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Supplementary Figure 1.

1a.

Silica nanoparticles were prepared by the sol-gel process on the basis of well-known Stober method which is performed by the hydrolysis
and condensation of tetraethyl orthosilicate (TEOS) as a silica source, in a mixture of ethanol/ water and with ammonia solution as a cata-
lyst to initiate the reaction.'” We produced both pure (no aminoacid added) and arginine/lysine functional silicon-oxide nanoparticles. We
report the preparation of silica nanoparticles with different particle sizes which were carried out in the presence of basic amino acids (L-
Lysine/ L-Arginine) as a catalyst, instead of ammonium hydroxide, and at different reaction temperatures.' The amino acids arginine/lysine
incorporated into the silica nanoparticles (SiNPs) during the growth process that is catalyzed by their presence. The purification was done
by dialyzing all the synthesized nanoparticles as silica dispersions, to remove unreacted reagents (L-Lysine/ L-Arginine, TEOS, by-
products) using dialysis membranes with a molecular-weight cut-off at 14 kDa against water. Dialysis was carried for 1 week by refreshing
Milli-Q water twice per day. The pure nanoparticle (without arginine/lysine: particle with the 100 nm particle size (N-100)) is prepared
similar to the nanoparticles containing arginine/lysine as shown below, but in the absence of amino acids and catalyzed by ammonium

hydroxide.
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b The resulting particles were dialyzed one week.

The Ninhydrin-Test was used to test the presence of amino acids at the surfaces of prepared spherical nanoparticles. The text indicates the
presence or absence of ammonia/amines in the test material. It can be used qualitatively (e.g. for chromatographic visualization) or quanti-
tatively (e.g. for peptide sequencing). The qualitative determination of the aminoacids on the surfaces is sufficient for our studies. The a-
amino acids typically give a blue-purple product, which indicates the presence of these amines. As it can be seen from the figure below, the
Ninhydrin-Test done on the solutions of arginine containing nanoparticles resulted in blue-color. The first test-tube in the figure is water,
and then A1-AS indicates the solutions with silica nanoparticles containing arginine with increasing amounts. The last test-tube contains
only a solution of pure arginine. The Ninhydrin-Test was done after an intensive dialysis of the particles for around a week, so that there
should not be any remaining unreacted arginine in the solutions. As a result, the results are qualitative indication of the presence of the
arginine amino acids on the surfaces on the nanoparticles.
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1b.
Nanoparticle sizes were determined by DLS measurements. The surface areas determined by BET measurements are as well listed below.
The nomenclature of the samples is according to Table 1.

Samples Particle Diameter | Surface Area | Polydispersity
(nm) (m?/g) Index
(PDI)
N-A13 13 258 0.066
N-A25 25 197 0.093
N-A31 31 118 0.061
N-AS1 51 86 0.035
N-A62 62 66 0.042
N-A90 90 50 0.046

N-100 100 33 -
(Pure NP, without aminoacid)

The Dynamic Light Scattering (DLS) experiments were performed by using ALV/LSE-5004 Correlator an ALV CGS-3 goniometer with a
22 mW light source (He-Ne laser) at 632.8 nm with a scattering angle of 90°. Five repeat measurements of the intensity autocorrelation
function g* were performed on each sample at 25 °C. The electric field correlation function g' was obtained by using the Siegert relation
(g* -1 =B[g']? where B is a correction factor) and fitted with a second order cumulant fit to obtain the diffusion coefficient, D, and the
polydispersity of the particle size distribution. The hydrodynamic diameter (D) was calculated by using the Stokes-Einstein relation
D=k*T/3*n*n*D, where n is the solvent viscosity, and D the diffusion coefficient.

1c.

Transmission electron microscopy (TEM) images of the synthesized arginine functional nanoparticles with different sizes (diameter of
~13-~90 nm). TEM measurements were performed with FEI Tecnai G*> 20 S-TWIN, operated at 200kV. Samples were prepared by drop-
ping diluted water suspensions of silica nanoparticles onto a copper grid, followed by a solvent evaporation. The scales of the images are
given left below as a white solid-line, which are 50 nm for all. The particle sizes given above the figures are obtained from DLS measure-
ments.
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N-A25 (R: ~25 nm) N-A31 (R: ~31 nm)

N-A13 (R: ~13 nm)

Supplementary Figure 2. The ’Si CP and direct-excitation MAS NMR spectra, and >C CP MAS NMR spectra of the silica nanoparticle
prepared without any surfactant (N-100) with particle size of ~100 nm.

Silicon-Oxide (Pure)
*Si CPMAS #Si MAS C CPMAS

MW-On
ns: 32
MW-Off MW-On
ns: 32 ns: 1k
0.4 ms CP

100 ppm ~100 ppm 200 150 100 50  ppm

Supplementary Figure 3. The results of the lineshape fits performed by DMFIT program. 2 and 10 second relaxation delays were used for
the cross-polarization and direct-excitation ’Si MAS DNP-NMR experiments, if otherwise stated in parenthesis. 20 mM TOTAPOL was
used for different samples, except for the N-A25 (which was also prepared without any radical) and N-A90 (which was also prepared with
5 mM concentration).

3
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Particle diameter CP CP CP MAS MAS MAS MAS
(nm) % Q, % Q3 % Q4 % Q, % Q3 % Q4 % Qup
N-A13 (20mM) 13 10 53 37 - - - -
N-A25 (20mM) 25 10 57 33 — _ — _
N-A25 (No-Radical) 25 8 67 25 - - — _
N-A90 (20mM) 90 4 54 42 ~1 16 37 46
N-A90 (5mM) 90 12 50 38 ~1 26 31 42
N-A90 (20mM)
(D1: 50s for MAS) 2 - - - 4 6 9 41
N-A90 (20mM)
(D1: 1000s for MAS) 20 - - - 3 7 63 27
13nm, 20mM 25 nm, 20 mM 90 nm, 20 mM

Supplementary Figure 4. Determination of the relative and absolute 'H/*°Si DNP enhancements of a 11 nm arginine surface functional
nanoparticle. 22 mg of dry powder sample was used for this determination. The sample was measured first at room temperature and then at
~100 K without radical. 22 pl of 20 mM TOTAPOL containing solvent was then added to the powder sample, and then the DNP en-
hancements were determined at ~100 K, by comparing uW on and off spectra.

A40 (11 nm) SiO2 Nanoparticle DNP Enhancements
22 mg dry powder sample "H DNP (via *’Si CP)|*’Si DNP (via ’Si MAS)
Compared to 100 K, with 22 ul TOTAPOL (20 mM), uW-Off 43 14
Compared to 100 K, no TOTAPOL, uW-Off 2 8
Compared to 280 K, no TOTAPOL, uW-Off 18 26

Supplementary Figure 5. The DNP enhanced 2Si MAS NMR spectra recorded with different relaxation delays to represent the linewidth
changes.
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Supplementary Figure 6. The effect of nanoparticle size to the sensitivity of the DNP enhanced *C CPMAS NMR spectra. The spectra
recorded with the 25 and 90 nm particle diameters are shown below. The intensity of the TEOS signals are normalized and different
amount of surfactant (arginine) signal can immediately be realized due to different DNP enhancements.
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Supplementary Figure 7. Details of the calculation of the total surface area per rotor, total TOTAPOL molecules per unit nanoparticle
surface area, enhancements of 29SiQ4, and the percentage of the polarizable part of the nanoparticle to the total particle volume.

Particle Size [nm] Total Surface of Parti- | Molecules TOTAPOL Enhancement of Percentage of the
cles [m?] per 100 nm’ Q, sites (MAS) ,.shell” (polarizable)
nanoparticle surface volume per total nano-
particle
volume of one particle
by using a 5.7 nm pene-
tration depth

100 1.1 53 3 30.4
90 1.3 48 7 333
62 1.8 33 455
51 22 27 10 53.1
31 3.7 16 17 74.6
25 4.5 13 20 83.8
13 8.7 7 21 99.8
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The main difference of the various particle sizes for the DNP measurements is the different surface areas. As the total volume of all parti-
cles and the total amount of solid material in each rotor are same in all samples (same rotor volume of ~25 ul), the total surface area is
increasing with a decreased particle size. The surface and volume of the particles were calculated by using a perfect spherical shape. Since
the total mass of particles are similar for all the samples used in the study as well as the apparent density of Si-O-Si materials, the number
of molecules per sample was estimated. This value multiplied by a single surface area resulted in the total surface area of the material in
one rotor, shown in the above table.

Additionally, the number of TOTAPOL molecules per surface are is decreasing with decreasing particle size, due to the increased total
surface are of the system. To illustrate this effect we calculated the values for a case where all the TOTAPOL molecules are attached to the
particle surfaces (the results are given above in the table).

If the transfer of polarization is limited in length (meaning that there is a sizeable DNP penetration depth which is smaller than the particle
radius), our measurements can be used to create a simplified model to calculate the size of this penetration depth (in other words spin-
diffusion barrier). We divided each single particle in an outer shell (polarized part of the nanoparticle) which is fully polarized, and an
inner core (non-polarized part of the nanoparticle) which is not polarized at all. Following this simplification, the ratio of the polarizable
volume (V polarized) t0 the total particle volume (V pgnoparticie) €an be calculated which depends on the particle size (radius r) and the “DNP
polarization depth” (a). From this formalism the value of the penetration depth can be calculated since we know the nanoparticle size de-
pendent DNP enhancements (enhancement is proportional to ~ V yjarized/V nanoparticle) by fitting the data shown in table above and in the text

(Table 1).
4/ 3 4 3
Vpularized — Aﬂ-r Aﬂ'(l" a)
I/nanoparticle % 7[’/'3

To compare this model with our measurements, we first defined the highest enhancement as 1 for the smallest particle size and fit the date
to minimize the squared differences of the above model and the measured enhancements. The converged result represent an estimated DNP
penetration depth, “a”. By using the DNP enhancements measured with 2°Si direct-excitation NMR (representing mostly the Q, sites), the
calculated penetration depth is ~5.7 nm, whereas, the same calculation based on the CP based DNP enhancements results a penetration
depth of ~4.2 nm (represents mostly the Q,.3 sites). For the first case the percentages of the polarized-part on the total particle volume are
displayed in the table above. A shorter penetration depth is obtained from the data obtained by CP experiments, because in the studied
nanoparticles more protons are at the surfaces than in the core of the particles ad as result the CP experiments monitors more the surface
areas and can span less area compared to the direct-excitation experiment.

References:

1. Yokoi, T.; Sakamoto, Y.; Terasaki, O.; Kubota, Y.; Okubo, T.; Tatsumi, T. Periodic arrangement of silica nanospheres assisted by
amino acids. Journal of the American Chemical Society 2006, 128 (42), 13664-13665.

2. Altin, B. Synthesis an dcharacterization of monodisperse silica based functional nanoparticles for multi-purpose applications. Master of
Science Izmir Institute of Technology, 2009.

3. W. Stober, A. Fink, E. Bohn, J. Colloid Interface Sci. 26 (1968) 62.



	Supporting Information
	Dynamic Nuclear Polarization of Spherical Nanoparticles


<<

  /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 1.6

  /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 (None)

  /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 <>

    /ENG ()

    /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.)

  >>

>> setdistillerparams

<<

  /HWResolution [600 600]

  /PageSize [595.276 779.528]

>> setpagedevice



