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Materials

A photoresist SU-8 3050 was supplied by Microchem Corp. (MA). Cycloolefin polymer (COP,
1420R) was purchased from Zeonor Chemicals. Polycarbonate (Lexan 9034-112) was supplied by
Sabic Polymershapes. The acrylic polymer (Acrylite OP-4) was acquired from Evonik CYRO LLC.
Monomers tri(propylene glycol) diacrylate (TPGDA) and N-isopropylacrylamide (NIPAAm), a
crosslinker N,N'-methylenebisacrylamide (BIS), surfactants sorbitane monooleate (Span 80),
polyoxyethylenesorbitan monooleate (Tween 80), and Triton X-100, photo-initiators 1-
hydroxycyclohexyl phenyl ketone (HCPK) and 2-hydroxy-2-methylpropiophenone (HMPP), and light

mineral oil were purchased from Sigma-Aldrich (Canada) and used as received.

Characterisation of surface patterning
Topographies of the master and of the patterned thermoplastic polymer were examined using

optical profilometerty (Veeco NT 1100), optical microscopy (Olympus BX41) coupled with a CCD



camera (EvolutionTM VF) using ImagePro software, and scanning electron microscopy (SEM)

(Hitachi TM-1000).

Characterisation of droplet dimensions

An optical microscope (Olympus BX41) coupled with a CCD camera (Evolution VF) was used to
image the emulsified droplets. The distribution of the sizes of at least 200 droplets was determined by
image analysis of the micrographs (Software Image-Pro Plus 5.0). The magnification of the objective
was 20 times (2 times objective and 10 times eyepiece). The software defined the boundary between
the droplet and surrounding oil phase, and determined mean diameter, standard deviation and CV of

the droplets.

Characterization of interfacial tension

The interfacial tension between the droplet and continuous phases was measured by a droplet shape
analyzer (DSA100, Kruss) at room temperature, as described elsewhere.! A pendent droplet of the
disperse phase was generated in a transparent container of the continuous phase. Five measurements

have been taken and an average value of interfacial tension was obtained.

Imprint template fabrication
An imprint template (master) for hot embossing was fabricated using a copper plate coated with a

two-layer film of SU-8. Figure S1 shows a cross-section of the template.
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Fig. S 1. (a) A schematic of an imprint template showing the SU-8 seed and feature layers applied to the copper base.

Smooth surface of the side walls of master’s features simplified the de-embossing step and resulted
in a smoother finish on imprinted microchannels. To investigate the effect of the resolution of the
printed photomask on the smoothness of the side walls, multiple SEM images were acquired from the
masters prepared from masks printed at resolution of 1,000, 5080 dpi, and 20,000 dpi. Representative
images are shown in Figure S2. Based on the SEM images, the surface roughness was quantified by
calculating the surface distance index (SDI). SDI = d,/d (1), where d; is the measured path length
(encompassing wall roughness) between two points along the embossing feature wall and d is the
distance of a straight line between the same two end points. From eq. (1), SDI was calculated to be
1.06, 1.008, and 1.0001 for the imprint templates fabricated from the masks printed at the resolution

1,000, 5,080 and 20,000 dpi, respectively.

Fig. S2 SEM images (top view) of master’s feature edges and protrusions for the masters fabricated
using masks with resolution of 1,000 dpi (a) 5,080 dpi (b) and 20,000 dpi (c). In each case, the
feature edge occupies the top portion of the image. Wall edges, extending horizontally along the
middle of the images, appear brighter due to the charging of the SU-8 surface during image
acquisition. Scale bars are 10 pm.

Microfluidic device fabrication: Thermoembossing
Thermoembossing was conducted in a hydraulic press (Model 3851-C Carver Inc., Wabash, IN) with

+/- 1 °C temperature control of the top and bottom platens. The optimised embossing conditions are



listed in Table S1 along with material properties relevant to the embossing process. All reported
temperature measurements are taken directly from the platens. In a separate calibration measurement,
we determined that the temperatures of polymer sheets were ca. 4-6 °C lower than the platen. The
master was loaded with its features facing up onto the bottom platen of the press. A 1 mm-thick sheet
of the thermoplastic polymer was placed on top of the imprint template (in the case of PC, its relatively
high water absorption required a dehydration step which involved pre-heating of PC at roughly 80 °C
for 40-80 minutes (#;) before embossing). A square polished copper plate with dimensions 7.6 x 7.6 cm

and the thickness of 1 mm was placed on top of the polymer, with the polished side against it.

Table S1 Material properties and optimised HE conditions for the fabrication of microfluidic reactions in COP, acrylate
based polytmer and PC.

Material Material Properties Embossing Conditions
Glass transition =~ Wetting Thermal Heating  Embossing De-embossing Pressure, Time, Cooling
temperature, angle, expansion time, temperature, temperature, time,
coefficient,
T, 0, a t T, T, P, t. t.
°C deg ppm K! min °C °C kPa min min
COP 138° 84 +/-2 70 15 155+4/-0.5 100-125+/-0.5  400-620 10 20
Acrylic 113° 64 +/-1 52 15 117 +/-0.5 90 +/-0.5 400-620 10 20
PC 149° 68 +/-2 58 20 170 +/- 0.5 110 +/- 0.5 400-620 10 30

T, is the glass transition temperature, measured by differential scanning calorimetry (a) or given by manufacturer (b).
6, s the wetting angle for a droplet of water on the original material surface.
t, is the material dehydration time at 80 °C as recommended by PC manufacturer.

A 1 mm-thick sheet of temperature resistant silicone rubber (Mcmaster-Carr 378T22) was placed
between the copper metal plate and the top platen in order to redistribute potential pressure imbalances.
Irrespective of the thermoplastic polymer used for microreactor fabrication, important parameters of
the HE process included temperature ramping times (#; and ¢.), the embossing temperature (7,) and
pressure (P.), and the time of embossing ().
The schematic of the hot embossing process is shown in Figure S3 (a—c). In the first step (Fig. S3a),

the press was heated until the top and the bottom platens reached the temperature of embossing, 7.



Next the pressure was increased to the required embossing pressure, P,, (Fig. S3b) which resulted in
the transfer of bas-relief features from the imprint template to the polymer sheet. Pressure was
calculated by dividing the platen force by the total template surface area (and not by the active feature
area of the master). After 5-10 min, the heaters were turned off and the system cooled under pressure
P, for 20-30 min. Once the temperature reached the de-embossing temperature, 7, the pressure was
reduced and platens were separated. The imprinted thermoplastic polymer sheet was de-embossed
(Figure S3c) while the imprint template was in thermal contact with the heated platen, in order to avert
thermal shock associated with rapid cooling. No mold release or anti-adhesion layer between the

imprint template and substrate were used.
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Fig. S3 (a) A polymer sheet is lightly pressed against the master while system heats. (b) After application of
embossing pressure, the heated polymer conforms to the master bas-relief features. (¢) After cooling to 125 °C
(T,), the master is separated from the patterned polymer. The polished copper plate and the silicone rubber
sheet referred to in the text are not shown. (d) The patterned and non-patterned polymer sheets are activated
via exposure to plasma or to solvent vapour and then pressed against each other in a preheated hydraulic press
(e). The silicone rubber sheet referred to in the text is not shown.



Microfluidic device fabrication: Low-temperature sealing

Following thermoembossing, the imprinted and the non-patterned polymer sheets were sealed by
low-temperature bonding. Conditions used in the sealing step are given in Table S2. Surface activation
for low-temperature sealing of COP microreactors (Figure S3d) was achieved by exposing the polymer
sheets to either O, plasma in a plasma chamber for 30 sec at 0.8 mBar or to the vapour of
methylcyclohexane (MCH). In the latter case, the COC sheets and 2 mL of MCH were placed a pre-
heated to 30 °C glass-covered Petri dish for 3.5 min. To seal PC or acrylic polymer sheets we used air
plasma activation for 30 sec at 0.8 mBar. Following activation, the patterned and non-patterned
polymer sheets were brought in contact and loaded into a hydraulic press, which was preheated to the
bonding temperature, 7}, (Figure S3e). A thin sheet of rubber was placed between the top platen and the
polymer sheets to distribute even pressure across the entire polymer surface (not shown in Figure S3e).
Following bonding, we allowed the sealed microfluidic device to cool down slowly (#) to room
temperature under the pressure P, in order to prevent the build-up of thermal stress. In some cases a
subsequent annealing cycle to 85 °C was implemented to further reduce thermal stress, thereby

suppressing solvent cracking in the presence of mineral oil and monomers.

Table S2 Microreactor sealing conditions

Material itf::;on :esxgc) (T(If) g('apa) ?;nin) ?min)
cop Solvent* 210 70-110  1.0-3.0 10 30-40
cop Plasma® 90  70-110  1.0-3.0 10  30-40
Acrylic  Plasma® 9  60-80 1.0-3.0 10  30-40
PC Plasma® 9  70-110 1.0-3.0 10  30-40

*Solvent used was methylcyclohexane.

0, plasma

¢ Air plasma

foxp is the time of exposure to either plasma, or to solvent vapour.

Bonding conditions: bonding temperature, pressure and time (7}, Pj, ;) and cooling time ¢. under pressure, Py.

Emulsification of monomer solution



Figure 4 shows he results of emulsification conducted in COP microreactors imprinted with the SU-
8/Cu stamp and sealed with MCH-activated bonding. We conducted emulsification of an aqueous
monomer solution comprising 5 wt% NIPAAm, 0.5 wt. % of BIS, and 0.25 wt. % of HMPP in light
mineral oil comprising 4 wt. % of surfactant Span 80 (Figure S4a). In a second experiment, we
emulsified tripropylene glycol diacrylate (TPGDA) mixed with 2 wt. % surfactant Tween 80 and
(HCPK) in water comprising 3 wt. % of Triton X-100 (Figure S4b). The interfacial tension between
the droplet phase and continuous phases were 2.8 mN/m and 0.83 mN/m for systems shown in Figures
S4a and S4b, respectively.' The diameters of approximately 200 droplets were measured using optical
microscopy, yielding a mean diameter (d,,) and polydispersity or coefficient of variance (CV) of the
droplets. The value of CV was calculated as d/d,, x 100%, where d is the standard deviation of droplet

diameters. The droplets shown in Fig. S4a had d,, = 47 um and CV = 1.5%. The droplets shown in Fig.

S4b had d,, = 124 pm and CV = 2.6%.

Fig. S4 Emulsificated droplets of (a) NIPAAm in light mineral oil and (b) TPGDA in water in COP
the microfluidic reactor, sealed via MCH-activation. The flow rates of the droplet and continuous
phases are (respectively) 0.1 mL/h and 1.0 mL/h in (a) and 0.05 mL/h and 1.0 mL/h in (b). The scale
bars are 200 um.

Characterisation of transmission properties of PC, COP, and acrylic polymer (Acrylite OP-4)

Optical transmission properties were examined in the UV-Vis spectral region for PC, COP and the
acrylic polymer (Acrylite OP-4). Based on the results of these experiments (Figure S4), we conclude
that COP was the most transparent material to UV-irradiation: above 350 nm it showed transmission of

ca. 90 %.



100 -
90 - T TN
80- . T
SEERCE
E
& 50 -
2 40
s
= 30
20
10 -
o | | ‘ .
200 500 600 700 800

Wavelength (nm)

Fig. S5 Transmission measured in the spectral region 200 to 800 nm for (a) acrylic polymer Acrylite
OP-4, (b) cycloolefin polymer (COP), (c) polycarbonate (PC). Sample thickness is 1 mm.

References

1. W. Li, Z. H. Nie, H. Zhang, C. Paquet, M. Seo, P. Garstecki and E. Kumacheva, Langmuir, 2007,

23, 8010-8014.




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends false
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize false
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage false
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages false
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages false
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages false
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /FlateEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents suitable for reliable viewing and printing of business documents.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /ENG ()
  >>
>> setdistillerparams
<<
  /HWResolution [600 600]
  /PageSize [595.276 779.528]
>> setpagedevice


