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FORMALDEHYDE-FREE FLAME RETARDANT
TREATMENT FQR CELLULOSE-CONTAINING MATERIALS

Background of the Invention

The present invention relates to a formaldehyde-free
flame retardant treatment for cellulose-containing
materials, such as cotton or cotton blends (e.g.,
cotton/polyester and cotton/nylon)}, which is durable to
both laundering and dry cleaning operations.

There are currently several different types of
chemical finishes that can be applied to cellulcse-
containing materials to impart flame retardant (FR)
properties. Of these systems, only a few create finished
fabrics that can be laundered and dry-cleaned without
losing their FR qualities. These treatments are
generally referred to as durable FR finishes. Of these
finishes, the most pertinent to the current invention are
PROBAN and the PYROVATEX brand materials. The PROBAN
technology, from Albright & Wilson, is based on the use
of tetrakis- (hydroxymethyl)phosphonium chloride (“THPC”)-
based products and an ammoniation chamber. It is
described in detail in the following U.S. Pat. Nos.
4,078,101; 4,145,463; 4,311,855 and 4,494,951, all to
Albright and Wilson. The PYROVATEX CP methodcology,
originally developed by Ciba-Geigy, utilizes dimethyl (N-
hydrexymethylcarbamoyl -ethyl) phosphonate or a similar
methylol-functional phospheorus-containing analegue as the
flame retardant agent. Given the market share that
PROBAN and PYROVATEX products control in the industry, it
is often difficult to understand the widespread tolerance
of the negative aspects associated with the use of these

products and the various chemistries they employ.
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There have been several versions of the THPC cross-
linking chemistry used over the years. For example, the
precondensate-NH; process (e.g., PROBAN) techneology is the
most recent of these versions. Although this may be the
most durable treatment on the market, this technoleogy
involves the use of an ammoniation chamber and strict
application conditions to obtain consistent results
without significant strength loss to the fabrie. In
addition to difficult application conditions, the startup
costs for implementing this finishing technigue and the
regulatory issues associated with ammonia gas make it
less than attractive, especially for mew arrivals to the
market.

In many ways, the PYROVATEX technology suffers from
much the same sort of downfalls as the PROBAN technolegy.
Whether it is the original PYROVATEX CP methodology,
based on the use of dimethyl (N-hydroxymethylcarbamoyl-
ethyl)phosphonate, or other methods using different N-
methylol-functiconal phosphorus-containing analogs, all of
the products contain and emit the toxic component
formaldehyde (a known carcinogen). In addition to the
molecule forming the basis of the PYROVATEX-type
approach, a formaldehyde-containing creoss-linking resin,
such as a N-methylolurea (for example, 1,3-dimethylol-
4,5-dihydroxyethyleneurea - “DMDHEU”), N-methylclamide,
or N-methylolmelamine, is also required to ensure
adequate durability of the chemical finish. These resins
are also independently used as durable-press cross-
linking agents in the textile industry. The combination
of a N-methylol phosphorus-containing analceg and a N-
methylol cross-linking resin, or the use of either

reagent separately, often leads to the release of
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significant amounts of formaldehyde both during fabric
application and throughout the lifetime of the garment.
As a result, formaldehyde emission levels are limited and
closely regulated throughout the industry. The only
reason formaldehyde emissions are still tolerataed is due
to the lack of an acceptable formaldehyde-free
replacement technology.

Given the negative impact of formaldehyde on human
health, it has been a primary focus of the cotton apparel
and textile finishing industries to create equivalent
non-formaldehyde technologies. ZAccounting for their
widespread use, most of the current research effort has
been spent on the creation and design of new
formaldehyde-free cross-linking agents for cellulose-
containing materials. These reagents could be used in
many different applications, ranging from use in durable-
press finishes to general fixation additives for products
such as the PYROVATEX-type FR additives. In the past
several years, research efforts have led to the discovery
of several new low formaldehyde based systems. These
finishes are generally based on the structural
modification of DMDHEU, either wvia substitution or
elimination ¢of the pendant methylol functionality.
Nevertheless, these new finishing agents have never
gained widespread acceptance due to their inadequate
performance as cross-linking agents. In general, removal
or modification of the most reactive aspeqt of the DMDHEU
molecule has only resulted in the generation of less
reactive and less desirable finishing agents.

In addition to modifying DMDHEU, other technologies
have also begun to develop. One of the more promising

non-formaldehyde systems is based on the use of
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polycarboxylic acids. These molecules create a cross-
linked cellulosic material wvia the in-situ generation of
five-membered cyclic anhydrides and their subsequent
reaction with hydroxyl moieties contained within the
treated textile. This technology was develcoped at the
United States Department of Agriculture in New Orleans
under the direction of Clark Welch and was based on the
use of 1,2,3,4-butanetetra—carboxylic acid (BTCA).
Representative patents describing this approach are: U.S.
Patent Nos. 4,820,307; 4,936,865; 4,975,209; and
5,221,285. _

Since the invention of the BTCA technology,
additional investigators have begun to work with
polycarboxylic acids to improve their commercial
attractiveness. Scme of the recent work has focused on
the use of polymaleic acid and in some cases gitric acid
or combinations containing citric acid. Polymaleic acid
{PMA) is an inexpensive, commercially available material
commonly used as a water treatment chemical. Some
aspects of this work are described in PCT Internatiocnal
Patent Publication No. WO 98/30387. 1In addition to PMA,
there is a wide range of alternative non-formaldehyde
cross-linking resins that can be used in creating durable
non—-formaldehyde FR treatments for cellulose-containing
materials. Many of these resins are currently available
and used in the water treatment business for scale-
inhibition, scme of which avan contain small amounts of
phosphorus. The utilization of these formaldehyde-free,
pPhosphorus-containing resins may even offer additional
advantages over the phosphorus-free cross-linking resins
such as PMA. Incorpeoration of phosphorus species into

the cross-linking resin itself may eliminate the need for
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an external cross-lirnking catalyst and/or the added
phosphorus may result in improved FR properties of the
treated cellulose-containing materials. Examples of
these resins can be seen in the following U.S. Pat. Nos.
4,046,707; 4,105,551; 4,621,127, 5,376,731; 5,3856,038;
5,496,476; 5,705,475; and 5,866,664.

Summary of the Present Invention

The present invention relates to an aqueous
finishing composition for cellulose-containing materials
and the materials treated with such a composition. The
aqueous finishing composition, in its broadest
embodiment, comprises a hydroxyalkyl-functional
organophosphorus flame retardant and a non-formaldehyde
cross-linking agent, optionally with a cross-linking

catalyst also being included therein.

Description of the Preferred Embodiments

The aqueous finishing composition, which is intended
to be used to treat cellulose-containing materials in
accordance with the present invention contains two
essential components: (1) a hydroxyalkyl-functional
organcphosphorus flame retardant (excluding N-methylol,
ethers thereof, and potentially formaldehyde releasing
reagents) ; and (2) a non-formaldehyde cross-linking
agent.

Monomeric, oligomeric {which generally contain from
about twe to ten repeat units} and polymeric (which
generally contain over about ten repeat units)
hydroxyalkyl-functional organophosphorus flame retardant

additives are intended for use herein.
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A reactive coligomeric phosphorus-containing flame
retardant of the type that is described in U.S. Patent
No. 3,695,925 to E.D. Weil and 4,199,534, 4,268,633, and
4,335,178 to R.B. Fearing is an example of one of the
nhydroxyalkyl-functional organophosphorus flame retardants
that can be used in accordance with the present
invention. A preferred embodiment has the following

structure:

o]

" W
R10- [ -P-OCH,CH0~], -P-OR;
J i
R2 R2

where R; is independently selected from methyl and
hydroxyethyl, R: is independently selected from methyl,
methoxy, and hydroxyethoxy, and n is equal to or greater
than 1. This embodiment is made by a multistep process
from dimethyl methylphosphonate, phosphorus pentoxide,
ethylene glycol, and ethylene oxide and is available
under the registered trademark FYROL® 51 from Akzo Nobel
Chemicals Inc. The endgroups are principally hydroxyl
groups.

Another class of materials for use herein includes
water soluble cligomeric alkenylphosphonate materials,
examples of which are described in U.S. Patent Nos.
3,855,359 and 4,017,257, both to E.D. Weil. The presence
of alkenyl substituents in these materials provide an
additional mechanism for permanence utilizing free
radical curing conditions (descrikbed in the patents
above) . A preferred species of this type was available
under the trademark FYROL® 76 from Akzo Nobel Chemicals
Inc. and is produced by reacting bis(2-chlorcethyl)

G
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vinylphosphonate and dimethyl methylphosphonate with the
substantial elimination of methyl chloride.

Another type of hydroxyalkyl-functicnal
organophosphorus flame retardant that can be employed are
oligomeric phosphoric acid esters that carry
hydroxyalkoxy groups as described in U.S. Patent Nos.
2,909,559, 3,099,676, 3,228,998, 3,309,427, 3,472,919,
3,767,732, 3,850,859, 4,244,893, 4,382,042, 4,458,035,
4,697,030, 4,820,854, 4,886,895, 5,117,033, and
5,608,100.

The flame retardant is generally present at from
about 1% to about 60%, preferably from about 10% tc about
40%, by weight of the aqueous finshing composition.

The non-formaldehyde cross-linking agent, which is
the second essential component of the aqueous finishing
composition of the present invention, is generally
present at from about 1% to about 40%, by weight, of the
total weight of that composition, preferably from about
5% to about 20%.

Polycarboxylic acid cross-linking agents form one
type of cross-linking agent for use herein. The
polycarboxylic acids effective as cellulose cross-linking
agents in regard to this invention include aliphatic,
alicyclic and aromatic acids either clefinically
saturated or unsaturated with at least three and
preferably more carboxyl groups per molecule or with two
carboxyl groups per molecule if a carbon-carbon double
bond is present alpha, beta to one or both carboxyl
groups. An additional requirement is that to be reactive
in esterifying cellulose hydroxyl groups, a given
carboxyl groupr in an aliphatic or alicyclic

polycarboxylic acid should be separated from a second
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carboxyl group by no less than two carbon atoms and no
more than three carbon atoms. In an aromatic acid, a
carboxyl group must be ortho to a second carboxyl group
if the first carboxyl is to be effective in esterifying
cellulosic hydroxyl groups. It appears from these
requirements that for a carboxyl grecup to be reactive, it
should be able to form a cyclic 5-or 6-membered anhydride
ring with a neighboring carboxyl group in the
polycarboxylic acid molecule. Where two carboxyl groups
are separated by a carbon-carbon double bond or are both
connected to the same ring, the two carboxyl groups
should be in the cis configuration relative to each other
if they are to interact in this mannexr. The aliphatic or
alicyclic polycarboxylic acid may also contain an oxygen
or sulfur atom in the chain or ring to which the carboxyl
groups are attached.

In aliphatic acids containing three or more carboxyl
groups per molecule, a hydroxyl group attached toc a
carbon atom alpha to a carboxyl group does not interfere
with the esterification and cross-linking of cellulose by
the acid. However, the presence of the hydroxyl group
may cause a noticeable yellowing of the material during
the heat cure. Such an alpha-hydroxy acid is suitable
for durable press finishing of suitably dyed cotton
fabric, since the color of the dye conceals the
discoloration that may be caused by the presence of the
hydroxyl group. Fabric discoloration is similarly
observed with an unsaturated acid having an oclefinic
double bond that is not only alpha, beta to one carboxyl
greup but alsoc beta, gamma to a second carboxyl group.

The discoloration produced in a white cellulose-

containing material by cross-linking it with an alpha-
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hydroxy acid such as citric acid can be removed by
impregnating the discolored material with an aqueous
solution containing from 0.5% to 5% by weight of a
decolorizing agent selected from the group consisting of
magnesium monoperoxyphthalate, sodium perborate, sodium
tetraborate, boric acid, sodium borchydride, sodium
hypochlorite, and hydrogen chloride. The material is
immersed in the solution of decolorizing agent and soaked
for 5 to 120 minutes at ambient temperature or if
necessary in such a solution warmed to a temperature not
exceeding 60°C. The material is subsequently rinsed with
water to remove excess chemicals and solubilized colored
products, and then is dried.

A particularly preferred polycarboxylic acid cross-
linking agent for use herein is 1,2,3,4-butanetetra-
carboxylic acid.

Ancther preferred polycarboxylic acid creoss-linking
agent for use herein is polymaleic acid.

Anocther embodiment for this component is a
hydrolyzed terpolymer of maleic anhydride with vinyl
acetate and ethyl acrylate. The melar ratic of maleic
anhydride to the combined moles of vinyl acetate and
ethyl acrylate is preferably from about 2.5:1 to about
5:1 and the molar amount of vinyl acetate to ethyl
acrylate is preferably from about 1l:4 to about 4:1, most
preferably from about 1:2 to about 2:1. The molecular
weight of the terpolymer has an upper limit of about
4,000. A product of this type is available under the
trademark BELCLENE 283 from FMC Corporation.

Examples of other specific polycarboxylic acids
which fall within the scope of this invention are the

following: maleic acid; citraconic acid also called
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methylmaleic acid; citric acid also known as 2-hydroxy-
1,2,3-propanetri-carboxylic acid; itaconic acid also
called methylenesuccinic acid; tricarballylic acid also
known as 1,2,3,-propanetri-carboxylic acid; trans-
aconitic acid also known as trans-l-propene-1,2,3-
tricarboxylic acid; 1,2,3,4-butanetetra-carboxylic acid;
all-cis-1,2,3,4-cyclopentanetetracarboxylic acid;
mellitic acid also known as benzenehexacarboxylic acid;
oxydisuccinic acid alsc known as 2,2'-oxybis-(butanedioic
acid) ; thicdisuccinic acid; the phosphorus-containing
polycarboxylic acid resins described in U.S. Pat. Nos.
4,046,707 4,105,551; 4,621,127; 5,376,731; 5,386,038;
5,496,476; 5,705,475; 5,866,664; and the like.

In the event that adequate cross-linking is not
accomplished using the previously mentioned systems, it
may be necessary to add a suitable cross-linking catalyst
to enhance the reaction between the cellulose-containing
material which is to be treated, the hydroxyalkyl-
functional organophosphorus flame retardant, and the non-
formaldehyde cross-linking agent. This catalyst can be
prasent at up to about 30 wt% of the total weight of the
aqueous finishing composition, preferably up to about
10%. Examples of suitable catalyst types to select, as
set forth in PCT Internatiocnal Patent Publication No. WO
98/30387 and U.S. Patent Nos. 4,820,307, 4,936,865,
4,975,209, and 5,221,285 include one or more of the
alkali metal salts of the known hypophosphite, phosphite,
pyrophosphate, dihydrogen phosphate, phosphate, and
hydrogen phosphate species, and such acids as one or more
of the polyphosphoric, hypophosphorous, phosphorous, and
alkyl phosphinic acids. Alternative basic cross-linking

catalysts such as NaHCO; and Na,CO; can also be used.

10
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In some caseas, in order to raise the pH of the
treating solution to improve compatibility of the bath or
additives and/or for improved strength retentien, a
portion of the polycarboxylic acid may be used in salt
form, especially as a water scluble salt. Suitable for
this purpose are alkali metal salts of the acid.
Alternatively, or in combination with use of the
polycarboxylic acid in salt form, the pH of the treating
solution may be raised, or the sclution partially
neutralized, by the addition of a base, preferably a
water soluble base, such as an alkali metal hydroxide,
ammonium hydroxide, or an amine. The pH may be elevated
for such purpose to about 2.3 to about 5, preferably
about 2.5 to 4.

The present invention is further illustrated by the

Examples that follow.

11
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EXPERIMENTAL BACKGROUND

Flame Retardant (“FR”) Additives Used

Sample Compound #1: Modified FYROL® 51 Flame Retardant

(low OH¥)
Sample Compound #2: PEEOP (low OH#)
Sample Compound #3: Modified PEEOP (high OR#)

Sample Compound #4: FYROL® 51 Flame Retardant (high OH#)
Sample Compound #5: FYROL® 6 Flame Retardant

Sample Compound #6: FYROL® 76 Flame Retardant

In the listing given above, “PEEQOP” is a poly(ethyl
ethyleneoxy) phosphate of the type described in U.S.
Serial No. 08/677,283, having a molecular weight of
around 915 (number average)/l505 (weight average), and a
typical hydroxyl number of under about 5 mg KOH/g (low
hydroxyl number version) and about 150 mg KCH/g (high
hydroxyl number version). The modified FYROL® 51 flame
retardant has a hydroxyl number of under about 5 mg KOH/g
and the high hydroxyl version of the FYROL® 51 brand
product has a hydroxyl number of about 125 mg KOH/g. The

FYROL® 6 flame retardant has a hydroxyl number of about

440 mg KOH/g whereas the FYROL® 76 flame retardant has a
hydroxyl number of about 100 mg KOH/g.

Polycarboxylic Acid Resins and Other Chemicals Used

. Belclene 283: a 35% agqueous solution of the
hydrolysis product of a terpolymer (TMPA) of maleic
anhydride, vinyl acetate, and ethyl acrylate.

Belclene 200: a 35% aqueous solution of polymaleic
acid (PMAa) .

BTCA: 1,2,3,4-butanetetracarboxylic acid (solid}.

12
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NaH,P0O, (hydrate): used as a cross-linking catalyst.

Equipment Used

Pad Applicator (laboratory size): an instrument used
to apply a solution to fabric at a specified level (%
wet—-pickup) .

Curing Oven (laboratory size): an oven that is used
to dry and subsequently cure chemically treated fabrics
at high temperatures.

Washing Machine ({(household size): used for
laundering (with Tide® detergent) fabrics before and

after chemical treatment and curing.

Fabric Used

Medium weight (about 1lmm thick}, white, prewashed,
100% cotton fabric (12 X 16 inch samples).

Experimental Details

Preliminary Work:

The cotton fabric was laundered to ensure its
cleanliness, and then cut into about 12 X 16 inch samples
for subsequent use. Using water and fabric samples, the
pad applicator was set to a wet-pickup of about 75%
(additional weight of the liquid divided by the original
weight of the dry cloth). A 75% wet-pickup of water
translated to about 80% wet-pickup for the chemical

solutions.

General Procedure:

The application solutions with and without FR were
prepared. Each solution contained a FR (except blanks),

polycarboxylic acid, NaH,PO., and water. Given a wet-

13
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pickup of 80%, the solution concentrations were adjusted
to give the desired add-on weights of each chemical.

After preparation, each application sclution was
used within a period of five hours.

Each soluticn was then applied to a fabric sample.
The fabric was immersed in the solution, fed through the
pad applicator, immersed in the solution again, and fed
through the pad appliéator again to ensure adequate
homogeneity throughout the fabric sample.

After application, each fabric sample was placed on
a metal frame and inserted into the oven at 80°C to dry
(three to five minutes).

After drying, each sample was placed in the oven
again at 180°C to cure the chemical treatment (one and
one half to two minutes).

Each cured sample was then removed from the metal
rack and its physical properties recorded. Any
observations made while drying and curing the fabric were

also recorded.

Informal Ignition Tests:

Each fabric sample was held in a horizontal position
and ignited with a propane lighter. The flammability

properties of each fabric sample were recorded.

14
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Analysis of Selected Fabric Samples

Sample Compound #3 (20% add-on) with TMPA and BTCA
(samples — before washing, after one water wash, and after
5 five launderings).
Sample Compound #4 (20% add-on) with TMPA, BTCA, and
PMA (samples — before washing, after one water wash, and
after five launderings).
Sample Compound #6 (20% add-on) with TMPA and BTCA
10 {samples - before washing, after one water wash, and after
five launderings) .
Sample Compound #5 (40% add-on) with TMPA, BTCA, and

PMA (samples - after cone water wash).
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Percent Phosphorus Determinations on Selected Fabric

Samples
Before After 1 After 5

Sample Identification (dry Washing Water launderings
add-on weights) (%P) Wash (%P) (%P)
20% FR#3, 5.0% BTCA, 2.5% 2.8 1.9 1.6
NaH,PO,
20% FR#3, 8.0% TMPA, 4.0% 3.6 2.1 2.1
NaH,PO,
20% FR#4, 5.0% BTCA, 2.5% 3.4 2.0 2.1
NaH,PO;
20% FR#4, 8.0% TMPA, 4.0% 4.2 2.7 2.5
NaH;PO;
20% FR#4, 8.0% PMA, 4.0% 3.9 2,2 2.3
NaH,PO;
20% FRr#6, 5.0% BTCA, 2.5% 3.9 2.6 2.3
NaH,PO-
20% FR#E, 8.0% TMPA, 4.0% 4.5 1.5 1.5
NaH,PO,
40% FR#5, 5.0% BTCA, 2.5% - 0.35 -
NaH-.PO,»
40% FR#5, B8.0% TMPA, 4.0% - 0.37 -
NaH,PO,
40% FR#5, B8.0% PMA, 4.0% - 0.34 -
NaH,PO,
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Percent Sodium Determinations on Selected Fabric Samples

Sample Identification {(dry add- | After 5 launderings (%Na)
on weights)

20% FR#3, 5.0% BTCA, 2.5% 72 ppm*
NaH,PO,

20% FR#3, 8.0% TMPA, 4.0% 58 ppm*
NaH,PO,

20% FR#4, 5.0% BTCA, 2.5% 55 ppm*
NaH2P02

20% FR#4, 8.0% TMPA, 4.0% 95 ppm*
NaH2P02

20% FR#4, 8.0% PMA, 4.0% 92 ppm*
NaH,PO, ,

20% FR#6, 5.0% BTCA, 2.5% 51 ppm*
NaH,PO,

20% FR#6, B.0% TMPA, 4.0% 76 ppm*
RaH,PO,

*Numbers are blank corrected {(sodium level in blank was ~75
ppm)

As can be seen from the results above, several of the
FR/resin application mixtures resulted in FR durability even
after five launderings (the maximum number of washings that
were used) with detergent. Given the above reported
successful runs and the other tested embodiments that did
not give the desired results either due to a lack of fire
retardant reactivity (insufficient hydroxyl functiocnality)
or to the volatility of the flame retardant additive, cone
trend became very clear. The presence of OH functionality
in the flame retardant additive is needed to achieve the
most satisfactory FR durability. Application mixtures
containing Sample Compounds #3, #4, and #6 (OH-functional)
resulted in the most durable FR treatments recorded.

Based on OH functicnality, it seemed very likely that
Sample Compound #5 would turn ocut to be the most durable FR
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additive evaluated. However, this was not the case during
the experiments that were performed. The most likely
explanation for this is that the FR additive vaporized
during the oven curing stage. This was not surprising since
the TGA and DSC analytical results for Compound #5 showed a
significant weight loss (TGA & DSC) arocund 160°C, about
twenty degrees below the set curing temperature (180°C).
Volatilization would alsc explain the large amount of smoke
and vapor observed during the curing step of treated fabric.
Given these results, the volatility of the selected FR
additive(s) also needs to be considered when practicing the
invention. Potential FR additives should have a
substantially non-volatile, reactive component at the curing
temperature to ensure cross-linking takes place before
volatilization of the FR additive. The curing temperature
is defined as the temperature at which the cross-linking
reaction takes place.

In addition to the types of FR additives used, several
cbservations were also made regarding the type of cross-
linking resin used. ©Out of the various characteristics
noted during the trials, the coclor and hand of the fabric
samples were the most important. In general, the BTCA resin
gave the softest hand and whitest colox, both very desirable
qualities. PMA and TMPA however gave less preferred
results. As a general rule, the hand imparted by both
resins was much stiffer than with BTCA, a property likely
caused by the higher resin levels used. Either by reducing
the add-on of these resins or by using softeners, the hand
of the fabrics should improve. BAnother negative aspect of

PMA and TMPA was the color they imparted on the fabric. The
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PMA-treated fabric developed a slight yellow tint. A
quality that may be reduced by lowering the curing
temperature and/or the addition of a whitening agent, two
techniques commonly used in the industry to remedy this type
of problem. In addition to PMA, TMPA also colored the
fabric. However, the pink color produced by this resin was
much more intense and noticeable.

During these initial trials, all but one of the fabric
samples using Sample Compounds #3, #4, and #6 retained 56-
68% of the applied phosphorus after one water wash. In
addition, the phosphorus that did adhere to the fabric
through the first wash seemed to remain there throughout all
five launderings.

In addition to percent phosphorus determinations, it
was also decided to confirm the level of sodium in the
laundered samples. A high level of scdium would reflect
badly on the long-term durability of the FR treatments
tested. It i=s a well known fact that the hydrolysis and
subsequent ion exchange of sodium into a phosphorus FR
treatment from detergent significantly affects the FR
performance of the treatment over time {i.e., sodium salts
of phosphorus esters make poor FRs). Other than hydrolysis
and removal of phosphorus from a fabric, the ion exchange of
sodium into a FR treatment is one of the leading causes of
FR performance loss after laundering. As the data above
shows, all of the laundered samples contained very low
levels of sodium, a good indication that the bonded
phosphorus is stable to laundering and should retain good PR

properties well after five washings.

23



WO 01/23663 PCT/US00/26133

The foregoing Example should not be construed in a
limiting fashion since they are only intended to set forth
certain preferred embodiments ¢of the present invention. The
scope of protection sought is set forth in the Claims that

follow.
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We Claim:

1. An aqueous finishing composition for application
to materials comprising cellulocse, comprising a
5 hydroxyalkyl-functional organophosphorus flame retardant and

a non-formaldehyde cross-linking agent.

2. A composition as claimed in Claim 1 wherein the
hydroxyalkyl~functional organophosphorus flame retardant has
10 a substantially non-volatile, reactive component at the

curing temperature,

3. A composition as claimed in Claim Z wherein the
organophosphorus flame retardant is selected from the group
15 consisting of oligomeric phosphate, polymeric phosphate,
oligomeric phosphonate, or mixed phosphate/phosphonate ester

flame retardant compositions.

4. A composition as claimed in Claim 3 wherein the

20 organophosphorus £flame retardant has the following

structure:
O (o]
[1] n
25 R;0-[-P-OCH,CH,0-], -P-0OR;
| |
Rz R2

30 where R; is independently selected from alkyl and

hydroxyalkyl, R; is independently selacted from alkyl,
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alkenyl, alkoxy, and hydroxyalkoxy, and n is equal to or

greater than 1.

5. A composition as claimed in Claim 4 wherein the
organcphosphorus flame retardant has the following

structure:

&) o

n "
R;0~ [-P-OCH,CH,0-], -P-OR;
I I
R2 RZ

where R; is independently selected from methyl and
hydroxyethyl, R, is independently selected from methyl,
methoxy, and hydroxyethoxy, and n is equal to or greater
than 1.

6. A composition as claimed in Claim 1 wherein the
non-formaldehyde cross-linking agent is selected from the
group consisting of a polycarboxylic acid, a polycarboxylic
acid salt, and mixtures thereof having one or more
dicarboxylic groups on adjacent carbon atoms, optionally

containing phosphorus.
7. A composition as claimed in Claim 6 wherein the
polycarboxylic acid cross-linking agent is 1,2,3,4-

butanetetracarboxylic acid.

8. A composition as claimed in Claim 6 wherein the

polycarboxylic acid cross-linking agent is polymaleic acid.
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g. A composition as claimed in Claim 1 that furthex
comprises up to about 10%, by weight of the composition, of

a cross-linking catalyst.

10. A composition as claimed in Claim 1 that further
comprises at least one saturated alpha-hydroxypolycarboxylic
acid, and/or salt thereof, having at least two carboxyl

groups bonded to adjacent carbons.

11. An aqueocus finishing compesition for application
tc a material comprising cellulose that comprises from about
1% to about 60%, by weight of the composition, of a non-
volatile, hydroxyalkyl~functional organophosphorus flame
retardant and from about 1% to about 40%, by weight of the

composition, of a non-formaldehyde cross-linking agent.

12. A composition as claimed in Claim 11 wherein the
hydroxyalkyl-functional organophosphorus flame retardant has
a substantially non-volatile, reactive component at the

curing temperature.

13. A composition as claimed in Claim 12 wherein the
organophosphorus flame retardant is a hydroxyalkyl-
functional oligomeric and/or polymeric phosphate,
phosphonate, or mixed phosphate/phosphonate ester flame

retardant product.
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l4. A composition as claimed in Claim 13 wherein the
organophosphorus flame retardant has the following

structure:

0 o

n n
Rlo" [""P"OCHQCHQO‘] n '*P-OR]_
i |
R, R,

where R; is independently selected from alkyl and
hydroxyalkyl, R; is independently selected from alkyl,
alkenyl, alkoxy, and hydroxyalkoxy, and n is equal to or

greater than 1.

15. A composition as claimed in Claim 14 wherein the
ocrganophosphorus flame retardant has the following

structure:

o)

" n
R;0- [~P-0OCH,CH,0-]1, -P-OR;
| I
R2 RZ

where R; is independently selected from methyl and
hydroxyethyl, R: is independently selected from methyl,
methoxy, and hydroxyethoxy, and n is equal to or greater

than 1.
16. A composition as claimed in Claim 11 wherein the

non-formaldehyde cross-linking agent is selected from the

group consisting of a polycarboxylic acid, a polycarboxylic
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acid salt, and mixtures thereof having one or more
dicarboxylic groups on adjacent carbon atoms, optionally

containing phosphorus.

17. A composition as claimed in Claim 16 wherein the
polycarboxylic acid cross-linking agent is 1,2,3,4-

butanetetracarboxylic acid.

18. A composition as claimed in Claim 16 wherein the

polycarboxylic acid cross-linking agent is polymaleic acid.

19. A compositicon ag claimed in Clajim 11 that further
comprises up to about 30%, by weight of the composition, of

a cross-linking catalyst.

20. 2 material comprising cellulose that has been

treated with the acqueous finishing composition of Claim 1.

21. A materiza) comprising cellulose that has been

treated with the aqueocus finishing composition of Claim 2.

22. A material comprising cellulose that has been

treated with the aqueous finishing composition of Claim 3.

23. A material comprising cellulose that has been

treated with the agquecus finishing composition of Claim 4.

24. 2 material comprising cellulose that has been

treated with the aqueous finishing composition of Claim 5.
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25.

treated

26.

treated

27.

treated

28.

treated

29,

treated

30.

treated

31.

treated

32.

treated

33.

treated

34.

treated

PCT/US00/26133

A material comprising cellulose that has been

with the aqueocus finishing composition

A material comprising cellulose that
with the aqueous finishing composition
A material comprising

with the agqueous finishing composition

A material comprising cellulose that

with the aqueous finishing compositicn

A material comprising cellulose that

with the agqueous finishing composition

A material comprising cellulose that

with the aqueous finishing composition

of Claim

has been

of Claim

cellulocse that has

of Claim

has been

of Claim

has been

of Claim

has been

of Claim

A material comprising cellulose that has

with the agueous finishing composition

A material comprising celliulose that

with the aqueous finishing composition

A material comprising cellulose that

with the aqueous finishing composition

A material comprising cellulose that

with the aqueous finishing composition
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35.

treated

36.

5 treated

37.

treated

10 38.

treated

A material comprising cellulose that

with the aqueocus finishing composition

A material comprising cellulose that

with the aqueous finishing composition

A material comprising cellulese that

with the aqueous finishing composition

A material comprising cellulose that

with the aqueous finishing composition
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ATEHEHEAHAGL TR

AEPANHEF

AXMFERTLHEEORA, pREIFERGY (HFR/R
Bef it/ o) HAFTREKAEE, CHBH TR ER T HEME.

BH, AL RBERGLFERERZNEGEA TS HREGHHAR
BB (FR) B, AXBEKEZL Py, RALHKRTREBETRE
FrFHMARMECIY FRAEGEERY, X LT B2 HHA
FR&®, X LEEHNY b, ALY R 48 % o9 2 PROBAN F» PYROVATEX
BArHA. & A Albright & Wilson # PROBAN # A vl i f] it w- (&
FR) B( THPC”)R P BAELAHER. CEAEAAT U.S. £4
Nos. 4, 078, 101; 4, 145, 463; 4,311,855 #= 4,494,951 3 ¥
K, PrATX %4 P 4EE T Albright and Wislson. PYROVATEX CP =
Z, Bl Ciba—Geigy &, MAN-ZFERELFTHRE-TE) KR
“PEREMGETRATRALSBEMBFEAIMBRAE. BT TH L
T 72 1 3 % & PROBAN #» PYROVATEX * H ¥, AT FHRUSAER
B, AMMSERELTEEAXE XL e NAERAGENLETE
A% g R A,

WSk, SFATE R 6 THPC KA S BBE T IUHER. #d,
44 -NH, & 3% (4% PROBAN) B AR X B ENHRA—FF. REE
THATH ERE LA GLE, PERRAOCEERANEP 2RO RNE
4, UEMEHEFSEFREREIG—HLER. RTHROBRES
sk, RARZEFIILHNBIBREPERKAUMEGERFRBIERFE
AMAEINA, REST VB HGB£E.

% %% &, PYROVATEX # K# % 75 PROBAN H KL+ R HG %
B AREREVEAN-BPRRLAPHE-CL) BB — PR H L ae
%4 PYROVATEX CP L%, R AREARE N-2FLTRLLFLEM

!



.......
------

------

WO EECTE, HAREFHEAHAFHAS TR (Lo B8
BA) . BT HAX PYROVATEX B 5kt K mind iz o-F ks, REER4L
TR XA, o NEFER (#d, 1,3-—R¥E-4,5-— 8%
LEMB- ODMDHEU”) , N~ T ASE, A N-BFTEAERAAFRLS
EEH ARG AN, TR EIAFGESLETHHLAER
XM, -RFESBE LM N-BPEIEKMBILES, FE2H
R BHARNGE—HEESRAER WAL R F P RRGEAE
ApRERXETYFE. Ak, 2T FR4FaREFRSEHK
. PREBEAVEAELTHE IO A DT THITESHLITESA
F K.

HTFPRSARES A OE S, HRPLTEARERITLIRETE
S EFHOELTFTREL. BAECNZ2HARE, BN SRHFELY
HEFARTLH %A MAOHEATRERIBEMNGRER KT L, X
EXMNESATHESARNER, QAR AERRERTHEAZA
F 6438 B [ 2% M H] 4 PYROVATEX & FR FmfM. £d-EILFE,
MEFHOCBEFETIUHANGRTREKZGRA, X BEFH -
v. DMDHEU #4#:#fygtk, A MBRTREAFTRAGORRIGBRAL
B, Efdmit, XEHEFHNRAEHRE Z2OHE, BTENHEHS
RBEMEERLY. —&, Y DMDIEU S FTHESEFRE LI LIRRA
PR FHT RERG S ERFHRE TG H,

B 7 #%bk DMDHEU 24 3F, RERREFHBAFEK. EHFHZLEHAT
BAERZ - ASEBGFEMARAR, ZEHTETEAKNFG BN
BRElBES ARG RSALANBRRERNRIHOREEET R
R EMHA. HEBE AL Clark Welch I F FAHALRRE S the
United States Department of Agriculture FF 4, ¥4 M 1,2, 3, 4-
THeaH &k (BTCA) Ak MEERFEAREBEEMNZ U.S. H4
Nos. 4, 820, 307; 4, 936, 865; 4, 975,209; # 5, 221, 285.

WA BTCABAWNEAW, AEHRALZCEALA I RRLR KN
T BF LRGN H, LR ANIHCEETEENEL AR P E—
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BHEATRAITER, RSHERGRSH. EL % (PMA) Z 4.
THRGHHA, EFAAERLBILSE R, & 148 — 5 ®HMk L PCT
B P4 5 2 JF No. W0 98/30387 . B 7 PMA b, A& # & 4egstit
FHALTRIABERNBRSARKTA TS ST HHAGH XL FTEFR
AE, XEWRBITEHSBNTTANEFA ThHhHLESARLREF L
b, CMPH—BEFSAYENE. XABLPRLBMBENE
ETARME R THEMIG 4 PMA JBILE Mk 5. H5H R 5 AE
THBBEA S TREFRE RIS IBEBAMN P/ XA G BT LK
BB HEEHAGRIFREGE. KBRS EHES AT U.S.
4+ #] Nos. 4, 046, 707; 4, 105, 551; 4, 621, 127; 5, 376, 731; 5, 386, 038;
5, 496, 476; 5, 705, 475; #= 5, 866, 664 F & 2.

- % &1L %3

AEPBFERTEAEEHAGARER B S HIAIHAELY
RHEAMB. SAEEBLSHECRENERFTETOLETEREAT
R A MBI A A X FRIBEN, FRAEFCEEL PO IBEHEL
.

ik ey Kok

BREAZVGAGA TAELHREIHANLSKEBRALHEA
AFLEHS: (1) BREAFTERALFAMBEN (e N-2FH4, B
B, REEGTELEEN); Q) AFRIEN.

P, MB(—BEHEXY2-10AETELA) B (—REF
RBEXGI0OANAEFEEA)EREATHRUARBERERAFEEIE
%A,

¥k £ US ¥ A No.3,695,925(E.D. Weil) # 4,199,534,
4, 268, 633, #» 4, 335, 178(R.B. Fearing) T WA XA S HILE A &AM
MAREBREALAENGBREFT AL E B LR GG 2 2
—., KA EHRFTELATALEH:
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R,0- [ -P-OCH,;CH;0-], -P-OR,
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Ry R,

AVREBEIAAFTRAFMEBLA REFAATE, FREAFRLZ
S, AnEFTRAAT]. BE#AF TR ST EATERR = TE,
ERALEE, LoBRRACRANE, T &M H 4R FYROL® 51 XK
Akzo Nobel Chemicals Inc.3kff. A EF 2 EHE.

ATXERAGE —EWROERERERE LIRS EH A, €N
& Ep Wk U S, F#) Nos. 3,855,359 #= 4,017,257 &, =¥#%5
FED.Weil. X EHFAPHERREAGFLERBLTHAABERX
At enE (HEEALEHF), IERERRTARRF
FYROL®76 M Akzo Nobel Chemicals Inc. 3%, JF@d#ER (2-82T
RILHEBREEPPERE —_THRALE, RAARLAFTRATREAL
5.

RRBERNGS —RERATRUANZARNE WPHEELE US. £
#] Nos. 2, 909, 559, 3,099, 676, 3,228,998, 3,309, 427, 3,472,919,
3,767,732, 3,850,859, 4,244,893, 4,382,042, 4,458,035,
4, 697, 030, 4,820,854, 4,886,895, 5,117,033, #= 5,608, 100 ¥
HHEBEREAGREARE.

PR — M VAS KEFBESBHHKY 1- K& 60wt%, Kk K%
10 - X4 40wt % H45.

APREXEN, PRAAPLAERNSHOFE L BHy, — KV
MAWEETHRY 1- K2 40wt%, Hik K2 5- K2 20wt%h 4.

SEMABABRT TAEXEMEAG —LRXBEN. FREARE
AZPEHBEEFLXBEMNGSBEROEHEBARRIEIEE. BHFE
Fod %R, BEEFEAREZARLER/SFRAABAZL/
aF, wRR-BUABALET-AIFHAELSa, . EE2EE:
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CEBMULHEERLEFRARAEERY, AMAABKASIRRTHRK
REEBEBRRY THANBERT RS TEZANBERT SR 2L
5. BEEHXRBY, RXZ-BRAEGSHRABEREATRARSN, B
RALARE ABEAGRE, KALELTARKR, BEALERRE
Wy, ERARBE SRS T PHOMARETRIRK 5-X 6-TRA
B, EAABEABRE-BRBESAX-—FEBTE—KLE, AARLE
HAE R A EY, HE2eNEUIHFTXRZAAGE. BERE
HESEBRETAERLMEBNRIALNTEAALAART.
ELAZRIABE/HTHRERTY, R TEXANBEERT
THBAXRSHBREREBLPIBEY TR, Kh, BEOFETA
JIRMAAELALIB T I ERA . BB ARELS M TERLE
MBARNEAERRERE, BAHAEHNBERAT THEAALEIIRY
TE., ARMAE—A&ZENGa. PELAAHRENG, MAER A%
EXa9B. yELEAHEN BRI BREHALT RINEE.
Wit Hoa-RAEARMITERIXBERALAES B EMATAEHT
EHRBATINAE 0.5-5wthiit B — S RAX —FRYE, 28RS,
WA, MER, MAAH, KALRH, PALETHREAGKE
BREANEZEHARNE. ReMASHEREHNGER P HFEER
AAnfeis, EABRERRT 0CEENXIMHERTRZE 5-120
o4, MBMERA AR ELENLTLIMERESLEY, RE
T 4.
MTXEERAHOFNAZGIRBIBEMNE 1,2,3,4-Thw Y
AL .
ATRXERAGEECEREH SR IEMNIR DL &,
BRToEATHEEFTRERDABRNE LB L HEAAHBRLEY
KBZCERY. BEARNELBRLEM AR LEGEERKNE
R #ER KXY 2.5:1- X4 5.1 FALLBLEBLESAKRBLENE
RERERKY 1:4- K4 4:1, FHhEXY 1:2- X4 2:1. =&
BWeoTESEAKY 4,000 9 LM, ix £ > Tl f4F BELCLENE
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283 A FMC Corporation M fF.

EALZARBAARLCAAKGEBRRGEARIUTHR: L&
AER, WHRATEALERS; BER, kb 2-2X-1,2,3-AR=
Rl KRR, LHEALTRET B, SZK8K, 4KH41,23-AkK
25 RALER, LHEARX-1-d%-1,2,3-Z=8#%; 1,2,3,4-
TRWHER 2MX-1,2,3,4- AN RWER XFR, LB EX
BE, AKT&, LH2,2-AX-(T-®); AT 8 #H£
A U.S. ¥4 Nos. 4, 046, 707; 4, 105,551; 4, 621, 127; 5, 376, 731;
5, 386, 038; 5, 496, 476; 5, 705, 475; 5, 866, 664 P #14-5% 5 K MM 55
AL EESF.

WwREANOREGERAIARBAGOIR, LA LEHTMiE
SHXBEHLMNAEBREL TGS EEMNR. ERATRALFTI
BERN, PEATEIBRMNZMORE, ZEANES AL KEREH
SHEFTTHELEKRY 30wtk, KA E S KXY 10wthHE. & PCT
| &+ # A F No. W098/303387 # U.S. + #) Nos. 4, 820, 307,
4,936, 865, 4,975, 209 #= 5, 221, 285 P ATk, FrABESEILA £
Bl ifgL THRYE E£88E #FR_a 4.
BREPER-BBELON—HXEHBEEE UAERRHER. X
B, PHRALLEABRRYG —FHREIAGIEER. LRGEAMRS
84 s X BEAE L # Je NaHCO, Fo Na,CO,.

E—SHAT, ATHBLRERS pH 2ARA B AR HNGHE
M/ ZR THABRERGE, —Fo28R8TAENBXER, LE
AR ERE. ESTHEINNEARGBREER. B, XE5ERH
AN EREGERBES, TAASLEBERY pH, A EFEBEITF
Ik, KEKEHR, wHLELALYE, AANLERELFRS T 0.
A, pHTAASHEKXRY 2.3- K% 5, ik k# 2.5 4,

AKEAH#—FBd vl Tay Ll ki,

SBR T RA

Fri Meg sk ( “FR™) FH e

G
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#1 #5444 %: &M FYROL® 51 Mk # (4% OH#)

#2 ¥ = 4t.4-4: PEEOP (4% OH#)

#3 M Ja4b4-4: 2ok PEEOP ( & OH#)

#ta # =4S4 FYROL® 51 E¥% A ( & OH#)

#5 ¥ & 4L4%: FYROL® 6 Pk A

#6 # 444 FYROL®76 FLzk |

Ao LaBegzigEy, PEEOP” 2 £ U.S. % No. 08/677,283
THAGRER (ZARTZERE) S%&E, RAKXY 916 (#£3)
/1505 (£3§) 49T ¥, AKX SngKOH/g 2 F (KEREMAR) A
K% 150mg KOH/g ( HARMEA ) oy A £, A M FYROL®51 P
MAAEKY Sng KOH/g Z Ty #&AE{E, 2L & FYROL®S1 M6 T2
SEEM LA KXY 125ng KOH/g 954 44. FYROL®6 MM A A X4
440mg KOH/g #9# &4, % FYROL®76 M H B A X% 100mg KOH/g
&5 A4

iR 3 BB LEE R

Belclene 283: B kM E, LB LHFEEIP AR ILENG A LEY
( TMPA) @K M =4t 35 % K3k,

Belclene 200: R %Lk&k (PMA) 85 30% K& %&.

BTCA: 1,2,3,4-THRw¥E (B4&) .

NaH,PO: ( K& ) : HAAEXBEIELA.

MR EE

EARBET (ZEBTARK): BTORZKERERAF TFoH
THNE (%HAERE)

BARA (ZRERE): ATAGETIFRAIEEHRALFAE
MR e .

AN (EARE): ATERNFAERAXLZI NI ENELEY
(B Tide®F R #) .

iR

TR (XSS 1mBE), 46&, Hikk, 100%4H58 (12 x16 £+
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% B dm

% L AE:

REBGHKRBWARAFZEECHFTE, REWIARKY 12 x16 £T H
MTFRBHER, AKX rEHS REISHLAKELIEXRL T5% 6
HHBrE (REARMEZIRATHAOILEE) . FKG T5% 4
BREREBAANFRBERGKY B0% H Rk E,

— R AR A

HEHFZAFROBHFER. EERSAFR(EGRI), 28
B, NaH,PO,, fekK. SR AR EN 8%, AYERRENKFS
ERGHEREEE.

ERE&EE, E5)VHNERNESEHRER.

RERERBREF TOIHL. BEDEZFLAERTY, AZLRK
PEFE—T, AAZHREERY, ARABRANENLAHEL -
TURBREACZHEL LA RS S HE.

BEHE, BOIRBZEELEER LMEAN B0CHBH LB
FF®R(3-544).

EFRE, BEHEFRBAAN 180CHERF P UARLBAFLE
(1.5~-224) .

REMEER LR ELSBLHES, FieFEChhAEME, Fiagkh
T 3% A B) 4L 540 ) B PTG AE ST LAY,

3 JE &K 5 R A 8

BELIHSEFERFEERPAARKIT XKILER. RES BB
e 69 B MR,
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Prik S B 69 AT
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HIH LS4 (20% ME) 5 THPAf BTCA(H S - A%k, £
1RAK&®GE, PESARREE) .
#4 H oo (20% AE) 5 TMPA, BTCA, #& PMA (M& - A%
AR, A1RK®EE, ESKERE) .
H6 AL A M (20% A2 ) 5 TMPA A= BTCA ( M5 - AW, £
1 RAKRBE, EDLAREHEE) .
#o M amibadr (40% M) 5 TMPA, BTCA, # PMA (# & - & 1

RREE) .
BRI LG T SRR

Wt (THRENEE) AEEWGP) |£ 1 RABRE | £ 5 RRREE
(%P) (%P)

20% FR#3, ©6.0%BTCA, 2.5%;2.8 1.9 1.6

NaH.PO,

20% FR#3, 8.0%TMPA, 4.0 % (3.6 2.1 2.1

NaH.PQ,

20% FR#4, 5.0%BTCA, 2.5%|3.4 2.0 2.1

NaH,PO0,

20% FRH4, 8.0%TMPA, 4.0 %1 4.2 2.7 2.5

NaH,P0,

20% FR#4, 8.0%PMA, 4.0 %|3.9 2.2 2.3

NaH,PO,

20% FR#6, 5.0%BTCA, 2.5%3.9 2.6 2.3

NaH,PQ,

20% FR#6, B.0%TMPA, 4.0 %[4.5 1.5 1.5

NaH.P0,

40% FRH#5, 5.0%BTCA, 2.5%| - 0.35 -

NaH.PO,

40% FR#5, 8. 0%TMPA, 4.0 % - 0. 37 -

NaH.PQ.

40% FR#5, 8.0%PMA, 4.0 % | - 0.34 -

NaH.P(Q,

HEAFRIH RN H S RANE

15



............
------

..............

Hotrit (THRENEE) A5 R EHE (%Na)
20% FR#3, 5.0%BTCA, 2.5% NaH.PO, | 72ppm*
20% FR#3, B.0%TMPA, 4.0 % NaH,PO. | 58ppm*

20% FR#4, 5.0%BTCA, 2.5% NaH,PO. | 55ppm*
20% FR#t4, 8.0%TMPA, 4.0 % NaH,P0, | 95ppm*
20% FR#4, B8.0%PMA, 4.0 % NaH.PO, | 92ppm*
20% FR#6, b.0%BTCA, 2.5% NaH,PO. | 51ppm*
20% FR#6, 8.0%TMPA, 4.0 % Nal.PO. | T6ppm*

*sHMFERETOBE (FOHBGHATFZ " T5ppm)

ML LR Tl A S, JUH FR/WIEA R RSWHER T FR & AH,
PribE ek 5 ARAE (FERHRENRAESF) . T2 L
REGRAREPLCEARARMNELERNGEERTE, BHEABTH
ZMMERER (RAFTHRAERR) A b TRABEMMNGELE, —
HEETFETHE. EROHERABAERB A TAELKFTRS
AFEEN FR& XK., 2HH3, #4 pH6 B S S By H R4S (0H
TFHAL) ﬁﬁ'ﬂ’ ﬁfriaiéé Skt A B FR 4R 2.

AAE OH FAeH, fL-FRTAMA, #5 4 mibs 34 2 P+
B 6 55w A FR%fmﬁ-l. K, IRARLEFJAGEEIR PN LR
B, st B TROBB LA FRANMNERBEILHE YRR, XX 2
AATEN®, BA AL B TCARDSCHWHEREFTALY 160
CTF, BPARZEALBE (180C) R F X% 20C, €% 2 £ % (TGA
& DSC). AAXLBETALES AT RIRFHAEINGKE
MEREAR ECLpILLERGEAT, SEHELLHS, RFLY
B EFR B mHGELN. FHIGFRERNEZAFERALIE
TEALELN, AEERGAYy, QAARALAFREMANGEL ZFLX
AR, BUREHRZLARBRALELEGRE,

BT A4 6 FR Bt ¢ XA A 5F, SAE A TR LD
LR TRE., RTAEAREEE PROFZGEAHE AN, B HE
FoF BT RERY. & BICARBEFTREXRNFRARONR

Io



t, —HEREFERERAE.PMASRTMPA AR KT T R XL HLEE.
— kW, HBHHBR T FRLABICAZERMA S, XRTHE
WA AN SIS KEFRGEA. Badd VXA ENE
AN, TRREZBG TR, PMAR TMPAK Z - G/FERRE
NMELH LB THRE. PHA ABH BB AETAXE., B3 %KE
B EFo/ BB GHNIHHBEFN T L P ASFEXERMAG L
LTHRABIKAE. BT PMA ST, TMPA LM EE. K, Bk
BEFAOROEREEZALZTEN.

xRy, RTHEAELASHE3. 84 fol6 89— A4
M A HHSE—KAKREERFET 56-68% A8, HI, 2%
—~KREEERETEDHOBMNFAEZINA b ARAGHRGEL
¥

RTESESFM A}, TREZRETHERERESTHKRTE. &
KEPGHFERBRE BB FRAEESKBE AR, XA PETF
£R, KM ENBRETXBER B BN FRAZHN THE
REH T EPHRLEG FRMEME (Fp, HEOAEEFFRKS) . B
THRBRFEAZH TR I AETXBEEZFRREEMN P LA RS
FREBEBRENEEERZI—. A LRKBREFHORE, MAYEE
MM AEFRALNH, XERFRLE ORI RARTHEBE
5 R #b% G B B AT 60 FR M A%,

WA LRFABERUARAG T XREHE, BACSNUA THELRL
Mg E LA EEFTE. FARPERAFMBRANZL S FHEHA.



