charged
ion attached to an immobile solid particle. Solid ion exchange materials are either naturally occurring inorganic minerals
e.g. zeolites or synthetically produced organic resins. Synthetic organic resins are predominantly used today due to
superior characteristics such as high capacity and high chemical stability. Synthetic organic ion exchange resins are
composed of high-molecular-weight polyelectrolytes having positive or negative functional groups that can exchange
ions from the surrounding medium. A hydrocarbon polymeric network is commonly used e.g. styrene-divinylbenzene,
acrylic divinylbenzene, etc.

[0026] lon exchangeresins are classified as cation exchangers, which exchange positively ions, and anion exchangers,
which exchange negatively charged ions. Both anion and cation resins are produced from the same basic organic
polymers. The functional group attached to these polymers determines the chemical behavior of the resin. Resins can
be broadly classified as strong or weak acid cation exchangers or strong or weak base anion exchangers.

[0027] Strong acid cation and strong base anion exchangers are highly ionized. The exchangeable ion is readily
available for exchange over a wide pH range i.e. the exchange capacity of strong acid and base resins is almost
independent of solution pH. An example of a strong acid functional group is sulfonic acid and quaternary amine of a
strong base functional group.
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[0028] In contrary, the dissociation of weak acid and base resins is strongly influenced by the solution pH. A typical
weak acid resin has a limited capacity below pH of 6 and weak base resins have a limited capacity above pH 8. An
example of a weak acid functional group is carboxylic acid and examples of weak base functional groups are primary,
secondary and tertiary amines.

[0029] A typical solid ion exchange arrangement 10 is illustrated in Fig. 1. A column 12 comprises ion exchange resin
14. Most industrial applications of ion exchange use fixed-bed column system as containers for the ion exchange resin
14 due to its simplicity and low cost. However, other containers for containing the ion exchange resin 14 are also possible.
The column design must contain the ion exchange resin 14 and has typically arrangements 11 for supporting the resin
bed. There are furthermore arrangements 15 for uniformly distributing the main and regeneration flow through the resin
bed and provide space to fluidize the resin during backwash. The majority of ion exchange installations are based on
cylindrical steel vessels but reinforced concrete, glass and plastics are also used.

[0030] In the illustrated embodiment, the ion exchange arrangement 10 comprises a feed inlet 16 for the feed solution
20. The feed inlet 16 is controlled by a valve arrangement 18. Before an ion exchange operation, the feed solution 20
is usually pretreated by filtration in a filter arrangement 19 to remove suspended solids as well as different dissolved
components in order to increase resin life time. A feed outlet 22 is provided to collect the solution 26 being treated in
the column 12 for transporting to storage and/or managing of the treated solution 26. The flow is controlled by a valve
arrangement 24,

[0031] During regeneration, the column 12 is in many cases backwashed or drained, by feeding a washing liquid 40
through a wash inlet 44 controlled by a valve 42, and extract the washing liquid 49 through an outlet 46 controlled by a
valve 48. After being washed, the actual regeneration takes place. A regeneration solution 30 is provided to the column
12 through a regeneration inlet 28 controlled by a valve arrangement 32. The ions removed from the feed solution are
displaced in to the regeneration solution to form an eluate 36. The eluate 36 is collected through a regeneration outlet
34 controlled by a valve arrangement 38, for further processing and/or storing.

[0032] Atypical general ion exchange procedure by use of a solid ion exchange resin is illustrated by the flow diagram
of Fig. 2. The process starts in step 200. Step 210 is a processing step, where ions in a feed solution are exchanged to
ions available at the ion exchange resin. Step 210 consists in the described example of two substeps. In step 212, a
feed solution is provided. This step may involve any pre-treatment of the feed solution, e.g. dissolving of ions, filtration
etc. In step 214, the actual exposure of the ion exchange resin for the feed solution takes place. The resulting effluent
solution is managed in step 220. Example of such managing can be storage, further processing, distribution etc. of the
effluent.

[0033] After the feed solution has been processed through the resin to the extent that the resin becomes exhausted
and cannot accomplish any further ion exchange, the resin must be regenerated. This takes place in the regeneration
step 230. In the present example, the regeneration step 230 in turn employs a number of part steps. In step 232, the
column is backwashed with a solution to remove suspended solids collected by the bed during the service cycle and to
eliminate channels that may have been formed during this cycle. In step 234, the resin bed is brought into contact with
the regeneration solution, normally an acid for cation exchange and a base for anion exchange. In step 236, the resin
bed is rinsed to remove the regeneration solution. The eluate resulting from the regeneration step 230 is managed in
step 240. Such management can comprise storage, further processing, distribution etc.

[0034] The column is then returned to service again, i.e. feed solution is once more processed through the column.
This is illustrated by the arrow 250. The procedure ends in step 299.

[0035] Itis clear that various engineering techniques and equipment suitable for performing solid ion exchange oper-
ation can be used to perform the above described recovery process according to the principles of the invention. Some
examples of possible technological schemes of solid ion exchange include but are not limited to packed (fixed) bed,
fluidized bed, expended bed, co-current regeneration, counter-current regeneration, continuous operation such as mov-
ing bed, simulated moving bed by multi column technology, consecutive columns (cascade), etc.

[0036] Liquid ion exchange involves selective transfer of solute between two immiscible phases, typically an aqueous
phase and an organic phase containing a liquid ion exchange material. The two immiscible phases are first thoroughly
mixed in order to facilitate the transfer of solute and then separated. Similar to solid ion exchange, the functionality of
liquid ion exchange materials, i.e. liquid ion scavengers, can be divided into strong and weak acid or base material.
Weak base liquid extractants are usually primary, secondary or tertiary amines. These extractants have a low water
solubility and good miscibility with low-cost solvents. The rate of exchange in liquid ion exchange systems is extremely
high. The process is ideally suited to continuous counter current operations adaptable to a variety of engineering tech-
niques and equipment.

[0037] Phosphate scavenger material can be of many types, both organic and non-organic. Presently, organic materials
are preferably used for absorbing phosphate from solutions by ion association or solvation mechanisms. Examples are
alcohols and tri-butyl-phosphate, which are non-weak base scavengers possible to use. Examples of weak base scav-
engers are amines, styrene-divinylbenzene with amine functionality, and acrylic divinylbenzene with amine functionality.
[0038] Concerning the use of extractants for ion exchange, usually weak base organic amines are selected having a
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nitrogen atom attached to a large organic molecule usually containing more than seven aliphatic or aromatic carbon
atoms. The organic amines are highly soluble in organic solvents (diluents) and almost insoluble in water. In contact
with an acid containing solution, the amine base reacts with the acid to form a protonated positive charge which associates
with the anion of the acid.

[0039] In addition, organic amines extract more acid than the stoichiometric ratio of acid per functional group through
solvation of neutral acid species. High concentration of amines in inert diluents can polymerize to form a third, non-
wanted, separate phase. However, the formation can be avoided by adding a modifier, usually another strong Lewis
base (e.g. octanol, iso-dodecanol, tri butyl phosphate, etc.) to the diluent.

[0040] Thus, use of amine extractants for acid extraction is more efficient than conventional solvent extraction, which
is based on solvation of the acid only. The distribution coefficients involved in liquid ion exchange are higher than those
encountered in conventional solvent extraction, which means that the number of stages necessary for achieving the
same degree of extraction is usually less. Furthermore, the acid loading of amine extractants in inert diluents (with
suitable modifier) is usually higher than that of pure other acid extractants such as tri butyl phosphate. Thus, amine
extractants are suitable for extraction of phosphate from highly concentrated as well as from highly dilute phosphoric
acid streams. In addition, amine extractants are selective towards anions and do not bind positively charged metals,
which means that metal contaminants are separated from the extracted acid by remaining in the aqueous solution.
[0041] In order to recover phosphate ions, a liquid / liquid extraction process can be utilized, where a feed aqueous
solution containing phosphate ions is exposed to an organic phase. The phosphate ions are thereby extracted into the
organic phase.

[0042] It is found, as discussed also below, that weak base liquid ion exchange is of particular advantage enabling
the removal of phosphate anions from dilute aqueous solution by ion association. The phosphate anions are thereafter
stripped with an ammonia containing solution whereby phosphate is transferred from the organic phase to the aqueous
phase through a reaction including charge neutralization.

[0043] Using the principles described above, an aqueous solution with high concentrations of ammonium phosphate
can be obtained.

[0044] A typical liquid ion exchange arrangement 10 is illustrated in Fig. 3. Parts that are similar in functionality
compared to Fig. 1 are not necessarily described again. An extraction unit 17 comprises a mixing volume 27, where
feed solution 20 and a liquid ion scavenger 29 are mixed. The mutually immiscible phases are entered in different parts
of the extraction unit 17. In the present embodiment regenerated scavenger 25 is entered at the bottom and the feed
solution 20 is entered at the top. The phases are thoroughly mixed and ions, in this particular application phosphate
ions, are bound to the scavenger 29. A feed outlet 22 is provided to collect the solution 26 being treated in the extraction
unit 17 for transporting to storage and/or managing of the treated solution 26. The fully or partly exhausted scavenger
23 is extracted from the top of the extraction unit 17 for further regeneration.

[0045] Regeneration, also denoted as stripping in the case of liquid scavengers, takes place in a stripping unit 21.
Also here, two immiscible phases, in this case the at least partially exhausted scavenger 23 and a regeneration solution
30, are mixed in a mixing volume 27. The ions, originally removed from the feed solution, are now displaced in to the
regeneration solution to form an eluate 36. The eluate 36 is collected through a regeneration outlet 34 controlled by a
valve arrangement 38, for further processing and/or storing. The regenerated scavenger 25 is extracted from the top of
the stripping unit 17 for further use in the extraction procedure.

[0046] A typical general ion exchange procedure by use of a liquid scavenger is illustrated by the flow diagram of Fig.
4. Process steps that are in common with the process illustrated in Fig. 2 are not described again. The processing step
210 consists in this described example of three substeps. Step 212 is similar as in Fig. 2. In step 215, the actual exposure
of the scavenger for the feed solution takes place, and in step 217, the scavenger and the effluent are separated.
[0047] In the regeneration step 230, in part step 233, scavenger, partly or fully exhausted, is provided to the stripping
unit, and step 234 follows. After regeneration, eluate and regenerated scavenger are separated in step 237.

[0048] In order to recover phosphate ions, an ion exchange process, solid or liquid, can be utilized, where a feed
solution containing phosphate ions is exposed to an ion exchange scavenger. The phosphate ions are thereby absorbed
into the ion exchange scavenger. When the scavenger is exhausted, i.e. fully loaded with the phosphate ions, the ion
exchange scavenger is treated by a regeneration solution. The phosphate ions are thereby eluted into an eluate and
the eluate is managed.

[0049] Itisfound that a weak base ion exchange process presents particular advantages. A principle behind the above
advantages is to remove phosphate and accompanying anions from feed solutions using a weak base anion exchange
scavenger. The ion exchange scavengeris a partially ionized ion exchange scavenger, which means that the ion exchange
process within the scavenger is based on a charge neutralization reaction.

[R] + H3PO,4 — [R-H*H,PO, M

[0050] Contrary to ion exchange reactions ([R*]JA- + B- & [R*]B- + A°), these reactions are not controlled by an
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equilibrium and the sorption continues essentially to completion.

[0051] The scavenger is thereafter regenerated with ammonia-comprising regeneration solution, thus forming a phos-
phate containing eluate. The regeneration solution has a basic pH for driving the charge neutralization reaction as
following:

[R-H*JH,PO,~ + NH,OH —> [R] + NH,H,PO, + H,0 @)

[0052] Also this reaction is not controlled by equilibrium and continues essentially to completion.

[0053] These measures provide an eluate which has a high potential for use in connection with ion concentration
procedures. Also, the eluate can be used as a fertilizer. The eluate has already an inherent attractive plant-nutrient
composition with low heavy metal content. In addition, ammonia is a cheap chemical, and it finally directly becomes a
part of a fertilizer product thus increasing the value of the fertilizer product.

[0054] The presentinvention prefers the use of weak base scavengers where the exchanged ions in the eluate do not
back-adsorb onto the scavenger. Prior art strong base resins typically reduce the regeneration capacity since the re-
generation procedure is based on ion exchange equilibriums, which can not be easily adjusted by adding additives to
the regeneration solution.

[0055] The regeneration of weak base scavengers is conducted by a charge neutralization reaction and not an ion
exchange reaction. The capacity of the scavenger is pH depended. The pH can easily be chemically adjusted so that
the scavenger can loose its charge and thus release the adsorbed ions. In that way electrostatic back-adsorption of ions
onto the scavenger is very limited.

[0056] Furthermore, this also opens up for reusing an earlier recovered eluate in a further regeneration cycle in an
efficient way. It is however required that the pH of the earlier recovered eluate is adjusted.

[0057] Here below, an embodiment of an ion exchange process for recovering phosphorus from ash of incinerated
sewage sludge is described in details. However, the present invention is not limited to recoverage of phosphate from
incinerated sewage sludge, but is applicable on many different systems providing phosphate ions. A similar process
with minor modifications can be used e.g. for extracting phosphorus from minerals, P rich mine tailings, other ashes
such as incinerated animal by products, P rich streams within sewage treatment works, industrial effluents, etc.
[0058] A solution is prepared by dissolving ash of incinerated sewage sludge in acid in a dissolver arrangement. The
preferred acid is sulfuric acid due to its low cost and that it is supplied in concentrated form. An optimum concentration
of sulfuric acid during ash dissolution was found to be about 52 g H,SO, liter-1. Higher concentrations result in reduced
efficiency of phosphorus dissolution mainly due to dissolution of additional metal oxides and formation of gypsum around
ash aggregates and lower concentration results in reduced efficiency of phosphorus dissolution. The preferred way of
dissolving ash in acid is to first mix the ash with water to obtain a solid/liquid ratio of about 1:6 and then maintain a low
pH (pH < 2) by continuously adding concentrated sulfuric acid in a controlled manner. The reaction time in the present
embodiments for phosphate dissolution was between 30 - 120 min, at room temperature. The required pH level during
dissolution is a function of the ash composition and is specific for each ash. A phosphate anion concentration of about
0.75 eq liter'! and a sulfate anion concentration of about 0.45 eq liter! were obtained. Among the cations, aluminum
and H* dominated, with minor contributions of Na2*, Mg2*, K* Ca2* and Fe3*. The insoluble part of the ash, mainly
silicates, non-dissolved metal oxides and gypsum, was removed by sedimentation, filtration or centrifugation.

[0059] In alternative embodiments, the leachate is prepared by dissolving other phosphorous comprising materials.
Non-exclusive examples of such materials are, besides the above described ash of incinerated sewage sludge, e.g. ash
of incinerated animal by-products, mine tailings, industrial sludge, and ores.

[0060] The phosphorus containing leachate was thereafter treated in a fixed-bed ion exchange setup, of which the
anion removing part is arranged according to the present invention.

[0061] The solution obtained by the process described above was passed through an ion exchange arrangement. The
solution is passed through a column comprising strong acid cation exchange resin, e.g. Dowex Marathon C from Dow
or other equivalents, exchanging metal cations with protons. The effluent from the strong acid cation exchange unit
consists of a mixture of phosphoric and sulfuric acid. A sulfur/phosphorus ratio of about 1 was obtained for the used
sewage sludge incinerator ash (from Mora, Sweden). In general, the sulfur/phosphorus ratio should preferably be lower
than five, i.e. at least 17% phosphate ions. If higher ratios are obtained the sulfate content should be reduced by
precipitating sulfate with calcium at a low pH level, to prevent phosphate precipitation.

[0062] The strong cation exchange resin was regenerated with hydrochloric or sulfuric acid. The regeneration level is
about 40 g H,SO, or HCI per liter. The obtained eluate consists of mainly aluminum or iron cations associated with
sulfate or chloride anions. Heavy metals are separated from the eluate by precipitation as metal sulfides. If the eluate
consists of mainly aluminum sulfate or aluminum chloride, then sodium sulfide or hydrogen sulfide is added to an eluate
storage. Heavy metals precipitate as sulfides, while aluminum remains in solution. In case the eluate consists of mainly
iron sulfate or iron chloride the heavy metals are separated from the main part of the iron during elution and the eluate
is split into two fractions. Heavy metals are then precipitated as sulfides from one eluate fraction. After removal of heavy
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metal precipitates by filtration/centrifugation in a filtration unit, the processed eluate can be used as a phosphorus
precipitation reagent in sewage works and the heavy metals are disposed.

[0063] The entire strong acid cation exchange arrangement can be seen as a pre-treatment for providing a phosphate
containing feed solution to a weak base anion exchange process.

[0064] The effluent from the strong acid cation exchange unit, which consists of a mixture of phosphoric and sulfuric
acid, is thus according to the present invention entered into a weak base anion exchange arrangement as feed solution.
The weak base anion exchange resin in the column is in the present embodiment in a free base form e.g. Purolite A
835 from Purolite or other equivalents, adsorbing phosphate and sulfate as mainly monovalent anions.

[0065] The effluent from the weak base anion exchange resin is deionized water and can be managed by reusing it
in the process.

[0066] The weak base anion exchange resin is regenerated with ammonia, preferably agueous ammonia, forming an
eluate, which consist of a mixture of ammonium phosphate and ammonium sulfate. The composition of such eluate as
obtained for the ash from Mora, Sweden is as follows: N:P:S 15:18:16 as % of dry weight.

[0067] Theeluateis managed by amanagement arrangement. As described later in the presentdisclosure, phosphorus
is precipitated as solid tri-ammonium phosphate and extracted from the solution. At least a part of the remaining eluate
solution is provided through a recycling connection as regeneration solution for a subsequent regeneration.

[0068] The remaining dissolved sulfate after the separation of phosphate can be recovered by pressurizing ammonia
into the solution. It is known that the solubility of ammonium sulfate decrease from 700 g kg-! in water to 115 g kg! in
concentrated aqueous ammonia (29wt %). At 50 psiammonia the solubility further decreases to 39 g kg-1. After separation
of ammonium sulfate crystals the remaining ammonia can be reused in the process.

[0069] The process control, in the method according to the invention, is simple, since the process is a deionization
process and can be controlled by measuring conductivity. Mass balance calculations show that the required amount of
chemicals per ton of ash, in the method according to the invention, is less then that required e.g. according to WO
00/50343. The costs of chemicals per ton of ash are also lower. Further, in the method according to the invention, there
is a cost return for the ammonia used for regenerating the resin as it is a fertilizer ingredient and increase the value of
the fertilizer product. The method according to the invention is a deionization process forming deionized water as an
effluent. The water is also reused within the process.

[0070] Below, a process for recovering phosphorus from apatite minerals is described in details.

[0071] Apatite concentrate obtained by the beneficiation of mined phosphate rock is subjected to digestion with sulfuric
acid according to known methods. Preferred process schemes include the hemi-hydrate re-crystallization process and
the hemi-dihydrate process.

[0072] In the hemi-hydrate re-crystallization process, or hemi-dihydrate single stage filtration process, the first reactor
operates under conditions in which gypsum precipitates as hemi-hydrate. The succeeding reactors operate under con-
ditions favoring the re-hydration of hemi-hydrate gypsum to di-hydrate gypsum. After re-hydration, or re-crystallization,
gypsum and acid are separated and the gypsum is thoroughly washed. Filtered phosphoric acid and gypsum wash water
can be blended providing a dilute phosphoric acid feed to an ion exchange method described above.

[0073] Alternatively, the hemi-dihydrate process can be applied, and a concentrated phosphoric acid, which does not
require concentration by water evaporation, can be directly produced. In this process, the reaction takes place under
conditions in which the gypsum precipitates as the hemi-hydrate. The hemi-hydrate gypsum and the product acid are
separated by filtration before re-crystallization to di-hydrate gypsum. The hemi-hydrate gypsum is thereafter re-crystal-
lized to the di-hydrate form and is filtered and thoroughly washed. The solution from the filtration and washing of the di-
hydrate gypsum is provided as a feed to the ion exchange method described above.

[0074] Hemi-hydrate processesrelease mostof the fluoride originating from the apatite during the digestion and fluorine
is trapped using existing methods.

[0075] The acid digestion and gypsum treatment described above can be seen as a pretreatment providing a dilute
phosphoric acid feed e.g. to a liquid / liquid extraction process.

[0076] If a liquid / liquid extraction is applied using organic extractants, weak base ion exchangers such as tertiary
amines e.g. Alamine 336 manufactured by Henkel can be used. A possible diluent is kerosene and a possible modifier
is isodecanol. The concentrations of extractant, diluent and modifier are chosen according to the characteristics of the
feed phosphoric acid and the extraction system. For high phosphoric acid concentrations up to 50 percent of the volume
can be Alamine 336 and 25 percent of the volume isodecanol.

[0077] Concerning the dilute phosphoric acid, the acid is fed to a liquid / liquid extraction process characterized by the
above described organic phase. Upon mixing the aqueous phosphoric acid with the organic phase, phosphoric acid is
transferred from the aqueous into the organic phase.

[0078] Removal of phosphoric acid from the aqueous phase through the weak base ion exchange increases the pH
and results in precipitation of metal impurities.

[0079] The aqueous and organic phases are thereafter separated.

[0080] The raffinate, which is depleted in phosphate, is further treated to remove metal precipitates. It can then be
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used for apatite dissolution or gypsum washing.

[0081] The organic phase which is loaded with phosphorus is optionally scrubbed to remove co-extracted impurities
and is thereafter stripped with an ammonia containing solution.

[0082] The strip solution used to remove phosphate from the organic phase is preferably aqueous ammonia having
a concentration of between 5 and 25 weight percent ammonia. The solution is preferably made by dissolving gaseous
ammonia in water.

[0083] When the P loaded organic phase is mixed with the strip solution, phosphate is removed from the extractant
and mainly mono ammonium dihydrogen phosphate is formed. The neutralization between ammonia and acid is an
exothermic reaction which results in heat production. However, the use of dilute agueous ammonia enables the transfer
of phosphate from the organic phase to the aqueous phase at temperatures below boiling point of the solvent. In general,
the pH of the resulting agueous phase containing mainly mono ammonium phosphate should be controlled to be below
7. The N/P mol ratio, the organic/aqueous volume ratio, ammonia concentration, temperature, etc. can be controlled
and optimized in order to obtain a concentrated aqueous phosphorus solution without formation of precipitates, which
enable an easy, continuous operation of the stripping procedure.

[0084] During stripping, two phases are formed: a phosphorus depleted organic phase and a phosphate containing
aqueous phase. The two phases are separated.

[0085] The stripped organic phase is continuously recycled in order to extract phosphoric acid from a feed solution.
[0086] The ammonium phosphate containing aqueous phase is further processed. During the following processing,
ammonia, preferably in gaseous or aqueous form, is added to the aqueous solution whereby mainly tri-ammonium
phosphate is formed. As the solubility of tri-ammonium phosphate decreases rapidly in an excess of ammonia, tri-
ammonium phosphate crystals are precipitated. The precipitation of tri-ammonium phosphate is selective and pure
phosphate salts are formed. The precipitate is separated from the solution by means of filtration, sedimentation, centrif-
ugation, etc.

[0087] The remaining aqueous solution after removal of tri-ammonium phosphate has a high content of ammonia. If
necessary, the solution is treated for removal of impurities. The treated solution is then recycled to strip more phosphate
from the loaded organic phase.

[0088] Tri-ammonium phosphate precipitate can be easily converted into a high quality product with a minimum of
processing. The compound can be stabilized by drying, stabilized by addition of an acid or decomposed in a hot solution
and the released ammonia can be reused. Stable pure di-ammonium phosphate and/or mono-ammonium phosphate
are thereby produced.

[0089] From the two examples above, it is clear that both solid and liquid ion exchange can be used according to the
principles of the invention for a number of applications. The present invention is not limited to the examples outlined in
this disclosure, but is applicable to many different systems containing phosphate ions. Similar processes with minor
modifications can be used e.g. for extracting phosphorus from minerals, P containing mine tailings, iron ores, ashes
from incinerated animal by products, P containing streams within sewage treatment works, industrial effluents, etc.
[0090] A general illustration is shown in Fig. 5. A raw material 52 is provided into a digestion unit 60. A dissolving
liquid, e.g. an acid 58 is provided in order to provide a feed solution 20 to the ion exchange arrangement 10. This
arrangement can make use of either solid or liquid ion exchange. The ion exchange arrangement 10 returns effluents
26, which typically are managed in an effluent manager 56, and parts 54 of the effluent, e.g. the water content can be
reused in the digestion process again. The ion exchange arrangement 10 outputs an eluate 36 which is managed in a
management arrangement 69. As described further below, tri-ammonium phosphate crystals are provided via an output
means 91, whereas at least a part of the remaining eluate 89 is recycled and used as regeneration solution 30, together
with additional fresh regeneration solution 31.

[0091] One important limitation of using prior art phosphorous ion exchange technology based on ion exchange is
that the solution recovered during regeneration still has relatively low concentration far below the solubility product. Many
approaches for increasing the concentration of general ion exchange eluates are available in prior art. The eluates from
the weak base anion exchange scavengers may preferably be concentrated. Such ion concentration can be performed
by any prior art technologies compatible with weak base anion exchange resins.

[0092] Using the principles described above, a solution of high concentration of phosphorous ion can be provided. In
the present invention, the eluate from the ion exchange process is further processed. In this processing, ammonia is
used as a pH regulator reagent. Ammonia is added in excess to eluate fractions consisting of ammonium phosphate
containing solution.

[0093] Itis known that the solubility of ammonium phosphate decreases with increasing ammonia concentration. The
solubility decreases from 4.35 mol 1-1 as di-ammonium-hydrogen phosphate to 0.2 mol 1-1 as tri-ammonium phosphate
atan increase of the concentration of ammonia to 4.5 mol 11 (NH3 + NH4OH). The solubility of tri-ammonium phosphate
further decreased to 0.05 mol I'" at an aqueous ammonia concentration of 10.5 mol N 11 (NH3 + NH,OH). The decrease
in the solubility of tri-ammonium phosphate enables to precipitate phosphorus at an efficiency of up to 99%.

[0094] The solubility of tri-ammonium phosphate thus decreases rapidly in an excess of ammonia and tri-ammonium
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phosphate crystals are formed. The precipitate can easily be separated from the liquid phase. Tri-ammonium phosphate
can be easily converted into a high quality fertilizer with a minimum of processing. Tri-ammonium phosphate can be
stabilized by addition of an acid e.g. sulfuric acid converting tri-ammonium phosphate into di-ammonium hydrogen
phosphate and ammonium sulfate. Alternatively, tri-ammonium phosphate can be stabilized by drying and the released
ammonia can be reused.

[0095] The precipitation of phosphorus as tri-ammonium phosphate is particularly useful in combination with earlier
described ion exchange to extract phosphorus from process streams. Phosphorus is removed from the process solution
using a weak base ion exchange scavenger followed by recovery of phosphorus as concentrated ammonium phosphate
solution during regeneration with ammonia. Tri-ammonium phosphate is then precipitated from the eluate by further
addition of ammonia.

[0096] According to the present invention, the ammonia remaining in solution after precipitation is reused for regen-
erating the scavenger. The application of precipitating tri-ammonium phosphate in an excess of ammonia to an eluate
from the earlier described ion exchange process gives a very distinct synergetic advantage. The inherent property of
the precipitation process of producing ammonium-containing liquors is turned into an advantage by recycling the ammonia
back into the regeneration process of the scavenger.

[0097] As a conclusion, an increase of the ammonia concentration causes a drastic lowering of the solubility of tri-
ammonium phosphate, whereby tri-ammonium phosphate can be precipitated and the remaining solution can be re-
utilized as regeneration solution. In Fig. 6, main steps of an embodiment of a method according to this aspect of the
present invention are illustrated. The method for ion exchange recovery of phosphorous starts in step 201. Step 210 is
as described further above a processing step, where ions in a feed solution are exchanged to ions available at the
scavenger. In step 230, the scavenger is regenerated by a regeneration solution having a basic pH. The phosphate ions
are thereby eluated into an eluate by a charge neutralization reaction. In step 260, ammonia is added to the eluate,
which comprises the phosphorous ions, to exceed a solubility concentration of tri-ammonium phosphate. In step 262,
tri-ammonium phosphate crystals are precipitating, and in step 264 the precipitated tri-ammonium phosphate is extracted
from the solution. Finally in step 266, at least a part of remaining eluate solution is recycled after precipitation as the
regeneration solution for a subsequent regenerating step. The procedure ends in step 298.

[0098] From the previous disclosure, it is understood that a preferred embodiment is based on the extraordinary
cooperation of the different part aspects of the present invention. The extraction of phosphorous by means of a weak
base ion exchange resin, regenerated by solutions comprising ammonia, can easily be further improved by applying
concentration procedures. Moreover, since ammonia already is used in the ion exchange procedure, the precipitation
of the phosphate as tri-ammonium phosphate becomes very appropriate indeed, since the end product is a valuable
fertilizer and the remaining solution can be re-entered into the ion exchange procedure or precipitation process again.
The total concept will thus produce a valuable end product with very low need for managing rest products. Such a total
concept then gains important synergetic effects.

[0099] In Fig 7, an arrangement 92 for precipitation of phosphate ions in forms of phosphate containing substances
from an eluate 36 is illustrated. The arrangement 92 is also arranged for extracting the precipitated substances. This
arrangement 92 is by advantage the entire or a part of the managing means 69 of Fig. 5, as indicated by the broken box
69. The arrangement 92 comprises input means 93 for receiving the eluate 36 containing phosphate ions. The input
means 93 is connected to a tank 94, where the eluate is collected. An ammonia supply 95 is connected to the tank 94
by a valve arrangement 96. The ammonia supply 95 and the valve arrangement 96 thereby constitute a means for adding
ammonium ions to the solution in the tank 94. The amount of added ammonia exceeds a solubility concentration of tri-
ammonium phosphate, whereby tri-ammonium phosphate crystals are formed in the solution. The solution is flown
through a filter 97 removing the tri-ammonium phosphate crystals from the solution and provides solid tri-ammonium
phosphate via an output means 91. Also other designs of adders arranged for adding ammonium ions and removers
arranged to remove the tri-ammoriium phosphate crystals from the solution are feasible. One alternative remover ar-
rangement is to use a sediment chamber where the tri-ammonium phosphate is allowed to sediment, either only by
gravity or enhanced by centrifugal forces. The remaining ammonia solution is stored in an ammonia storage 98 for further
use according to the ideas presented above. To that end, at least a part of the remaining eluate solution 88 is provided
as regeneration solution through a recycling arrangement 89 comprising a solution recycling connection.

[0100] The embodiments described above are to be understood as a few illustrative examples of the present invention.
It will be understood by those skilled in the art that various modifications, combinations and changes may be made to
the embodiments without departing from the scope of the present invention. In particular, different part solutions in the
different embodiments can be combined in other configurations, where technically possible. The scope of the present
invention is, however, defined by the appended claims.
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Claims

1. Method for recovery of phosphorous, comprising the steps of:

providing (212) a feed solution (20) containing phosphate ions;

exposing (214; 215) a scavenger having affinity for phosphate ions for said feed solution (21), whereby said
phosphate ions are absorbed into said scavenger; and

regenerating (230) said scavenger by exposing said scavenger to aregeneration solution (30), said regeneration
solution (30) having a basic pH, whereby said phosphate ions are eluated into an eluate (36) formed from said
regeneration solution,

characterized by the further steps of:

adding (260) ammonium ions to said eluate (36) to exceed a solubility concentration of tri-ammonium phosphate;
precipitating (262) tri-ammonium phosphate crystals from said eluate (36);

extracting (264) said tri-ammonium phosphate crystals from said eluate (36); and

recycling (266) at least a part of remaining eluate solution (89) after precipitation as said regeneration solution
(30) for a subsequent regenerating step.

2. Method according to claim 1, characterized in that said scavenger is an ion exchange scavenger.

3. Method according to claim 2, characterized in that said ion exchange scavenger is a partially ionized weak base
anion exchange scavenger, whereby said step of regenerating comprises a charge neutralization reaction..

4. Method according to claim 3, characterized in that said weak base anion exchange scavenger comprises at least
one of primary, secondary and tertiary amines as a weak base functionality substance.

5. Method according to any of the claims 2 to 4, characterized in that said ion exchange scavenger is a solid ion
exchange resin (14).

6. Method according to any of the claims 2 to 4, characterized in that said ion exchange scavenger is a liquid ion
exchange extractant (29).

7. Arrangement for recovery of phosphorous, comprising:

input means (16) for receiving a feed solution containing phosphate ions;

container (12; 17) containing a scavenger (14; 29) having affinity for phosphate ions, connected to said input
means (16); and

regeneration arrangement (21; 28, 32, 38) being arranged for regenerating said scavenger by exposing said
scavenger to a regeneration solution (30), said regeneration solution (30) having a basic pH, and having an
output (34) for a phosphate ion eluate formed from said regeneration solution,

characterized by

an arrangement (92) for precipitating phosphate containing substances from said eluate and extracting said
precipitated substances;

said arrangement (92) comprises means for addition (95, 96) of ammonium ions to exceed the solubility con-
centration of tri-ammonium phosphate, whereby of tri-ammonium phosphate crystals are formed; and

a recycling arrangement comprising a solution recycling connection to said regeneration arrangement (21; 28,
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32, 38) and arranged for recycling remaining solution (89) after precipitation as regeneration solution (30).

8. Arrangement according to claim 7, characterized in that said scavenger is an ion exchange scavenger.

9. Arrangement according to claim 8, characterized in that said ion exchange scavenger is a partially ionized weak
base anion exchange scavenger, whereby said regeneration arrangement (21; 28, 32, 38) comprises means for
performing a charge neutralization reaction.

10. Arrangement according to claim 9, characterized in that said weak base anion exchange scavenger comprises at
least one of primary, secondary and tertiary amines as a weak base functionality substance.

11. Arrangement according to any of the claims 8 to 10, characterized in that said ion exchange scavenger is a solid
ion exchange resin (14).

12. Arrangement according to any of the claims 8 to 10, characterized in that said ion exchange scavenger is a liquid
ion exchange extractant (29).

13. Arrangement according to claim 12, characterized in that said liquid ion exchange extractant comprises at least
one of primary, secondary and tertiary amines.

Patentanspriiche

1. Verfahren zur Riickgewinnung von Phosphor, die folgenden Schritte umfassend:

Bereitstellen (212) einer Einspeiselésung (20), die Phosphationen enthalt;
Aussetzen (214; 215) eines Scavengers mit Affinitat flir Phosphationen der Einspeiseldsung (21), wobei die
Phosphationen in den Scavenger absorbiert werden; und
Regenerieren (230) des Scavengers durch Aussetzen des Scavengers einer Regenerationslosung (30), wobei
die Regenerationslosung (30) einen basischen pH aufweist, wobei die Phosphationen in ein aus der Regene-
rationslosung gebildetes Eluat (36) eluiert werden,
gekennzeichnet durch die weiteren folgenden Schritte:
Hinzuflgen (260) von Ammoniumionen zum Eluat (36), um eine Ldslichkeitskonzentration von Triammo-
niumphosphat zu Ubersteigen;
Prazipitieren (262) von Triammoniumphosphatkristallen vom Eluat (36);
Extrahieren (264) der Triammoniumphosphatkristalle vom Eluat (36); und
Recyceln (266) von zumindest einem Teil der Ubrigen Eluatidsung (89) nach der Prazipitation als Regene-
rationslésung (30) fir einen nachfolgenden Regenerationsschritt.

2. Verfahren nach Anspruch 1, dadurch gekennzeichnet, dass der Scavenger ein lonenaustausch-Scavenger ist.

3. Verfahren nach Anspruch 2, dadurch gekennzeichnet, dass der lonenaustausch-Scavenger ein teilweise ioni-
sierter schwachbasischer Anionenaustausch-Scavenger ist, wobei der Schritt des Regenerierens eine Ladungs-
neutralisierungsreaktion umfasst.

4. Verfahren nach Anspruch 3, dadurch gekennzeichnet, dass der schwachbasische Anionenaustausch-Scavenger
mindestens eines von primaren, sekundaren und tertidren Aminen als Substanz mit schwacher Basenfunktionalitat
umfasst.

5. Verfahren nach einem der Anspriiche 2 bis 4, dadurch gekennzeichnet, dass der lonenaustausch-Scavenger ein
festes lonenaustauschharz (14) ist.

6. Verfahren nach einem der Anspriiche 2 bis 4, dadurch gekennzeichnet, dass der lonenaustausch-Scavenger ein
flissiges lonenaustauschextraktionsmittel (29) ist.

7. Anordnung zur Rickgewinnung von Phosphor, umfassend:
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Eingabemittel (16) zur Aufnahme einer Einspeiselésung, die Phosphationen enthalt;

Behalter (12; 17), der einen Scavenger (14; 29) mit Affinitat fir Phosphationen enthalt, mit dem Eingabemittel
(16) verbunden; und

Regenerationsanordnung (21; 28, 32, 38), die zur Regeneration des Scavengers durch Aussetzen des Sca-
vengers einer Regenerationslésung (30) angeordnet ist, wobei die Regenerationslésung (30) einen basischen
pH aufweist, und eine Ausgabe (34) fir ein aus der Regenerationslosung gebildetes Phosphationeluat aufweist,
gekennzeichnet durch

eine Anordnung (92) zum Prazipitieren von Phosphat enthaltenden Substanzen von dem Eluat und Extrahieren
der prazipitierten Substanzen;

die Anordnung (92) umfasst Mittel zum Hinzufiigen (95, 96) von Ammoniumionen zum Ubersteigen der Los-
lichkeitskonzentration von Triammoniumphosphat, wobei Triammoniumphosphatkristalle gebildet werden; und
eine Recycling-Anordnung, umfassend eine Losungsrecyclingsverbindung zur Regenerationsanordnung (21;
28, 32, 38) und zum Recyceln Ubriger Losung (89) als Regenerationslésung (30) nach dem Prazipitieren an-
geordnet.

Anordnung nach Anspruch 7, dadurch gekennzeichnet, dass der Scavenger ein lonenaustausch-Scavenger ist.

Anordnung nach Anspruch 8, dadurch gekennzeichnet, dass der lonenaustausch-Scavenger ein teilweise ioni-
sierter schwachbasischer Anionenaustausch-Scavenger ist, wobei die Regenerationsanordnung (21; 28, 32, 38)
Mittel zum Durchfiihren einer Ladungsneutralisierungsreaktion umfasst.

Anordnung nach Anspruch 9, dadurch gekennzeichnet, dass der schwachbasische Anionenaustausch-Scavenger
mindestens eines von primaren, sekundaren und tertidren Aminen als Substanz mit schwacher Basenfunktionalitat
umfasst.

Anordnung nach einem der Anspriiche 8 bis 10, dadurch gekennzeichnet, dass der lonenaustausch-Scavenger
ein festes lonenaustauschharz (14) ist.

Anordnung nach einem der Anspriiche 8 bis 10, dadurch gekennzeichnet, dass der lonenaustausch-Scavenger
ein flissiges lonenaustauschextraktionsmittel (29) ist.

Anordnung nach Anspruch 12, dadurch gekennzeichnet, dass das flissige lonenaustauschextraktionsmittel min-
destens eines von primaren, sekundaren und tertidren Aminen umfasst.

Revendications

1.

2,

3.

Procédé de récupération de phosphore, comprenant les étapes suivantes :

la fourniture (212) d’'une solution d’apport (20) contenant des ions phosphate ;

'exposition (214 ; 215) d’un épurateur ayant une affinité pour les ions phosphate pour ladite solution d’apport
(21), moyennant quoi lesdits ions phosphate sont absorbés dans ledit épurateur ; et

la régénération (230) dudit épurateur en exposant ledit épurateur a une solution de régénération (30), ladite
solution de régénération (30) ayant un pH basique,

moyennant quoi lesdits ions phosphate sont élués en un éluat (36) formé a partir de ladite solution de régéné-
ration,

caractérisé en outre par les étapes suivantes :

I'ajout (260) d’ions ammonium audit éluat (36) pour dépasser une concentration de solubilité de phosphate
de triammonium ;

la précipitation (262) de cristaux de phosphate de triammonium a partir dudit éluat (36) ;

I'extraction (264) desdits cristaux de phosphate de triammonium a partir dudit éluat (36) ; et

le recyclage (266) d’au moins une partie de solution d’éluat résiduelle (89) aprés précipitation en tant que
ladite solution de régénération (30) pour une étape de régénération ultérieure.

Procédé selon la revendication 1, caractérisé en ce que ledit épurateur est un épurateur d’échange ionique.

Procédé selon larevendication 2, caractérisé en ce que ledit épurateur d’échange ionique est un épurateurd’échan-
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ge anionique a base faible partiellementionisé, moyennant quoi ladite étape de régénération comprend une réaction
de neutralisation de charge.

Procédé selon larevendication 3, caractérisé en ce que ledit épurateur d’échange anionique a base faible comprend
au moins l'une d’amines primaire, secondaire et tertiaire en tant que substance de fonctionnalité a base faible.

Procédé selon 'une quelconque des revendications 2 a 4, caractérisé en ce que ledit épurateur d’échange ionique
est une résine d’échange ionique solide (14).

Procédé selon 'une quelconque des revendications 2 a 4, caractérisé en ce que ledit épurateur d’échange ionique
est un agent d’extraction d’échange ionique liquide (29).

Agencement de récupération de phosphore, comprenant :

des moyens d’entrée (16) pour recevoir une solution d’apport contenant des ions phosphate ;

un récipient (12 ; 17) contenant un épurateur (14 ; 29) ayant une affinité pour les ions phosphate, relié auxdits
moyens d’entrée (16) ; et

un agencement de régénération (21 ; 28, 32, 38) étant agencé pour régénérer ledit épurateur en exposant ledit
épurateur a une solution de régénération (30), ladite solution de régénération (30) ayant un pH basique, et
ayant une sortie (34) pour un éluat d’ion phosphate formé a partir de ladite solution de régénération,
caractérisé par

un agencement (92) pour précipiter les substances contenant du phosphate a partir dudit éluat et extraire
lesdites substances précipitées ;

ledit agencement (92) comprenant des moyens pour I'ajout (95, 96) d’ions ammonium pour dépasser la con-
centration de solubilité de phosphate de triammonium, moyennant quoi des cristaux de phosphate de triam-
monium sont formés ; et

unagencementde recyclage comprenant un raccord de recyclage de solution auditagencementde régénération
(21 ; 28, 32, 38) et agencé pour recycler la solution résiduelle (89) aprés précipitation en tant que solution de
régénération (30).

Agencement selon la revendication 7, caractérisé en ce que ledit épurateur est un épurateur d’échange ionique.
Agencement selon la revendication 8, caractérisé en ce que ledit épurateur d’échange ionique est un épurateur
d’échange anionique a base faible partiellement ionisé, moyennant quoi ledit agencement de régénération (21 ; 28,
32, 38) comprend des moyens pour effectuer une réaction de neutralisation de charge.

Agencement selon la revendication 9, caractérisé en ce que ledit épurateur d’échange anionique a base faible
comprend au moins 'une d’amines primaire, secondaire et tertiaire en tant que substance de fonctionnalité a base

faible.

Agencement selon 'une quelconque des revendications 8 a 10, caractérisé en ce que ledit épurateur d’échange
ionique est une résine d’échange ionique solide (14).

Agencement selon 'une quelconque des revendications 8 a 10, caractérisé en ce que ledit épurateur d’échange
ionique est un agent d’extraction d’échange ionique liquide (29).

Agencement selon la revendication 12, caractérisé en ce que ledit agent d’extraction d’échange ionique liquide
comprend au moins 'une d’amines primaire, secondaire et tertiaire.
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FOSIFOR VISSZANYERESE

igénypontok

1. Fosefor visszanyerésdre srolgdld offdrds, amaly a kivelkezd Bpésskel foglals
“**gé%,}asz
foszlat-lonokal tartalmazd betdplald oldat {30 itese {213Y;

fosefatdonok  rand affinitdssal rendg &em magkitd  snyag  {seavengen)
erintsazietése (214, 218} s emlilell betapldls oldattal (213, shol az emiitelt fosziat
onokat ax emiitelt scavanger abszorbedlia, 83

az emiftell scovengsy regensrdldss {?33" az emiitell scavenger anyagnak
regenerdld cldattal (30} vald drinfhezietésdval, ahol ax emiltell regenerdls oldat {:EQ:
hazikus pH-G, és a2 smlitett foszfal inokat az emiitell regansradld oldathd! kepafdat

sludtumba {38} ehudlidk,

a kdvetkazd tovabbl lapasskkel jallomezvs

ammoniurelonok  hozzdaddss  (380) sy emiitelt  sludtumhoz {38 a
irlammdnium-foszial oldhaldsdygl koncantdcididnak tilldpdes Srdskahen;

friammdnium-fossfat kristélyok pracipitdiasa (282) ax emiitett eludtumbdl (38);

az emiftelt wammdnium-foszfal keistdlyol exirahdldsa (384} ay smifteit
sludtumbol (3818

A maradel eludium oldat {(89) legaldbl egy résednek Girshasznosiissa {
preqipitacid Wén az smiitel! regenerdld oldat formajaban (30) sgy késbhbire g
ISpds szamdra,
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2. Az 1. igenypont szerindl mddszer, azeal jellemasve, hogy a2 emitel! scavenger
oneserdll scavenger.

3 A& 2. énvpont szerini i;aszas azzal jellamerve, hogy a3 emillafl onooerdld
&‘ﬁxmg ar részlagasen jonizall gyenge bazisoe anioncserdld scavengsr, shol ax
amiitel! regensrald I8pss mit’swmieg axitast reakaio! foglal magdban,

{

4. A B lgdnypont szenintt madsser, azeal ;aaﬁamaxve, hogy az emiitett gyenge hazisog
anjoneserell scavenger primer, szekunder és tercler aminok kiz! legalabb az egyikat
tartaimazza, mird gyengs hazisos funkolonal usm anyvagot,

&, A Z-4, igdnypontok barmedyise szerintt modszer, azsal jellemesve, §?4§§y azemiftai
oneserdld scavenger sziiand ionoserdid gyanta {14}

8. A -4 igdnypontok béarmelyike szerdntl modszer, azzal jellemesve, hogy s emiitett
onosersll soavenger folydkony loncsardld axtrahaidszer (281,

¥ Foszior visszanyerdesre szolgdld berendezés, amely a kbvstkezdket foglala
magaban:
bamenst aszkiz (18} 2 foszfaldonokat tartalmazd batdpldld oldat fogadasdra;
olvan tarddly (1 173 Loamely a foseld! nek rant affinitast mutatd scavengert
{14, 28}, tartalmases, 68 ax amiitet!t bamenall eszkizhdz coatiskozik {18); és
plyan ' orsges nerdls berendszés {21, 28, 32, 38} amely a3 emditell scavenger
rﬁggna;ﬁsm&a van kialekitva az smiltell scavenger anyag regenerald oldatial (30)

v

valo grintkezieldse rdvén, az emlitell regenerdld oldat (30) bésihus pHU, s sy

21 20150834,



magleleld Kimenell eszk@zzal rendeliezik (34) as amiitell regenerdld oidaths
Képzddalt fossfation-sludiumhoz,
2 kwetkezakkﬁi ;&&iémgmev

megieleld barendexés (82} 8 foszfaiol terlalmaxd enyagoknsk az emiflett
siuatumbdl vald precipitdiisdna és ax smiitett pracipitdlt anvagok extrahdlasars;

JZ en Eiat; berendesds st meglelald aszkéz! analmaz ammonium-ionok
hozzdadasdra {85, 88), 2 dlammdnium-foszidt oldhatdsagl  koncentracididnak
i cg)e:\cé grds é« an, ar \)is,e & friammonium-fosefat krista §\3<~c§< a\t,;:}mdmehsz vazsl) és

olyan tirghasznosiid berendezés, amely ax amiitetl raganerald berendezés {“‘E:
28, 33, VSE felé verstd mogiclald nda‘{qmm&:“r\-@ss“fs osatiakozast foglal magabarn, 8
za megmaradd oldat ugs&hswu:;x lasars van kislakitva (88} rogenerdld oldat

RN

formajaban Orténd precipiidcld wlan {30}

8, Az 7. igdnypont szanintt herendssds, axzal jellomezve, bogy a8 amiitelt scavenger
¥ §

foncsarsdd scavengsr.

3

..f% 8, ‘cé‘nymfzt szerint eljdras, assal ;eﬁ%emezv&s hogy 8z emiitell ioncserdld
anger részlegesen lonizdll gyenge bazisos snionoserdld scavenger, shol az

i
%

3
%
f{/

ar tell regensrald berendezés (21 28, 32, 38) lsssemiegesiiesl reakoighoz
seliikssges eszkozt faglal magaban,

A jgenypont srerintl berendezés, axeal jellemesve, hogy az emiitett gyengs
Dazizos anloncserdid g ’t‘:&i";gﬁf peimer, sshunder &g terclar aminok kézid legaiabh
agyel artalmaz, mint gyenge bazisos m.n*c&m’gaisi&su anyagol

P& 810, igényponiok barmalyike szerintl berendexéds, azzal jellemezve, hogy s
amiitell moserdld scavenger szildrd noserdid gvanta {14)

1204 8148, igg hyp 0*\{ sk bérmelvike szerintl bavendezds, azzal jo
T ¥

smerve, hogy az
Hell rwserdld scavengsr folydkony loncsarsls exirahaldszer (28

el
28},
13 A 12 igenypont szerint herandezéds, azzal jsllemeave, hogy s amitett folydkony

ionoserdldl extrahaidszer primer, szekunder ég tercler aminok kizll legalably sgvet

It
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