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1
STAIN RESISTANT NYLON FIBERS

Matter enclosed in heavy brackets [ ] appears in the
original patent but forms no part of this reissue specifica-
tion: matter printed in italics indicates the additions made
by reissue,

CROSS-REFERENCE TO RELATED
APPLICATION

This application is a continuation of copending appli-
cation Ser. No. 834,804, filed Mar. 6, 1986 and now
abandoned. Application Ser. No. 834,804 is a continua-
tion-in-part of copending application Ser. No. 643,606,
filed Aug. 23, 1984, and now abandoned. Application
Ser. No. 643,606 is a continuation of application Ser.
No. 562,370, filed Dec. 16, 1983, and now abandoned.

BACKGROUND OF THE INVENTION

1. Field of the Invention

This invention relates to nylon fibers having unusual
and beneficial dyeing characteristics. More specifically,
the invention relates to nylon fibers which resist stain-
ing by acid dyes at ambient temperatures and yet are
capable of being dyed at elevated temperatures with
acid dyes without losing their resistance to staining by
acid dyes at ambient temperatures. Conventional nylon
fibers can be permanently stained at room temperature
by acid dye colorants commonly found in household
items, such as beverages, foods, cosmetics, medicines,
etc. The nylon fibers of the invention have the ability at
room temperature to resist staining normally caused by
these colorants and therefore are particularly suited for
use in the construction of carpets.

The term fiber as used herein includes fibers of ex-
treme or indefinite length (i.e. filaments) and fibers of
short length (i.e. staple). The term yarn, as used herein,
means a continuous strand of fibers.

The terms “stain” and “staining” as used herein with
reference to nylon fibers means discoloration of such
fibers caused by the chemical reaction thereof with a
substance such as an acid dye.

2. Description of the Prior Art

Carpet made from nylon fibers is a popular floor
covering for both residential and commercial applica-
tions. Such carpet is relatively inexpensive and offers a
desirable combination of qualities, such as durability,
asesthetics, comfort, safety, warmth and quietness.
Also, it is available in a wide variety of attractive colors,
patterns and textures. However, nylon fibers are se-
verely and permanently stained by certain artificial and
natural colorants present in common household items,
such as Kool Aid ® from nylon fibers is vulnerable to
the spilling of such items. The vast majority of these
colorants are acid dyes, all of which have been ap-
proved by the Food, Drug and Cosmetic Commission
for human consumption. One of the most commonly
used acid dye colorants and one which most severely
stains nylon at room temperature is FD&C Red Dye
No. 40 (hereinafter referred to as “Red Dye No. 40”).
Red Dye No. 40 (also known as C.T. Food Red 17) has
the following structure.

3

10

15

20

25

30

35

2
OCH3
N=N
NlOgS SO3Na
CHj

Nylon carpet fibers are often coated with a fluoro-
chemical either before or after the carpet is made for the
purpose of improving the antisoiling characteristics of
the carpet surface. The fluorochemical reduces the
tendency of soil to adhere to the fiber thereby making
the removal of soil from the carpet much easier than if
the fluorochemical were omitted and, although this
fluorochemical treatment also reduces fiber wettability,
it offers very little protection to the carpet from spills
containing acid dye colorants unless such colorants are
immediately removed from the carpet within five to
seven minutes. In contrast to substances such as lipstick,
shoe polish and motor oil which are capable of being
physically removed from nylon carpet by recognized
cleaning procedures, acid dye colorants, such as Red
Dye No. 40, penetrate and chemically react with nylon
to form bonds which make complete removal of such
colorants from the nylon fibers impossible; the fibers are
actually dyed by these colorants within minutes and,
therefore, permanently stained.

Surveys of the carpet replacement market show that
more carpets are replaced due to staining than due to
wear. Therefore, there is a need in the art to provide
nylon carpet fibers from which a more stain-resistant
carpet can be made.

SUMMARY OF THE INVENTION

The present invention provides nylon fibers which
resist staining by acid dye colorants at ambient tempera-
tures and vyet are capable of being dyed at elevated

40 temperatures with acid dyes in a conventional manner
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without losing their resistance to the acid dye colorants
at ambient temperatures. The nylon fibers of the inven-
tion are characterized by having a coating on the sur-
face thereof comprising one or more stain blockers in an
amount sufficient to provide a fiber having a “dye ab-
sorption value”, hereinafter defined, at 25° C. of no
greater than 7% and at 100° C. of no less than 30%.

The term “stain blocker” as used herein means a
chemical compound which when applied to a nylon
fiber as a coating in the amount of 0.35% or less, based
on the weight of fiber, provides a fiber having a dye
absorption value of no greater than 7% at 25° C. and no
less than 30% at 100° C.

The fibers of the invention are particularly useful for
providing stain resistant nylon carpets. Such carpets can
withstand exposure to massive spills of substances con-
taining acid dye colorants, such as red wines and soft
drinks, for long periods of time without staining.

According to a preferred embodiment of the inven-
tion the coating on the surface of the fiber comprises, in
addition to one or more stain blockers, one or more
fluorochemicals in an amount sufficient to provide fi-
bers which, when used in the construction of carpet,
provides carpet retaining a greater portion of its origi-
nal stain resistance after being subjected to 30,000 traf-
fics than corresponding carpet from which the fluoro-
chemical is omitted. The term “traffic” as used herein
means the occurrence of an individual walking across
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the carpet. By “original stain resistance” is meant the
stain resistance of new carpet before trafficking or any
other exposure thereof to wear has occurred. The
fluorochemcial by itself does not impart significant stain
resistance to nylon fiber nor does the fluorochemical,
when used in combination with the stain blocker, pro-
vide better stain resistance initially (i.e. before traffick-
ing} than does the stain blocker by itself. Surprisingly,
however, the use of one or more fluorochemicals in
combination with the stain blocker(s) improves the

retention of the original stain resistance imparted to the
fiber by the stain blocker.

BRIEF DESCRIPTION OF THE DRAWINGS

FI1G. 1 18 a plot showing the effect of temperature on
the dye absorption test values of nylon fiber of this
invention and of conventional nylon fiber.

FIG. 2 is a plot showing the effects of stain blocker
and fluorochemical on the stain resistance of nylon fiber
before and after trafficking.

FIGS. 3-6 are photographs. Each photograph is of a

cut pile carpet sample taken from above. The tufts of )

each of the carpets were made from nylon yarn. Each
carpet was exposed to Red Dye No. 40 for periods of 1,
2, 4, 6 and 8 hours. Each photograph was taken under
identical conditions and at a reduction of 2.67 times.
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The yarn in each carpet is identical, except the fibers of 30

the yarns used to make the carpets shown in FIGS. 3
and § were coated in accordance with this invention
and the yarns (Control) used to make the carpet shown
in FIGS. 4 and 6 were not.

DESCRIPTION OF THE PREFERRED
EMBODIMENTS

Any nylon fiber may be coated in accordance with
the present invention. Nylon fibers of commercial im-
poriance are those shaped from nylon 66 (polyhexa-
methylene adipamide) and nylon 6 (polycaprolactam).
The invention is particularly useful for providing nylon
carpet yamns from which stain resistant carpets can be
made. The coating is preferably applied to the nylon
fibers from a fimish (spin finish) during the melt spinning
process used to prepare the fibers. Appropriate amounts
of the stain blocker and fluorochemical are incorpo-
rated into the finish which typically contains lubricating
oils for the fibers as well as dispersants for such oils.

Stain blockers which are particularly useful in prac-
ticing thee invention include, by way of example, poly-
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repeating units of the formula

OH {(Formula I)

—CH3

R

where R is the same or different in each unit and is

hydrogen or a radical selected from the group consist-
ing of —S0OsX,
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where X 18 hydrogen or a cation such as sodium or
potassium. These condensation products are commer-
cially available and can be prepared by conventional
methods 1n the laboratory. Preferred condensation
products of this structure are the water soluble products
in which at least 40% of the repeating units contain an
~—S03X radical and at least 40% of the repeating units
contain the

0
|

—S—

|

O
linkage. The molecular weight of the condensation
products should be as high as possible while retaining
some water solubility and should contain as many
monosulfonated phenyl radicals as possible. Such prod-
ucts are conveniently prepared by the condensation of
formaldehyde with one or more appropriate phenols (or
derivative thereof) such as

HO SO31X,
O
|
HO - HO and
O
SO X
O
i
HO 5 OH
i
O
in an acid or alkaline medium at elevated temperatures.

Typically, 1n an acid medium, from 0.3 to 0.5 moles of
formaldehyde is used for each mole of phenol and, in a
basic medium, from 0.9 to 1.5 moles of formaldehyde is
used for each mole of phenol. The water solubility of
the condensation product is influenced by the type of
terminal groups present in its structure, for exampile,
hydrophylic groups such as —CH>OH and —CH-
1SO3H render the product more water soluble than
groups, such as methyl or phenyl groups. The basic
condensation provides products having a greater pro-
portion of terminal —CH;OH groups and, therefore,
greater water-solubility.

Polymeric condensation products consisting essen-
tially of the above-mentioned repeating units can also be
prepared by the method wherein diphenolsulfone, after
acetylation of its hydroxyl groups, is sulfonated, then
hydrolyzed to convert the acetylated hydroxyl groups
back to free hydroxyl groups, and finally, reacted with
formaldehyde under alkaline or acid conditions. In this
instance, reaction conditions are selected to avoid or at
least minimize the formation of products containing
di-and/or trisulfonated phenyl groups. In general, con-
densation products in which each repeat unit contains
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only one —SO3X radical are more effective stain block-
ers than corresponding products in which each repeat
unit contains two or more —S0O3X radicals. Also, in
general, as the ratio of units containing one —S03X
radical to units containing no —SQO3X radicals in-
creases, the product becomes a more effective stain
blocker.

Condensation products of Formula I are commer-
cially available, for example, mixed condensation prod-
ucts of phenol sulfonic acid with dihydroxy diphenol-
sulfone and formaldehyde are available from Ciba-
Geigy Corp. under the tradename of Erional ® PA or
from Crompton and Knowles Corp. under the trade-
name of Intratex ® N.

Also, useful as stain blockers in practicing the present
invention are mixed condensation products of naphtha-
lene monosulfolnic acids with dihydroxy diphenylsul-
fones and formaldehyde. Such a product is sold com-
mercially by Ciba-Geigy Corp. under the tradename of
Erional NW.

Fluorochemicals useful in practicing the present in-
vention are those which, when applied as a coating to
nylon fiber in combination with a stain blocker, wherein
the fluorochemical and stain blocker are applied in
amounts sufficient to provide a coating comprising
0.35% by weight of stain blocker and 650 ppm fluorine,
based on the weight of fiber, and the fiber is used in the
construction of carpet, the carpet retains a greater por-
tion of its original stain resistance after being subjected
to 30,000 traffics than if the fluorochemical were omit-
ted from the coating. Such fluorochemicals include, by
way of example, those commercially available for use
with fibers, such as those commercially available from
Minnesota Mining and Manufacturing Company under
the tradename of Scotchgard ® (Scotchgard 358 and
352) and from E. 1. DuPont de Nemours and Company
under the tradenames of Zepel ®) and Teflon ®. Typi-
cally, these fluorochemicals contain a perfluoroalkyl
radical (Rp) having from 3 to 20 carbons and is the
condensation product of RXOH or RANH; with a sut-
able anhydride or isocyanate, for example, the reaction
product of N-ethyl perfluorooctyl-sulfonamideoethanol
and toluene diisocyanate in a 2:1 mole ratio.

Preferably, the coating on the nylon fiber of this
invention comprises from 0.20 to 0.35% by weight
(2000 to 3500 ppm) of stain blocker(s), based on the
weight of the nylon, and sufficient fluorochemical(s) to
provide from 450 to 650 ppm of fluorine, based on the
weight of the nylon. The stain blocker(s) and fluoro-
chemical(s) may be applied separately or simulta-
neously. According to a preferred embodiment of the
invention, the stain blocker(s) and fluorochemical(s) are
applied simultaneously to the nylon fiber from a finish.
According to this embodiment, the stain blocker(s) and
fluorochemical(s) are of the same charge, that is, both
anionic or cationic, so as to avoid any possibility of
precipitation thereof in the finish. The above-mentioned
sulfonate-containing stain blockers are anionic and,
therefore, it is preferable when using these stain block-
ers to use anionic fluorochemicals. However, it is possi-
ble to select appropriate dispersants so as to form a
suitably stable finish containing oppositely charged
components.

Selection of an optimum combination of stain block-
er(s) and fluorochemical(s) for a particular application
can be made from a wide variety of stain blockers and
fluorochemicals and the fine tuning of the selection to
provide optimum results with a given nylon fiber ap-
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6

plied under a set of given conditions can be achieved by
routine experimentation within the capabilities of those
skilled in the art by merely testing various combinations
of components and selecting the combination giving the
best results.

Typically, nylon carpet yarn ready for tufting is a
two-ply staple or continuous filament yarn which has
been subjected to a heat treatment to set the twist in the
varn. The treatment is referred to as heatsetting. Con-
ventionally, the heatsetting operation is accomplished
using either Superba equipment in which case the yarn
is subjected to steam at about 130°-140° C. or Suessen
equipment in which case the yarn is subjected to hot air
at about 195°-205° C. The adhesion of the coating on
the nylon fiber of this invention is enhanced by subject-
ing the coated fiber to Suessen heatsetting conditions.
Maximum adhesion of the coating of the fiber is
achieved when the coating comprises a stain blocker
which has terminal groups that can further react during
heatsetting with itself or with the nylon surface. Reac-
tion of the terminal groups of the stain blocker with the
nylon surface results is covalent linkages. Stain blockers
having such groups include those prepared under alka-
line conditions.

Preferably, the stain blocker(s) and fluorochemical(s)
are selected and applied to the nylon fibers so as to
provide fibers having dye absorption test values of 4%
or less and, most preferably, of zero or substantially
zero (no visible stain) at temperatures up to and includ-
ing 25° C. and, most preferably, at temperatures up to
and including 50° C. and yet have dye absorption test
values at 100° C. of at least 30% and, most preferably, of
at least 60%.

Dye absorption test values, when given herein, are
given in terms of the patent (%) of Red Dye No. 40
absorbed by a fiber sample from an aqueous solution of
the dye with reference to the temperature of the solu-
tion. The test is accomplished as follows:

(1) An aqueous solution of Red Dye No. 40 in which
the concentration of the dye is 0.054 gms/liter is pre-
pared. (This is the concentration of Red Dye No. 40 in
cherry Kool Aid when commercialy obtained packaged
ingredients are mixed with water according to instruc-
tions on the package.)

(2) The light absorption (optical density) of the solu-
tion is measured on a Cary 15 Spectrophotometer or
equivalent instrument using a 4 cm cell with the mea-
surement being made at 495 millimicrons, the maximum
absorptivity for Red Dye No. 40. (Light absorption is a
measure of the dye concentration of the solution.)

(3) The light absorption reading is recorded as To.

(4) Then, 0.25 grams of test fiber is placed into a
container containing 14.8 ml of the Red Dye No. 40
solution and the pH of the solution is adjusted to 3 by
adding an appropriate amount of Universal Buffer.

(5) The container is then sealed (e.g., stoppered) and
shaken for a period of three hours, for example, by
means of a motorized shaker at a selected temperature,
the temperature being thermostatically controlled.

(6) The fiber is then removed from the solution and
the light absorption of the solution is again measured as
before.

(7) The reading this time is recorded at Ti. (If the
fiber sample is not stain resistant, it will take up dye
from the solution and the T; value will be less than the
To value; on the other hand, if the fiber sample is stain
resistant, it will not take up significant dye from the
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solution and the T; value will be the same or substan-
tially the same as the Tp value.)

(8) The “Dye Absorption Test Value” at the selected
temperature 18 expressed as a percentage of the Tg value
and is calculated as follows:

Ip— Ty
Iy

Dye Absorption Test Value (%) x 100

The following examples are given to further illustrate
the invention.

EXAMPLE 1|

In this example, nylon 66 fibers of the present inven-
tion were prepared and tested to demonstrate their
resistance to staining.

A 300 filament, 60 denier per filament (dpf), nylon 66
yarn was prepared by extruding fiber-forming nylon 66
of commercial grade at a melt temperature of 282° C.
downwardly through the orifices of a 300-hole spin-
neret into a conventional melt spinning chimney, mea-
suring approximately 1.8 meters in length to form a
corresponding number of molten streams. The chimney
was adapted to receive a cross-flow of cooling air ambi-
ent temperature at a velocity of 270 meters/min. The
molten streams solidified in the chimney to form fila-
ments. The filaments were passed from the chimney
through a conventional steam conditioning tube mea-
suring about 1.8 meters in length where the filaments
were treated with steam. The filaments were passed
from the conditioning tube over a conventional metered
fimsh applicator where an aqueous finish containing a
stain blocker and fluorochemical in amounts sufficient
to provide 3500 ppm of the stain blocker and 650 ppm of
fluorine, each based on the weight of fiber, was applied
and the filaments converged to form a yarn. The yarn
was then passed over and around a driven feed roll (450
meters/min.) and its associated seperator roll with sev-
eral wraps. The yvarn was then collected on a bobbin
under a slight tension to facilitate winding of the yarn
onto the bobbin. The yarn was then unwound from the
bobbin and combined with 54 like yarns to form a tow
having a total denier of about 1,000,000. The tow was
drawn over rolls to provide nominal 18 dpf tow,
crimped in a conventional stuffer box and cut into 74
inch (19.05 cm) staple. The staple was carded, drafted,
spun on a conventional ring spinning frame to provide a
3% cotton count singles yarn having about 4.5 tpi (177
tpm) of twist in the Z-direction. Two of these yarns
were then piled with 4.0 tp1 (157 tpm) of twist in the
S-direction. A portion of the piled yarn was heatset
using normal Suessen heatsetting conditions at 200° C.

The stain blocker (stain blocker A) used in preparing
the above heatset and nonheatset yarns consisted essen-
tially of repeating units of the formula

OH

—CH»

where R is
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and R’ is —S(O3Na in at least 50% of the units and 1s
hydrogen in the remaining units. The fluorochemical
used in preparing these yarns was a mixture of anonic
fluorochemicals based on N-ethylperfluorooctyl-sul-
fonamideoethanol.

Dye absorption test values of a sample of the heatset
yarn (Yarn E) and the nonheatset yarn (Yarn D) were
determined at the various temperatures indicated in
Tabie 1 below. (The heatset yarn is represented by
Curve E and the nonheatset yarn by Curve D in FIG.
1.) Both (Yarn E) and (Yarn D) are considered to be
yarns within the scope of this invention.

In another run, heatset and nonheatset yarns (Con-
trols) were prepared in the same manner as described
above except in this instance the stain blocker and fluo-
rochemical were omitted from the finish. Dye absorp-
tion test values of a sample of the nonheatset Control
yarn (Yarn A) were determined and are given in Table
I. (This varn is representative by Curve A in FIG. 1) A
sample of the heatset Control yarm (Conventional nylon
carpet yarn) was treated according to the techings of
U.S. Pat. No. 3,118,723 by immersing the sample in an
aqueous bath containing 2% by weight of acetic acid
and 0.5% by weight of Erinocal NW, then bringing the
bath to a boil over a period of twenty minutes, holding
the bath at the boil for an additional hour, removing the
yarn from the bath and then washing and drying the
yarn. Dye absorption test values of this yarn (Yarn B)
were determined and are also given in Table 1. (This
yarn is represented by Curve B in FIG. 1.) This treat-
ment of the yarn simulates treatment of carpet where
Erional NW is added to the dye bath, as a dye auxiliary
(leveling agent or reserving agent), during beck dyeing
of the carpet.

A second sample of the nonheatset Control yarn was
also treated in accordance with the teachings of U.S.
Pat. No. 3,118,723 (Example 1 thereof) in the manner
just described. The treated sample was then heatset by
heating the sample in an atmosphere of air at 200° C. {for
a period of one minute and then cooled to ambient
temperatures. Dye Absorption Test Values of this trea-
ted/heatset yarn (Yarn C) were determined and are also
given in Table I below. (This yarn is represented by
Curve C in FIG. 1.) Yarn C is considered to be a yarn
within the scope of this invention. The treatment of this
sample differs from the above treatment (prior art) in
that in this instance the sample was treated and then
heatset, whereas in the above instance the sample was
heatset and then treated.

TABLE |
DYE-

BATH DYE ABSORPTION VALUES (%)

TEMP. __ INVENTION  Control Prior Art
C. YARNC YARND YARNE YARNA YARNB
25 6.4 0.0 0.0 75.3 18.1
30 9.6 1.6 0.0 100.0 30.9
35 14.1 1.6 0.0 — 54.3
40 20.2 4.3 0.0 — 79.5
45 319 6.6 1.6 — 93.1
50 53.2 10.1 2.7 — 100.0
55 76.1 14.9 3.2 — —

60 26.2 16.2 3.7 - —



TABLE I-continued
DYE-

BATH DYE ABSORPTION VALUES (%)

TEMP. INVENTION Control Prior Art
C. YARN C YARND YARNE YARNA YARNB
65 90.4 17.6 4.3 —_ —

70 95.7 20.7 4.3 —_ —_
75 99.2 23.9 4.8 — —
80 100.0 31.4 6.1 = —
85 — 37.8 11.7 — —
90 — 52.1 18.6 — —
95 — 59.0 29.8 — —
100 100.0 67.0 34.6 100.0 100.0

FIG. 1 is a plot of the data given in Table 1. In FIG.
1 Curves A, B and C each terminate at the point defined
by the intersection coordinates 100° C. and 100%.

The data shown in Table I and represented in FIG. 1
dramatically demonstrate the exceptional stain resistant
properties of the nylon fiber of the present invention as
compared to prior art nylon fibers. With reference to
FIG. 1, the fibers represented by Curves A and B each
were stained at 25° C. to a bright red color and there-
fore lacked meaningful stain resistance characteristics.
The fiber represented by Curve C (Invention) was
stained at 25° C. to a lighter shade of pink and, while
only marginally acceptable for some carpet yarn appli-
cations, was nevertheless significantly more stain resis-
tant than the fibers represented by Curves A and B.
Remarkably, the fibers represented by Curves D and E
were not stained at all at 25° C.

EXAMPLE 2

This example illustrates the unexpected advantage
gained by coating nylon fibers with a fluorochemical
and stain blocker. The example shows that carpet made
from these fibers retains a greater portion of its original
stain resistance after trafficking than corresponding
carpet made from nylon fibers coated with only stain
blocker.

Thirteen (13) 68 filament, 60 denier per filament
(dpf), nylon 66 yarns were prepared. Each yarn was
prepared by extruding fiber-forming nylon 66 of com-
mercial grade at a melt temperature of 274" C. down-
wardly through the orifices of a 68-hole spinneret into a
conventional melt spinning chimney, measuring ap-
proximately 1.8 meters in length to form a correspond-
ing number of molten streams. The chimney was
adapted to receive a cross-flow of cooling air at 18.3° C.
at a flow rate of 11.2 m3/min. The molten streams solid-

ified in the chimney to form filaments. The filaments

were passed from the chimney through a conventional

steam conditioning tube measuring about 1.8 meters in
length where the filaments were treated with steam.
The filaments were passed from the conditioning tube
over a conventional metered finish applicator where an
aqueous finish containing a stain blocker and/or a fluo-
rochemical were applied. The stain blocker used in this
instance was Erinol PA and the fluorochemical in this
instance was Scotchgard FC 358. The level of stain
blocker and fluorochemical was varied from yarn to
yvarn as shown in Table 1I. Two of these yarns were
plied as described in Example and then draw-textured
through a texturing machine to yield fibers of about 13
dpf. The resulting two ply yarns were heatset in a
Seussen heat setting unit (200° C. for | minute). The
yarns were used to provide two sets of identical samples
each of which contained 13 strips with each strip being
tufted with a different yarn. The resulting 26 strips were
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blank dyed at a 40:1 liquor-to-goods weight ratio using
a solution of 2.5 wt. % Calgon on weight of goods
(owg), 1.0 wt. % Alkanol ND owg and 2.0 wt. % am-
monium sulfate owg. The solution with the strips was
then heated to boiling over a 55 minute period and held
at the boil with agitation for an additional 60 minutes.
The liquor was removed. The strips were then rinsed
three times with water, rung through rollers with each
rinse to a water pickup of 200% and, finally, allowed to
dry 48 hours under ambient conditions.

One set of the blank dyed strips was tested determine
the original stain resistance of the different strips. The
test consisted of applying 3 drops of an aqueous solution
of Red Dye No. 40 at a concentration of 0.054 gms/liter
to the surface of each strip (0.054 gms/l1t is the concen-
tration of Red Dye No. 40 in cherry Kool Aid which
was the solution employed). The solution was worked
into the strips by applying pressure with a spatula. A red
spot was formed on each strip. (Ten to twenty strokes
of the spatula are usually sufficient to assure pentration
of the solution into the fibers.) Each strip was then
treated in the following manner. Seven more drops of
the solution was applied to the spot, worked in with the
spatula and left for a period of 10 minutes. At the end of
the 10 minute period, the spot was blotted with absor-
bent paper towels until no further solution could be
removed by blotting. The spot was then allowed to dry
for 16 hours. Each strip was then cleaned by the follow-
ing procedure. Four (4) ml. of a carpet cleaning solution
was applied to the spot. The cleaning solution had pre-
viously been made up by adding 28.4 grams of Steam
Clean 300 PG (a commercially available product from
Procter and Gamble Co.) to 473 mis. of deionized wa-
ter. The cleaning solution was left on the spot for 30
seconds and then blotted dry with absorbent paper
towels. Then, 4 ml of vinegar (5% acetic acid in deion-
ized water) was applied to the spot and left in contact
with the spot for 30 seconds. After the 30 second per-
iod, the spot was blotted dry. Then, 4 mi of the carpet
cleaner was applied to the spot left for 30 seconds and
then blotted dry. Finally, 10 ml of deionized water was
applied to the spot and the spot blotted until dry. The
strips were then compared to six strips which had been
previously staned with Red Dye No. 40 to different
degrees of staining ranging from no stain (1) to com-
pletely stained (6) where the difference in color be-
tween adjacent degrees of staining was substantially the
same. The strips were mounted on a board and the test
strips were matched to a strip on the board and assigned
its number. For numbers less than two, decimal grading
is used to denote proximity between | and 2. Strips
which were assigned a grade of 2 or more were judged
not to have significant stain resistance and, therefore,
failed the test.

Selected strips of the second set were floor tested for
30,000 traffics and then subjected to the above stain
resistance test to determine what effect, if any, traffick-
ing (wear) had on the original stain resistance of the
strips. The results of the testing before and after traffick-

ing are given in Table II.
TABLE 11
Stain Testing Grade
Yarn Stain blocker Fluorochemical Before After
Sample wt. % ppm F Trafficking Trafficking
2A1 0.08 — S5(failed) not tested
QA2 — 200 4(failed) not tested
2A3 0.08 200 3(failed) 4
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TABLE Il-continued

Stain Testing Grade

Yarn  Stain blocker Fluorochemical Before After

Sampie wt. % ppm F Trafficking Trafficking
2B1 0.16 —_ 4(failed) not tested
2B2 — 400 2(failed) not tested
2B3 0.16 400 1.2 3
2C1 0.24 —_ 1.8 4
2C2 — 600 1.5 4
2C3 0.24 600 1.1 2
2D1 0.32 — 1.2 4
2D2 — 800 1.4 4
2D3 0.32 800 1.0 1.6
Con- — — 6(failed) not tested
troi

FIG. 2 18 a plot of the data given in Table II. In FIG.
2 stain grading numbers not enclosed by parentheses are
determined before trafficking(*) and those enclosed by
parentheses are determined after trafficking(**).

The results given in Table II and shown in FIG. 2
clearly show that the nylon fibers coated with stain
blocker and fluorochemical (e.g. 2D3) retained a
greater portion of their onginal resistance after traffick-
ing than corresponding fibers from which the fluoro-
chemical was omitted (2D1). The results also show the
effect of stain blocker and fluorochemical concentra-
tions on stain resistance.

EXAMPLE 3

In this example nylon fibers were coated with fluoro-
chemical or stain blocker or a combination thereof and
then tested for stain resistance.

Plied yarns were prepared as described in Example |,
except In one instance the finish contained neither stain
blocker A nor fluorochemical (Control Yarn); in an-
other instance the finish contained stain blocker A and
no fluorochemical (S.B. Yarn); in yet another instance
the finish contained fluorochemical and no stain blocker
(F.C. Yarn); and in still another instance the finish con-
tained both stain blocker A and fluorochemical
(§.B.4+-F.C. Yarn). The fluorochemical used in this
instance was the same as that used to prepare the yarn
described in Example 1.

The stain blocker and fluorochemical, when present
in the finish, were present in amount sufficient to pro-

vide 3500 ppm of the stain blocker and 650 ppm of

fluorine on the yarn, based on the weight of yarn. All
the yarns were heatset at 200° C. using normal Suessen
heatsetting conditions. Dye absorption test values of a
sample of each yarn were determined at 30° C. and at
100" C. and are given in the following Table.

TABLE 111

Dye Absorption Test Val %o
Yam 30" 100*
Control 85 100
S.B. 5 68
S.B + FC. 5 63
F.C. 73 100

The results in Table II show that the fluorochemical
by itself did not impart significant stain resistance to
nvlon fiber. The results further show that the fluoro-
chemical when used in combination with the stain
blocker did not improve the stain resistance of the stain
blocker, thereby confirming the results given in Exam-
ple 2 that the value of the combinations is in retaining
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12
original stain resistance after trafficking, i.e., durability
of stain resistance.

EXAMPLE 4

Two 3% cotton singles yarns were prepared as de-
scribed in Example ! except that in this instance the
stain blocker was Intratex N and the yarns were not
individually heatset. A fluorochemical was not used.
The yarns were plied on a conventional ring twister
with 3 tpi (118 tpm) of twist in the S-direction. The
resulting plied yarn was then heatset using Suessen
heatsetting conditions at 200° C. Cut pile tufted carpet
samples were made from the heatset plied staple yarn
and dyed to a light gold color. Light gold was selected
as being a color which contrasts well with most stains.

The carpet samples were subjected to the common
household liquid substances in the table below to deter-
mine the resistance of the sample to staining by color-
ants present in these substances. Each substance was
applied to the carpet sample, rubbed into the carpet, left
on the sample overnight and, finally, the next day the
sample was washed to remove the substance, first with
a dilute water solution of a commercial detergent and
then with water. For purposes of comparison, carpet
samples (control) were made in the same manner de-
scribed above except in this instance the yarns from
which the samples were made were not treated with

Intratex N, that 1s, Intratex N was omitted from the
finish.

TABLE 1V

Staining Results
Carpet Samples

Substance Invention  Control
Coffee/Cream/Sugar Removed  Stained
Red Wine Removed Stained
Soft Drink w/Red Dye No. 40* Removed Stained
Cola Removed Removed
Watercolor Removed Removed
Mustard w/out Tumeric Removed Removed
Mustard w/Tumeric Stained Stained

*3 s0ft drink was prepared by dissolving cherry Kool Aid premix ingredients in the
recommended amount of water.

The results in the Table clearly show that the nylon
fibers treated in accordance with the present invention
had excellent stain resistance, whereas corresponding
fibers which were not so treated lack stain resistance.

It was observed that the exposed cut ends of the pile
fibers of the carpet samples prepared from fibers of the
invention were stain resistance, thereby demonstrating
that the stain blocker not only coated the surface of the
fibers but also impregnated the fibers.

EXAMPLE 5

Of the staining substances tested in Example 4, the
substance which most severly stained the untreated
(control) carpet samples was the soft drink (cherry
Kool Aid) containing Red Dye No. 40. A separate test
was then conducted to determine the effect of a massive
spill of this soft drink on a carpet sample made from
nylon 66 fibers of the present invention. In this test, a
gallon (385 ml) of the soft drink was poured onto an
appropriate carpet sample from a gallon milk container
the container being held at a height of one meter above
the face of the carpet sample. The concentration of the
dye in the soft drink was 0.054 gms/liter. The carpet
sample was made in the manner described in Example 2,
except half of the sample was made from yarn, the fibers
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of which were treated with Intratex N, and the other

half (control) from corresponding yarn, the fibers
which were not treated with Intratex N. The soft drink
was poured onto both halves of the carpet sample from
a distance of about one meter above the carpet sample
with an attempt being made to pour the same amount on
each half. The soft drink was left on the sample over-
night with no steps being taken to clean the carpet or
remove any of the soft drink until the next day. The next
day the carpet sample was cleaned in the manner de-

10

scribed above. Surprisingly, after being cleaned, no

visible evidence of the soft drink (Red Dye No. 40)
remained on that half of the carpet sample prepared
from fibers of the present invention, whereas the other
half of the carpet sample was badly stained.

Similar results were obtained when the stain blockers
used in Examples I and I1 were substituted for the stain
blocker used in this example.

EXAMPLE 6

In this example, two nylon carpet yarns were pre-
pared, one in accordance with the present invention
(stain-blocked yarn) and one in accordance with state-
of-the-art techniques (control yarn). The yarns were
then processed identically and each made into a cut pile
carpet with both carpets being the same except one was
made using stain blocked yarn and the other was made
using control yarns. The carpets were then tested for
stain resistance before and again after trafficking.

The yarn of the present invention (stain-blocked
yvarn) was made in the following way.

A 300 filament, 60 denier filament (dpf), nylon 66
yarn was prepared by extruding fiber-forming nylon 66
of commercial grade at a melt temperature of 282° C.
downwardly through the orifices of a 300-hole spin-
neret into a conventional melt spinning chimney, mea-
suring approximately 1.8 meters in length, to form a
corresponding number of molten streams. The chimney
was adapted to receive a cross-flow of cooling air at
ambient temperature at a velocity of 270 meters/min.
The molten streams solidified in the chimney to form
filaments. The filaments were passed from the chimney
through a conventional steam conditioning tube mea-
suring about 1.2 meters in length where the filaments
were treated with steam. The filaments were passed
from the conditioning tube over a conventional metered
finish applicator where an aqueous finish containing a
stain blocker and fluorochemical in amounts sufficient

to provide 3500 ppm of the stain blocker and 650 ppm of

fluorine, each based on the weight of fiber, was applied
and the filaments converged to form a yam. The yarn
was then passed over and around a driven feed roll (450
meters/min.) and its associated separator roll with sev-
eral wraps. The yarn was then collected on a bobbin
under a slight tension to facilitate winding of the yarn
onto a bobbin. The yarn was then unwound from the
bobbin and combined with 54 like yarns to form a tow
having a total denier of about 1,000,000. The tow was
drawn over rolls to provide nominal 18 dpf tow,
crimped in a conventional stuffer box and cut into 74
inch (19.05 cm) staple. The staple was carded, drafted,
and spun on a conventional ring spinning frame to pro-
vide a 34 cotton count singles yarns having about 4.5 tp1
(177 tpm) of twist in the Z-direction. Two of these yarns
were then plied with 4.0 tpi (157 tpm) of twist in the
S-direction. The stain blocker and fluorochemical used
in preparing this yarn were the same as those used to
prepare the yarns described in Example 1.
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The Control yarn was made in the same manner just
described, except that the stain blocker and fluorochem-
ical were omitted from the finish.

Both yarns were heatset using normal sluessen heat-
setting conditions at 200° C. A carpet of saxony con-
struction was made from each yarn. Each yarn was
tufted on a 5/32 gauge cut pile tufting machine into a
primary backing using 7 stitches per inch (27.6 stitches
per 10 cm). The pile height was § in (2.2. cm) and 32 oz
of yarn were used per square yard of carpet. Each car-
pet was dyed in a beck to a light beige shade of color. A
secondary backing was applied with an adhesive to the
primary backing. Each carpet was subjected to the
following tests.

A sample of each carpet was tested to determine its
resistance to Red Dye No 40 before trafficking. An
aqueous solution of the dye at a concentrate of 0.054
gms/lt. (cherry Kool Aid) was prepared as described in
Example 4 and used in the testing of the carpet samples.
Five open-ended cylinders having an inside diameter of
2.54 cm and measuring 10 cm in length were placed
vertically on each carpet sample. Twenty (20) ml of the
Red Dye No. 40 solution was poured into each of the
cylinders at the time intervals shown below:

cylinder 1 at t, (beginning)

cylinder 2 at t,+2 hours

cylinder 3 at t,+4 hours

cylinder 4 at t,+ 6 hours

cylinder S at to+ 7 hours

At the end of eight hours (t,+8), all the cylinders
were removed from the carpet samples and the spots
were blotted with paper towel to remove excess solu-

and 8 being no visible stain on the carpet. Each carpet
sample was in contact with the Red Dye No. 40 solution
for periods of 1, 2, 4, 6 and 8 hours. Each time period
solution corresponded to one of the spots on the carpet
sample. The results of the testing is given in Table V.

TABLE V

Before Trafficking
Stain Testing Grade on a Scale of 1 to 8*

Spot Invention Control
1 hour 8.0 3.0
2 hours 8.0 2.5
4 hours 8.0 2.0
6 hours 8.0 1.0
8 hours }.0 1.0
Average 3.0 1.9

*1 designates severely stained
8 designates no visible stain

A second sample of each carpet was subjected to
128,000 traffickings and then tested in the manner just
described. The results of this test is given in Table VL.

TABLE VI

After 128K Traffics
Stain Testing Grade on a Scale of 1 to 8*

Spot Invention Control
i hour 8.0 3.0
2 hours 1.0 2.0
4 houry 6.0 1.0
6 hours 5.0 1.0
8 hours 5.0 1.0
Average 6.2 1.6

*1 designates severely stained
B designates no visible stain
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FI1G. 3 1s a photograph of the carpet made from the
stain blocked yarn (Invention) before trafficking and
after being subjected to the staining test. FIG. 4 is a
photograph of the carpet made from the Control yarn
before trafficking and after being subjected to the stain-
ing test. FIG. § is a photograph of the carpet made from
the stain blocked yarn (Invention) after being first sub-
jected to 128,000 traffickings and then to the staining
test. FIG. 6 1s a photograph of the Control yarn after
being subjected first to 128,000 traffickings and then to
the staining test.

The results given in Tables V and VI and shown in
FIGS. 3-6 clearly illustrate the unusual and beneficial
stain resistant characteristics of the fiber of the inven-
tion. In FIGS. 3 and 4 the expression “original” means
before trafficking and in FIGS. § and 6 the expression
“soiled” means after trafficking. The results show that
the fibers coated in accordance with the invention were
substantially stain proof with respect to Red Dye No.
40, even after enduring 128,000 traffics, whereas when
the coating was omitted from the fibers, the fibers virtu-
ally had no protection from the dye. It is remarkable
that the carpet made from the fibers of the invention
was not stained at all before trafficking and stained very
little after trafficking even though the dye was left in
contact with the carpet for periods of up to eight hours.
This corresponds, for example, to a small child spilling
a soft drink and the spill going unnoticed for an ex-
tended period of time. Such an incident is not uncom-
mon in the typical household.

I claim:

1. An undyed stained resistant nylon fiber character-
ized by having a coating on the surface thereof compris-
ing one or more stain blockers in an amount sufficient to
provide a fiber having a dye absorption test value at 25°
C. of [no greater than 7%} substantially zero and a dye
absorption value at 100° C. of no less than 30%.

2. The fiber of claim 1 wherein the nylon is nylon 66.

3. The fiber of claim 1 wherein the denier of said fiber
is 1n the range of 8 to 24.

4. The fiber of claim 3 in staple form.

5. The fiber of claim 3 in continuous filament form.

6. A yarn composed of the fibers of claim 4.

7. A yarn composed of the fibers of claim §.

[8. The fiber of claim 1 wherein said dye absorption
value at 25° C. is substantially zero.]} |

9. The fiber of claim 1 wherein said coating also com-
prises one or more fluorochemical(s) in an amount suffi-
cient to provide fiber having the ability when made into
carpet of retaining a greater portion of its original stain
resistance after trafficking than if the fluorochemical
were omitted from the coating.

10. The fiber of claim 1 wherein said stain blockers
are polymeric condensation products consisting essen-
tially of repeating units of the formula

OH

~=CHj3

R

where R is the same or different in each unit and is

hydrogen or a radical selected from the group consist-
ing of —SO3X,
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SO3X

where X is hydrogen or a cation, wherein at least 40%
of said repeating units contain an —S503X radical and at
least 40% of the repeating units contain the

O

|
—_——

I

O

linkage.

11. The fiber of claim 10 wherein said condensation
products are mixed condensation products of phenol
sulfonic acid with dihydroxy diphenolsulfone and form-
aldehyde.

12. The fiber of claim 1 wherein said stain blockers
are mixed condensation products of naphthalene mono-
sulfonic acids with dihydroxy diphenylsulfones and
formaldehyde.

13. A carpet having a pile consisting essentially of
fibers of claim 1.

14. The carpet of claim 13 wherein the carpet is of a
cut pile construction,

15. The carpet of claim 14 wherein the fibers are
nylon 66 fibers.

16. An undyed nylon fiber characterized by having a
coating on the surface thereof comprising one or more
stain blockers in an amount sufficient to provide a fiber
having dye absorption test values within the range rep-
resented by the area under Curve C and above Curve E
in FIG. 1.

17. A carpet having a pile consisting essentially of
fibers of claim 16.

18. The carpet of claim 17 wherein the fibers are
nylon 66 fibers.

19. An undyed nylon fiber characterized by having a
coating on the surface thereof comprising one or more
stain blockers in an amount sufficient to provide a fiber
having dye absorption test values within the range rep-
resented by the area under Curve D and above Curve E
in FIG. 1.

20. A carpet having a pile consisting essentially of
fibers of claim 19.

21. The carpet of claim 20 wherein the fibers are
nylon 66 fibers.

22. A process for improving the ability of nylon fibers
to resist staining at room temperature by acid dyes
while retaining their ability to be dyed with acid dyes at
elevated temperatures which comprises applying a spin
finish to said fibers during the melt polymerization pro-
cess by which said fibers are prepared, said finish being
characterized in containing one or more stain blocker(s)
in an amount sufficient to provide a nylon fiber having
a dye absorption value at 25° C. of [no greater than
7% substantially zero and a dye absorption value at
100° C. of no less 30%.

23. The process of claim 22 wherein the nyion is
nylon 66.

24. The process of claim 22 wherein said finish con-
tains, in addition to one or more stain blockers, one or
more fluorochemicals.
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25. The process of claim 24 wherein the stain block-
er(s) and fluorochemical are present in amounts suffi-
cient to provide fiber coated with from 0.20 to 0.35%
by weight of the stain blocker and from 450 to 650 ppm
of fluorine, based on the weight of nylon.

26. The process of claim 22 wherein said stain block-
ers are polymeric condensation products consisting

essentially of repeating units of the formula

OH

-=CH2

R

where R is the same or different in each unit and is
hydrogen or a radical selected from the group consist-
ing of —S03X,
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0O O
| |
-9 CH and —§ OH
it |
O O
SO3X

where X is hydrogen or a cation, wherein at least 40%
of said repeating units contain an —SO3X radical and at
least 409% of the repeating units contain the

O

I
_S_
I
O

linkage.

27. The process of claim 26 wherein said condensa-
tion products are mixed condensation products of phe-
nol sulfonic acid with dihydroxy diphenolsulfone and
formaldehyde.

28. The process of claim 22 wherein said stain block-
ers are mixed condensation products of naphthalene
monosulfonic acids with dihydroxy diphenylsulfones
and formaldehyde.

3 * » * W
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